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EXPLOSIVES.  Explosives  are  solid,  liquid, 
or  gaseona  mixtures  or  chemical  compounds, 
which  by  chemical  action  (set  up  in  them 
locally  by  flame,  by  a  blow,  or  by  other  means) 
generate  snddenly  large  yolumee  of  heated  gas. 

The  rate  at  which  the  expansive  force,  which 
characterises  an  explosive  reaction,  is  developed, 
vanes  considerably,  and  determines  whether  the 
reaction  is  a  combustion,  explosion,  or  detona- 
tion. These  .terms  are  purely  relative,  and 
there  is  no  definite  line  of  demarcation  between 
them. 

The  factors  determining  the  rapidity  of  an 
explosive  reaction  are  the  chemical  nature  of  the 
explosive,  its  physical  condition,  the  conditions 
under  which  it  is  exploded,  and  the  method  of 


The  energetic  action  of  an  explosive  largely 
depends  on  its  rate  of  chemical  chan|y;e;  in 
chemical  compounds  (Uke  nitroglycerm  and 
guncotton)  the  reacting  atoms  are  in  much 
greater  proximity  than  are  those  of  a  mechani- 
cal mixfnie  of  solids  (such  as  gunpowder),  and 
in  the  former  class  the  rapidity  of  the  chemical 
action  will  be  greater  than  in  tnose  of  the  latter 
class,  composed  of  constituents  by  themselves 
non-explosive. 

Nearly  all  the  explosives  in  actual  use  are 
instances  of  oxidation,  oxygen  being  supplied 
by  A  nitrate,  by  nitric  acid,  by  an  NOj  group,  or 
by  a  chlorate  or  perchlorate. 

The  oxidising  compounds  used  in  explosive 
nuxtores  and  explosive  compounds  are  fre> 
qnently  endothermio  substances,  the  heat  of 
Ofioomposition   contributing    towards    the   ex- 

Clon  of  the  gaseous  products  of  the  explosion, 
conditions  for  complete  combustion  of  the 
oomboBtible  elements  do  not  always  give  the 
'^^ftximam  explosive  effect ;  carbon  burning  to 
^onoxide  |;ives  a  larger  evolution  of  gas,  but 
W8  eTobtion  of  heat  than  on  complete  com- 
■nstioQ,  and  the  best  composition  for  any  given 
explosive  effect  has  to  be  determined  by  experi- 

OKDt. 

The  physical  condition  of  an  explosive  has 
a  markoi  effect  on  its  explosibility  and  the 
character  of  the  erosion ;  bozen  nitroglycerin 
Vol.  m.— T. 


is  much  less  sensitive  than  the  same  explosive 
in  the  liquid  state,  nitro  explosives  that  have  been 
fused  and  cast  are  less  sensitive  to  detonation 
than  the  same  explosives  in  the  crystalline  or 
powdered  condition,  and  the  same  sunpowder 
mixture  gives  various  effects  according  to  the 
size  of  the  grain. 

Confinement  increases  the  effect  of  aU  ex- 
plosives ;  the  more  rapid  the  explosive  the  less 
the  confinement  necessary  to  obtain  its  maxi- 
mum effect.  The  power  of  'mercury  fulminate 
is  but  little  increased  by  confinement,  but  ex- 
plosives of  the  ffunpowder  type  require  to  be 
strongly  confined  to  produce  disruptive  effects. 

A^  explosive  reaction  may  be  initiated  by  a 
heated  solid,  a  flame,  by  friction,  by  percussion, 
an  electric  spark  or  current,  or  by  the  con- 
cussion from  another  explosion.  The  nature  of 
the  reaction  is  largely  conditioned  by  the  method 
of  firing  adopted ;  nitroglycerin  or  guncotton 
in  contact  witn  a  flame  bums  quite  quietly  in  the 
open,  but  when  fired  by  the  detonation  of  a 
small  initial  chaige  of  mercury  fulminate,  the 
whole  mass  of  the  explosive  decomposes 
practically  instantaneously,  and  detonation 
results. 

The  various  explosive  reactions  differ  con- 
siderably in  the  amount  of  impulse  necessary 
for  their  initiation.  To  have  value  as  an 
explosive,  a  compound  or  mixture  must  not  be 
too  sensitive  to  impulse.  Substances  like 
nitr(>gen  iodide  and  diazobenzene  nitrate  are 
too  sensitive  to  have  practical  value.  The 
most  sensitive  explosives  in  use,  such  as  mercury 
fulminate  and  its  mixtures,  are  used  in  small 
quantities  in  caps  and  detonators  to  initiate  the 
explosion  of  lararer  masses  of  lees  sensitive 
explosives,  propellants  or  high  explosives. 

The  value  of  an  explosive  as  a  propellant  or 
high  explosive  depends  on  its  density,  on  the 
quantity  of  gas  and  heat  liberated,  and  on  the 
velocity  of  the  explosive  reaction.  For  a  pro- 
*lant  the  eas  and  heat  evolution  must  be 

;h :   for  a  high  explosive  it  ia  necessary  that 

the  factors  should  have  a  high  value.  ^ 

Explosives  may  be  classified  either  according^ 
to  their  chemical  composition,  into  explosive 
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muctures  or  explosive  compounds ;  according  to 
their  effect  and  the  purpose  for  which  they  are 
employed,  into  *  hign '  or  *  low '  explosives  or 
*  disruptives  '  and  *  propellants  ' ;  or  according 
to  the  danger  in  hanoling,  transporting,  and 
storing  them. 

In  this  article,  the  chemical  classificatiaon  is 
adopted,  as  far  as  possible.  All  the  substances 
having  exnlosive  properties  are  not  included, 
but  only  tiiose  that  hAve,  or  may  have,  value 
for  practical  purposes. 

Explosive  Mixtubbs. 

In  explosive  mixtures,  the  combustible  and 
supporter  of  combustion  are  present  in  separate 
ingredients,  which  are  usually  not  in  thexnselves 
explosiva  The  necessary  speed  of  reaction  is 
ensured  by  extremelv  fine  subdivision  and  very 
thorough  incorporation  of  the  ingredients,  and 
by  the  oxygen  being  in  a  highly  concentrated 
and  more  or  less  easily  liberated  form.  An 
important  oharacteristio  of  this  class  of  ex- 
plosives is  that  their  effect  may  be  varied  by 
varying  the  proportions  of  the  ingredients. 

Explosive  mixtures  may  be  grouped,  accord- 
ins  to  the  source  of  their  o]m[en,  into  nitrate, 
chlorate,  perchlorate,  &o.,  mixtures.  Only  the 
mixtures  of  these  oxidising  substances  with 
combustible  ingredients,  in  themselves  non- 
exploeiye,  and  those  containing  only  a  small 
proportion  of  an  explosive  compound  added  to 
imorove  the  explosive  properties  of  the  mixture, 
will  be  considered  under  this  heading.  The 
mixtures  of  oxidising  substances  with  explosive 
compounds,  where  the  former  are  only  of 
seoondazy  importance,  will  be  considered  under 
(he  respective  explosive  compounds. 

Nttnte  Mlxturw. 

In  the  nitrates,  the  oxygen  is  in  sufficiently 
strong  combination  to  need  a  somewhat  power- 
ful disturbing  agency  to  liberate  it,  so  that  the 
nitrate  mixtures  are  not  very  sensitive  and 
their  action  is  comparatively  slow. 

PoUutium  nitrate  mixtures. — Of  the  various 
nitrates  used  in  explosive  mixtures,  the  potas- 
sium salt  is  by  far  the  best  adapted  for  the 
purpose,  and  black  powder,  or  gunpowder,  is 
the  most  important  member  of  this  class  of 
explosives. 

Gunpowder, 

Since  the  introduction  of  smokeless  powders, 
gunpowder  has  been  gradually  superseded  for 


most  military  purposes :  both  as  a  propellant 
and  a  disruptive  it  is  obsolescent.  It  is  still 
however,  very  largely  used  in  industrial  mining 
operations,  as  a  propellant  for  sporting  purposes, 
as  a  bursting  or  opening  charge  for  shrapnelshell, 
and,  the  smaller  sizes,  for  subsidiary  military 
purposes,  such  as  for  primers  and  iflpiters  for 
large  smokeless-powder  charges,  for  fuses,  and 
as  an  ingredient  m  certain  compositions. 

Ordinary  black  gunpowder  consists  of  an 
intimate  mixture  of  potassium  nitrate,  sulphur, 
and  charcoal.  The  composition  of  the  olack 
powder  used  for  military  purposes  in  different 
countries  is  nven  in  the  table  below. 

EngUsh  fiack  gunpowders  contain  about  I  to 
1*3  p.  c.  moisture. 

Manufacture, — ^A  short  account  only  of  the 
process  of  manufacture  will  be  given,  mainly 
that  used  at  the  Royal  Gunpowder  Factory, 
Waltham  Abbey. 

The  Ingredients, 
The  nitre  employed  at  Waltham  Abbey  is 
wholly  Indian  nitre.  As  imported,  the  *  grough  ' 
saltpetre,  as  it  is  called,  has  been  partially 
purified,  but  contains  potassium  and  sodium 
chlorides,  potassium,  sodium,  and  calcium 
sulphates,  sand,  and  oiganic  matter;  the 
total  impurities  averaging  about  4}  p.o.  It  is 
submitted  to  a  simple  refining  process,  being 
first  dissolved  b^  heat  in  the  water  used  for 
washing  the  purified  nitre  of  a  previous  opera- 
tion. The  liquid  is  heated  to  boilins  in  large 
refinine  coppers,  the  scum  on  the  surface  being 
carefufiy  skimmed  off ;  the  temperature  of  the 
liquid  is  allowed  to  fall  to  104°,  and  it  is  then 
filtered  through  bags  of  coarse  cloth  into  the 
crystallising  vessels.  The  temperature  of  the 
solution  on  entering  the  crystallising  vessels  is 
about  88**  to  82'',  the  liquid  is  kept  m  constant 
agitation  with  wooden  hoes,  whereby,  as  the 
liquid  cools,  fine  crystals  are  formed.  The  solu- 
tion is  not  stirred  when  its  temperature  is  lower 
than  32''.  If  the  solution  were  left  to  crystallise 
undisturbed,  laige  crystals  would  form,  and 
would  enclose  mother  liquor.  The  crystals  are 
drawn  to  the  side  of  the  crystalliser,  and  trans- 
ferred to  draining  frames.  The  drained  nitre 
fiour  then  receives  three  washings  with  distilled 
water  in  quantities  insufficient  to  dissolve  the 
nitre,  each  washing  is  succeeded  by  draining; 
after  the  last  washiiu;  the  nitre  is  drained  all 
night,  and  is  removed  (except  the  bottom  part, 
which  is  very  moist)  to  the  store  bins.  After 
about  three  days  in  store  it  is  ready  for  the 
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powder  manufacture,  and  containa  from  3  to 
5  p.c.  of  moisture,  according  to  the  season ;  the 
water  is  estimated  and  allowed  for  in  weighing 
the  charges. 

The  waters  used  for  washing  the  crystals  are 
employed  for  the  solution  of  the  crude  nitre; 
the  nitre  is  rwsovered  from  the  crystaUisation 
mother  liquors  by  evaporation,  and  is  treated  as 
crude  nitre. 

FromD^rtiauXy  it  appeara  that  the  CHPta- 
tion  of  the  solution  of  nitre  during  crystaUisa- 
tion  in  order  to  obtain  fine  crystals  is  in  general 
use  on  the  Continent ;  at  leavBt,  he  mentions  it 
as  in  use  at  Lille,  Wetteren,  and  Spandau.  At 
the  refineries  at  Lille,  Wetteren,  and  Spandau, 
he  states  that  glue  ia  added  to  the  boiling  solu- 
tion of  the  crude  nitre  (the  weight  of  glue  being 
about  ;f,^ir  that  of  the  crude  nitre) ;  the  glue 
coagulatingand  carrying  down  organic  colouring 
matters.  Tbe  process  of  purification  was  the 
invention  of  B6aume  and  Lavoisier,  and  existing 
processes  follow  theirs  with  slight  modifications. 

On  the  Continent,  and  by  most  private 
manufacturers  in  this  country,  '  artificial  *  or 
*  conversion '  saltpetre,  or  *  German  saltpetre,* 
as  it  is  frequently  called,  is  almost  exclusively 
used.  It  is  made  oy  dissolving  10  parts  of  sodium 
nitrate,  '  Chile  saltpetre,'  and  9  parts  of  potas- 
sium chloride,  obtained  from  Stassfurth  *car- 
nallite,'  in  mother  liquors  from  previous  opera- 
tions, concentrating  and  crystaUisation.  It  is 
refined  as  above. 

In  1894  Hellick  discovered  that  *  German 
saltpetre '  frequently  contained  notable  quan- 
tities of  perchlorate,  and  it  was  stated  that 
several  accidents  in  powder  factories'^soincided 
with  the  presence  of  a  considerable  percentage 
of  perchlorate  in  the  powder.  It  was  subse- 
quently shown  that  powder  containing  per- 
chlorate was  not  unduly  sensitive.  The  per- 
chlorate is,  however,  not  uniformly  distributed 
in  nitre,  but  tends  to  aoglomerate,  and  the 
irregular  shooting  obtainea  with  some  foreign 
sporting  powders,  as  compared  with  £n^l£h 
ones,  has  been  attributea  to  the  contamed 
perehlorate. 

The  svljikur  employed  at  Waltham  Abbey  is 
native  Sicxuan  sulphur,  of  the  best  (j^ualitv.  In 
Sicily,  the  sulphur  mineral  is  subjected  to  a 
liquation  process,  to  separate  the  sulphur  from 
the  ganffue.  It  still  contains  3  to  4  p.  c.  gangue, 
from  which  it  is  freed  by  distillation.  It  is 
distilled  from  a  large  iron  retort,  provided  with 
two  tubes  placed  at  ri^ht  angles  to  each  other ; 
one  tube  (15  inches  wide)  communicates  with  a 
large  dome-shaped  suUiming  chamber,  the  other 
turo  (5  inches  wide)  enters  an  iron  pot  which 
receives  the  distilled  sulphur;  this  tube  is 
jacketed  for  cooling  with  water.  The  tubes  can 
be  connected  with  the  diBtiHing  vessel  or  cut 
off  from  it  by  means  of  valves.  The  distilling 
vessel  receives  its  chaise  of  sulphur,  which  is 
heated  to  boiling ;  during  the  earlier  stages  of 
the  distillation  the  vapours  are  sent  into  the 
subliming  chamber,  where  the  sulphur  condenses 
as  *  flowers  of  sulphur ' ;  later  on  the  sulphur 
vapour  is  sent  through  the  condenser,  from  which 
it  runs  into  the  receiver  in  the  liquid  form.  It  is 
allowed  to  cool  somewhat,  but  not  to  its  solidi- 
f3ruig  point,  and  is  ladled  into  moist  wooden 
•  momds.  Sulphur,  of  sufficient  purity  to  be 
used  in  explosives  without  further  treatment. 


is  now  obtained  in  large  quantities,  by  the 
*  Chance-Claus '  process,  from  the  calcium  sul- 
phide, which  is  the  chief  constituent  of  the 
residue  formed  in  the  manufacture  of  soda. 
Much  of  the  sulphur  used  by  private  firms  and 
abroad  is  also  obtained  from  pyrites.  The 
'  flowers  of  sulphur  *  are  not  used  m  the  manu- 
facture of  the  gunpowder,  as  they  usually  contain 
considerable  quantities  of  sulphurous  and  sul- 
phuric acids,  but  are  redistilled. 

The  sulphur  igniting  in  air  at  a  low  tempera- 
ture— about  250^ — ^renders  the  gunpowder  in- 
flammable, and,  experience  has  shown,  improves 
the  keeping  qualities  of  the  powder.  Under  the 
influence  of  pressure  in  the  manufacturing 
processes  the  sulphur  flows  and  becomes 
colloidal,  and  cements  the  particles  of  the 
ingredients  together.  Sulphurlees  gunpowder 
is  comparatively  friable. 

The  charcoal.  For  making  the  charcoal  for 
gunpowder,  soft  and  lisht  woods  are  chosen,  as 
the  charcoals  they  yield  are  more  readily  ignit- 
able,  of  an  average  growth  of  from  two  to  ten 
years.  The  wood  should  be  cut  in  the  spring, 
when  it  is  in  full  vegetation,  as  then  its  bark  can 
readily  be  removed ;  in  the  spring  the  tree  is  in 
fullest  sap,  but  the  sap  is  very  watery,  and 
contains  but  little  salts  in  solution. 

At  Waltham  Abbey,  the  woods  used  are: 
the  alder  buckthorn  (Mhamnus  franguJa,  L.,  im- 
properly called  dogwood),  aJaer,  and  willow 
{Satix  diba,  L.).  Dogwood  charcoal  is  preferable 
for  small-grain  qmck-buming  powders ;  for 
powders  of  larger  grain  the  slower  alder  and 
willow  charcoius  are  used.  The  woods  are 
grown  in  England,  and  are  cut  about  four  inches 
m  diameter. 

D^ortiaux  states  that  in  France  the  so- 
called  dogwood  {Rhamnus  frangula)  is  exclu- 
sively employed  for  making  the  charcoal  for 
militaiv  and  sporting  powders  ;  he  states,  how- 
ever, that  it  is  becoming  increasingly  difficult  to 
procure,  and  that  they  are  trying  to  replace  it 
by  willow,  or  by  the  wood  of  the  spinole  tree. 
In  Germany,  <  dogwood '  (R,  frangula),  willow, 
and  alder  are  used ;  in  Russia,  alder ;  in 
Austria,  alder  and  hazel. 

At  Waltham  Abbey,  wood  is  usually  kept  for 
about  three  years,  dogwood  in  thatehed  stacks, 
and  willow  and  alder  piled  by  cords  in  the  open. 
By  the  method  of  carbonisation  there  followed, 
25  p.o.  of  black  charcoal  should  be  obtained 
from  the  wood,  rather  more  from  dogwood. 
The  wood  is  cut  into  three-feet  lengths,  which 
are  split  if  differing  much  in  thickness,  and 
is  packed  into  iron  cylindrical  cases  called  slips, 
3  feet  6  inches  long,  and  2  feet  4  inches  in 
diameter.  The  lid  is  fastened  on,  two  opening 
(each  about  4  inches  in  diameter)  being  left  in 
the  bottom  of  the  slip.  The  slips  are  then 
placed  in  horizontal  cj^ders,  the  end  of  the 
slip  with  the  openings  going  to  the  further  end 
of  the  cylinder,  in  wnich  end  there  are  openings 
corresponding  with  those  in  the  slips. 

The  cylinders  are  dosed  by  tighUy  fitting 
iron  doors,  and  are  built  into  the  wall,  with  fur- 
naces underneath,  so  arraiured  as  to  admit  of 
the  accurate  regulation  of  tne  heat  throughout 
the  operation  of  charring;  this  occupies  with 
dogwood  about  4  hours  for  B.F.G.,  and  8  hours 
for  R.F.G'  gunpowders.  The  flames  surround 
the  cylinder,  the  neat  acting  as  nearly  as  possible 
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on  its  whole  surface.  The  gases  and  FoUtilised 
tar  from  the  wood  pass  out  uirough  the  openings 
in  the  slip  and  the  corresponding  holes  in  the 
retort,  into  pipes  communicatinff  with  the  fur- 
nace in  which  they  are  burnt ;  this  saves  a  con- 
siderable amount  of  fuel.  When  the  wood  has 
been  sufficiently  charred,  which  is  known  by  the 
violet  colour  of  the  flame  from  the  burning  gas, 
indicating  the  formation  of  carbonic  oxide,  the 
slip  is  withdrawn  by  means  of  tackling,  placed 
in  a  lan;e  iron  case  or  cooler,  covered  with  a 
closely  fitting  lid,  and  allowed  to  remain  until 
all  the  fire  is  extinguished,  which  takes  about 
4  hours ;  the  charcoal  is  then  emptied  into 
smaller  coolers,  and  sent  to  store.  The  char- 
coal is  carefully  picked  over  by  hand,  to  ascer- 
tain that  it  all  is  properly  and  evenly  burnt, 
and  that  no  rivets  from  Uie  slips  have  broken 
off.  It  is  then  kept  from  ten  days  to  a  fortnight 
in  store  before  oeing  ground,  to  obviate  the 
danger  from  spontaneous  combustion  (caused  by 
absorption  of  oxygen  from  the  air)  to  which  char- 
coal is  liable  when  ground  directly  after  burning. 

The  smaller  the  cylinders  used,  the  more 
uniform  is  the  composition  of  the  charcoal  pro- 
duced, since  so  high  a  temperature  is  not  needed 
to  carry  the  heat  to  the  centre  of  the  charge ;  in 
the  English  powder  mills,  the  tendency  has  been 
to  use  small  cylinders,  some  of  which  hold  only 
77  lbs.  of  wood.  The  use  of  small  cylinders,  how- 
ever, raises  the  cost  of  production  (D^ortiaux). 

Violette  states  that,  for  the  same  tempera- 
ture, a  slow  carbonisation  gives  a  much  hiffher 
yield  of  charcoal  than  a  quick  carbonisation; 
the  percentage  of  carbon  being  also  a  little 
higher  in  the  former  case. 

Instead    of     fixed     carbonising     cylinders, 
movable  cylinders  are  now  used  in  most  black- 
powder  factories.     No  'slip*  is  used,  but  two 
cylinders  are  provided  for  each  furnace,  one 
bein^   charged   while   a  carbonisation  is   pro- 
ceeding in  the  other.     The  charged  cylinaers 
are  run  into  the  furnace  on  rails,  which  support  | 
them  over  the  fire.    An  elaborate  arrangement 
for  the  regular  distribution  of  the  gases  and  i 
products  of  distillation  of  the  wood  is  used,  by  , 
means  of  which  they  can  at  will  be  directed  into  | 
any  one  of  the  furnaces  or  allowed  partially  to  j 
escape  by  the  chimney.  | 

The  principal  advantages  claimed  for  this  | 
system  are  homogeneity  of  the  charcoal,  the  | 
ready  regulation  of  the  combustion  of  the  gases 
by  means  of  the  distribution  apparatus,  ana  the 
cooling  down  of  the  charcoal  out  of  contact  with  I 
the  air,  which  does  away  with  the  possibility  of  j 
the  charcoal  taking  fire.  I 

In  some  English  factories,  vertical  movable  ' 
cylinders  are  used,  the  advantages  being  that  a 
larger  number  can  be  fired  at  the  same  time,  and  | 
the  moving  of  the  cylinders  into  the  cooling  ; 
room  is  greatly  facilitated.  j 

Bockmann  mentions  that  some  years  ago 
the  use  of  rotating  cylinders  was  introduced  in  j 
Sweden ;  the  cylinders  being  turned  90^  about  ' 
their  horizontal  axes  every  half-hour  during  ; 
carbonisation.  It  is  stated  that  a  more  uni-  i 
form  carbonisation  is  obtained,  and  fuel  saved,    i 

Violette,  in  1848,  introduced  the  carbonisa-  , 
tion  of  wood  by  means  of  superheated  steam.  | 
The  steam  was  used  at  a  pressure  of  {  to  1  atmo-  ^ 
sphere,  and  was  raised  to  the  required  tem-  ' 
perature  by  being  passed  through  a  worm  of 


wrouffht-iron  heated  by  a  fire.  For  the  produc- 
tion (from  dogwood)  of  charbon  roux  containing 
70  p.c.  carbon,  the  temperature  of  the  steam 
had  to  be  about  280'' ;  by  using  steam  heated  to 
about  350^,  charcoal  containing  77  p.c.  carbon 
was  produced,  and  by  heating  lK>th  cylinder  and 
steam  to  a  temperature  not  exceeding  450°,  char- 
coal of  89  p.c.  carbon  was  obtained.  The  char- 
coal produced  by  means  of  superheated  steam 
is  remarkably  uniform  in  composition.  The 
method,  however,  was  abandoned,  because  it 

fave  a  lai^er  yield  of  charbon  roux,  but  not  of 
lack  charcoal,  than  the  ordinary  method  of 
carbonisation  in  cylinders  ;  and  the  lightly- burnt 
charcoal  was  then  only  required  for  sporting 
powder.  Also,  the  cost  of  production  of  the 
charcoal  by  the  superheated  steam  apparatus 
was  greater. 

Guttler,  in  1887,  invented  a  process  for 
carbonising  wood,  especially  cuttings  and  pulp, 
straw,  peat,  &c.,  in  heated  CO,.  (Carbon 
dioxide  is  stated  to  be  preferable  to  super- 
heated steam,  on  account  of  the  moist  state 
of  the  charcoal  when  cooled  in  the  steam. 
Gases  of  combustion,  as  free  as  possible  from 
oxygen,  are  actually  used.  A  producer-furnace 
is  arranged  by  the  side  of  the  charring  furnace, 
in  which  the  C0|  is  produced  by  blowing  air 
through  burning  coke  by  means  of  a  fan.  The 
carbonic  acid  gas  is  then  blown  through  a  tube 
into  the  carbonising  cylinder  during  the  carbon- 
isinjg  of  the  wood,  &c.,  and  the  flow  of  CO^  is 
maintained  during  the  cooling,  which  in  con- 
sequence of  the  presence  of  the  gas  may  be  very 
rapid. 

Composition,  dhc,  of  the  charcoal, — Carbon- 
ising the  wood  raises  the  percentage  of  carbon, 
diminishing  the  percentages  of  hydrogen  and 
oxygen. 

D6sortiaux  states  that  woods  recently  cut 
have  almost  the  same  percentage  composition ; 
the  mean  composition  of  the  dned  wokmI  being 
49-37  p.c.  C,  614  p.c.  H,  43-42  p.c.  0  and  N, 
I  -07  p.c.  ash. 

Heintz  gives  the  composition  of  alder  wood 
minus  ash,  as  48*53  p.c.  C,  5-94  p.c.  H,  44*75 
p.c.  O,  0*68  p.c.  N.  Peterson  and  Schodler  give 
alder  wood  minus  ash  as  49*20  p.c.  C,  6*22  p.c. 
H,  44-58  p.c.  0  and  N. 

On  heating,  water,  carbon  monoxide,  carbon 
dioxide,  hydrogen,  acetic  acid,  methyl  alcohol, 
and  tar  are  pro«luced. 

Violette  round  that  dogwood  was  converted 
into  slack-baked  charcoal  {charbon  roux)  at  a 
temperature  of  280''-300°  ;  at  300**  the  >^eld  (on 
the  small  scale)  was  about  34  p.c.  and  the  com- 
position of  the  charcoal  was  73*24  p.c.  C,  4-25 
p.c.  H,  21*94  p.c.  0  and  N,  0*67  p.c.  ash.  Be- 
tween 350''  and  400°,  black  charcoals  are  pro- 
duced, the  yield  being  from  31  p.c.  to  28  p.c,  the 
composition  ranging  from  about  77  p.c.  to  81 
p.c.  C.  Between  1000°  and  1250°,  the  charcoal 
obtained  was  very  black  and  hard,  the  yield  was 
about  18  p.c,  and  the  composition  of  the  char- 
coal 82-0  p.c  C,  2-30  p.c  H,  14*10  p.c.  0  and  N, 
1*60  p.c.  ash,  at  the  lower  temperature,  and  88*14 
p.c  C,  1-42  p.c  H,  9*24  p.c  0  and  N,  1*20  p.c. 
ash,  at  the  higher  temperature. 

Experiments  made  at  the  Chemical  Depart- 
ment of  the  War  Department  showed  no  great 
difference  in  the  specific  gravity  of  charcoals 
prepared  from  willow  and  alder  at  394°-^8°  ; 
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their  specific  gravity  at  15-6°  was  1-41  to  1-44. 
Willow  chair^  at  the  maximum  temperature 
of  394''  for  9^  hours  had  the  compoBltion  of  79*22 
p.c.  C,  4-02  p.c.  H,  15-32  p.c.  0  and  N,  1*44  p.o. 
ash,  and  specific  gravity  (at  15*6°)  1*414. 

The  higher  the  temperature  of  carbonisation, 
the  leas  is  the  inflammability  of  the  charcoal  in 
air,  and  the  greater  the  thermal  conductivity. 
Violette  states  that  the  charcoals  prepared  from 
any  kind  of  wood  at  300°  take  fire  when  heated 
in  the  air  to  360''-380'' ;  the  charcoals  from  light 
and  porous  woods  burning  more  easily  than  those 
from  hard  and  close  woods.  For  the  same  wood 
he  makes  the  following  statement  as  to  the 
relation  between  temperativre  of  charring  and 
that  of  inflammation  in  air  : — 


Temperature  of 

charring 

260**-280° 

290°-360*» 

432° 

1000°-1500° 


Temperature  of 

inflammation 

340°-360° 

360°-370° 

about  400° 

600°-800° 


The  lightly-bumt  charcoals  are  much  more 
absorbent  of  water  than  those  charred  at  a  high 
temperature. 

The  charcoals  used  for  the  various  kinds  of 
Service  black  gimpowder  range  in  composition 
from  about  75  p.c.  C  to  86  p.c.  C,  according  to 
the  nature  of  the  powder.  All  other  conditions 
being  the  same  (viz.  proportion  of  KNO,,  S,  and 
charcoal,  size  of  powder,  density,  and  mois- 
ture), the  charcoal  burnt  at  lower  temperatures 
(having  lower  percentage  of  carbon)  gives  higher 
muzzle-velocities  and  pressures  than  charcoal 
burnt  at  higher  temperatures  and  having 
higher  percentage  of  carbon ;  that  is,  for  gun- 
powder of  the  composition  75  p.c.  nitre,  10  p.c. 
sulphur,  and  15  p.c.  charcoal.  The  greater  in- 
flammability of  tne  Hghter-bumt  charcoal  makes 
the  gunpowder,  of  which  it  forms  part,  quicker- 
burning. 

The  wood  is  charred  to  expel  moisture,  which 
would  lower  the  temperature  of  the  explosion 
products  of  ffunpowder,  and  to  obtain  a  char- 
coal of  Buitaole  inflammability.  Charcoal  for 
laige-grained  powders  should  be  jet-black  in 
colour;  for  small-grained  powders  a  more 
slackly  burnt  charcoal  of  brown- black  colour  is 
used.  Before  use  the  charcoal  is  hand-picked 
to  remove  any  impurities  and  any  portions 
insufiBciently  *  burned.' 

Appended  is  a  table  of  the  percentage  com- 
position of  some  charcoals  from  gunpowders  of 
Waltham  Abbey  make,  and  of  a  sporting  powder, 
which  will  serve  as  types  of  the  diarcoal  used  in 
the  different  kinds  of  nlack  gunpowder : — 
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(Noble  and  Abel,  Phil.  Trans.  1880, 171,  218). 


Pulverising,  mixiyig,  and  incorponUing  the 
ingredients, — ^At  Waltham  Abbey,  the  refined 
nitre  is  used  for  gunpowder  without  being  pre- 
viously dried  or  ground,  but  the  moisture  is 
estimated  and  allowed  for.  The  charcoal  is 
ground  in  a  mill ;  the  grinding  is  done  by  a  cone 
working  in  a  cylin£r,  both  being  suitably 
toothed.  The  ground  charcoal  is  made  to  pass 
through  a  spout  into  a  revolving  reel  of  32-me8h 
copper-wire  arauze,  8}  feet  long  and  3  feet  in 
diameter,  inclined  at  an  angle  of  about  4°  to  the 
horizontal,  and  making  38  revolutions  per 
minute.  The  charcoal  which  passes  through 
the  gauze  is  fit  for  use,  and  is  collected  in  a 
closed  reel  case  ;  the  charcoal  too  coarse  to  pass 
through  the  gauze  faUs  through  the  further  end 
of  the  reel  into  a  vessel,  and  is  reground.  The 
sulphur  is  ground  under  a  pair  of  iron  edge 
runners,  a  smaller-sized  incorporating  mill,  and 
is  sifted  through  a  reel  similar  to  that  used  for 
the  charcoal.  Precautions  are  taken  to  connect 
the  sulphur  mill  to  earth,  in  order  to  allow  the 
electricity  generated  by  the  rubbing  of  the 
sulphur  to  escape,  and  the  machinery  is  not 
run  rapidly.  In  some  works  the  sulphur  is 
mixed  with  a  little  nitre  before  grinding  to 
prevent  electrification.     Besides  the  danger  of 

r'tion  by  a  spark,  the  electrical  charge  causes 
sulphur  to  call  together  and  interferes  with 
the  grinding. 

The  ground  ingredients  are  carefully  weighed 
out  in  their  proper  proportions ;  the  larsest 
charge  worked  in  the  incorporating  mill  is  80 lbs. 
The  charge  receives  a  preliminary  mixing  in  the 
mixing  machine,  a  cylindrical  drum  of  gun- 
metal  or  copper,  about  2  feet  9  inches  in  diameter 
and  1  foot  6  inches  wide.  An  axle  bearing  8 
rows  of  gunmetal  '  flyers  *  or  fork-shaped  arms 
passes  through  the  centre  of  the  drum;  the 
drum  and  arms  are  made  to  revolve  in  opposite 
directions,  the  former  making  about  40  revolu- 
tions per  minute,  the  latter  120.  The  mixing 
occupies  five  minutes,  the  mixture  being  then 
hand-sifted  through  an  S-mesh  copper-wire 
sieve  over  a  hopper,  to  remove  foreign  sub- 
stances, which  oUierwise  are  liable  to  cause  an 
ignition  in  the  incorporating  miU;  the  *  green 
charge '  is  then  tied  up  in  a  bag  ready  for  the 
incorporating  mill. 

The  incorporating  mill  consists  of  a  circular 
iron  bed,  about  7  feet  in  diameter,  very  firmly 
fixed  in  the  floor  of  the  building,  on  which  two 
iron  cylindrical  edse  runners  revolve.  The 
iron  runners  are  6}  feet  in  diameter,  15  inches 
wide,  and  weigh  about  four  tons.  They  have  a 
common  axle  resting  in  a  solid  cross-head 
attached  to  a  vertical  shaft,  which  passes 
through  a  bearing  in  the  centre  of  the  bed,  and 
is  in  eear  with  the  machinery. 

The  bed  has  a  sloping  outside  rim.  The 
runners  are  at  an  unequal  distance  from  the  axis, 
the  eccentricity  being  equal  to  half  the  thickness 
of  a  runner;  they  thus  work  the  chaise  in 
the  inner  and  the  outer  part  of  the  bed,  their 
paths  overlapping.  The  ruimers  are  followed 
Dy  two  *  ploughs  of  wood,  covered  with  leather, 
attached  to  the  cross -head  by  arms  ;  one  plough 
works  near  the  vertical  shaft,  the  other  near  trie 
rim  of  the  bed,  throwing  the  composition  under 
the  runners. 

The  green  charge  is  spread  evenly  on  the  bed 
of  the  mill  by  means  ot  a  wooden  rakV^^fls 
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damp  with  the  moisturtt  of  the  nitre,  but  an 
additional  quantity  of  distilled  water  (2  to  7 
pints)  iB  added  from  time  to  time,  acoording  to 
the  state  of  the  atmosphere;  the  moisture 
assists  the  incorporation,  and  the  charge  is  kept 
not  too  dry  or  it  would  be  scattered  as  dust,  not 
too  wet  or  it  would  slip  away  from  the  runners 
or  cling  to  them. 

The  iron  runners  make  8  revolutions  per 
minute,  the  green  charge  is  worked  under  them 
for  4  hours  ror  R.P.G.  powder,  for  7  to  8  hours 
for  B.F.G*  powder,  and  for  3  hours  for  R.L.G* 
and  B.llQf  Dust  and  reworked  charges  are 
worked  for  40  minutes. 

A  drenchins  apparatus  is  placed  over  the 
bed  of  each  mm,  bv  means  of  which,  in  case  of 
an  explosion,  a  tank  of  water  is  overturned  and 
the  duffge  drowned.  This  is  done  by  the  action 
of  the  explosion  gases  on  a  flat  wooden  lever 
arrangement,  pivoted,  and  attached  to  the  tank. 
By  means  of  a  horizontal  shaft  connecting  all 
the  levers  of  a  group  of  mills,  an  explosion  in 
one  mill  drowns  all  the  others. 

The  short  radius  of  the  circular  path 
traversed  by  the  runners  causes  them  to  take  a 
twisting  as  well  as  a  rolling  motion,  and  gives 
"  them  a  combined  crushing  and  grinding  action 
very  favourable  to  the  thorough  trituration  and 
inc<mx)ration  of  the  ingredients. 

Tne  *  mill-cake,*  as  the  worked  charge  is 
called,  should  have  a  uniform  appearance,  and 
should  contain  1  p.c.  to  3  p.c.  moisture  for  smaU- 
arm  powders,  3  p.c.  to  6  p.c.  for  the  larger- 
grained  powders.  Any  '  mm-cake  *  left  firmly 
caked  on  the  bed  is  removed  by  wooden  tools 
after  thoroughly  moistening.  Many  accidents 
have  been  caused  through  the  use  of  metal 
tools. 

Breaking  doum  the  miU-cake  and  pressing. 
— ^The  mill-cake  is  next  reduced  to  meal,  for 
convenience  in  charging  the  press-box,  and  in 
order  that  the  powder  may  be  uniformly  pressed: 
The  mill-cake  is  broken  down  by  means  of 
two  pairs  of  gun-metal  rollers,  the  upper  pair 
being  grooved  and  placed  directly  above  the 
other  pair,  which  are  smooth.  The  rollers 
revolve  towards  each  other,  dangerous  friction 
from  tiie  accidental  presence  of  any  hard  sub- 
stance  being  prevented  by  one  roller  of  each  pair  \ 
workmg  in  hiding  beanngs  connected  witn  a 
weight^  lever  causins  a  pressure  of  about 
56  lbs.,  so  that  the  roUers  would  open  at  anv 
greater  pressure.  The  rollers  are  fed  with  mill- 
cake  from  a  hopper  (placed  at  one  end  of  the 
machine,  below  the  level  of  the  upper  pair  of 
rollers),  by  means  of  an  endless  bana  of  canvas 
2}  feet  wide,  with  cross  strips  of  leather  sewn 
on  at  intervals  of  about  4  mohee.  The  band 
passes  over  a  roller  at  the  bottom  of  the  hopper, 
and  over  another  placed  above  the  upper  pair  of 
rollers ;  on  being  set  in  motion  it  camee  the 
cake  from  the  hopper  to  a  point  from  which  it 
falls  on  to  the  first  pair  of  rollers  ;  the  crushed 
cake  then  falls  on  to  the  second  pair,  by  which 
it  IB  reduced  to  meal.  It  falls  into  wooden 
boxes,  and  is  transferred  to  a  magazine  ready 
for  pressing. 

The  mmJ  is  pressed  into  cake  by  a  hydraulic 
press,  fed  from  an  accumulator,  the  head  and 
oed-plate  of  which  are  made  of  cast  iron  or  cast 
steel.  The  powder  is  pressed  between  plates 
about  1  foot  8  inches  bv  2  feet  4  inches  and  about 


4  inch  thick.  Formerly  brass  plates  were  used, 
but  now  ebonite  plates  are  usually  preferred, 
because  they  are  not  so  easily  bent  out  of  shape, 
and  also  because  they  have  sufScient  elasticity 
to  transmit  the  pressure  evenly  all  over  the 
layer  of  powder,  even  if  they  should  get  out  of 
the  horizontal.  They  have  the  disadvantage  of 
becoming  easily  electrified;  in  fact,  alternate 
layers  of  ebomte  and  powder  really  form  an 
electric  pile.  To  obviate  any  danger  from  the 
possible  accumulation  of  eleotridty,  the  presses 
are  provided  with  an  earth  connection. 

In  charging  the  press,  a  plate  is  first  put  on 
to  the  carriage,  and  round  this  is  placed  a  wooden 
frame,  deeper  than  the  thickness  of  the  plate. 
This  frame  is  filled  with  powder,  and  the  surface 
smoothed  by  means  of  a  flat  lath,  and  a  second 
plate  placed  on  the  top.  The  frame  is  then 
lifted  to  the  leveKof  the  second  plate,  and  the 
process  repeated  until  the  whole  cnarge  is  made 
up.  A  pressure  of  between  375  and  ^0  lbs.  per 
square  inch  is  applied,  according  to  the  fineness 
of  the  powder,  tne  amount  of  moisture  it  con- 
tains, the  state  of  the  atmosphere,  and  the 
density  required.  The  pressure  is  slowly 
applied,  eased  off  and  reapplied  several  times 
in  order  to  obtain  great  density  without  using 
excessive  pressures :  the  compression  usually 
lasts  from  30  to  40  minutes.  A  pressure  of 
375  lbs.  per  square  inch  applied  for  from  1)  to 
2  hours  produces  a  cake  with  an  average  density 
of  1*7  to  1*8.  The  centre  of  the  cake  has,  how- 
ever, a  greater  density  than  the  edges;  the 
edges  of  the  cake  are  on  that  account  cut  away 
to  the  extent  of  about  an  inch.  The  amount 
cut  away  need  ppt  exceed  10  p.c.  The  centre 
layers  of  the  pile  are  slightly  less  compressed 
tmui  the  top  and  bottom  layers,  but  these 
differences  in  density  are  partly  removed  by  the 
subsequent  operations.  The  layers  of  pressed 
cake  are  broken  into  pieces  with  a  wooden 
mallet  and  put  into  barrels. 

Oranulating  or  Coming. — ^The  press-cake  is 
converted  into  grain  by  means  of  a  machine 
oonHiBting  of  throe  or  four  horizontal  pairs  of 
gun-metcQ  rollers  in  a  gim-metal  frame.  The 
pairs  of  rollers  are  placed  one  above  the  other,  on 
an  axial  line  inclined  at  about  35°  to  the  hori- 
zontal, the  vertical  distance  between  the  pairs 
of  rollers  being  about  2j^  feet.    For  fine-grain 

r)wders,  the  highest  pair  of  rollers  has  teeth 
inch  apart,  the  next  pair  has  }  inch  teeth,  and 
the  two  bottom  pairs  have  no  teeth.  Like  those 
ot  the  breaking-down  machine,  the  rollers  work 
in  sliding  counter- weighted  bearings  ;  they  make 
about  25  revolutions  per  minute.  The  machine 
is  fed  with  press-cake  from  a  hopper  by  means 
of  a  moving  endless  band.  Snort  screens, 
covered  with  copper- wire  gauze  (10-mesh  for 
small-arm  powders),  are  placed  under  each  pair 
of  rollers  except  the  bottom  pair,  so  that  the 
powder  too  large  to  pass  through  the  gauze 
passes  on  from  one  pair  of  rollers  to  the  next. 
Beneath  the  short  screens  are  placed  two  long 
screens  in  an  inclined  position,  the  upper  one  of 
10-meeh,  and  the  lower  one  of  20-meeh  copper 
gauze  fixed  in  a  frame.  A  rapid,  longitudmal, 
vibratory  motion  is  imparted  to  all  the  screeiLB 
while  tiie  machine  is  working,  to  assist  the 
sifting  and  the  flow  of  the  powder.  The  grain 
that  passes  through  the  short  screens  wifl  fall 
through  the  10-mesh  long  screen.    That  which 
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is  retained  on  the  20-ine8h  screen  is  R.F.O.  or 
R.F.6*  powder;  it  faUs  into  boxes  made  to 
move  forward  as  they  are  filled.  The  grains 
too  large  to  pass  through  the  short  screens  fall 
into  separate  boxes,  and  are  transferred  to  the 
hopper  to  be  passed  again  through  the  rollers ; 
while  the  fine  powder  which  passes  through  the 
20-me8h  sieve  falls  on  to  the  wooden  bottom  of 
the  frame  and  is  collected  separately,  to  be  sent 
back  to  the  incorporating  xnill  for  a  short  re- 
working. 

For  granulating  R.L.G*  and  R.L.G*  powders, 
three  pain  of  rollers  are  usually  employed,  the 
two  upper  pairs  with  larger  teeth,  the  bottom 
pair  smooth.  The  grain  from  the  granulating 
machine  is  called  *  foul  grain.*  By  sranulatinc 
a  gimpowder  there  is  no  dinger,  as  there  would 
be  with  a  dust,  of  segregation  of  the  ingredients 
during  transport  according  to  their  densities, 
the  powder  is  less  hygroscopic,  there  is  less 
danger  of  escape  from  storing  vessels,  and  the 
inflammability  and  rate  of  burning  of  the  powder 
is  increased,  since  the  flame  can  penetrate  more 
quickly  through  the  chaxge. 

Dusting  and  gktzing.—R.Y.G.  and  R.F.G* 
powders  are  freed  from  dust  after  granulation 
by  being  passed  through  a  dusting-reel.  This 
is  a  oyUndrical  frame  about  8  feet  long  and 
1}  feet  in  diameter,  covered  with  20-mesh 
copper- wire  gauze,  and  set  at  a  very  small  angle 
with  the  horizontal.  The  reel  is  enclosed  in  a 
case  to  catch  the  dust,  but  is  open  at  both  ends  ; 
it  is  fed  continuously  at  the  upper  end  with 
powder  from  a  hopper,  while  tbe  reel  makes 
about  40  revolutions  per  minute.  The  powder 
falls  from  the  lower  end  of  the  reel  into  barrels. 

The  polish  given  to  the  powder  grains  by 

§  lazing  is  of  advantage  in  diminishing  the  ten- 
encv  of  the  powder  to  absorb  moisture,  by 
'breaking  off  any  sharp  angles  and  points,  and 
stopping  up  the  outer  pores  of  the  grain,  and  in 
enabling  it  to  bear  transport  without  going  to 
dust.  Glazing  also  increases  the  density  of  the 
powder:  a  powder  with  a  density  of,  for 
example,  0*810  before  glazing  having  its  density 
progressively  increased  to  0*893  after  42  hours* 
dazing.  The  small-arm  powders,  R.F.G.  and 
R.F.G",  are  glazed  in  la^e  drums — oyUnders 
2  feet  wide  and  6  feet  in  diameter  (a  pair  of 
drums  on  one  axle)  making  about  12  revolu- 
tions per  minute.  The  drums  each  take  about 
900  lbs.  of  powder ;  they  are  run  51  hours  for 
R.F.G.,  and  10  hours  for  R.F.G*.  No  graphite 
is  used  for  these  powders  ;  the  friction  and  heat 
caused  by  the  motion  sufSoe  to  produce  a  brilliant 
^laze.  The  slazed  powder  receives  another  dust- 
ing in  a  reel  covered  with  20-mesh  wire-gauze, 
and  is  then  sifted  through  an  11 -mesh  sieve  into 
barrels.  R.L.G*  powder  is  run  for  1)  hours  in 
drums  as  above,  with  about  one  ounce  of 
eraphite  per  100  lbs.  powder.  R.L.G*  is  glazed 
for  3  hours  in  the  old  pattern  glazing  barrels, 
the  same  proportion  of  graphite  as  for  R.L.G* 
being  added  after  the  barrels  have  run  for  2 
hours.  Each  barrel  takes  about  400  lbs.  of 
powder ;  they  are  5  feet  long  by  2|  feet  diameter 
of  ends,  and  make  34  revolutions  per  minute. 
The  graphite  increases  the  gloss  of  the  powder, 
and  the  powder  is  also  rendered  less  hygro- 
scopic through  the  increased  density  of  the 
surface  layer. 

Sioving   or  drying,  finishing,  blending. — ^The 


next  operation  is  drying,  which  is  carried  out  in 
a  drying- room  heated  by  steam  pipes.  The  gun- 
powder is  placed  in  wooden  frames  about  3  feet 
Xl4  feet  X  2)  inches  with  canvas  bottoms,  each 
holoing  about  12  lbs.  of  powder,  and  placed  on 
open  framework  shelves  with  which  the  room  is 
fitted,  seven  or  eight  tiers  of  shelves  rising  one 
above  another,  the  steam  pipes  running  under 
them.  The  moist  air  of  the  room  is  constantly 
changed  by  means  of  ventilators.  At  Waltham 
Abbey,  about  50  cwts.  of  gunpowder  are  dried  at 
one  time.  The  time  and  temperature  of  drying 
vary  with  the  kind  of  powder  and  the  amount 
of  moisture  in  it,  the  length  ot  time  and  the  tem- 
perature increasing  with  the  size  of  the  grain. 
Thus,  R.F.G.  requires  1  hour,  and  R.F.G*  2  hours 
at  38'',  R.L.G*  2  hours  at  43^  and  R.L.G«  6  hours 
at  46°.  Another  system  of  drying  is  to  drive  a 
current  of  cold  air  over  steam-heated  coils  into 
the  drying-room  or  stove  l^  means  of  fans.  In 
some  factories,  a  current  of  cold  air  is  used, 
after  beinff  freed  from  its  moisture  by  means  of 
calcium  chloride,  caustic  lime,  or  strong  sul- 
phuric acid ;  and  drying  at  ordinary  tempera- 
tures in  vacuS  has  also  been  tried.  The  drying 
should  be  done  evenly  and  not  too  rapidiv,  so 
that  the  pores  of  the  powder  are  not  openea  too 
quickly. 

Rapid  drying,  too,  has  a  tendency  to  cause 
the  larger-grain^  powders  to  crack,  and  some- 
times causes  an  efflorescence  of  nitre  on  the 
surface  of  the  grains. 

The  dried  powder  is  finished  by  beins  ro- 
tated in  a  horizontal  reel — a  long  cylincuical 
wooden  frame  covered  with  canvas,  making  45 
revolutions  per  minute — the  fine-grain  being 
reeled  longer  than  the  large-grain  powders. 
Finishing  frees  the  powder  grains  from  the 
small  amount  of  dust  produced  in  the  process  of 
drying,  and  gives  them  (and  especially  to  small- 
arm  powders)  a  final  glaze. 

Before  drying,  and  again  alter  finishing,  a 
uniform  blend  or  mixture  is  made  of  a  large 
number  of  barrels  of  gunpowder.  Advantage 
is  taken  of  every  opportumty,  in  the  processes 
of  the  manufacture  of  gunpowder,  to  mix  or 
*  blend  *  the  grain  together  so  as  to  obtain  more 
uniform  results  at  proof.  This  is  done  by 
means  of  a  wooden  nopper  divided  into  four 
equal  compartments,  each  able  to  hold  a  barrel 
of  gunpowder ;  the  compartments  can  be  emptied 
simultaneously  into  a  central  shoot  by  means  of 
openings  with  sliding  shutters  in  the  bottom  of 
each.  This  method  of  blending,  especially  with 
the  smaller  sizes  of  {[rain,  is  found  to  give 
batches  of  powder  with  very  uniform  firing 
results. 

Pebble  and  prlsmatle  powder.  These  cut 
and  moulded  powders  are  no  longer  manufac- 
tured, as  smoxeless  powder  is  now  used  even 
for  guns  of  the  largest  calibre,  but  a  short 
account  of  them  is  given,  owing  to  their  great 
historical  interest.  The  use  of  pebble  powder 
in  this  country  dated  from  about  the  year  1865. 
Rodman  had  previously  shown  that  in  the 
gun  the  pressure  diminished  as  the  size  of  the 
grains  of  sunpowder  increased,  and  that  the 
velocity  of  the  projectile  could  at  the  same 
time  Iw  maintained  by  an  increased  weight  of 
charge. 

Pebble  powders  (P,  cubes  of  {-inch ;  and  P*, 
1^-inch  cubes)  were  used^^for.larger  guns  than 
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were  the  rifle  laige-grain  powdeiB.  Up  to  the 
formatioii  of  the  preBs-cake,  the  processes  of 
manufacture  were,  with  some  vanations,  the, 
same  as  for  the  finer-grained  powders. 

The  P  powder  was  cut  from  the  press-cake, 
which  was  pressed  into  sUkhs  of  about  16  inches 
bv  30  inches,  and  of  the  required  thickness. 
lUie  cutting  machine  consisted  of  two  pairs  of 
phosphor-bronze  rollers,  having  longitudinal 
knife-edges  with  spaces  between  them  corre- 
sponding to  the  required  size  of  the  powder. 
The  first  pair  of  rollers  cut  the  press-cake  into 
strips,  which  were  fed  on  endless  bands  to  the 
second  pair  of  roUers,  set  at  right  angles  to  the 
first,  which  cut  the  strips  into  oub«.  These 
cubes  were  allowed  to  fful  into  a  dusting  reel, 
with  copper- wire  meshes  but  little  smaller  than 
the  cubes. 

P*  powder  was  cut  by  hand  from  the  press- 
cake  by  means  of  lever-knives  of  gun-metal — 
knives  ninged  at  one  end,  with  a  handle  at  the 
other.  The  press-cake  was  first  cut  into  strips 
and  then  across  into  cubes. 

Both  P  and  P*  powders  were  run  in  the 
glazing  barrels,  by  which  treatment  the  edges 
and  comers  of  the  cubes  were  rubbed  down,  and 
a  harder  surface  produced.  The  powders  were 
then  dried  at  54^,  which  required  a  very  much 
longer  time  than  for  the  smaller-grained  powders  ; 
a  mushing  process  followed,  the  powders  being 
run  in  wooden  barrels  with  ribs  wide  enough 
apart;  to  combine  sifting  with  the  finishing 
glazing.  A  small  Quantity  of  sraphite  was 
mtroduced  into  the  t>arrels  towaras  the  end  of 
the  finialiing  process. 

PrisnuUtc  powder.  This  may  be  regarded  as 
a  modification  of  the  perforated  cake  powder 
devised  by  Rodman  in  1860.  The  latter  powder 
consisted  of  cakes  of  powder  compressed  by  the 
hydraulic  press,  of  the  diameter  of  the  boro  of 
the  gun,  and  pierced  loiiffitudinallv  with  holes 
of  about  J  inch  diameter,  the  cakes  beins  packed 
in  the  cjirtridge  so  that  the  holes  shoula  corre- 
spond. Rodman  was  led  to  introduce  this  form 
of  powder  by  the  consideration  that,  with  solid 
grains  of  gunpowder,  the  surface  undergoing 
combustion  in  the  gun  diminishes  as  the  com- 
bustion proceeds,  and  that  consequently  the 
strain  on  the  gun  is  greatest  in  the  earlier  stages 
of  the  combustion.  In  the  case  of  the  per- 
forated cake  gunpowder,  as  the  combustion 
prcM^ressed  in  the  longitudinal  holes,  the  surface 
undergoing  combustion  increased.  Rodman's 
theoretical  views  were  confirmed  by  experiment, 
but  the  liability  of  the  perforated  cake  powder 
to  break  up  by  carriage  or  when  handled,  led  to 
its  replacement  by  much  smaller  hexagonal 
prisms  with  one  central  cylindrical  hole;  the 
prisms  used  in  this  country  were  about  1  inch 
nigh,  the  distance  between  opposite  sides  of  the 
hexagon  about  1*37  inches,  the  central  hole 
about  0-4  inch  in  diameter.  They  were  used  for 
heavy  breech-loading  Runs,  and  were  packed  so 
as  to  form  rigid  cartrioges. 

The  prisms  were  pressed  from  a  moderately 
large-ffrained  powder  granulated  from  press- 
cake  freed  from  dust  in  the  ordinary  way,  but 
not  glazed,  and  finallv  dried  and  blended.  The 
increased  density  of  tne  powder  due  to  the  com- 
pression delayed  the  burning  and  reduced  the 
initial  pressure  in  the  gun. 

Prowp   pr  coeoa   gunpowder.    The   intro- 


duction of  this  ^wder  was  a  ffreat  innovation 
in  powder  makmg,  as  it  greatF^  improved  the 
shooting  of  big  guns  and  aUowed  the  use  of  guns 
of  still  larger  calibre  than  even  the  black  pris- 
matic powder.  It  was  composed  of  79  p.c. 
nitre,  3  p.o.  sulphur,  and  18  p.c.  charcoal  per 
100  of  ory  powder,  and  contained  ordinanly 
about  2  p.c.  moisture.  The  *  charcoal '  also  was 
a  very  lightly  baked  material,  the  percentage  of 
carbon  contained  in  it  being  but  little  higher 
than  that  in  the  (dry)  wood  or  straw  from  wnich 
it  was  made. 

This  powder  was  used  for  heavy  breech-load- 
ing guns  m  the  form  of  hexagonal  prisms,  having 
the  same  dimensions  as  the  black  prismatic 
powder.  The  rate  of  ignition  and  of  combus- 
tion of  the  brown  prismatic  powder  was  slower 
than  that  of  the  black,  and  for  equal  muzzle 
velocities  of  the  projectile  it  produced  less 
pressure  in  the  powder-chamber  of  the  gun  than 
olack  powder,  and  gave  a  thinner  smoke  than 
the  latter.  This  was  due  to  the  fact  that  the 
brown  oharooals  flowed  under  the  high  manu- 
facturing pressure  and  bound  the  ingredients 
into  a  non-porous  mass  ;  black  prismatic  powder 
was  comparatively  porous. 

Brown  or  cocoa  powder  gives  on  explosion  a 
greater  quantity  of  heat  and  a  smaller  volume 
of  permanent  gases  than  does  an  equal  weight 
of  black  gunpowder ;  but  the  laiver  amount  of 
water  vapour  in  the  products  of  explosion  of 
brown  powder  have  an  important  innuence  in 
lowering  temperature.  The  products  of  ex- 
plosion of  brown  powder  undergo  considerable 
dissociation  at  first,  thus  lowering  the  initial 
pressure  in  the  gun,  and  subsequent  recombina- 
tion, and  so  giving  sustained  pressures  as  the 
projectile  moves  along  the  bore.  The  more 
gradual  development  of  the  pressure  and  the 
reduction  of  the  maximum  pressure  increased 
the  life  of  the  ffun  and  rendered  the  use  of 
lighter  guns  possible. 

Sporting  powder.  Considerable  quantities 
of  black  gunpowder  are  still  used  for  sporting 
purposes.  The  proportions  of  the  ingredients 
vary  slightly  from  those  used  for  military 
powders,  in  order  to  produce  the  desirable 
qualities  of  quick  ignition  and  combustion.  The 
ease  of  i^tion  of  a  black  powder  does  not  vary 
much  with  the  composition,  but  an  excess  of 
charcoal  quickens,  whilst  an  excess  of  nitre 
slackens,  the  rate  of  combustion.  To  increase 
the  rapidity  of  combustion,  a  slack-burnt  or 
red  charcoal  is  usually  used  instead  of  black. 
The  composition  of  the  sportins  powder  of 
several  countries  is  given  in  Uie  following 
table  :— 

Composition  of  Black  Powder  vsed  for  Sporting 
Purposes. 


i^SJSlr    8-lph»r|ch.m,.I 


England     .         .  j 
France 
I  Germany    .         .  ; 
Austria-Hungary    ! 
Switzerland 


76-0 
78-0 
780 
760 
78-0 


10-0 

100 

100 

0-6 

00 


150 
12-0 
12-0 
14-5 
13-0 


The  powders  are  of  high  grade  and  carefullv 
made   by  processes  practically  identical  with 
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those  used  in  the  manufacture  of  military 
powders.  Occasionally  there  are  modifications, 
such,  for  instance,  as  the  use  of  drums  instead  of 
mills  for  powdering  and  mixing  the  ingredients, 
because  the  charge  can  be  less  moist  and  the 
mixing  more  rapid,  so  that  better  incorporation 
results  in  a  given  time,  with  resultant  greater 
regularity  in  shooting. 

MInliig  and  blasting  powder.  The  chief  re- 
quirements of  blasting  powder  are  that  it  should 
be  cheap,  slow  burning,  and  develop  as  laige  as 
possible  a  quantity  of  gas  at  a  hi^h  temperature. 
The  usual  composition  of  blastmg  powders  in 
various  countries  is  : — 

Compantion  of  Black  Povoder  used  for  Mining 
and  Bkuiing  Purposes, 


Potassium 
nitrate 

Sulphur 

Charcoal 

England 
France 
Germany    . 
Austria-Hungary 
Italy.         .         . 
Russia 

76-0 
720 
70-0 
600 
700 
66-6 

100 
130 
140 
18-6 
180 
16-7 

150 
160 
160. 
21-6 
120 
10-7 

These  proportions  are  by  no  means  rigidly 
adhered  to.  Thus,  in  England,  blasting  powders 
varying  from  the  above  proportions  to — ^potas- 
sium nitrate  65,  sulphur  20,  eharcoal  15, — are 
made,  the  proportion  of  nitre  being  diminished 
to  make  the  mixture  slower  burning,  an  effect 
otherwise  obtained  by  increasing  the  size  of  the 
grains  or  compressing  to  a  nigher  density. 
Other  compositions  especially  made  for  use  in 
fieiy  mines  wiU  be  mentioned  later  under 
*  Black  powder  safety  explosives.* 

Blasting  powder  is  a  laige-grained  powder, 
sometimes  coated  with  graphite,  compressed 
into  cartridges  by  means  of  a  hydraulic  press. 
As  will  be  mentioned  further  on,  while  the 
mining  powder  with  low  nitre  and  high  sulphur 
gives  on  explosion  a  laiger  volume  of  permanent 
gases,  it  gives  a  much  smaller  quantity  of  heat 
than  black  gunpowder. 

Fuse  powder.  A  gunpowder  of  special 
quality  and  constant  composition  is  now  manu- 
factured for  use  in  *  safety '  and  other  fuses. 
Formerly,  siftings  from  mining  powder  were 
frequently  used,  but  this  caused  unevonness  in 
bumiiu^  and  was  frequently  the  cause  of  accidents 
through'  hang-fires.  It  is  a  mealed  powder ;  that 
is,  of  very  fine  granulation,  but  free  from  dust. 

Suitable  mixtures,  determined  by  trial,  of 
slower  and  quicker  burning  powders  are  made 
to  give  the  correct  time  of  burning  in  the  time- 
rings  of  shell  fuzes. 

Bickford'8  aafettf-fuse  (Ens.  Pat.  6159,  1831) 
is  a  time-fuse  in  the  form  of  a  flexible  cord  or 
cable  which  fits  into  the  metal  cases  of  the 
detonators  used  for  initiating  the  explosion  of 
cartridges  or  other  masses  of  high  explosive.  It 
consists  of  a  continuous  and  uniform  train  of 
specially  prepared  fine-grained  powder  enclosed 
in  a  covering  of  jute  fibre,  this  core  being  con- 
tained in  a  tube  of  waterproof  composition  and 
tape,  or  sometime^,  for  use  under  water,  in  a 
metal  tube.  The  rate  of  burning  per  unit 
length  varies  and  is  stated  with  the  supply,  and 
it  is  also  liable  to  alter  slightly  on  storage. 

Properties  and  products  of   exjiosion, — ^The 


*  density  *  (as  determined  by  Bianchi's  densi- 
meter) of  the  different  kinds  of  gunpowder 
mentioned  ranges  from  about  1*67  in  the  case  of 
R.Ij.G*  to  about  1-87  in  the  case  of  brown 
prismatic  powder.  Increase  of  density  of  a 
gunpowder  causes  its  slower  combustion,  and 
(under  comparable  circumstances)  diminishes 
the  muzzle  velocity  of  the  projectile  and  the 
pressure  in  the  gun. 

Increase  of  the  amount  of  moisture  in  a  gun- 
powder causes  diminished  temperature  of  the  pro- 
ducts of  explosion,  and  lessens  the  muzzle  velocity 
of  the  projectile  and  the  pressure  in  the  gun. 

Black  gunpowder  can  be  ignited  by  a  blow 
or  by  an  mcrease  of  temperature :  it  explodes 
at  about  300°.  The  exploding  temperature  was 
taken  by  heating  small  grains  of  the  gunpowder 
buried  in  the  sand  of  a  small  deep  sand-bath,  in 
which  the  bulb  of  a  Geissler  pressure  mercurial 
thermometer  was  immersed.  Black  prismatic 
gunpowder  inflamed  at  about  290  ,  brown 
prismatic  at  SOI"*.  At  a  temperature  slightly 
above  100°  the  sulphur  can  be  completely 
volatilised  out  of  the  powder  without  inflamma- 
tion taking  place.  Violette  determined  the 
ignition-point  Dy  projecting  the  powder  on  to 
molten  tm  kept  at  different  temperatures.  He 
found  that  all  classes  of  gunpowder  after 
powdering  fired  at  from  266°  to  270°,  and  that 
the  firing-point  depends  but  little  on  the  com- 
position, but  that  the  size  and  shape  of  the  grain 
and  the  perfection  of  the  incorporation  affected 
the  results  ;  thus,  blasting  powder  in  grains  fired 
at  270°  and  extra  fine  sporting  powder  at  320°. 

The  ignition  of  gunpowder  is  more  difficult 
and  the  rate  of  combustion  diminishes  with 
diminished  atmospheric  pressure.  In  an  atmo- 
sphere maintainea  at  a  pressure  of  about  0'5 
inch  mercury,  gunpowder  is  not  exploded  by 
contact  with  a  platinum  wire  heated  to  redness 
by  an  electric  current ;  the  grains  in  contact 
with  the  wire  fuse,  and,  if  the  passage  of  the 
current  be  maintained,  bum  slowly  without 
causing  the  explosion  of  the  remainder.  Under 
the  high  pressures  produced  in  a  gun  when  fired, 
the  vdocity  of  combustion  of  gunpowder  very 
rapidly  increases. 

The  products  of  the  combustion  of  ^n- 
powder  have  been  examined  by  several  chemists, 
of  whom  Gay-Lussao  (1823),  Chevreul  (1826), 
Bunsen  and  SchischJkoff  (1867),  Karolyi  (1863), 
Federow  (1868),  Noble  and  Abel  (1876-80),  may 
be  more  particularly  mentioned 

The  investigation  of  the  subject  by  Noble 
and  Abel  is  much  more  complete  than  the 
others,  and  some  of  their  results  will  be  briefly 
mentioned. 

The  quantity  of  heat  evolved  by  the  explo- 
sion of  gunpowder  was  determined  by  firing  10 
to  26  grams  of  gunpowder  in  strong  steel  ex- 
plosion vessels  of  32  and  119  c.c.  capacity 
respectively,  the  explosion  vessels  being  sur- 
rounded by  water  in  a  calorimeter  of  the  usual 
kind. 

The  volume  of  permanent  gases  produced 
was  determined  by  exploding  in  closed  steel 
vessels,  having  an  internal  capcbcity  of  about 
one  litre,  quantities  of  gunpowder  varying  in 
weight  from  about  100  to  800  grams.  The 
vessels  retained  the  whole  of  the  products  of 
explosion,  and  were  provided  with  an  arrange- 
ment by  which  the  gases  could  be  allowed  to 
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escape,  and  could  be  collected  or  meafiured.  The 
pressure  in  the  vessels  was  measured  by  means 
of  the  usual  crusher-gauge  (piston  acting  on, 
and  compressing,  a  small  copper  cylinder)  con- 
tained in  a  plug  screwed  into  the  vessel. 

The  pressures  in  the  explosion  vessels  varied 

with  the  de^ity  of  cl^^e  (^^^fi^)- 


With  a  density  of  charge  of  0*3,  the  pressure 
observed  was  about  6  tons  per  square  incn  ;  with 
0*7  density,  the  pressu^  was  about  20  tons ;  with 
density  1,  the  pressure  was  about  42  tons ;  and 

I  with  density  l-2»  the  pressure  was  about  56  tons. 

I        The  powders  experimented  with  had  the  fol- 

I  lowing  percentage  composition ;   the  first  three 

I  were  of  Waltham  Abbey  make  : — 


Nature  of  powder 


,  Potassium 
nitrate 


Pebble  powder 
Rifled      laive-grain\ 

R.L.G.       .         ./ 
Fine-^rrain     . 
Sportmg  powder    . 
Alining  powder 
Spanish     spherical  j 

powder     .  .  / 

Cocoa  powder 


74-67 

74-43 

73-55 
74-40 
61-66 

75-30 

78-83 


Potassium  iPotasslum  | 
sulphate  '  chloride 


0-09 

013 

0-36 
0-29 
012 

0-27 


trace 
014 


002 


—       1     2-04 


'sulphur 

Carbon  Hydrogen 

Oxygen 

Ash 

1 
10-07 

12-12       0-42 

1-45 

0-23 

1009 

12-40      0-40 

1-27 

0-22 

10-02 

10-37 

1  15-06 

11-36      0-49 
10-66      0-62 
17-93      0-66 

2-57 
2-29 
2-23 

0-17 
0-31 
0-59 

,  12-42 

^  8-65      0-38 

1-68 

0-63 

Charcoal  17*80 


Water 


0-95 

106 

1-48 
1-17 
1-61 

0-65 

1-33 


The  composition  of  the  solid  and  gaseous 
products  of  tne  explosion  of  these  gunpowders  is 
given  in  the  following  table;  the  numbers 
given  for  the  first  three  powders  are  the  means 


of  9  experiments  with  density  of  chaise  from 
O'l  to  0-9 ;  the  sporting  and  mining  powders 
had  density  of  charge  0'3,  the  Spanisn  sphe- 
rical,  0-7 :— 


PlSBCENTAGE  ColfPOSITIOK   BY  VOLUHE  OF  THE  BbY  PeBMANENT  GaSES. 

Carbon  dioxide     . 

Pebble 

E.L.a. 

Fine-grain 
60-62 

Sporting 

Mining 

Spanish 
spherical 

53-34 

Cocoa 

1 

48-95 

49-29 

60-22 

32-15 

51-30 

„      monoxide. 

13-63 

12-47 

10-47 

7-52 

33-75 

4-62 

3-42 

Nitrogen 

32-16 

32-91 

33-20 

34-46 

19-03 

37-80 

41-71 

Hydrogen  sulphide 

2-60 

2-65 

2-48 

2-08 

710 

2-74 



Methane       . 

0-31 

0-43 

0-19 

2-46 

2-73 

— 

0-31 

Hydrogen    . 

2-35 

219 

2-96 

3-26 

5-24 

1-29 

3-26 

Oxygen 

"~" 

0-06 

008 

■^ 

^~ 

0-21 

— 

Pbbobntaok  Cokfosition  9y  Wbioht  or  th>  Dby  Solid  Residub. 

i 

Pebble 

B.L.6. 

Fine- 
grain 

Sporting 

Mining 
41-36 

Spanish 
spherical 

Cocoa 

KHCO,  13-55 
K,CO,  6412 

;  Potassium  carbonate 

59-26 

6105 

51-88 

59-10 

35-66 

1            „        sulphate 

12-93 

15-10 

22-71 

21-65 

0-59 

48-55 

22-33 

!            „        monosulphide . 

18-98 

14-46 

18-16 

12-42 

37-10 

7-72 

none 

1  Sulphur^ 

8-06 

8-74 

6-90 

6-45 

14-11 

7-04 



1  Potassium  thiocyanate      . 

1    0-26 

0-22 

013 

— 

2-95 

0-04 

— 

1            „        nitrate    . 

1    0-24 

0-27 

0-17  ,    0-29 

009 

0-95 

trace 

1  Ammonium  seequi-carbonate 

1    010 

0-06       0-06 

0-09 

1-78 

0-04 

trace 

1  Charcoal          .... 

;    016 

0O8        —         — 

1 

2-02 

— • 

— 

The  cocoa  powder  gives  a  completely  oxi- 
dised saline  residue,  and  the  proportion  of  in- 
completely oxidised  gases  is  smaller  with  this 
powder  than  with  the  others. 

The  quantity  of  heat  (in  eram-degree 
unite),  and  the  volume  (at  O""  and  760  mm.) 
of  the  permanent  gases,  per  1  gram  of  dry 
powder,   were  found   by   Noble   and  Abel  to 

^  Present  in  the  residue  as  higher   sulphide   of  j 
potassium. 


Cocoa 

Spanish  spherical 

Sporting     . 

fine-grain 

R.L,G. 

Pebble 

Mining 


umuofh-t^^-Jf^ 
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It  will  be  seen  that  the  order  of  decrease 
of  units  of  heat  is  that  of  increase  of  volume 
of  permanent  gases;  and  Noble  and  Abel 
ohs^red  that  the  products  of  heat-units  by  gas 
volume  do  not  dmer  greatly  from  a  constant 
value,  that  this  points  to  the  conclusion  thai  the 
pressures  at  an^  given  density  of  charge,  and 
the  power  of  doing  work  of  the  various  powders, 
are  not  very  materially  different, — a  conclusion 
verified  by  experiment  for  the  three  Waltham 
Abbey  powders,  and  in  a  less  d^ree  also  for  the 
other  powders.  The  total  potential  eneigv  of 
gunpowder  they  estimated  at  about  340,000  kilo- 
gram-metres per  1  kgm.  of  powder,  or  a  little 
under  500  foot-tons  per  1  lb.  This  calculation 
supposes  the  infinite  expansion  of  the  products 
of  combustion,  but  they  estimated  the  actual 
energy  of  gunpowder  realised  by  modem  guns 
as  varying  from  about  one-tenth  to  one-fifui  of 
the  total  theoretical  effect. 

The  temperature  produced  by  the  explosion 
of  gunpowder  they  estimated  at  about  2,100^  in 
the  case  of  the  pebble  or  R.L.G.  powder,  at 
about  2,200""  in  that  of  the  Spanish  pellet 
powder  (Noble  and  Abel,  Trans;  Boy.  Soc. 
1876,  1880 ;  Nobel,  Heat-Action  of  Explosives  : 
a  Lecture  to  Inst.  Civil  £ng.  1884). 

Debus,  in  1882,  first  showed  that  potassium 
disulphide  is  a  product  of  the  combustion  of 
black  powder.  He  considered  that  the  combus- 
tion takes  place  in  two  stages,  at  first  on  oxida- 
tion, with  the  formation  of  potassium  sulphate 
and  carbonate,  carbonic  acia  gas,  free  nitrogen, 
and,  perhaps,  carbonic  oxide ;  and,  secondly,  a 
reduction  m  which  free  carbon  and  sulphur 
reduced  the  potassium  sulphate  and  carbonate. 

Debus  also  showed  that  from  the  percentage 
composition  of  the  powders  fired  and  the  products 
of  combustion,  the  combustion  of  the  powder, 
as  an  end  result,  could  be  represented  in  the 
form  of  an  ordinarv  equation,  from  which  the 
theoretical  work  obtainable  from  the  powder 
can  be  calculated  (Debus,  Annalen,  vols.  212, 
213,  265,  and  268). 

Examination  of  gunpowder, — ^The  powder, 
examined  by  the  eye,  should  have  a  perfectly 
uniform  colour,  depending  on  its  composition 
and  a  proper  amount  of  glaze.  Small  white 
specks  on  the  surface  of  the  grains  indicate  that 
tne  nitre  has  effloresced  during  drviug.  The 
grains  must  be  compact,  not  flat,  in  shape ;  and 
their  size  must  be  uniform,  as  tested  by  sifting  ; 
and  free  from  dust,  as  shown  by  the  powder 
leaving  no  mark  on  running  it  over  a  sheet  of 
paper.  The  grains  must  be  hard  and  crisp, 
as  judffed  by  crushing  in  the  hand.  The 
thoroughness  of  the  incorporation  is  tested  by 
'flashing'  a  small  measured  quantity  of  the 
powder  on  a  porcelain  tile  by  means  of  a  hot 
wire.  The  *  flash  *  should  show  but  few  sparks, 
and  there  should  be  no  residual  solid  matter. 

By  the  density ^  or  real  density,  of  a  powder  is 
undeiBtood  the  specific  gravity  of  the  grains  or 
prisms,   including  the  air  contained  m  their 

Sores.  It  is  usuuly  determined  by  the  Bianchi 
ensimeter.  100  grams  of  the  sample,  crushed, 
if  necessanr,  but  free  from  dust,  are  weighed  out 
and  transferred  to  the  elobe  of  the  densimeter. 
This  removable  elass  gh>be  is  fitted  with  stop- 
cocks above  and  below,  the  upper  is  attached  to 
an  air  i>ump,  the  lower  connected  by  means  of  a 
tube  with  a  vessel  of  mercury,  the  density  of 


which  is  known,  at  the  temperature,  usually 
60°F.  or  70°P.,  to  which  it  is  adjusted.  The 
lower  stopcock  is  closed,  the  globe  exhausted, 
the  stopcock  opened,  and  the  mercury  then 
allowed  to  rise  to  the  height  whicli  the  atmo- 
sphere will  support,  the  lower  stopcock  dosed 
again,  and  the  upper  part  of  the  apparatus 
opened  to  the  air  by  means  of  the  air-pump  gauge 
stopcock.  The  operations  are  repeated,  the 
mereury  surroundmg  the  powder  grains  being 
thus  subjected  to  two  atmospheres  pressure. 
The  globe  is  then  closed,  unscreisred,  and  weighed. 
Then  if  S= density  of  mercury  at  temperature 
of  determination,  W  =  weight  of  globe  filled 
with  mereury,  and  Wj  =  weight  of  globe  filled 
with  powder  and  mereury ;    density  of  sample 

^XJO 
■^(W-Wi)-}-"  100 

Hygrometric  test. — ^All  kinds  of  black  powder 
are  liable  to  absorb  more  or  less  moisture  from 
the  air,  depending  on  the  quality  of  their  charcoal 
and  saltpetre.  The  tendency  anv  powder  has 
to  absorb  moisture  is  determinea  by  exposing 
it  for  a  given  time — ^24  hours  for  the  smaller 
powders — ^in  a  specially  insulated  box  at  a  re- 
corded temperature,  to  air  saturated  with 
moisture,  from  a  saturated  solution  of  saltpetre. 
The  increase  in  the  weight  of  the  powder,  added 
to  its  previous  moisture  content,  is  taken  as  a 
measure  of  its  *  hygrometric  quality.*  The 
results  are,  however,  not  very  reliable. 

Analysis, — Moisture  is  determined  by  loss, 
on  the  coarsely  powdered  sample,  after  1  hour 
at  70**,  or  preferably  by  exposure  over  sulphuric 
acid  until  of  constant  weignt. 

The  nitre  is  determine  by  extraction  with 
warm  water,  filtering,  and  evaporating  the 
solution  in  a  platinum  dish.  The  nnal  washings 
should  be  kept  separate,  as  the  chareoal  has  a 
tendency  to  come  through  the  filter,  evaporate 
to  dryness  and  again  extracted,  when  the 
filtrate  is  clear  and  is  added  to  the  bulk.  The 
nitre  is  dried  at  280^  cooled  and  weighed. 

The  sidphur  is  estimated  by  heating  1  gram 
of  powder  in  a  beaker  with  strone  mtric  acid 
until  the  action  moderates,  coobng  a  little, 
adding  a  little  potassium  chlorate  to  complete 
the  oxidation,  and  evaporating  to  dryness.  The 
residue  is  treated  with  strong  nydrochloric  acid, 
and  again  evaporated  to  dryness.  The  residue 
is  taken  up  wiUi  water  (any  insoluble  matter, 
grit  and  graphite,  beinc  filtered  off  and  weighed), 
and  the  solution  precipitated  with  barium  chlo- 
ride, &c.,  as  usual 

The  charcoal. — ^The  nitre  is  removed  from 
the  gunpowder  by  treatment  with  water,  the 
charcoal  and  sulphur  filtered  off,  dried,  powdered, 
and  treated  with  carbon  disulphide  to  remove 
sulphur.  The  dried  chareoal  still  retains  a 
small  quantity  of  sulphur,  which  is  estimated 
by  the  method  given  above,  after  the  chareoal 
has  been  dried  in  hydr^en  in  the  same  manner 
as  for  a  combustion.  Tne  weight  of  sulphur  is, 
of  course,  deducted  from  the  weight  of  charcoal 
used  for  the  combustion.  About  0*5  f^rtaa  of 
chareoal  is  taken  for  combustion;  it  is  dried 
(in  the  boat  in  which  it  is  to  be  burnt)  bv  heating 
for  15  minutes  to  170^  in  the  case  of  a  black 
charcoal,  in  a  current  of  hydrogen.  The 
chareoal  is  allowed  to  cool  in  the  current  of 
hydrogen,  and    is  transferred  to  an    air-pump 


]2 


EXPLOSIVES. 


receiTer,  which  is  then  exhausted  The  boat 
with  the  charcoal  is  weighed  in  a  closed  tube. 
The  combustion  is  made  in  oxygen,  a  length 
of  granulated  copper  oxide,  maintained  at  a 
red  heat,  bein^  in  front  of  the  boat;  and  in 
front  of  the  oxide  of  copper  is  a  shorter  length 
of  lead  chromate,  heatea  to  very  low  redness 
to  absorb  SO^  or  SO, :  in  other  respects,  the 
combustion  is  "made  as  usual. 

Other  Potassiam  Nitrate  Mixtures. 

Sidphurless  ffunpowder  of  various  composi- 
tions has  frequently  been  tried  for  special 
purposes,  but  ^thout  much  success.  Sulphur 
renders  a  powder  easy  of  ignition  and  increases 
its  rate  of  burning,  ana  its  inclusion  is  practically 
essentied.  Sulphurless  powder,  moreover,  has  a 
tendency  to  crumble  to  dust  on  storage  or 
handling. 

Antimony  sulphide  has  been  proposed  as  a 
substitute  for  sulphur  in  black  powder,  but  it  is 
only  in  certain  detonating  compositions  that  it 
is  actually  used. 

Many  combustible  substances,  amongst 
others  coal,  coke,  peat,  sawdust,  bark,  bran, 
tan,  sugar,  starch,  dextrin,  gum,  hydrocarbons 
such  as  parafSn  and  naphthalene,  f erro-  and  fern- 
cyanides  of  potassium,  tartaric  acid,  Bochelle 
salt,  sodium  acetate,  &c.,  have  been  proposed 
and  patented  as  substitutes  for  all  or  part  of 
the  charcoal  in  nitrate  mixtures.  Many  of 
these  substances  are  substituted  in  order  to 
reduce  the  amount  of  smoke.  They  almost 
invariably  reduce  the  inflammability  of  the 
powder,  slacken  its  combustion,  and  leave  a 
laige  amount  of  residue,  but  frequently  give  off 
larger  quantities  of  gas.  These  mixtures  were 
suggested  principallv  as  blasting  explosives, 
ana  many  were  authorised  for  manufacture  in 
this  country,  but  at  the  present  time  their  use 
is  practical!  V  confined  to  the  Ck>ntinent. 

A  few  of  these  explosives  will  suffice  : 

Fortis  was  a  mixture  of  nitre,  tan,  and 
sulphur,  with  small  quantities  of  iron  sulphate 
and  glycerol,  and  it  was  claimed  that  nitro- 
glycerin was  produced  during  explosion  in  a 
Blast  hole,  with  consequent  increase  of  power. 

CarboniUf  as  introduced  by  Helmoff  of 
Berlin,  was  a  mixture  of  nitrobenzene,  potassium 
nitrate,  sulphur,  and  kieselguhr;  said  to  be 
plastic  enough  to  fill  a  bore  hole,  to  be  non- 
explosive  by  blows,  when  inflamed  to  bum 
away  quietly  without  explosion,  and  when 
detonated  to  have  the  same  explosive  force  as 
kieselguhr  dynamite.  It  has  been  used  in 
coal-mines  in  Germany,  but  modem  carbonites 
contain  nitroglycerin,  and  are  mentioned  under 
'  Dynamites.* 

Carboaxotine  was  a  mixture  of  nitre,  lamp- 
black, sawdust,  and  sulphur,  with  a  little  iron 
sulphate.  This  explosive  required  compression 
into  cartridges  before  it  would  explode. 

Petrolite,  as  manufactured  in  Hungary,'  is  a 
mixture  of  nitre,  wood  pulp,  coke-dust,  and 
sidphnr. 

JahniUy  as  made  in  Austria,  is  a  mixture  of 
nitre,  li^te  coal,  and  sulphur,  with  very  small 
quantities  of  picric  acid,  potassium  chlorate,  and 
calcined  soda. 

Amidogine^  a  similar  mixture  to  the  last, 
contained  nitre,  charcoal,  bran,  or  starch,  and 
sulphur,  with  a  little  magnesium  sulphate.   This 


powder  had  a  very  slow  rate  of  combustion,  but 
developed  large  quantities  of  gas.  It  was  used 
on  a  laige  sode  for  blasting  operations  at  the 
Iron  Gates  on  the  Danube,  and  m  coal-mines. 

*     Blaek  Powder  Safety  Explosives. 

Ordinary  black  gunpowder  is  unsuitable  as  a 
blasting  agent  for  use  in  fiery  mines,  and  its  use 
is  everywhere  prohibited  for  this  purpose.  Many 
modifications  of  gunpowder  have  oeen  tried, 
and  several  mixtures  have  been  manufactured 
which  were  able  to  pass  the  official  tests.  A  few 
of  these  mixtures  are  : — 

Argus  poivder,  which  contained  81  p.c. 
potassium  nitrate,  18*5  p.c.  charcoal,  containing 
30  p.c.  of  volatile  matter,  and  0*5  p.c.  sulphur. 

Earthquakt  powder^  which  contained  79  p.c. 
nitre,  and  21  p.c.  charcoal,  containing  66  p.c. 
volatile  matter. 

Elephani'hrand  potoders,  which  had  the  com- 
position of  ordinary  gunpowder,  but  No.  1  was 
fired  with  6  inches  of  ammonium  oxalate,  and 
No.  2  with  6  inches  of  sodium  bicarbonate,  in 
front  of  the  cartridge. 

Oxalate  hlagiing  powder,  which  was  composed 
of  71  p.c.  nitre,  14  p.c.  charcoal,  and  15  p.c. 
ammonium  oxalate. 

All  these  explosives  were  subsequently 
removed  from  the    permitted  '  list. 

Bobbiniie,  manufactured  by  Curtis  and 
Harvey,  is  still  on  the  *  permitted  *  list,  and  was 
the  most  extensively  used  of  all  safety  explosives 
in  this  country,  in  1 913.  It  is  really  a  hign-grade 
gunpowder,  containing  but  little  sulphur,  with 
added  ingredients  to  increase  the  safety.  As 
originally  made,  it  consisted  of  64  p.c.  nitre, 
2  p.c.  sulphur,  and  19  p.c.  charcoal,  with  15  p.c. 
of  a  mixture  of  ammonium  sulphate  and  copper 
sulphate.  In  a  later  composition  the  mixture 
of  ammonium  and  copper  sulphates  was  replaced 
by  8  p.c.  of  starch  and  3  p.c.  of  paraffin  Wax, 
the  other  ingredients  being  correspondingly 
increased.  The  mixture  is  compressed  into 
pellets,  which  are  coated  with  paraffin  wax. 

Bobbinite  is  safe  to  handle,  and  is  fired 
without  detonators  ;  it  is  slow  burning,  and  does 
not  break  up  the  coal  so  much  as  most  safety 
explosives.  A  Home  Office  Committee  was 
appointed  in  1906  to  investigate  the  alleged 
danger  of  *  bobbinite '  in  fiery  mines,  but  it 
concluded  that  these  fears  were  groundless, 
and  the  manufacture  and  use  of  the  explosive 
was  still  permitted.  The  committee  also  con- 
cluded that  the  damage  with  *  bobbinite,'  as 
with  other  explosives,  was  greater  when  the 
shots  were  not  efficiently  stemmed.  It  was  the 
only  powder  of  this  class  to  pass  the  WoqlwiCh 
test  for  *  Permitted  Explosives,'  but  it  after- 
wards  failed  in  the  more  severe  Rotherham  test, 
and  in  1914  its  use  was  restricted  to  mines  that 
were  not  fiery. 

Sodium  Nitrate  Mixtures. 

Sodium  nitrate  has  a  higher  percentage  of 
available  oxygen  than  potassium  nitrate,  and  is 
also  cheaper,  but  its  hygroscopicity  is  a  gre^t 
drawback  to  its  use  in  powders  intended. for 
keeping  a  long  time.  In  dry  climates  the  sodium 
nitrate  powders,  made  as  required  for  consump- 
tion, have  been  used,  as  they  effect  a  saving,  and 
are  more  powerful  than  the  corresponding  nitre 
mixtures.     A  sodium  nitrate  mining  powder  was 
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on  a 


scale  and  with 


^!ii^TAhle  economy  in  the  Suez  Canal  works ; 


^^gptassium  nitrate  of 

'alent  quantity  of 

*ording  to  Berthe- 

oal  reactions  were 

>  cases,  a  slightly 

&  larger  volume  of 


The  roE 


nitrate  do  not 
£0.ore  slowly  than 
•a   salt. 

<   c^f  sodium  nitrate 

c^^tes  and  chlorides 

*-^3h  it  is  impossible 

^cale;  chemically 

3^  shghtly  dehque- 

l>een  proposea  to 

liquid,  or  molten 

^^trate  explosives, 

<^f  nitrate,  and  so 

^tiure. 

^xsed,  or  proposed, 
^l^ne  or  m  partial 
JVxun  nitrate,  with 
1^  combustible  sub- 
^  potassium  nitrate 
<v^Q  of  the  early  forms 
^lunidt  and  Bichel  of 
^10  parts  of  sodium 
Qtted  tar  oil,  and  0*5 

^  of  sodium  nitrate 
r>e  used  in  the  United 
position  being :    73  to 

0  p.c.  oharcoS,  and  10 
fc  mild  explosive  known 

1  has  the  composition 
»  15  p.o.  brown  coal, 
1   lai^ely  used  in  the 

DLher  German  explosive 
of  this  class  is  called  Petroklastit  or  Hoioklaaiit. 
It  is  a  compressed  mixture  of  69  p.c.  sodium 
nitrate,  6  p.c.  potassium  nitrate,  16  p.o.  coal- 
tar  pitch,  10  p.c.  sulphur,  and  1  p.c  potassium 
bichromate.  It  is  more  powerful,  but  lees 
sensitive  to  blow,  than  ordinary  gunpowder. 

Barium  Nitrate  Mixtures. 
Barium  nitrate  contains  a  smaller  percentage 
of  available  oxygen  than  potassium  mtrate,  but, 
owinff  to  its  h^er  specific  gravity,  it  contains 
more  oxygen,  bulk  for  bulk,  than  the  latter  salt, 
and  from  this  point  of  view  should  be  more 
valuable  in  disruptive  explosives.  It  also  has 
the  advantage  that  it  is  the  least  hygroscopic 
of  all  the  nitrates  used  in  explosives,  but  its 
hiffher  price  is  against  its  use.  Explosives  con- 
taming  it  have  a  higher  ignition-point  and  are 
slower  burning  than  those  contaimng  potassium 

Barium  nitrate,  mixed  with  gunpowder,  was 
OBed  at  one  time  in  Prussia  for  heavy  guns,  and 
a  black  powder  contaimng  barium  nitrate, 
sulphur,  and  charcoal  was  also  used.  Wynants, 
in  Belgium,  introduced  a  gunpowder  for  military 
purposes,  in  which  nitre  was  practically  or  wholly 
replaced  by  barium  nitrate,  the  ^ains  being 
diSsted  over  with  gunpowder  to  mcrease  the 
inflammability.  It  was  found  to  be  unsuitable 
for  small  arms  on  account  of  its  slow  combus- 


tion, and  for  cannon  because  of  its  *  fouling,* 
and  was  only  used  as  a  blasting  powder. 

Barium  nitrate  is  chiefly  us^  as  a  constituent 
in  some  modem  military  and  sporting  smokeless 
powders,  but  is  occasionally  suggested  as  the 
oxidising  agent  in  blasting  powders,  for  example, 
Easton  (Eng.  Pat.  18551,  1909)  proposed  a 
mixture  of  barium  nitrate,  trinitrotoluene,  and 
aluminium  powder  for  this  purpose;  and 
Burrows  (U.S.  Pat.  968919,  1910)  specifies  a 
mixture  of  32  parts  barium  nitrate,  10  pftrts  of 
toluene,  and  8  parts  of  aluminium,  with  or 
without  the  addition  of  charcoal  and  paraffin 
wax.  An  English  *  authorised '  explosive  named 
BrockiU  is  a  mixture  of  barium  nitrate  and 
aluminium  powder. 

Barium  nitrate,  however,  is  more  usually 
found  as  a  secondary  oxidising  constituent  in 
explosive  mixtures  contcdninff  larger  propor- 
tions of  other  oxygen  salts.  These  are  classified 
under  the  principal,  or  most  characteristic, 
oxygen  salt. 

Ammonium  Nitrate  Mixtures. 

In  1867  in  Sweden,  Ohlsson  and  Norrbin 
patented  the  use  of  ammonium  nitrate  alone  as 
an  explosive,  and  also  of  its  mixtures  with 
combustibles,  such  as  charcoal,  sawdust,  naph- 
thalene, nitrobenzene  and  picric  acid,  in  pro- 
portions to  give  complete  combustion.  Tnese 
mixtures  were  used  to  a  limited  extent  for  some 
time,  but,  owinff  to  the  hygroscopicity  of  the 
mixtures  and  the  difficulty  in  ensuring  their 
explosion,  their  use  was  dropped  on  the  inven- 
tion of  blasting  gelatine  by  Nobel. 

Sprengel,  m  1873,  showed  that  a  mixture 
of  ammonium  nitrate  and  lampblack  or  charcoal, 
mixed  with  ordinary  sporting  powder,  when 
fired  in  a  rifle,  caused  a  consideraole  increase  in 
the  initial  velocity  of  the  bullet,  as  compared 
with  the  velocity  imparted  by  the  same  weight 
of  sporting  powder  (Ghem.  Soc.  Proc.  1873,  805). 
Ammonium  nitrate,  although  containing  60  p.c. 
oxygen,  having  a  combustible  base,  has  only 
20  p.c.  oxygen  available  for  the  oxidation 
of  other  substances  :  NH^NOss^rNs-f  2H,0+0  ; 
whilst  potassium  nitrate  has  39*6  p.c.  available 
oxygen,  supposing  K,0  to  be  formed.  Am- 
monium mtrate  melts  at  about  100°,  and 
begins  to  decompose  at  200°,  imdergoins 
what  is  practically  an  internal  combustion.  It 
heated-  suddenly  to  a  high  temperature,  as  by 
projecting  it  on  a  red-hot  surface,  it  deflagrates 
violently,  and  De  Bruyn,  in  1891,  showed  that 
it  can  be  detonated  by  the  use  of  a  sufficiently 
powerful  detonator.  The  great  drawback  to 
the  use  of  ammonium  mtrate  in  explosive  mix- 
tures is  that  it  is  extremely  hygroscopic. 

An  explosive  powder  for  use  in  guns  and  for 
blasting  purposes,  patented  by  Gaens  in  1885, 
and  termed  amtde  powder,  is  a  mixture  of 
ammonium  and  potassium  nitrates  with  char- 
coal. The  constituents  were  used  in  such 
proportions  as  to  give,  on  ignition,  potassamide 
kH,N,  in  accordance  with  the  equation  : 
KNO,+NH4NO,+8C=KH,N+H,0  +  CO  +  2CO,+2N, 
according  to  which  the  powder  should  be  com- 
posed of  101  parts  by  weight  potassium  nitrate, 
80  parts  ammonium  nitrate,  and  40  parts  char- 
coal. The  potassamide  is  stated  to  oe  volatile 
at  high  temperatures,  increasing  the  useful  effect 
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of  the  ezploeive,  and  buming  without  reeidue, 
It  is  claimed  further  for  the  amide  powder  that 
when  burned  it  leaves  very  little  residue,  and 
gives  much  less  smoke  than  ordinary  gunpowder. 

A  so-oalled  smokeless  powder,  known  as 
'  Hebler  powder,*  was  at  one  time  manufactured 
in  Switzerland,  and  consisted  of  a  mixture  of 
nitre,  ammonium  nitrate,  sulphur,  and  charcoal. 
It  was  practically  non-hygroscopic. 

Not  only  does  ammonium  nitrate  leave  no 
solid  residue  on  combustion,  but  its  use  in 
explosives  has  been  found  to  greatly  reduce  the 
temperature  of  explosion,  and  this  has  caused 
it  to  be  very  larsely  employed  in  modem  so- 
called  *  safetv  explosives  *  for  use  in  fiery  mines. 
There  are  also  a  considerable  number  of  am- 
monium nitrate  explosives  now  in  use  for  general 
blasting  work,  and  the  very  laige  demand  for 
shell  high  explosives  during  the  last  few  jeam 
has  led  to  the  general  use  of  ammonium  mtrate 
mixtures  with  nitrohydrocarbons,  especially 
with  trinitrotoluene,  for  this  purpose  {see  under 
Trinitrotoluene).  The  increasing  manufacture 
of  nitric  acid  and  ammonia  by  synthetic  methods 
will  probably  lead  to  the  use  of  this  class  .of 
explosives  beinff  still  further  considerably 
extended.  As  above  stated  ammonium  nitrate 
alone  under  sufficient  impulse  is  an  explosive, 
but  it  has  been  found  that  the  addition  of  some 
combustible  substance,  not  necessarily  explosive 
in  itself,  is  necessary  to  form  an  efficient  blasting 
agent  or  military  high  explosive. 

These  explosives  are  used  with  thoroughly 
water-proofed  wrappers,  treated  with  paraffin, 
ceresin,  and  resin,  crude  vaseline,  petroleum 
products,  &c.,  or  with  wrappers  of  tnin  metal 
foil,  and  the  particles  of  nitrate  are  frequently 
coated  with  similar  substances,  or  with  the 
other  constituents  of  the  mixture,  from  solution 
or  b^  fusion,  so  as  to  render  them  non-hvgro- 
scopic.  The  addition  to  ammonium  mtrate 
mixtures  of  several  substances,  such  as  semi- 
solids made  of  glue,  dextrin,  &c.,  aniline 
metalUc  compounds,  such  as  aniline  copper 
sulphate,  kieselguhr,  &a,  has  been  patented^to 
counteract  the  action  of  atmospheric  moisture, 
by  absorbing  any  moisture  originally  present, 
or  subsequently  taken  up  on  storage,  and  so 
leaving  the  explosive  constituents  in  a  dry  state. 

In  manufacture,  the  ammonium  nitrate  is 
roughly  crushed  if  necessary,  then  thoroughly 
dried  and  powdered  in  a  steam-jacketed  edge- 
runner  mill  and  sieved.  The  sieved  mtrate  is 
then  intimatelv  mixed  in  the  same  mill,  or  in  a 
steam-jacketed  pan  with  gunmetal  stirrers,  with 
the  other  ground  and  sieved  in^predients.  If  a 
nitro-body  of  low  meltiiu;  point  is  a  constituent 
of  the  mixture,  it  is  usuaJly  added  in  the  molten 
form,  so  as  to  coat  and  waterproof  the  grains 
of  nitrate  as  far  as  possible.  Finally  the  mixture 
is  allowed  to  cool  aown  to  a  certain  extent,  and 
then  made  up  into  cartridges  and  waterproofed, 
or  packed  for  transport  in  metal-lined  hermeti- 
oalhr  sealed  packages.  Ammonium  nitrate 
undeigoes  a  change  of  crystalline  form  at  32*^ 
with  increase  in  vmume,  and  its  mixtures  should 
not  be  made  up  into  cartridges  or  packed  at 
a  higher  temperature  than  this,  or  the  cartridges 
exposed  to  the  direct  nm  of  the  sun,  as,  es- 
pecially in  the  presence  of  a  little  moisture,  they 
may  set  very  hard  and  become  extremely 
insensitive  to  detonation.    In  an  atmosphere  of 


less  than  a  certain  humidity  ammonium  nitrate 
is  not  hygroscopic,  and  wet  ammonium  nitrate 
will  lose  moisture  and  become  quite  dry  again 
under  these  conditions,  though  deterioration  of 
the  explosive  may  have  taken  place  whilst  it 
was  wet. 

The  ammonium  nitrate  mixtures  are  non- 
sensitive  to  shock,  and  require  a  strong  detonator 
to  ensure  there  is  not  a  *  miss-fire,'  and  to  detonate 
them  completely  and  so  develop  their  full  force. 
Although  the  power  of  these  mixtures  is  increased 
by  compression,  the  difficulty  of  detonation  also 
increases.  Where  increase  in  power  is  necessary, 
but  the  use  of  a  more  powerful  detonator  is 
undesirable,  the  difficulty  of  detonation  may  be 
overcome  by  using  a  small  quantity  of  an 
intermediary  *  priming  *  explosive,  which  fre- 
quently may  be  the  original  explosive  itself  in 
a  loose  form.  The  Soc.  Universelle  d'Explosifs 
(Fr.  Pat.  461754,  1912)  claims  that  the  ease  of 
detonation  of  ammonium  nitrate  explosives  is 
improved  by  adding  an  aqueous  solution  of 
gum  with  gunpowder  in  suspension  to  the 
granulated  explosive.  Many  of  these  mixtures 
are  extremely  difficult  to  ingite,  and  almost 
impossible  to  keep  buming.  Le  Chatelier  has 
proposed  to  crystallise  a  litUe  potassium  chlorate 
with  the  ammonium  nitrate  to  render  the 
mixtures  more  sensitive.  Mere  addition  of  the 
chlorate  is  inadmissible,  because  of  the  great 
danger  in  mixing,  and  the  action  of  the  mixtures 
is  f3so  somewhat  irregular;  the  salts  being 
isomorphous,  they  may  be  crystallised  together 
in  toij^  proportions,  and  these  difficulties  over- 
come. 

The  following  are  some  of  the  more  important 
ammonium  nitrate  explosives,  containing  simple 
combustible  substances : — 

Cologne  JRoUtoeil  contains  93  p.c.  ammonium 
nitrate,  4-9  p.c.  vegetable  oil,  1-2  p.c.  sulphur, 
and  0*9  p.c.  barium  nitrate.  This  explosive  is 
manufactured'  in  this  country  under  the  name 
of  Pembrite. 

DahmeniU  at  one  time  consisted  of  a  mixture 
of  the  nitrates  of  potassium  and  ammonium 
with  naphthalene.  Dahmenite  A,  the  modem 
variation,  ia  composed  of  91*3  p.c.  ammonium 
nitrate,  6*5  p.c.  naphthalene,  and  2*2  p.c. 
potassium  dichromate.  The  naphthalene  is 
melted  with  the  nitrate,  so  as  to  coat  and 
waterproof  it. 

Two  Austrian  safety  explosives  are  Dynam- 
mon,  containing  87-^  p.c.  ammonium  nitrate 
and  12-13  p.c.  charcoal,  and  tDelier-dynamnKm, 
which  contains  94  p.c.  ammonium  nitrate,  2  p.c. 
potassium  nitrate,  and  4  p.c.  charcoal. 

Eledronite,  a  *  permitted '  safety  explosive 
made  by  Curtis  and  Harvey  at  Tonoridge,  is  a 
mixture  of  75  p.c.  ammonium  nitrate,  and  5  p.a 
barium  nitrate  with  wood  meal  and  stareh. 
The  products  of  detonation  are  chiefly  water, 
nitrogen,  and  a  little  carbon  dioxide,  and  the 
flame  is  of  too  low  a  temperature  to  fire  explosive 
gas  mixtures. 

Electronite  No.  2  consists  of  95  p.c.  of 
ammonium  nitrate  and  5  p.c.  of  wood  meal  and 
starch. 

Fractoriie  contains  90  p.c.  ammonium 
nitrate,  4  p.c.  resin,  4  p.c.  dextrin,  and  2  p.c. 
potassium  dichromate. 

Progresaiie  contains  89*1  p.c.  ammonium 
nitrate,  4*7  p.o.  aniline  hydrochloride,  6  p.o. 
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ammonium   sulphate,   and   0'2   p.c.    colouring 
matter. 

^BomUty  a  Swedish  ezplosiTe  invented  by 
Sjobeiig  (Stockholm,  Eng.  Pat.  11658,  1887), 
was  a  mixture  of  ammonium  nitrate  mixed 
with  a  solid  melted  hydrocarbon  (naphthalene, 
paraffin,  and  the  like)  gelatinised  witb  a  liquid 
hydrocarbon  (such  as  paraffin  oil),  and  contains 
pure  or  similarly  gelatmised  potassium  chlorate. 
It  was  found  to  be  unsafe,  owing  to  the  inter- 
action between  the  nitrate  and  chlorate. 

Westfaiite  is  made  by  the  Westphalisch- 
Anhaltische  Sprengstoff-Aotien-Gesellschaft.  No, 
1  contains  95  p.c.  ammoniunx  nitrate  and  5  p.c. 
of  reein  or  gum-lac.  In  No,  2,  4  p.c.  of  the 
ammonium  nitrate  is  replaced  by  nitre ;  and  in 
WestfaUte  improved,  3  p.o.  of  ammonium  nitrate 
is  replaced  by  potassium  dichromate.  The  ingre- 
dients are  ground  together  with  alcohol  or  ouier 
solvent  of  the  resin,  and  then  heated  to  drive 
out  the  solvent^  ground  further,  and  compressed 
into  cartridges  by  a  special  shaking  machine. 

The  nitro  denvatives  of  the  aromatic  hydro- 
carbons, which,  as  a  rule,  are  not  in  themselves 
explosive,  form  powerful  explosives  when  mixed 
with  ammonium  nitrate. 

AbeUte  is  an  English  *  permitted  *  explosive 
of  this  class.  Several  varieties  have  been  nuMle. 
No,  1  contains  ammonium  nitrate,  dinitrobenzene, 
and  trinitrotoluene  with  sodium  chloride  as  a 
moderant.  No.  4  contains  ammonium  nitrate, 
tcinitrotoluene,  and  starch,  with  sodium 
chloride. 

The  Afnmoniiea  are  a  class  of  en>losives 
containing  the  nitronaphthalenee,  manuiactured 
by  the  Miners*  Safety  Explosives  Co.  As 
originally  permitted  it  contained  88  p.c.  ammo- 
nium nitrate  and  12  p.c.  dinitronaphthalene,  but 
this  was  rendered  safer  by  the  addition  of  sodium 
chloride,  the  modified  composition  being  75  p.c. 
ammonium  nitrate,  5  p.o.  dinitronaphthalene, 
20  p.c.  sodium  chloride,  and  up  to  1  p.c.  moisture. 
The  chaige  is  contained  in  a  lead-tm  alloy  case, 
waterproofed  with  paraffin  wax ;  limit  chaise 
18  oz.,  pendulum  swing  2*44  ins.  No.  5  con- 
tained m-  instead  of  di-nitronaphthalene,  and 
No.  4  had  part  of  the  ammonium  mtrate  replaced 
by  sodium  nitrate.  The  limit  charge  of  No,  5 
is  26  oz.,  and  the  pendulum  swing  2*41  ins. 

Amvis  is  a  mixture  of  90  p.c.  ammonium 
nitrate,  5.p.c.  wood  meal,  and  5  p.c.  of  chlorodi- 
nitrobenzene,  or  of  a  mixture  oi  dinitrobenzene 
and  chlorinated  naphthalene. 

BeUiie,  invented  by  Lamb,  *of  Stockholm, 
is  a  mixture  of  ammonium  nitrate  with  meta- 
dinitrobenzene.  No,  I  contains  16*5  p.c.,  and 
No,  3,  7'5  p.c.  of  the  nitrohydrocarbon. 

The  mixture  ia  heated  to  a  temperature  of 
between50^  and  100%in  order  to  coat  ttie  particles 
of  the  nitrate  with  the  fused  nitro  compound, 
and  compressed  into  cartridges  before  the 
mixture  is  cold.  In  earlier  mixtures,  other 
nitrates  were  used,  and  the  specification  men- 
tions other  nitrohydrocarbons.  Bellite  is  diffi- 
cult to  ignite,  and  ceases  to  bum  if  the  source  of 
heat  is  removed.  It  is  claimed  to  be  a  very 
powerful  and  safe  explosive  for  use  in  fiery  mines, 
and  can  only  be  fired  bv  a  fulminate  detonator. 

As  manufactured  by  the  Lancashire  Ex- 
plosives Co.,  Bettite  No.  I  contains  62-65  p.c. 
ammonium  nitrate,  14-16  p.c.  trinitrotoluene, 
15'5-17'5   p.c.   sodium   chloride,    3*5-^*5   p.c. 


starch,  and  up  to  2  p.c.  moisture ;  limit  chaise 
20  oz. ,  pendulum  swing  2*74  ins.  Later  varieties 
containing  dinitrobenzene,  which  have  passed 
the  Rotherham  test,  are  No.  2,  containing  61  p.c. 
ammonium  nitrate,  12  p.c.  dinitrobenzene,  and 
27  p.c.  sodium  chloride;  limit  charge  32  oz., 
pendulum  swing  2*42  in&  ;  and  No.  4,  containing 
66  p.o.  anunonium  nitrate,  14  p.c.  dinitrobenzene, 
ana  20  p.o.  sodium  chloride ;  limit  charge  18  oz., 
pendulum  swing  2*92  ins. 

Black  BeUite  contains  61  p.c.  ammonium 
nitrate,  12  p.c.  trinitrotoluene,  24  p.c.  sodium 
chloride,  and  3  p.c.  plumbago ;  hmit  charge 
30  oz.,  pendulum  swing  2*48  ins. 

The  Densitea  are  minine  explosives  of  this 
class  which  have  passed  the  Belgian  tests  for 
safety  explosives.  No.  3  contains  74  p.c. 
ammonium  nitrate,  22  p.c.  sodium  nitrate,  and 

4  p.c.  trinitrotoluene;  limit  chai^^e  700  gms. ;  and 
No.  4  18  p.c.  ammonium  mtrate,  45*5  p.c. 
potassium  mtrate,  19  p.c.  trinitrotoluene,  and 
17-5  p.c.  ammonium  chloride  ;  limit  charge  850 
gms. 

Dorfit  is  a  German  explosive  containing 
ammonium  nitrate  with  5  p.c.  of  potassium 
nitrate,  the  combustibles  being  trinitrotoluene 
and  4  p.c.  flour,  and  some  15  to4K)  p.c. ;  sodium 
chloride  being  added  as  restrainer. 

Dreadnought  powder  on  the  English  authorised 
list  contains  73-77  p.c.  ammonium  mtrate, 
14-17  p.c.  sodium  nitrate,  4-6  p.c.  ammonium 
chloride,  3-5  p.c.  trinitrotoluene,  with  up  to 
1  p.c.  of  moisture,  and  coloured  with  a  trace  of 
'  rod  oil ;  *  limit  chaige  32  oz.,  pendulum  swins 
2*05  ins. ;  requires  a  No.  7  or  more  powerfm 
detonator. 

Faversham  powder  is  a  *  permitted  '  explosive, 
manufactured  by  the  Cotton  Powder  Co.  It 
consisted  at  one  time  of  85  p.c.  ammonium 
mtrate,  11  p.c.  dinitrobenzene,  1*5  p.o.  am- 
monium chloride,  and  2*5  p.c.  sodium  chloride ; 
but  more  recent  compositions  are:  No.  1, 
84-86  p.c.  ammonium  nitrate,  10-12  p.c. 
trinitrotoluene,  1-2  p.o.  ammonium  chlondo, 
1-3  p.o. sodium  chlorioe,  and  0-2)  p.c.  moisture; 
and  No.  2,  87-93  p.c.  ammonium  nitrate,  9-11 
p.c.  dinitrotoluene,  and  0-1  p.c.  moisture.  The 
explosive  is  contained  in  a  metal  case  and 
fired  by  a  No.  6  detonator.  A  later  variety, 
compounded  to  meet  the  Rotherham  test,  con- 
tains 47*5  p.c.  ammonium  nitrate,  24  p.c. 
potassium  mtrate,  10  p.c.  trinitrotoluene,  and 
18 '5  p.c.  ammonium  chloride;  limit  charge 
24  oz.,  pendulum  swing  2*61  ins. 

Favier^s  ezpioaive,  the  pioneer  explosive  of 
this  class,  first  patented  in  1883  by  Favier  of 
Paris,  was  a  mixture  of  ammonium  nitrate, 
mono-,  di-,  or  trinitronaphthalene,  and  a  little 
ammonium  chloride,  mixed  and  compressed 
whilst  warm  into  metal  cartridges,  and  coated 
with  a  solution  of  lac  or  resin.  It  was  manu- 
factured in  England  under  the  name  of  Am- 
monite, and  by  the  French  Government  under 
the  name  of  *  Exptoaifs  iV  *  or  *  Qrisounites.^ 
Two  explosives  which  have  passed  the  Belgian 
tests  are  Favier  2  bis,  containing  77*6  p.c. 
ammonium  nitrate,  2*4  p.c.  dinitronaphthalene, 
and  20  p.c.  ammonium  chloride ;  limit  chaige 
500  gms. ;  and  Favier  3  bis ;  containing  60  p.c. 
ammonium  nitrate,  11  p.c.  potassium  nitrate, 
8*5  p.o.  trinitrotoluene,  6  p,c.  Jflour^^px^jdum^ 

5  p.c.    barium   carbonate, '¥^p.^c.    ammotdhm 
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chloride,  and  0*5  p.c.  potassium  permanaganate; 
limit  charge  750  gms. 

Fractorite  ^  is  an  explosive  on  the  Bel^an 
permitted  list.  It  contams  75  p.c.  ammomum 
nitrate,  2*8  p.o.  dinitronaphthalene,  2*2  p.c. 
ammonium  oxalate,  and  20  p.c.  ammonium 
chloride ;  limit  oha^e  450  gms. 

OlOckauf  is  a  German  ammonium  nitrate 
safety  explosive  with  wood  meal  as  the  principal 
combustiole,  but  also  contains  1  p.c.  dinitro- 
benzene  and  5  p.c.  copper  oxalate. 

The  -  Oriaounites  are  French  explosives^ 
founded  on  Favier's  patent.  Oriaou-naphUUite- 
coucke  Nla  contains  95  p.c.  ammonium  nitrate 
and  5  p.c.  trinitronaphthaline,  and  N4k  is  of 
similar  composition,  except  that  5  p.c.  of  the 
ammonium  nitrate  is  replaced  bv  potassium 
nitrate.  These  two  explosives,  whicn  have  a 
theoretical  temperature  of  explosion  of  not 
greater  than  1500"  are  used  for  coal  getting ; 
thev  are  dyed  green.  Oriaou-naphUuite-rocne 
Nlh,  used  for  rock  blasting,  contains  91-5  p.c. 
ammonium  nitrate  and  8*5  p.c.  dinitronaphtlia' 
lene;  it  has  a  theoretical  temperature  of 
explosion  of  not  greater  than  1900",  and  is 
dyed  red.  A,  variety,  Nlc,  used  in  non- 
dangerous  coal  mines,  contains  87*4  p.c.  am- 
monium nitrate  and  12*6  p.c.  dinitronaphtha- 
lene,  and  is  dyed  yellow.  Orisou-telryUte-couche 
contains  88  p.c.  ammonium  nitrate,  5  p.c. 
potassium  nitrate,  and  7  p.c.  *  tetryl.' 

Kentite  is  an  English  permitted  explosive 
containing  32^5  p.c.  ammonium  nitrate, 
32-35  p.c.  potassium  nitrate,  16-18  p.c.  ammo- 
nium chlonde,  14-16  p.c.  trinitrotoluene,  and 
up  to  2  p.c.  moisture ;  limit  charge  18  oz., 
pendulum  swing  2*64  ins. 

MinoiiU  Antigrisouteuae  is  on  the  Belgian 
*  permitted  '  list.  It  contains  72  p.c.  ammonium 
mtrate,  23  p.c.  sodium  nitrate,  3  p.c.  trinitroto- 
luene, and  2  p.c.  trinitronaphtnalene ;  limit 
oharffe  400  gms. 

Negro  powder,  as  authorised  for  manufacture 
in  this  country,  is  a  mixture  of  86-90  p.c. 
ammonium  nitrate,  9-11  p.c.  trinitrotoluene, 
1-3  p.c.  graphite,  0-1  p.c.  moisture,  and  a 
little  colouring  matter.  The  cartridges  are 
wrapped  in  paraffined  paper,  and  are  fired  by  a 
No.  6  detonator. 

Negro  powder  No,  2,  which  has  passed  the 
Rotherham  test,  contains  57  p.c.  ammonium 
mtrate,  15  p.c.  trinitrotoluene,  27*5  p.c.  sodium 
chloride,  and  0*5  p.c.  firraphite;  limit  charge 
24  oz.,  pendulum  swing  2 '21  ins. 

Neuweatfalit,  a  variety  of  Westfalit,  con- 
taining nitrohydrocarbon,  is  on  the  German 
authorised  list.  It  contains  70  p.c.  ammonium 
nitrate,  11  p.c.  dinitrotoluene,  2  p.c.  flour,  and 
17  p.c.  sodium  chloride ;  limit  charge  540  gms. 

Niiroferrite  contains  93  p.c.  ammonium 
nitrate,  2  p.c.  trinitronaphthalene,  2  p.c.  potas- 
sium ferricyanide,  and  3  p.c.  of  crystallised 
sugar. 

Hoburite,  patented  by  Roth  of  Charlotten- 
burg,  in  1887  (Eng.  Pat.  267a,  1887),  had  as  a 
new  feature  the  use  of  a  chlorinated  nitrohydro- 
carbon, chlorinated  dinitrobenzcne,  said  to 
render  the  explosive  more  sensitive,  and  also 
increase  the  dynamic  effect,  but  all  samples  do 
not  now  contain  this  substance.  Large  quanti- 
ties are  manufactured  in  England  near  Wigan. 
No,  I  contains  87*5  p.c.  ammonium  nitrate,  7  p.c. 


dinitrobenzene,  5  p.c.  ammonium  sulphate,  and 
0*5  p.c.  potassium  permanganate,  and  No.  3 
87  p.c.  ammonium  nitrate,  11  p.  c.  dinitrobenzepe, 
and  2  p.c.  chloronaphthaiene.  In  later  samplls, 
trinitrotoluene  is  used  in  place  of  dinitrobenzene, 
with  wood  meal  and  potassium  permanganate. 
No  4,  which  has  passed  the  Rotherham  test, 
contains  61  p.c.  ammonium  nitrate,  16  p.c. 
trinitrotoluene,  and  23  p.c.  sodium  chloride; 
limit  charge  18  oz.,  pendulum  swing  2*86  ins. 

Two  (^rrnan  compositions  that  have  passed 
the  tests  for  safety  explosives  are  Boburit  II,  2, 
containing  71*5  p.c.  ammonium  mtrate,  5  p.c. 
potassium  nitrate,- 12  p.c.  trinitrotoluene,  6  p.c. 
flour,  5  p.c.  sodium  chloride,  and  0*5  p.o.  potas- 
sium permanganate,  and  Boburit  II.,  containing 
55  p.c.  ammonium  nitate,  9*5  p.c.  potassium 
nitrate,  12  p.c.  trinitrotoluene,  6  p.c.  flour,  7  p.c. 
sodium  chloride,  5  p.c.  ammonium  chloride,  5  p.c( 
magnesite,  and  0*5  p.c.  potassium  permanganate. 
The  limit  charge  of  the  former  is  350  gms.,  and 
of  the  latter  6^  gms. 

The  dried  nitrate  is  incorporated  with  the 
molten  nitro  compound  and  compressed  into 
cartridges  as  usuaL  Roburite  has  a  brownish- 
yellow  colour.  It  bums  readily,  but  does  not 
explode  on  burning.  It  is  not  sensitive  to  shock, 
friction,  or  pressure  ;  it  is  practically  flameless, 
and  safe  in  fiery  mines.  It  is  more  powerful 
than  gunpowder,  and  its  effect  is  not  shattering. 
Securtte,  a  safety  explosive  invented  by 
Schonew^,  in  1886,  consists  of  74-85  p.c. 
ammonium  nitrate,  and  15-26  p.c.  metadinitro- 
benzene.    Later  varieties,  called  FlamdeM  secu- 

I  rite,  also  contain  ammonium  oxalate,  and  some- 
times  trinitrobenzene  and  trinitronaphthalene 

'  are  used.     The  explosive  is  made  by  dissolving 

,  the  salt  in  water,  evaporating,  dryini;  at  80°,  and 

'  adding  the    nitrohyarocarbon.     The    mixtures 

I  are  coated  with  nitrated  resin. 

Stamford    powder,    a    permitted    explosive, 

,  contains  68-72  p.c.  ammonium  nitrate,  21-23 
p.c.   sodium   nitrate,   3-4   p.c    trinitrotoluene, 

I  3 '5-4 '5  p.c.  ammonium  chloride,  and  up  to  1  p.c. 

I  moisture ;  limit  ohaige  12  oz.,  pendulum  swing 

I  212  ins. 

I        Thunderite    contains    92    p.c.     ammomum 

'  nitrate,  4  p.c.  trinitrotoluene,  and  4  p.c.  flour. 

I        Titanite  No.  1  is  a  mixture  of  85-88  p.c. 

I  ammonium    nitrate,    6-8    p.c.    trinitrotoluene, 

'  4'5-6'5  p.c.  charcoid  dried  at  100",  and  0-1  p.c. 

I  moisture. 

.        UpUes  powder  contains  62-^65  p.c.  ammonium 

I  nitrate,  12'5-14'5  p.c.  sodium  nitrate,  4-6  p.c.  tri- 

,  nitrotoluene,  13 '5  p.c.  ammonium  chloride,  2-4 

I  p.c.  starch  and  up  to  1*5  p.c.  moisture;  limit 
charge  16  oz.,  pendulum  swing  2*64  ins. 

I  Verstdrktes  chromammonit,  reinforced  chrom- 
ammonite,  is  a  modem  German  safety  explosive 
containing  70  p.c.  ammonium  nitrate,  10  p.c. 

'  potassium  nitrate,  12*5  p.c.  trinitrotoluene,  7  p.c. 

chrome  ammonium  alum,  and  6*5  p.c.  vasehne. 

Steele,  in  1906  (Eng.  Pat.  4115),  proposed  a 

mixture   of   85   p.c.    ammonium   mtrate   with 

I  15  p.c.  of  nitratea  resin,  or  a  nitrated  mixture  of 
resm  and  starch ;  the  latter  is  added  in  three 
successive  portions,  each  portion  being  treated 

'  with  atomised  metbvlated  spirit.  Tne  resin 
in  this  way  is  caused  to  coat  the  particles  of 
nitrate  and  render  them  non-hygroscopic.  In 
some  cases  1-5  p.c.  powdered  aluminium  may  be 

I  added.    A    variety    of    this    explosive    cailed 
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SUtUU  A,  containiiig  2  p.o.  caBtor  oil,  has  been 
Authorised  in  England. 

We^feUite   Xo.  3  contains  68-01    p.c.   am- 
monium nitrate,  13-16  p.c.  potassium  nitrate, 
4-6   p.c.  trinitrotoluene,  20-22  p.c.  ammonium 
chloride,  and  water  up  to  1  p.c. ;  limit  chai^ge 
12  oz.,  pendulum  swing  2-66  ms. 

Withndl  powder  is  a  mixture  of  88-92  p.c. 
Ammonium  nitrate,  4-6  p.c.  trinitrotoluene, 
4-6  p.a  dried  flour,  and  0-1*6  p.c.  moisture. 
The  explosive  is  contained  in  a  water-proofed 
linen-paper  wrapper,  and  fixed  by  a  No.  7 
detonator. 

Ammonium  nitrate  mixtures  with  organic 
basic  substances  and  their  nitrates,  such  as 
aniline,  guanidine  nitrate,  and  urea  nitrate, 
have  been  proposed.  Kubin  (Eng.  Pat.  11602, 
1894)  patented  a  mixture  of  76-96  n.c.  ammonium 
nitrate  and  5--25  p.c.  aniline  or  toluidine  nitrate, 
The  Carbonite  Syndicate,  Ltd.,  in  the  same  year, 
proposed  a  mixture  of  94  p.c.  ammonium  nitrate 
and  6  p.c.  aniline  hydrochloride,  under  the  name 
of  Progreasitt.  Girard  (Fr.  Pat.  350371,  1904) 
claims  that  a  powerful  explosive  is  formed  by 
fusing  together  80  parts  ammonium  nitrate  and 
88  parts  guanidine  nitrate. 

A  class  of  ammonium  nitrate  safety  explo- 
sives has  come  into  use,  in  which  a  little  nitro- 
glycerin, sometimes  gelatinised  with  soluble 
nitrocellulose,  is  added  to  overcome  the  insenai- 
tiveness  of  the  mixture,  but  not  containing 
enough  of  this  constituent  to  place  them  amongst 
the  oynamites.     Explosives  of  this  type  are : 

Ammon-cathonit  is  composed  of  80*3  p.c. 
ammonium  nitrate,  6  p.c.  potassium  nitrate 
6  p.c.  coal  dust,  4*6  p.c.  powaered  starch,  4  p.c. 
nitroglycerin,  and  0-2  collodion  cotton. 

Donarii,  which  contains  80  p.o.  ammonium 
nitrate,  12  p.c.  trinitrotoluene,  4  p.c.  flour,  3*8 
p.c.  nitroglycerin,  and  0*2  p.c.  collodion 
cotton. 

Mdling  jxnoder  contains  51-^  p.c.  ammo- 
nium nitrate,  11-13  p.c.  sodium  nitrate,  6-7  p.c. 
trinitrotoluene,  a-5  p.c.  wood  meal,  4-6  p.c. 
nitroglycerin,  18-20  p.c.  ammonium  oxalate, 
and  up  to  2  p.c.  moisture ;  limit  chaige  12  oz. , 
pendulum  swrng  2 '62  ins. 

Super- Exceuite  consists  of  736-77  p.c.  am- 
monium nitrate,  6*6-8  p.c.  potassium  niti-ate, 
2-4  p.c.  wood  meal,  3*6-6  p.c.  nitroglycerin,  9-11 
p.c.  ammonium  oxalate,  and  up  to  1*6  p.c. 
moisture ;  limit  charge  10  oz.,  pendulum  swing 
2*74  ins. 

Superite  contains  80-84  p.c.  ammonium 
nitrate,  9-11  p.o.  potassium  nitrate,  2-6  p.c. 
starch,  3*6-4*6  p.c.  nitroglycerin,  and  up  to 
2  p.c.  moisture ;  limit  clutfge  10  oz.,  pendulum 
swmg  2*63  ins. 

Some  ammonium  nitrate  mixtures  are 
sensitised  with  nitrocelloluse  instead  of  with 
nitrc^lycerin  or  nitroglycerin  jelly.  For  example, 
the  German  Explosive  Fvlmenit  contains  86*6 
n.o.  ammonium  nitrate,  6*6  p.c.  trinitrotoluene, 
2*6  p.c.  paraffin  oil,  1*6  p.c.  qharcoal,  and  4  p.c. 
guncotton.  WeUer  Fvlmenit  is  of  similar 
composition,  except  that  10  p.c.  of  the  ammo- 
nium nitrate  is  repUced  by  sodium  chloride,  in 
order  to  reduce  the  temperature  of  explosion. 

Monachit  contains  12  p.c.  trinitroxvlene  and 
1  p.c.  charcoal  as  combustibles,  reinforced  by 
1  p.c.  of  collodion  cotton. 

EBcales,  of  Munich,  in  1899,  first  proposed  the 
Vol.  IIL— T. 


use  of  aluminium  in  an  explosive,  which  was 
manufactured  under  the  name  of  WenghoBffer 
(Eng.  Pat.  24377),  whilst  in  1900  von  Dahmen 
(Eng.  Pat.  16277)  claimed  the  use  of  aluminium, 
magnesium,  or  other  light  metal  mixed  with  an 
oxidising  agent,  a  suitable  mixture  suggested 
consisting  of  ammonium  nitrate,  aluminium,  and 
charcoal  m  the  proportions  4NH4NO,-f  2Al-f  C. 
Subsequently,  the  cnarcoal  was  omitted,  acd  an 
explosive  suggested  on  the  basis  of  the  equation  : 

3NH4NO,-f2Al=Al,0,-f6H,0-f3N, 

That  is,  a  mixture  of  ammonium  nitrate  and 
aluminium  in  proportions  for  the  complete 
combustion  of  the  latter  would  contain  81*6  p. c. 
ammonium  nitrate  and  18 '4  p.c.  aluminium. 
This  mixture  would  yield  1678  calories  per 
l^ram  and  evolve  682  c.c.  of  gas.  The  charcoal 
IS  added  to  facilitate  the  detonation.  Von 
Dahmen's  explosive  is  now  on  the  market 
under  the  name  of  Ammonal,  and  has  given  very 
good  results,  both  as  a  mining  explosive  and  as 
j  a  high  explosive  for  shells,  the  proportion  of 
I  aluminium  being  varied  according  to  the  effect 
desired.  The  ^ammonal  *  permitted  in  this 
country  as  a  mining  explosive  has  the  composi- 
tion 93-97  p.c.  ammonium  nitrate,  4-6  p.c. 
aluminium,  and  0-1  p.c.  moisture,  the  explo- 
sive being  contained  in  a  thoroughly  water- 
proofed case. 

Ammonal  B  has  the  composition  94-96  p.c. 
ammonium  nitrate,  2*6-3*6  p.c.  aluminium, 
2-3  p.c.  wood  charcoal,  and  0-1  p.c.  moisture. 
This  explosive  passed  the  Woolwich  test.  For 
ordinary  blasting  purposes  a  more  powerful 
mixture  is  used,  contaming  72  p.c.  ammonium 
nitrate,  26  p.c.  aluminium,  and  3  p.c.  charcoal. 
These  explosives  are  manufactured  by  the 
Roburite  and  Ammonal  Co. 

Ammonal  is  very  insensitive,  and  bums  with 
difficulty.  It  is  said  to  be  one  of  the  safest 
explosives  known.  It  is  stable  under  dry  con- 
ditions, but  is  hygroscopic  under  the  conditions 
of  humidity  in  wnich  ammonium  nitrate  itself 
absorbs  moisture.  It  is  fired  with  the  usual 
detonator,  and  the  products  of  combustion  are 
said  to  be  harmless ;  the^,  however,  contain  a 
considerable  proportion  of  carbon  monoxide. 

For  an  ammonal  containing  72  p.c.  am- 
monium nitrate,  23*6  p.c.  aluminium,  ana  4*6  p.o. 
charcoal  compressed  to  a  density  of  0*9,  Bichel 
found  the  velocity  of  detonation  to  be  3460  m. 
per  sec.  The  heat  of  explosion  was  1600 
calories,  and  the  calculated  explosion  pressure 
was  9426  kg.  per  sq.  cm.  (Zeitscn.  angew.  Chem. 
1906,  1889). 

Ammonal  has  been  used  in  this  country  for 
military  purposes  in  bombs  and  grenades.  In 
Austria  four  grades  are  manufactured  contain- 
ing 80-90  p.c.  ammonium  nitrate,  4-18  p.c. 
aluminium,  and  2-6  p.c.  cliarcoal,  and  it  is  a 
service  explosive  in  that  country. 

Since  the  introduction  of  *  ammonal,* 
aluminium  has  been  added  as  an  ingredient  in 
many  other  explosives,  chiefly  in  mixtures  of 
the  ammonium  nitrate  class  with  nitrohydro- 
carbons.  The  aluminium  is  usually  used  in  the 
form  of  powder,  which  is  made  by  first  pouring 
the  molten  metal  into  water,  and  then  pounding 
the  small  irregular  fragments  so  produced,  after 
drying,  under  stamp-mills  until  a  sufficiently 
fine  powder  ia  obtained.    <^%e  use  of  aluminium 
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and  other  easily  oxidisable  metalfi  in  the  form 
of  *  metal  wool,  has  been  patented,  the  fineness 
of  division  beinnc  said  to  exert  a  considerable 


influence  on  the  force  of  the  explosive. 

The  oxidation  of  the  alununium  sets  free  a 
laige  amount  of  heat,  and  it  is  claimed  that 
the  mechanical  effect  of  the  explosives  is 
considerably  increased.  Bichel,  however  (Lc), 
contends  that  the  results  showing  this 
increase  have  been  obtained  in  the  lead  block 
test,  and  are  fallacious,  and  that  actual  use  in 
mines  has  demonstrated  that  the  increase  in 
efficiency  due  to  the  addition  of  aluminium, 
is  extremely  slieht.  He  affirms  that  aluminium 
can  only  be  added  economically  to  those  explo- 
sives wnich  have  a  low  temperature  of  explosion ; 
as  with  others,  although  tnere  is  some  mcrease 
in  the  temperature  of  the  explosion,  it  is  more 
than  counterbalanced  by  the  decreased  volume 
of  eas  produced.  It  has  been  found  that  the 
admtion  of  a  few  per  cents,  of  aluminium 
increases  the  rate  of  detonation  of  the  explosives. 

Macnab  and  the  Ammonal  Explosives  Co., 
Ltd.  (£ng.  Pat.  16514,  1904)  propose  the  addi- 
tion of  potassium  dichromate  to  explosives  of 
the  *  ammonal  *  type.  It  is  claimed  that  in 
this  way  more  aluminium  may  be  used,  giving 
greater  explosive  power,  without  Himinighing  the 
safety  of  tne  explosive. 

Sipping  ammonal  contains  84r-87  p.c. 
ammonium  nitrate,  7-9  p.c.  aluminium,  2-3  p.c. 
charcoal,  3-4  p.c.  potassium  bichromate,  and 
0-1  p.o.  moisture,  and  St.  HdaCa  powder  con- 
tains 92-95  p.c.  ammonium  nitrate,  2-3  p.c. 
aluminium  powder,  3-5  p.o.  trinitrotoluene  and 
0-1  p^.  moisture.  Both  these  explosives  passed 
the  Woolwich  tests.  A  more  powerful  variety 
for  ordinary  blasting  purposes  contains  47  p.c. 
anunonium  nitrate,  22  p.c.  aluminium,  30  p.c. 
trinitrotoluene  and  1  p.c.  charcoal.  Oestetna- 
WeMfalit  B  and  C  are  German  ammonals  con- 
taining  dinitrobenzene  and  dinitrotoluene  re- 

Besides  aluminium  and  magnesium,  many 
other  metals  and  simiUr  su&tances  which 
yield  oxides  reducible  with  difficulty,  including 
copper,  zinc,  iron,  silicon,  ferro-silicon,  silicon 
carbide,  various  alloys,  calcium,  boron,  and 
such  rare  metals  as  those  of  the  cerium  group, 
have  been  proposed  and  patented  for  addition 
to  explosive  mixtures. 

Sabulite  is  an  ammonium  nitrate  explosive 
containing  calcium  silicide,  with  trinitrotoluene 
to  help  the  detonation.  It  has  been  used  in 
England  for  filling  bombs  and  grenades,  a 
usual  formula  being  78  p.c.  ammomum  nitrate, 
14  p.c.  calcium  silicide  and  8  p.o.  trinitrotoluene. 
When  loose  this  explosive  has  a  density  of  about 
0-8  and  is  compressed  in  cartridges  to  a  density 
of  1*0  to  1*15  with  conseauent  increase  of  effi- 
ciency, but  if  compressed  beyond  this  it  cannot 
be  detonated  satisfactorily.  Segay  (Eng.  Pat. 
113083,  1917)  proposes  to' consi&rably  increase 
the  proportion  of  silicide,  so  that  on  explosion 
the  products  are  not  those  of  complete  combus- 
tion, and  states  that  the  most  powerful  results 
are  obtained  when  the  proportions  are  such  that 
the  carbon  is  turned  to  carbon  monoxide,  and 
only  half  the  hydrogen  is  turned  to  water. 
Suggested  proportions  are  66  p.c.  ammonium 
nitrate,  27  p.c.  calcium  silicide  and  7  p.c.  tri- 
nitrotoluene.    He  claims  that  with  this  mixture 


the  power  is  increased  by  10  p.c.  when  loose, 
that  the  explosive  can  readily  be  detonated 
even  when  compressed  to  a  density  of  1  '45,  that 
it  is  less  hydroscopic,  and  that  it  is  more  easily 
handled.  Tne  trinitrotoluene  may  be  replaced 
by  tetryl,  tetranitraniline,  hexanitrodiphenyl- 
amine,  or  nitroglycerin. 

The  metals  may  be  mixed  with  other  oxi- 
dising agents  than  ammonium  nitrate,  for 
instance,  barium  nitrate  has  been  proposed  in 
recent  mixtures  with  aluminium.  Adinau  (U.S. 
Pat.  1056389)  proposes  a  mixture  of  69  p.c. 
barium  nitrate,  29  p.c.  trinitrotoluene  and  2  p.c. 
lead  chromate. 

Lead  nitrate  has  been  i>roposed  as  the  oxidis- 
ing agent  in  explosive  xnixtures,  together  with 
the  usual  nitrohydrocarbons,  or  other  explosive 
or  semi-explosive  compoimds,  for  example,  de 
Macar  (Eng.  Pat.  10456, 1900)  proposes  mixtures 
containing  lead  nitrate  mixed  with  17  p.c. 
dinitroxyJene,  10  p.c.  aminoazobenzene,  or 
45  p.c.  ^trocelluloee.  Ermel  (Fr.  Pat.  377509, 
1907)  claims  that  the  addition  of  lead  nitrate 
to  ammonium  nitrate  explosives  ensures  cer- 
tainty of  detonation,  the  increased  sensitive- 
ness being  counteracted  by  the  addition  of  a 
small  proportion  of  glycerol  or  liquid  hydro- 
carbon. 

Chlorate  Mixtures. 

The  chlorates  contain  a  large  store  of  available 
oxygen,  with  which  they  part  at  a  comparatively 
low  temperature,  and  with  combustible  sub- 
stances yield  extremely  brusque  and  violent 
explosives.  Chlorates  contain  approximately 
the  same  percentage  of  available  oxygen  as  the 
oorreeponoing  nitrates,  but  they  form  more 
sensitive  and  violent  mixtures,  owing  to  the  fact 
that  they  are  endothermic :  the  nitrates,  with 
the  exception  of  ammonium  nitrate,  are  not. 
Berthelot  (Mem.  des  Poudres  et  8alp6tre,  1900- 
1910)  has  shown  that  potassium  chlorate  alone 
can  be  made  to  detonate,  by  allowing  a  small 
drop  of  the  fused  salt  to  fall  on  a  red-hot 
surface.  Chlorate  mixtures  are  readily  ex- 
ploded by  friction  or  percussion,  rendering 
their  manufacture  highly  dangerous,  and  they 
are  all  liable  to  spontaneous  knition,  if  the 
ingredients  contain,  or  are  liabfe  to  generate, 
traces  of  acid.  Mixtures  with  sulphur  or  a 
metallic  sulphide  are  very  sensitive,  and  are 
liable  to  become  unstable.  Traces  of  sulphur- 
ous and  sulphuric  acid  present  in  the  sulphur, 
or  formed  oy  oxidation  on  storage,  liberate 
chloric,  acid  which  accelerates  the  oxidation  and 
may  ultimately  lead  to  spontaneous  ignition  of 
the  mixture.  A  further  drawback  to  their 
use  is  that  their  sensitiveness  to  percussion 
and  friction  frequently  increases  on  keeping 
and  exposure  alternately  to  moist  and  dry 
conditions, — a  phenomenon  that  has  been 
partly  attributed  to  fine  crystals  of  chlorate 
crystallising  out  on  the  surface  of  the  mixture. 
The  chlorates  alone  are  liable  to  explode  when 
suddenly  heated  to  a  high  temperature :  ex- 
plosions have  occurred  when  lai^  quantities  of 
potassium  chlorate  have  been  involved  in  fires. 

Potassium  chlorate  miaehires.  BerthoUet,  who 
discovered  potassium  chlorate  in  1788,  proposed 
its  use  as  a  substitute  for  nitre  in  explosive 
mixtures,  but  early  experiments  led  to  several 
serious  accidents  and  temporary  abandonment 
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of  its  use.  Since  that  time  innumerable  mixtures 
have  been  patented,  usually  with  some  attempt 
to  counteract  the  extreme  sensitiyeness  of  tne 
mixtures,  by  the  addition  of  some  deadening 
agent,  such  as  an  oil,  vaseline  or  paraffin  wax, 
to  coat  the  grains  of  chlorate,  or  some  special 
mechanical  expedient,  such  as  only  miTing  the 
chlorate  and  combustible  immediately  before  use. 

The  usual  combustible  substances,  sulphur, 
charcoal,  peat,  tan,  sawdust,  bran,  starchy  gum, 
sugar,  and  frequently  potassium  ferrocyanide 
and  realgar,  have  been  proposed,  together  with 
such  deadeners  as  tar,  pitch,  paraffin,  ozokerite, 
soap,  glycerol,  a  syrup  of  grape  sugar,  boiled 
linseed  oil,  and  indianibber  solution.  The  mix- 
tures were  frequently  proposed  to  be  used  in  a 
moist  pasty  condition. 

Very  few  need  be  cited  as  examples.  White 
gunpowder  was  a  mixture  of  approximately  two 
parts  of  potassium  chlorate  and  one  part  each  of 
potassium  ferrocyanide  and  sugar.  Kinetite 
was  an  explosive  proposed  by  Petry,  Fallenstein, 
and  lisch  (Ei^.  Pat.  10986,  1884),  consisting  of 
potassium  chlorate  incorporated  with  nitro- 
benzene, thickened  and  gelatinised  with  a  little 
collodion  cotton  and  siUphur,  as  precipitated 
antimony  sulphide.  A  modified  *]dnetite' 
was  made  by  omitting  the  antimony  penta- 
sulphide.  It  required  a  high  temperature  for 
ignition,  and  did  not  explmle  on  heating.  It 
was,  however,  very  sensitive  to  friction  and 
percussion,  and  so  chemically  unstable  that  its 
manufacture  in  this  country  was  not  authorised. 
Among  foreign  attempts  may  be  mentioned 
Peirofracieur,  favourably  reported  on  by  an 
Austrian  military  committee,  consisting  of  67  p.c. 
potassium  chlorate,  20  p.c.  potassium  nitrate, 
10  p.c.  nitrobenzene,  and  3  p.c.  antimony  sul- 
phiae;  and  Turpin's  explosive,  Dujjlexite,  a 
mixture  of  70  p.c.  potassium  chlorate,  10  p.c. 
charcoal,  10  p.c.  dinitrobenzene,  and  10  p. c.  coal 
tar  (Fr.  Pat.  189426,  1888).  In  England, 
Kitchen  (Eng.  Pat.  11102,  1889)  submitted  a 
sample  of  explosive  to  the  Home  Office  authori- 
ties, contaiiung  3  parts  potassium  chlorate,  7 
parts  potassium  nitrate,  7  parts  sugar,  and  1  part 
coal-dust  and  paraffin  oil,  that  was  favour- 
ably reported  on,  but  was  never  put  on  the 
market;  and  practically  the  only  chlorate 
mixture  that  was  ever  used,  until  some  ten 
yeais  ago,  was  Agphaline  (Eng.  Pat.  2488,  1881), 
which  consisted  of  54  p.c.  potassium  chlorate, 
42  p.c.  bran,  and  4  p.c.  mtre  and  potassium 
sulphate.  The  mixture  was  deadened  with 
paraffin,  ozokerite^  or  soap,  and  coloured  pink 
with  fuchsine.  This  explosive  was  manufactured 
at  Llam^ollen,  but  it  was  not  a  practical  success, 
owing  to  its  bulky  nature,  and  the  licence  for 
maniuacture  was  subsequently  withdrawn. 

For  many  years  no  explosive  containing 
potassium  cmorate  was  Ucensed,  and  invention 
was  turned  in  other  directions,  owing  to  the 
high  cost  of  chlorate  explosives,  and  the  greater 
explosive  power  of  such  explosives  as  dynamite 
and  gunootton.  On  the  introduction  of  electro- 
lytic potassium  chlorate,  the  price  was  greatly 
reduced,  and  efforts  were  again  made  to  obtain 
a  practical  chlorate  explosive.  The  first  elec- 
trolytic chlorate  factory  was  started  at  Villers- 
sur-Hermes,  in  Switzerland,  in  1889.  It  has 
not  been  found  possible  to  make  a  satisfactoiy 
propellant  with  a  chlorate  mixture,  as  they  are 


all  too  violent  and  uncontrollable,  and  explosives 
of  this  class  that  have  had  extended  use  are 
all  detonating  or  blasting  explosives. 

Street,  in  1897,  invented  CheddiU  (Eng.  Pat. 
9970,  1897),  the  name  being  derived  from 
Ohedd  in  Switzerland,  where  it  was  first  made. 
Tins  explosive  satisfied  all  tests,  and  is  now 
very  largely  used  as  a  blasting  explosive.  The 
composition  of  cheddite  is  constantly  under- 
going change  in  detail,  but  it  is  essentially  a 
mixture  of  potassium  chlorate  with  one  or  more 
nitrohydrocarbons  and  castor  oil.  Some  ex- 
amples are :  Type  41,  80  p.c.  potassium  chlor- 
ate, 12  p.c.  mononitronaphthafene,  and  8  p.c. 
castor  ou.  Type  60,  80  p.c.  potassium  chlorate, 
12  p.c.  mononitronaphthalene,  6  p.c.  castor  oU, 
and  2  p^.  picric  acid.  Type  60  bis,  80  p.c.  potas- 
sium chlorate,  13  p.c.  mononitronaphthalene, 
6  p.c.  castor  oil,  and  2  p.c.  dinitrotoluene.  Type 
60  bis  M,  79  p.c.  potassium  chlorate,  16  p.c. 
dinitrotoluene,  5  p.c.  castor  oil,  and  1  p.c. 
mononitronaphthalene.  The  cheddites  of  Type 
60  are  more  violent  than  Type  41. 

CdUiery  cheddite,  as  permitted  for  use  in  this 
countiy,  has  the  composition  76-5-79*6  p.c. 
potassium  chlorate,  14'5-16*5  p.c.  mononitro- 
naphthalene, 1*5-2*5  p.c.  dinitrotoluene,  4*5-5*5 
p.c.  castor  oil,  and  0-1  p.c.  moisture. 

The  method  of  maniuacture  of  *  cheddites  '  is 
to  heat  the  castor  oil  by  steam,  in  a  jacketed 
enamelled  iron  pan,  to  a  temperature  of  70*^. 
The  nitrohydrocarbon,  or  nitrohydrocarbons,  are 
then  added,  and  when  the  mass  is  molten  and 
homogeneous,  it  is  allowed  to  cool  to  55°,  when 
the  warm  and  dry  powdered  chlorate  is  mixed 
in  by  means  of  a  wooden  spatula,  and  stiired 
until  all  white  particles  have  disappeared. 
25  kilos,  of  material  can  be  made  in  about  7 
minutes.  Finallv,  the  mixture  is  poured  on  to  a 
wooden  bench,  allowed  to  cool  to  about  30^-35°, 
the  mass  beinf  still  somewhat  plastic,  and  then 
crushed  by  roUing  it  with  a  wooden  roller.  The 
rolling  process  is  repeated  when  the  mass  is 
cold.  The  finished  explosive  is  in  the  form  of 
brownish-white  or  yellow  grains,  but  is  sometimes 
artificially  coloured. 

The  stability  of  *  cheddites '  is  said  to  be 
increased  on  prolonged  storage.  They  are 
insensitive  to  shock  and  friction  at  ordinary  and 
at  very  low  temperatures,  and  bum  more  or 
less  rapidly,  without  any  tendency  to  explode 
even  when  fired  in  large  masses.  Keeping  for 
a  long  period  at  120°  causes  no  decomposition. 
At  2(X)°  the  oil  decomposes,  the  nitro-  compounds 
volatilise,  and  the  mass  dries  and  blackens ; 
and  they  do  not  deflagrate  until  heated  to  the 
temperature  of  decomposition  of  the  chlorate. 
!  Type  60  *  is  said  to  oe  about  as  powerful  in 
blast-holes  as  *  dynamite  No.  1,*  although -it 
only  produces  about  half  the  effect  of  the 
dynamite  in  the  lead-block  test. 

Deering,  in  1905,  found  that  a  *  cheddite,* 
having  the  composition  73  p.c.  potassium  chlor- 
ate, 16  p.c.  dinitrotoluene,  6  p.c.  starch,  and 
5  p.c.  castor  oil,  gave  an  explosive  effect  in  a 
lead  block =0*75,  guncotton  being  unity,  and 
that  a  thin  layer  between  hardened  steel  surfaces 
required  a  blow  of  120  foot-lbs.  per  sq.  inch  to 
cause  slight  charring  in  one  part,  whilst,  with  a 
blow  of  160  foot-lbs.  per  sq.  inch,  the  explosive 
practically  all  fired.         ,mil,^cu  uy  - -  ^  ^^^..^ 

If  incorrectly  proportioned  the  *chedw»s  ' 
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are  liable  to  exude  oil  on  storage.  They  are 
readily  compreesible  and  their  Bensitiveness  to 
detonation  aiminLshcB  with  increased  density ; 
care  is,  therefore,  necessaiy  to  avoid  over-ram- 
ming in  use.  The  velocity  of  detonation  in- 
creases with  compression  up  to  a  certain  point, 
but  beyond  this  it  rapidly  diminishes. 

Many  explosives  of  the  Street  type  have  been 
introduced  smce  *  cheddite,'  various  nitrohydro- 
carbons  being  combined  with  the  chlorate. 
Improvements  have  been  directed  towards 
Tninimwing  the  chance  of  exudation  in  hot 
climates.  Street  himself  (Eng.  Pat.  12760, 
1898)  proposed  to  use  a  sulphurated  oil,  fat,  or 
fatty  acid,  made  by  heating  the  oils  or  fats 
with  sulphur  at  180°  until  they  thicken,  instead 
of  ordinary  oil.  Girard  (Eng.  Pat.  214,  1900) 
thickened  the  oil  with  10-16  p.c.  hard  or  soft 
soap,  and  Bonnet  (Zeitsch.  ansew.  Chem.  1901, 
[44]  1120)  displaced  part  or  the  whole  of  the  oil 
by  the  free  fatty  acios.  The  French  *  Escplosif 
04  *  is  a  mixture  of  90  p.c.  {Mtassium  chlorate 
and  10  p.c.  parafBn  wax;  it  has  been  used 
for  military  purposes.  In  06  or  *  minelite ' 
the  combustibles  are  a  mineral  oil  residue  and 
paraffin  wax,  and  in  '  S^bonite  '  they  are  tallow 
and  nitrotoluene  or  dinitrobenzene. 

PytodidUie,  introduced  by  Tuipin  in  1899, 
is  prepared  in  two  forms.  First,  Nos.  0  and  I., 
explosives  with  flame,  containing  respectively 
88  and  80  p.c.  potassium  chlorate,  5  and  6  p.c. 
vegetable  cnarcoal,  10  and  18  p.c.  neutral  gas 
tar,  and  3  and  4  p.c.  sodium  or  ammonium  di- 
carbonate.  Second,  Nos.  II.  and  III.,  explosives 
without  flame,  in  which  about  half  the  chlorate 
is  replaced  by  sodium  or  potassium  acetate,  the 
other  ingredients  being  approximately  in  the 
above  proportions.  Later,  Turpin  proposed  the 
addition  of  10-^  p.c.  nitro^lycerm  to  render 
these  explosives  more  sensitive  to  detonation, 
and  prepared  simUar  explosives  with  ammonium 
perehlorate. 

Ammonia  nitrate  'powder  is  an  explosive 
composed  of  80  p.c.  ammonium  nitrate,  6  p.c. 
potassium  chlorate,  10  p.c.  nitrpglucose,  and 
6  p.c.  coal  tar. 

In  1908  a  chlorate  mixture  called  CoUiery 
StediU,  consisting  of  74  p.c.  potassium  chlorate, 
25  p.c.  so-called  nitratea  resin,  and  1  p.c.  castor 
oil,  was  licensed  as  a  safety  explosive.  Steele 
(Eng.  Pat.  22095,  1909)  has  proposed  a  safety 
explosive  containing  85-97-5  p.c.  potassium 
chlorate,  2*5-15  p.c.  liquid  vaseline  of  sp.gr. 
0'885-4)-89.  KohUnsiUsia  4A  is  a  German  safety 
explosive  containing  80  p.c.  potassium  chlorate, 
16  p.c.  resin,  and  4  p.c.  nitrated  resin ;  a  con- 
siderable proportion  of  sodium  chloride  is  present 
in  the  *  suety  '  variety  of  this  explosive. 

The  use  with  chlorate  of  explosive  compounds 
like  nitroglycerin  and  guncotton  has  also  been 
patented.  The  nitrophenols  form  very  sensitive 
mixtures  with  potassium  .chlorate,  and  am- 
monium salts  should  never  be  used  in  chlorate 
mixtures,  owing  to  the  possibility  of  the  forma- 
tion of  ammonium  chlorate  on  storage.  Potas- 
sium chlorate  is  a  constituent  of  nearly  all 
detonating  compositions,  used  as  initial  detona- 
ting agents  for  other  explosives. 

Other  potassium  chlorate  explosives  are 
mentioned  under  *  Sprengel  Explosives.* 

Other  chlorates.  Sodium  chloratt  is  frequently 
substituted  for  the  potassium  salt  in  the  various 


mixtures  mentioned.  For  example, '  cheddites  ' 
are  manufactured  of  the  compositions  Typt^lN, 
80  p.c.  sodium  chlorate,  12  p.c.  nitronaphthalene, 
and  8  p.c.  castor  oil ;  Type  QON,  80  p.c.  sodium 
chlorate,  13  p.c.  nitronaphthalene,  2  p.c.  dini- 
trotoluene,  and  5  p.c.  castor  oil ;  and  Type  05, 
79  p.c.  sodium  chlorate,  16  p.c.  dinitrotoluene, 
and  5  p.c.  castor  oil.  These  mixtures  have  very 
similar  properties  to  those  containing  potassium 
chlorate :  they  are,  however,  liable  to  absorb 
moisture  and  the  cartridffes  are  consequently 
dipped  in  paraffin  wax.  They  should  not  contain 
more  than  1  p.c.  moisture. 

Barium  chlorate  has  been  proi>OBed  in  a  few'' 
mixtures,    but    its    application    is    practically 
limited  to  pyrotechnic  compositions. 

Lead  cMoraie,  Martin  {Ft,  Pat.  478351, 1915) 
suggests  explosives  made  from  basic  lead  chlorate 
by  interaction  with  glycerin,  sugar,  dextrose, 
mannitol  or  tannin.  Crystalline  products  are 
obtained  which  are  used  either  alone  or  mixed 
with  combustible  materials. 

Ammonium  chlorate  yields  extremely  power- 
ful explosive  mixtures,  but  on  account  of  its 
instabuity,  it  has  no  practical  value.  It  de- 
composes even  at  ordinary  temperatures,  and 
mixtures  containing  it  are  liable  to  spontaneous 
explosion.  Accormne  to  Gelhaur  (Zeitsch.  ges. 
Schiees  u.  Sprengstoffw.  1916,  166)  a  thin  layer 
of  the  dried  salt  lost  80  p.c.  of  its  weight  in  seven 
weeks,  its  nitrogen  being  partly  oxidised  to 
nitric  acid,  and  violent  decomposition  took  place 
after  1 1  houis  at  40°,  45  minutes  at  70°,  or  about 
3  minutes  at  100°.  He  also  found  that  the  dry 
salt  was  detonated  by  a  weight  of  2  kilos,  falling 
through  a  distance  of  15  cm. 

Perchlonte  Mixtures. 

Perehlorates  contain  a  larser  percentage  of 
oxygen,  and  decompose  at  higner  temperatures 
than  the  chlorates.  Mixtures  containing  them 
are  not  only  more  powerful,  but  also  much  less 
sensitive  to  ignition,  percussion,  and  friction, 
and  consequently  are  safer  to  store  and  use  than 
the  corresponding  chlorate  mixtures.  As  with 
chlorates,  the  electrolytic  production  of  these 
compounds,  cheaply  and  in  a  pure  state,  has 
led  to  their  largely  increased  use  in  recent 
years. 

Potassium  and  sodium  perehlorate  mixtures. 
Formerly,  potassium,  and  occasionally 
sodium,  perehlorate  was  mainly  used,  combined 
with  the  usual  combustible  or  explosive  ingre- 
dients, but  their  use  has  now  been  almost 
entirely  superseded  by  the  ammonium  salt. 
However,  l^nch  (Eng.  Pat.  8358,  1908)  pro- 
posed the  addition  of  5-20  parts  of  potassium 
perehlorate  to  100  parts  of  gunpowder  to  increase 
the  strength  and  re«;ularity  of  the  explosive,  and 
in  the  same  year,  Harris  (Eng.  Pat.  28012,  1908) 
suggests  mining  explosives,  consisting  of  mixtures 
of  potassium  perehlorate  and  carbon  with 
naphthalene  and  benzene,  and  other  nitre 
derivatives  in  various  proportions.  Small  pro- 
portions of  paraffin  oil  and  castor  oil  are  also 
added. 

M.B.,  or  Modified  Black,  Powder,  No,  1,  is  a 
black  gunpowder,  used  for  blasting  purposes,  in 
which  part  of  the  potassium  nitrate  is  replaced 
by  potassium  perehlorate.  The  potassium 
nitrate  may  be  replaced  hy  sodium  or  barium 

nitrate.  i^iym^cu  uy    ^.^-^-w^'.^    i^i-w 
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ChUworth  Powders,  No.  4  and  No.  5,  contain 
mixtoreB  of  potassium  nitrate  and  perchlorate  as 
oxidising  agents,  the  combustibles  oeing  sulphur 
and  charcoal,  with  the  addition  of  a  little  flour 
in  the  former  or  paraffin  wax  in  the  latter. 

A  class  of  explosives  called  Permonites  is 
made  in  Germany  according  to  seTeral  formulae, 
but  all  containing  roushly  equal  parts  of  potas> 
slum  perchlorate  and  ammonium  nitrate  as 
oxidising  salts.  The  combustible  constituents 
are  trimtrotoluene,  flour  or  starch,  and  wood  I 
meid ;  a  little  nitrofflycerin,  or  nitroglycerin  < 
gelatinised  with  solume  nitrocellulose,  is  some- 
times added  to  render  the  explosive  more 
susceptible  to  detonation ;  and  a  mild  form  of 
the  eiqploeive  contains  a  considerable  proportion 
of  sodium  chloride. 

Some  varieties  are :  Permonile  I,  or  Oeateins- 
Permonit,  30  p.c.  potassium  perchlorate,  40  p.c. 
ammonium  nitrate,  7  p.c.  sodium  nitrate,  15 
p.c.  trinitrotoluene,  4  p.c.  flour,  3  p.o.  wood  meal 
and  1  p.c.  of  a  jeUy  of  gelatine  in  glycerine ; 
Permonite  S,O.P.,  on  the  Belgian  permitted  list, 
24-5  p.c.  potassium  perchlorate,  29  p.c.  am- 
monium nitrate,  6  p.c.  nitroglycerin,  7  p.c.  tri- 
nitrotoluene, 4  p.c.  flour,  3  p.c.  wood  meal,  1  p.c. 
of  a  jelly  of  gelatine  in  glycerine,  and  25  p.c. 
sodium  chloride;  Permonite,  as  placed  on  the 
British  authorised  list,  31-34  p.c.  potassium 
perchlorate,  3^-43  p.c.  ammonium  nitrate,  3-4 
p.c.  nitroglyceriili  0*5-1  p.c.  soluble  nitrocellu- 
lose, 11-13  p.c.  trinitrotoluene,  5-9  p.o.  stansh, 
1*5-3-5  p.c.  wood  meal  and  0-2*5  p.c.  moisture. 
Permomte  I.  is  more  powerful,  but  also  more 
sensitive  to  blow,  than  the  S.G.P.  variety. 

Several  explosives  containing  potassium 
perchlorate  have  passed  the  latest  tests  and  have 
oeen  placed  on  the  British  list  of  authorised  ex- 
plosives, but  as  these  also  contain  a  considerable 
proportion  of  gelatinised  nitroglycerin  they  have 
oeen  classified  amongst  the  *  <miamites.* 

Ammonium  peraUorate  mtxturea.  In  1898 
Alvisi  (Rev.  prod.  chim.  2,  [6]  83,  and  Eng.  Pat. 
25838,  1898)  proposed  the  use  of  ammonium 
perchlorate,  then  made  from  the  sodium  salt 
oy  double  decomposition  with  ammonium 
nitrate,  in  explosive  mixtures.  He  claimed  that 
it  increased  the  explosive  and  propulsive  force 
of  the  mixture,  as  well  as  the  ratio  of  the  former 
to  the  latter.  The  ammonium  perchlorate  was 
substituted  for  the  other  oxidising  salts  in  the 
proportion  of  their  available  oxygen,  and  sulphur 
or  a  metaliio  sulphide  was  add^  to  counteract 
the  insensitiveness  to  ignition  or  detonation,  and 
he  pointed  out  that  the  maximum  effect  of  the 
mixtures  is  preferably  obtained  by  the  use  of 
detonators  themselves  containing  ammonium 
perchlorate.  Ammonium  perchlorate  is  stable 
at  ordinary  temperatures,  but  decomposes  slowly 
at  145°  according  to  the  equation  NH4CIO4 
=2H,0+N+Cl+0.. 

Besides  having  a  laige  percentage  of  available 
oxygen,  ammonium  percUorate  evolves  a  large 
amount  of  gas  and  heat  on  decomposition.  It 
is  endothermic,  and  has  the  advantage  over  the 
perchlorates  of  the  fixed  bases  that  its  products 
of  decomposition  are  entirely  gaseous,  but  owing 
to  the  internal  combustion  of  its  hydrogen,  it 
has  less  available  oxygen.  The  decomposition 
is  rapid  and  the  velocity  of  the  explosion  wave 
is  eieat.  It  can  be  detonated  alone  but  only 
wira  great  difficulty,  and  a  very  powerful  de- 


tonator is  necessaiy  to  give  complete  detona- 
tion. Its  limit  of  sensitiveneBB  to  impact  is 
represented  by  a  weight  of  5  kg.  falling  50  cm. 

It  is  non-nygroscopio  and  insensitive  when 
pure;  but  the  insensitiveness  of  the  salt  is 
greatly  diminished  if  it  contains  even  small 
quantities  of  ammonium  chlorate.  Admixture 
of  ammonium  perchlorate  explosives  with 
potassium  or  sooium  chlorate  in  quantity  is 
dangerous  owing  to  the  liability  to  the  forma- 
tion of  unstable  ammonium  chlorate  on  storage, 
but  the  Aktiebolaget  Carlit,  Stockholm,  has 
suggested  (Eng.  Pat.  112417,  1917)  the  presence 
of  0*005  to  1  p.c.  of  a  chlorate  other  than  am- 
monium chlorate  to  render  ammonium  per- 
chlorate explosives  more  sensitive  and  increase 
their  violence.  Alvisi,  later  (Gazz.  chim.  ital. 
31,  L  221),  confirmed  experimentally,  by  testing 
various  mixtures  with  combustible  and  explosive 
substances,  the  theoretical  advantages  of  am- 
monium perchlorate  over  all  other  oxidising  salts, 
except  ammonium  chlorate;  and  CarDonelli 
(L'Ind.  chim.  1910, 209)  obtained  equally  favour- 
able results. 

Eiroloeives  containing  ammonium  perchlorate 
have  the  disadvantage  of  generating  hydrochloric 
acid,  and  occasionally  chlorine  in  tlTe  mine.  This 
drawback  is  usually  overcome  by  the  addition 
of  potassium  or  sodium  nitrate,  but  manganese 
or  its  compounds,  oxides,  silidde,  boride, 
manganate,  or  permanganate,  have  also^been 
suggested  for  the  same  purpose. 

Ammonium  perchlorate  is  used  in  combina- 
tion with  the  various  combustible  and  explosive 
substances  mentioned  under  the  other  oxidising 
salts.  These  mixtures  are  now  established  as 
powerful  and  safe  explosives,  and  are  largely 
used  in  England,  the  United  States  and  on  the 
Continent. 

The  ammonium  perchlorate  is  manufactured 
from  the  electrolyticaUy  produced  sodium  salt, 
either  by  double  decomposition  with  ammonium 
chloride  or  sulphate,  or  by  the  combined  action 
of  carbonic  acid  gas  and  ammonia  on  the  solution. 
In  the  former  process  the  sodium  sulphate  can 
be  deposited  in  an  anhydrous  condition  and  free 
from  perchlorate  by  evaporation  of  the  mixed 
solutions  under  reduced  pressure  at  from  60°  to 
85°C.  (Aktiebolaget  Cariit,  Stockholm,  Eng.  Pat. 
110544,  1917):  the  latter  process  has  been 
patented  by  Given  and  the  Atlas  Powder  Co.  of 
U.S.A.  (U.S.  Pat.  1273477,  1918). 

Yonck  (Eng.  Pat.  24511,  1903)  suggested  a 
series  of  safety  mining  explosives  containing 
ammonium  perchlorate,  amongst  which  are : 
(1)  21*2  p.c.  ammonium  perchlorate,  37*3  p.c. 
sodium  mtrate,  and  11*5  p.c.  naphthalene;  (2) 
37*4  p.c.  ammonium  perchlorate,  27*17  p.c. 
sodium  nitrate,  8*34  p.c.  ammonium  nitrate, 
and  27*09  p.c.  trinitronaphthalene ;  and  (3) 
48*4  p.c.  ammonium  perchlorate,  33*8  p.c. 
calcium  oxalate,  and  17*8  p.c.  trinitrotoluene. 
Webster  (Eng.  Pat.  18622,  1909)  proposed  a 
mixture  of  35  p.c.  ammonium  percnlorate,  45 
p.c.  sodium  nitrate,  10  p.c.  dinitrobenzene,  and 
10  p.c.  sawdust,  or  the  same  mixture  with  2  p.c. 
of  the  sawdust  replaced  by  vaseline.  Trench 
(Eng.  Pat.  8358,  1908)  proposed  to  increase  the 
strength  and  regularity  of  gunpowder  by  the 
addition  of  from  5  to  20  p.c.  of  ammonium 
perchlorate. 

Some    *cheddite6,*    containing    ammonium 
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perchlorate  are :  *  Type  B/  82  p.c.  ammomum 
perchlorate,  13  p.o.  mnitTotoluene,  and  5  p.c. 
castor  oil ;  and  *  Type  C,'  60  ]p.c.  ammomum 
perchlorate,  30  p.c.  sodium  mtrate,  15  p.c. 
ainitrotoluene,  and  6  p.c.  castor  oil. 

AmasiUiB  an  English  *  authorised '  explosiye, 
consisting  essentially  of  ammonium  perchlorate 
and  myrabolans,  usually  with  some  sodium  or 
potassium  nitrate  and  a  small  quantity  of  agar* 
agar. 

Bkutine,  manufactured  by  Marpal,  Ltd., 
Cornwall,  an  English  *  authorised*  explosive 
that  has  been  used  in  large  quantities  both  for 
industrial  and  for  military  purposes.  A  usual 
composition  is  60  p.c.  ammonium  perchlorate, 
22  p.o.  sodium  nitrate,  11  p.c.  dimtrotoluene, 
and  7  p.c.  paraffin  wax.  In  some  varieties  a 
little  alumimum  powder  or  alternately  charcoal 
18  used.  It  is  in  the  form  of  soft  yellow  grains, 
which  are  readily  compressed. 

M.B,  Powder^  No,  2  is  a  mixture  of  am- 
monium perchlorate  and  sodium,  potassium,  or 
barium  nitrate,  with  charcoal  and  sulphur  as 
combustibles. 

P,S,E.  No.  15  is  a  mixture  of  ammonium 
perchlorate  and  rosin,  and  ahdUie  is  a  mixture 
of  ammonium  perchlorate  and  paraffin  wax. 

The  TonckUea  are  Belgian  explosives  of  this 
class.  No,  10  hia,  on  the  Belgian  authorised 
list,  contains  26  p.o.  ammonium  perchlorate, 

30  p.c.  ammonium  nitrate,  15  p.c.  sodium 
nitrate,  10  p.c.  trinitrotoluene,  and  20  p.c. 
sodium  chloride,  the  limit  chaige  being  900  gms. ; 
No,  13,  a  more  violent  mixture,  contains  20  p.c. 
ammonium  perchlorate,  27  p.c.  ammonium 
nitrate,  27  p.c.  sodium  nitrate,  6  p.c.  barium 
nitrate,  and  20  p.c.  trinitrotoluene. 

Metals  are  used  in  mixtures  suggested  by 
Bowen  (Eng.  Pat.  21481,  1903)  as  a  sheU 
powder,  76  p.c.  ammonium  perchlorate,  12  p.o. 
aluminium,  and  13  p.c.  parafui,  and  as  a  blasting 
powder,  72  p.o.  ammonium  perchlorate,  11  p.o. 
aluminium,  and  17  p.e.  nitronaphthalene ;  and 
by  Palmer  (Fr.  Pat.  394833,  1908),  in  a  mining 
powder,  didmed  to  be  non-hygroscopic,  stable, 
powerful,  and  rapid,  consisting  of  60  p.c. 
ammonium  perchlorate,  14  p.c.  dinitrotoluene, 

31  p.c.  sodium  or  potassium  nitrate,  6  p.c. 
aluminium  powder,  and  6  p.c.  paraffin  wax. 

The  Belgian  explosive  Mtgadynt  is  a  mixture 
of  ammonium  perchlorate  with  iduminium  \ 
powder  and  paraffin  wax,  and  similar  composi- 
tions, with  or  without  the  addition  of  wood 
meiJ,  have  been  used  for  military  purposes  in 
this  country.  These  explosives  are  cheap,  easy 
to  manufacture,  safe  to  nandle,  permanent,  and 
readily  compressed;  they  do  not  explode,  but 
only  Dum,  when  ignited,  require  a  powerful 
detonator  to  detonate  them,  but  are  extremely 
powerful  when  their  full  power  is  brought  out, 
and  the  rate  of  detonation  is  high  for  an  ex- 
plosive mixture  (of  the  order  of  4000  m.  per  sec.), 
so  that  they  are  locally  violent.  Thev  must  not, 
however,  be  too  stronglv  compressed,  in  use,  or 
the  rate  of  detonation,  like  that  of  the  chlorate 
'  cheddites  *  is  lowered  again. 

Zinc  powder  has  been  suggested  by  Palmer 
and  the  Perchlorate  Powder  Co.,  Canada  (Fr. 
Pat.  477678,  1916),  in  ammonium  perchlorate 
explosives,  which  are  stated  to  detonate  readily 
and  completely,  and  to  have  sreat  stability. 
The  specified  composition  consists  of  82  p.c. 


ammonium  perchlorate,  part  of  which  may  be 
substituted  by  the  potassium  salt,  10  p.c.  zinc- 
powder,  6  p.c.  combustible  carbon  compounds, 
such  as  mineral  jeUy,  and  3  p.c.  of  an  asphaltio 

Sitch  or  petroleum  residue.  If  the  Ust  ingre- . 
lent  does  not  contain  sulphur,  this  may  be 
added  up  to  6  p.c.  The  ingredients  are  incor- 
porated with  alcohol  and  benzene,  which  are 
afterwards  dried  off.  An  explosive  mixture  of 
similar  composition  has  been  used  for  military 
purposes  in  England  for  bomb  filling  under  the 
name  of  Permite, 

Johnson  and  the  Perchlorate  Safety  Explosive 
Co.  (Eng.  Pat.  14866, 1916,  and  1480, 1916)  claim 
mixtures  of  ammonium  perchlorate,  part  of 
which  may  be  replaced  by  the  potassium  salt, 
with  4  to  8,  ana  16  p.c.  of  rosin  in  different 
grades  of  the  explosive.  Other  varieties  contain 
zinc  or  aluminium,  and  mineral  oil  or  wax  ma^ 
also  be  added.  The  explosive  Eexol  is  of  this 
type. 

The  use  of  siUcon  or  a  silicide,  usually  ferro- 
silicon,  instead  of  a  metal,  as  temperature  raiser 
in  this  t3rpe  of  explosive  has  been  suggested  by 
the  Stockholm  Superfosfat  Fabricks  Aktiebo- 
kig,  Sweden  (Eng.  Pat.  17683,  1916).  The  main 
combustible  is  either  nitrated  or  un-nitrated 
naphthenes  (rockoil  residue  of  over  260^C.  b.p.), 
or  this  together  with  the  mixture  of  nitroto- 
luenes  commercially  known  as  *  liquid  trinitroto- 
luene,*  gelatinised  by  the  addition  of  a  little 
nitrocelmlose,  a  little  wood  meal  being  also 
added  to  increase  the  speed  of  detonation. 
Two  formul»  given  are  :  (1)  74  p.c.  ammonium 
perchlorate,  6  p.c.  ferro-silicon,  18  p.c.  rock  oil 
residue,  and  2  p.c.  wood  meal;  (2)  74  p.c. 
ammonium  perchlorate,  6  p.c.  ferro-silicon,  10 
p.o.  gelatinised  liquid  trinitrotoluene,  9  p.c. 
nitrated  rock  oil  residue,  and  2  p.c.  wood  meiJ. 
The  ferro-silicon  is  supposed  to  bind  at  least 
part  of  the  chlorine  in  the  residue ;  aluminium 
silicide  is  also  suggested. 

Mixtures  of  ammonium  perchlorate  with 
explosive  compounds  have  also  been  proposed ; 
for  example,  explosives  compoundea  of  am- 
monium perchlorate  and  nitroglycerin,  with  or 
without  tne  addition  of  collodion  cotton,  and  a 
detonating  mixture  with  mercury  fulminate^ 
were  suggested  by  Alvisi  (Enf^!  Pat.  26838, 1898) ; 
and  Luciani  suggests  the  addition  of  guncotton 
to  ammonium  perchlorate  mixture?,  more 
especially  with  metals  (Fr.  Pat.  326037,  1902). 

Othsb  Oxidisino  Aqebts. 
The  permanganates  of  potassium  and  sodium, 
the  diG&x>mate8  of  potassium  and  ammonium, 
and  the  peroxides  of  lead  and  manganese  are  all 
good  oxidising  substances,  and  are  used  to  some 
extent  in  explosive  mixtures,  but  usually  in 
combination  with  the  other  salts,  and  need  no 
separate  mention.  Potassium  permanganate 
mixtures  are  frequently  verv  sensitive.  The 
utilisation  of  the  expansive  force  of  liquid  air 
as  an  explosive  has  been  described  by  Wood 
(En^.  Pat.  25025,  1902),  and,  more  recently, 
liqmd  air  and  liquid  oxygen  have  been  suggested 
as  the  oxygen  vehicle  in  explosives  of  the 
Sprengel  typo. 

Spreagel  Exploiives. 

Sprengel  (Eng.  Pat.  921  and  2642,  1871  ; 
Chem.  Soc.  Trans.  1873,  796)  suggested  the  use, 
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for  blasting  purpoBes,  of  a  new  class  of  explosives 
consisting  of  miztures,  made  immediately  before 
use,  of  an  oxidising  agent  and  comoustible 
substance,  in  themselves  non-explosive. 

Some  of  these  explosives  are  veiy  powerftd 
when  detonated  by  means  of  mercury  fulminate, 
and  they  have  the  advantage  of  being  perffttly 
safe  during  storage  and  transport ;  but,  seeing 
that  they  are  r^dly  manufactured  when  the 
mixing  .takes  place,  their  use  in  most  countries 
would  be  forbidden,  as  this  manufacture  can 
only  be  authorised  in  a  duly  licensed  factory. 
Further,  they  are  difficult  for  a  miner  to  mani- 
pulate with  cleanliness  and  safety.  In  some 
modem  Russian  Sprengel  explosives,  the  liquid 
combustible  is  contained  in  a  vessel  divided  into 
separate  compartments,  so  that  separate  por- 
tions of  the  cutridge  are  uniformly  impregnated 
with  separate  portions  of  the  liquid,  with  the 
result  that  the  explosive  action  is  more  uniform. 

Sprengel  proposed  mixtures  of  nitric  acid  of 
about  1  -5  8p.gr.  with  nitrobenzene,  naphthalene, 
nitronaphthalene,  and  picric  acid,  and  of  porous 
cakes  of  potassium  cnlorate  with  such  com- 
bustible liquids  as  carbon  disulphide,  nitro- 
benzene, petroleum,  and  benzene,  the  mixtures 
being  maide  in  the  proportions  required  for 
ooniplete  combustion. 

Care  has  to  be  taken  that  the  nitric  acid  does 
not  get  accidental  access  to  the  fulminate 
detonator,  or  premature  explosion  will  occur. 

By  adopting  the  Sprengel  princijple,  the  use  of 
chlorate  explosives  may  be  made  reasonably 
safe,  and  considerable  quantities  have  been 
used  in  the  United  States  and  on  the  continent. 
One  objection  to  them  is  that,  unless  great  care 
is  taken  in  the  dipping,  variable  quantities  of  , 
liquid  are  absorbed  and  uneven  efifects  and 
possibly  partial  detonation  only  may  result. 
They  are  sometimes  primed  with  gunpowder, 
and  when  this  is  the  case  precaution  is  necessary 
to  avoid  admixture  of  the  gunpowder  and 
chlorate. 

Backarock,  as  used  in  the  United  States  in 
1885  for  bUstinff  the  Hellgate  rocks  at  the  en- 
trance of  New  York  Harbour,  was  a  mixture  of 
79  p.c.  powdered  potassium  chlorate,  and  21  p.c. 
nitrobenzene,  the  chlorate  contained  in  cotton 
oases  being  suspended  in  a  wire  ci^e  from  a 
spring  balance  and  dipped  in  the  liquid  until 
tne  requisite  weight  was  absorbed.  These 
proportions  were  found  by  Abbot  to  give  the 
maximum  effect  under  water,  the  intensity  of 
action  being  108  p.c.  of  that  of  dynamite  No.  1. 
*  Raeharock  Special '  contains,  in  addition,  from 
12  to  16  p.c.  of  picric  acid.  Sometimes  '  dead 
oil,'  or  a  mixture  of  this,  with  nitrobenzene  was 
used. 

Raokarock  has  also  been  used  in  other 
important  engineering  work,  in  bUsting  the 
headings  of  the  Vosburg  Tunnel  in  Pennsylvania, 
and  in  works  connecteid  with  the  first  Chinese 
railways. 

ExpUmfO^  or  PromUhie.  is  a  French  Sprengel 
explosive  in  which  the  liquid  combustible  is  a 
mixture  of  nitrobenzene,  turpentine,  and  naphtha 
in  various  proportions,  but  with  the  nitrobenzene 
as  chief  constituent,  and  the  absorbent  oxygen 
maeazine  is  a  mixture  of  potassium  chlorate 
with  a  little  manganese  dioxide. 

Wain  (U.S.  Pat.  1240272,  1917)  suggests  a 
Sprengel  explosive  of  the  chlorate  type,   the 


combustible  liquid  being  a  mixture  of  equal 
volumes  of  castor  and  raw  linseed  oils,  with 
eight  times  their  combined  volume  of  petroleum, 
that  has  been  submitted  to  a  nitrating  treatment 
with  nitric  acid.  This  liquid  has  a  sp.ffr.  of 
0*816,  and  is  stated  to  be  twice  as  readi^  ab- 
sorbed in  the  chlorate  as  nitrobenzene. 

HeUhoffite,  introduced  by  Hellhoff  of  Berlin, 
was  a  mixture  of  dinitrobenzene  and  nitric  acid. 
It  was  tried  in  shells ;  the  two  substances 
mixing  during  their  flight  or  on  impact.  Suit- 
ably aetonated,  the  mixture  is  a  powerful  ex- 
Slosive,  more  so  than  guncotton  or  ordinary 
ynamite. 

Pandasiite, — ^Turpin,  under  this  name  (£ng. 
Pat.  4544,  1881 ;  and  1461,  1882),  proposed  the 
use  of  liquid  nitrogen  peroxide,  a  mixture  of 
equal  parts  of  car^n  disulphide  and  nitrogen 
tetroxide,  that  is,  3CS|+6NOt,  being  recom- 
mended as  giving  the  maximum  effect.  The 
advantages  of  nitrogen  tetroxide  over  nitric  acid 
are  its  higher  percentage  of  available  oxygen, 
lower  beat  of  formation,  and  absence  of  water, 
but  the  disadvantages  in  its  use  are  obvious. 

Oxonile,  invented  by  Punshon  (Eng.  Pat. 
2428,  1883),  was  a  mixture  of  46  p.c.  picric  acid 
and  54  p.c.  nitric  acid,  sp.gr.  1*5,  the  acid 
being  contained  in  the  cartridge  in  a  glass  tube, 
which  was  broken  just  previously  to  uge. 

Donar  is  a  Sprengd  explosive  invented  by 
Fiedler  (Eng.  Pat.  8101  and  23284,  1901).  The 
cartridge  contains  a  compressed  drv  powdered 
mixture  of  potassium  cmorate  and  potassium 
permanganate,  with  or  without  potassium 
dichromate,  and  a  vessel  containing  a  mixture 
of  turpentine  with  nitrobenzene  or  phenol ;  the 
dry  powder  being  saturated  witn  the  fluid 
shortly  before  use. 

The  Soc.  Fran^.  des  Poudres  de  StrM 
(Fr.  Pat.  351289,  1905)  proposes  three  com- 
bustible mixtures  :  (1)  27  p.c.  orthonitrotoluene, 
9  p.c.  mononitronaphthalene,  and  64  p.c. 
dimtronaphthalene ;  (2)  35  p.c.  parafBn  wax, 
50  p.c.  orthonitrotoluene,  and  15  p.c.  trinitro 
toluene;  (3)  23  p.c.  paraffin  wax,  13  p.c. 
nitrotoluene,  13  p.c.  trimtrotoluene,  and  51  p.c. 
iron  filings.  These  combustible  mixtures  are 
liquefied  by  warmins  to  about  65**,  and  mixed 
with  the  oxygen  yielding  constituents,  when 
required  for  use.  A  mixture  of  nitrates  of 
ammonium,  potassium,  and  aniline  is  used  with 
( 1),  potassium  chlorate  with  (2)  and  (3).  Winand 
(Eng.  Pat.  26261,  1907)  has  ptented  a  mixture 
of  tetranitromethane  0(N0,)4,  a  liquid  boiling 
at  126'',  with  petroleum  and  other  carbonaceous 
matter.  Tetranitromethane  is  a  stable  substance 
and  only  feebly  explosive,  but  somewhat  readily 
exploded  by  percussion.  It  dissolves  paraffin 
aqd  other  hydrocarbons,  forming  a  pasty  mass. 
It  contains  65  p.c.  of  available  oxygen,  and  is 
exothermic^ 

Liquid  air  and  liquid  oxygen  explosives. — 
Sprengel  himself  called  attention  to  the  possi- 
buities  of  liquid  oxygen,  and  pointed  out  that 
the  bean  ideal  of  a  detonating  explosive  is  a 
mixture  of  8  parts,  88*9  p.c,  of  liouid  oxygen, 
and  1  part,  11*1  p.c.,  of  uquid  hvorogen.  The 
chemical  affinities  of  oxygen  in  the  liquid  state 
are  still  strong,  and  a  mixture  of  liquid  oxvgen 
with  combustible  matter,  when  initiated  Sy  a 
suitable  detonator,  forms  powerful  explq^vM.^ 

Lindc,  in  1896,  made  practical  use  oC^the 
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idea,  and  first  used  explosives  in  which  liquid 
air  was  absorbed  in  cotton  wool,  wood  charcoal, 
and  other  combustibles.  These  mixtures  were 
found  not  to  detonate  very  readily,  and  subse- 
quently kieselguhr,  petroleum  charcoal,  and 
cork  charcoal  were  used  as  absorbents,  some- 
times with  the  addition  of  liquid  petroleum ; 
liquid  oxygen  was  also  tried.  This  improved  the 
detonation,  but  the  explosives  were  found  to  be 
unduly  sensitive  to  mow.  The  porous  case 
containing  the  absorbent  was  dipped  in  a  vessel 
of  liquid  air  for  some  time,  ana  the  cartridge 
was  fired  in  the  usual  way  by  means  of  an  electric 
detonator  or  Bickf ord  fuse. 

These  explosives  were  patented  under  the 
name  of  Oxytiqw't,  and  a  full  description  of  them 
is  given  by  Sieder  in  the  Zeitsch.  ges.  Schiess-u.- 
Sprengstoffwesen,  1906,  87.  They  were  ^iven 
an  exhaustive  trial  by  an  Austrian  Commission 
in  1899,  and  were  laigely  used  in  blasting  the 
Simplon  Tunnel.  Their  cost  is  comparatively 
small,  there  is  no  danger  in  their  manufacture, 
and  they  are  powerful,  but  the  practical  diffi- 
culties in  their  use  are  great.  The  plant  for 
producing  the  liquid  air  has  to  be  close  to  the 
blasting  operations,  the  liquid  being  trans- 
ported in  open  cans,  with  consequent  loss,  the 
cartridges  have  to  be  fired  within  6  to  15  minutes 
after  preparation,  according  to  their  size,  and 
the  effect  varies  with  the  time  of  standing. 

Schulz  (Gluckauf,  1898,  341)  exerimented 
with  coal  dust  soaked  in  liquid  air.  He  found 
that  when  the  cartridges  were  dipped  in  liquid 
air  of  normal  composition,  contauung  23*2  p.c. 
oxyjgen  by  weight,  they  were  less  powerful  than 
ordmary  dynamite,  but  were  more  powerful 
than  dynamite  if  liq^uid  air  that  haa  partly 
evaporated  and  contamed  50  to  60  p.c.  oxygen 
was  used. 

Fiirstenhoff  (Pr.  Pat.  377103, 1907)  suggested 
an  absorbent  of  powdered  metal,  such  as 
aluminium  or  magnesium,  the  rapidity  of  ex- 
plosion being  increased  by  mixing  the  metflkls 
with  hydroxides  of  calcium  and  sodium.  The 
principle  of  keeping  the  liquid  oxysen  definitely 
apart  from  the  combustible  until  the  moment  of 
use  was  introduced  by  Nodon  (Fr.  Pat.  448732, 
1911).  A  thin  brass  cylinder  containing  the 
liquid  oxygen  was  introduced  into  another 
double-walled  brass  cylinder  with  non-conduct- 
ing material  between  the  walls,  surrounded  by 
kieselguhr,  saturated  with  a  liquid  carbon 
compound,  such  as  alcohol,  glycerin,  benzene, 
or  pitch,  the  cylinder  of  liquid  oxygen  being 
punctured  immediately  before  the  cartridge  was 
fired.  The  Soc.  L'air  Liquide  (Fr.  Pats.  450750 
and  451265,  1912)  proposed  an  absorbing  porous 
cylinder  closed  at  one  end,  made  of  a  mixture 
of  kieselguhr  with  aluminium,  or  a  metallic 
silicide  or  hydride,  bound  together  by  a  little 
sodium  silicate.  The  liquid  oxygen  being 
poured  into  the  cylinder  immediately  before  use, 
and  in  a  later  modification  (Fr.  Pat.  451265, 
1912)  substituted  the  aluminium  by  coal  or  a 
hydrocarbon. 

Owing  to  the  excessive  military  requirements 
of  high  explosives  of  a  permanent  character 
during  the  last  few  years,  liquid  air  explosives 
have  oeen  largely  used  for  industrial  bl«*sting 
work  on  the  Continent.  No  new  principles  in 
their  use  have  been  enunciated,  but  the  details 
have  been  the  subject  of  several  patents.    Weber 


in  Germany  has  suggested,  for  example,  an 
absorbent  of  cotton,  sawdust,  powdered  cork,  or 
other  combustible  material,  capable  of  absorbing 
more  than  its  own  weight  of  liquid  air,  the 
cartridge  being  reinforced  by  aluminium  powder, 
or  a  mixture  of  this  with  magnesium,  antimony, 
silicon,  etc.,  in  a  separate  container.  For 
obtaining  disruptive  effects  of  a  lower  order, 
inert  material,  such  as  iron-ore  dust,  is  sub- 
stituted for  part  or  all  of  the  metal. 

EzFLosiVB  Compounds. 

In  explosive  compounds  the  combustibles, 
carbon  and  hydrogen,  exist  in  infinitely  close  con- 
tact "vnth  oxygen  in  the  same  molecule.  The 
most  important  compounds  contain  nitrogen  in 
loose  combination  with  all  or  part  of  the  oxygen, 
so  that  the  chemical  equilibrium  is  more  or  less 
unstable.  With  the  requisite  exciting  force  the 
molecule  undergoes  more  or  less  complete  internal 
combustion,  with  almost  instantaneous  evolution 
of  highly  heated  gaseous  products.  Explosive 
compounds  are  consequently,  as  a  class,  more 
sudaen  and  violent  in  their  action  than  the  ex- 
plosive mixtures,  and  it  is  evident  that  the 
nature  of  their  explosion  cannot  be  graded,  as 
in  these  mixtures,  oy  varying  the  ratio  of  com- 
bustible to  oxygen. 

The  most  important  explosive  compounds 
are  produced  by  the  nitration  of  organic  com- 
pounds. They  may  be  subdivided  chemically 
mto  two  main  groups,  the  nitro  derivatives  and 
the  true  nitric  esters*  although  technically  they 
are  aU  termed  nitro  explosives.  Besides  these 
two  main  groups,  there  are  other  classes  of 
explosive  compounds,  such  as  the  fulminates, 
amino,  nitroamino,  azo  derivatives,  azides,  etc. 

Nrrao  DBRivATiyES. 

The  nitro  derivatives  are,  as  a  class,  more 
stable  and  less  energetic  than  the  nitric  esters. 
They  are,  unlike  the  nitric  esters,  not  liable  to 
spontaneous  decomposition  if  slightly  impure, 
and  are  stable  even  m  the  presence  of  relatively 
large  quantities  of  acid.  The  difference  in  the 
explosive  characteristics  of  the  two  classes  is  due 
to  a  lower  percentage  of  oxygen,  and  consequent 
less  complete  comoustion,  and  a  more  stable 
internal  structure  of  the  molecule  in  the  nitro 
derivatives. 

They  are  extremely  difficult  to  explode  by 
simple  heating,  although  Berthelot  has  shown 
that  even  nitrobenzene  may  be  exploded  if  a 
smaU  quantity  be  dropped  on  to  a  highly  heated 
surface,  but  they  can  all  be  exploded  by  the  use 
I  of  a  sufficiently  powerful  detonator.  Some  of 
the  higher  derivatives,  such  as  trinitrotoluene 
and  trinitrophenol,  are  amongst  the  most 
powerful  and  important  *  hign '  ^explosives 
known,  but  the  lower  derivatives  are  not  ex- 
plosives in  themselves  except  under  initiatory 
impulses  impossible  in  practice,  and  are  mostly 
used  as  constituents  of  explosive  mixtures, 
principally  with  ammonium  nitrate,  potassium 
chlorate,  or  ammonium  perchlorate,  the  nitro- 
hydrocarbons  being  usually  fused  before  mixing 
with  the  oxidising  ingredient.  Mixtures  of 
nitro  compounds  are  frequently  used  as  ex- 
plosives for  speci6c  purposes.  The  sensitiveness 
of  trinitrotoluene  may  to  increased,  for  example, 
by  mixing  with  picric^  %^^e  ^^4  ^^^^  ^^  picric 
acid   reduced   by   n^xi^'^witfi   dinitrophenol. 
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Another  advantaffo  obtained  by  using  such 
mixtures  is  that  uie  mixtures  melt  and  can  be 
poured  at  a  considerably  lower  temperature 
than  the  constituents.  The  eutectic  mixture 
of  picric  acid  and  trinitrotoluene,  containing 
about  34  p.c.  of  the  former,  melts  at  56°. 

mtrohydioearboiis. 

The  hydrocarbons  are  nitrated  in  the  usual 
manner  by  mixtures  of  nitric  and  sulphuric 
acids,  the  degree  of  nitration  being  controlled 
by  the  composition  of  the  mixed  acid,  its  pro- 
portion relative  to  the  hydrocarbon,  and  the 
temperature  of  nitration.  For  the  higher  nitra- 
tions, *  oleum  '  or  Nordhausen  sulphuric  acid  is 
used  for  bringing  up  the  concentration  of  the 
mixed  acids,  and  when  the  nitration  takes  place 
in  stages  the  spent  acid  from  the  higher  nitra- 
tion stage  is  frequently  used,  after  adjustment 
of  its  composition  for  the  first  stase  of  the  process. 
Economy  of  working  ia  effected  by  the  use  of 
solid  sodium  nitrate  instead  of  nitric  acid  in 
some  cases. 

The  aromatic  hydrocarbons  used  for  the 
manufacture  of  nitro  explosives  are  usually 
obtained  by  the  fractionation  of  coal-tar,  but 
some  naturally  occurring  petroleums  contain  a 
considerable  proportion  of  benzenoid  hydro- 
carbons, and  processes  have  been  patented  in 
the  United  States  and  in  Germany  for  their 
production  from  petroleum  and  parafSn  hydro- 
carbons by  a  process  of  *  cracking  and  fractional 
distillation.  The  American  Aetna  Explosives 
Co.  spent  lai^  simis  in  developing  the  U.S. 
Bureau  of  Mines*  vapour  phase  crackmg  process, 
but  the  cracked  oil  contamed  only  about  3  p.c. 
benzene  and  2|  p.c.  toluene,  and  the  best 
benzene  and  toluene  obtained  by  fractionation 
contained  about  10  p.c.  of  paraffins  of  the  same 
boiling  point.  In  tne  nitration  of  the  toluene 
so  obtained,  for  example,  the  mononitrotoluene 
first  formed  may  be  separated  from  the  paraffins 
by  solution  in  sulphuric  acid  before  further 
nitration  (Flursoheim,  U.S.  Pat.  1225321,  1917). 

The  nilrcbemenes  are  not  used  as  explosives 
alone,  although  they  can  be  exploded  with 
difficulty,  but  the  mono-  and  di-  derivatives  are 
used,  in  combination  with  oxidising  salts  or 
with  more  explosive  compounds,  in  many 
modem  explosives  mostly  used  for  blasting 
purposes.  N'umerous  instances  of  these  are 
given.  Dinitrobenzene  is  also  used  to  some 
extent  in  some  sporting  semi-smokeless  powders, 
and  is  added  as  a  constituent  in  some  dynamites 
to  lower  the  freezing-point  of  the  nitroglycerin 
and  prevent  freezing.  Tri-  and  tetra-nitro- 
benzenes,  obtained  by  the  drastic  treatment  of 
benzene  with  mixed  acids,  are  both  more  easily 
exploded  than  the  di-  derivatives,  but  little  use 
has  been  made  of  them  up  to  the  present,  owing 
to  the  difficulty  in  their  manufacture  and  the 

Cr  yields  obtained,  although  trinitrobenzene 
been  proposed  as  a  substitute  for  picric  acid 
as  a  high  explosive  by  the  Chemische  Fabrik 
Griesheim  (Ger.  Pat.  70477,  1893).  Trinitro- 
benzene is  more  powerful  than  trinitrotoluene. 
According  to  Dautricho  {Mm.  P.  et  Saltp. 
191 1-10 IZ,  27)  trinitrobenzene  when  compressed 
into  pellets  at  pressures  from  275  to  4125  kilos. 
DOT  sq.  cm.  has  a  density  of  from  1*343  to  1*662. 
When  loose  its  velocity  of  detonation  is  3000 
metres  per  sec.,  and  in  pellets  at  a  density  of 


about  1  *3  a  velocity  of  detonation  of  6,700  metres 
per  sec.  10  gms.  exploded  in  a  lead  block  gave 
an  expansion  of  241  c.c,  that  of  trinitrotoluene 
beine  216  c.c,  and  of  picric  acid  228  c.c. 

Mono-  and  dinitro- oenzene  are  active  poisons, 
and  care  is  necessary  in  handling  bare  explosives 
containing  them  as  ingredients. 

Nitrotoiuenes. 

The  mono-,  di-,  and  tri-nitrotoluenos  are 
all,  but  principally  the  two  latter,  used  as 
constituents  of  eirolosive  mixtures,  but  the 
trinitro  derivative  has  also  become  of  import- 
ance as  a  high  explosive  for  military  purposes. 
Trinitrotoluene  is  obtained  by  the  nitration  of 
toluene  in  stages,  so  that  it  is  unnecessary  to 
make  separate  mention  of  the  manufacture  of 
dinitrotoluene. 

The  lower  nitrotoiuenes  have  toxic  properties, 
and  usually  cause  a  very  irritant  dermatitis, 
although  some  persons  are  more  or  less  immune 
from  me  latter.  The  poisonous  character  and 
irritant  properties  of  crude  trinitrotoluene  are 
probablv  larvelydue  to  thelower  nitro  impurities, 
especially  mnitrotoluene,  but  fatal  cases  of 
poisoning  have  been  attributed  to  the  presence 
of  tetranitromethane. 

Trinitrotoluene  in  the  explosives  industries 
of  this  country  is  usually  known  as  'T.N.T.,' 
and  this  was  at  one  time  the  service  name,  but 
it  is  now  called  *  Trotyl.'  It  is  also  known  in 
different  countries  under  the  names  'tolite,* 
'  trilit,'  *  trinol,'  *  tritolo,'  and  *  triton.' 

Manufacture, — It  is  manufactured  by  the 
nitration  in  stages  of  the  carefullv  purified 
hydrocarbon,  about  99  p.c.  pure  and  of  about 
0*866  sp.gr.  The  nitration  is  carried  out 
usually  in  either  two  or  three  stages,  in  cast-iron 
vessels,  sometimes  enamelled.  The  nitrating 
pans  are  jacketed  so  that  the  temperature  may 
De  controlled  by  the  circulation  of  either  cold  or 
warm  water,  and  are  provided  with  a  suitable 
stirring  apparatus,  suck  as  paddles  and  baffle 
plates,  and  usually  with  a  cover  through  which 
pass  a  fume  pipe,  the  acid  supply  pipe,  a  rape 
for  the  hydr^rbon  and  a  thermometer.  The 
toluene  is  nitrated  first  of  all  to  mononitro- 
toluene, or  directly  to  dinitrotoluene  in  the  two- 
stage  method.  In  the  first  stage  the  waste  acid 
from  a  previous  tri-nitration  is  used  after  being 
brought  up  to  the  requisite  strength  by  the 
addition  of  nitric  acid,  this  being  run  into  the 
toluene  in  some  factories,  in  others  the  hydro- 
carbon is  run  into  the  mixed  acid.  A  suitable 
acid  mixture  for  mononitration  is  170  parts  of 
mixed  acid,  containing  2  parts  of  nitric  acid  of 
sp.gr.  1*42  and  3  parts  of  sulphuric  acid  of  8p.gr. 
1*84  per  100  parte  b^  weight  of  toluene.  The 
acid  or  hydrocarbon  is  run  gradually  and  with 
constant  agitation  into  the  hydrocarbon  or  acid, 
the  temperature  not  being  allowed  to  rise  above 
about  30°.  When  the  admixture  is  complete 
and  there  is  no  tendency  to  further  rise  of 
temperature,  the  reaction  is  allowed  to  continue 
for  about  30  minutes,  the  mixture  allowed  to 
separate,  and  the  spent  acid  is  drawn  off.  The 
crude  mononitrotoluene  is  then  converted  into 
dinitrotoluene  by  treating  100  parts  of  the 
former  with  215  parts  of  mixed  acid,  containing 
1  part  of  nitric  acid  sp.gr.  1*5  and  2  parts  of 
su^hurio  acid  of  sp.gr.  1*84,  the  temperatjire 
during  their  slow  acunixture  being  about  60® 
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to  70^  and  then  raised  gradually,  with  constant 
agitation  of  the  mixture,  to  90°  to  100°  and  kept 
at  this  temperature  for  30  minutes.  The 
stirring  is  then  stopped,  the  mixture  allowed  to 
settle,  and  the  spent  aoid  drawn  off.  The  tri- 
nitration  is  efEeoted  by  heating  100  parts  of  the 
crude  dinitro  product  with  225  parts  of  oleum, 
containing  20  p.c.  SO,,  and  65  parts  of  nitric 
acid  of  sp.gr.  1*5,  first  for  1  hour  at  95°  and  then 
for  1}  hours  at  120°C.  After  standing  for  some 
time,  the  spent  acid  is  drawn  of!  and  the  trini- 
trotoluene washed  with  water.  A  yield  of  some 
80  to  85  p.c.  of  the  theoretical  is  obtained. 

It  is  advisable  to  carry  out  the  nitration  of 
the  dinitro  into  the  trinitro  product  as  a  separate 
operation,  otherwise  a  very  large  volume  of 
strong  mixed  acids  at  a  lugh  temperature  is 
required,  and  this  leads  to  a  low  yield  owing 
both  to  the  solubility  of  the  product  in  the 
mixed  acid,  and  to  its  partial  oxidation.  The 
manufacture  of  trinitrotoluene  by  one  con- 
tinuous process  has,  however,  been  considerably 
improved  and  is  now  frequently  used.  Will 
(Ber.  1914,  707)  states  that  trinitrobenzoic  acid 
and  tetranitromethane  may  occur  amonc  the 
products  of  nitration,  the  latter,  if  present,  being 
readily  recognisable  by  its  powerful  and  cha- 
racteristic oaour,  and  Oapisarow  (Chem.  News, 
1915,  247)  states  that  the  oxidising  action  of  the 
nitrating  adds  is  increased  by  the  presence  of 
metallic  salts,  sodium  nitrate,  and  especially 
ammonium  nitrate.  PhenoUo  compounds  are 
liable  to' be  formed  by  the  action  of  hydrogen 
liberated  by  the  action  of  acid  on  the  metal 
nitrating  vessels,  and  sulphonic  acids  may  occur 
if  there  is  any  deficiency  of  nitric  acid  in  the 
mixed  acids. 

The  waste  adds  of  the  early  nitrations 
contain  trinitrotoluene  and  other  nitro  products, 
which  may  be  separated  by  dilution  with  water, 
or  removed  by  agitation  with  solvents,  before 
the  acid  is  denitrated  and  concentrated.  Leitch 
(Eng.  Pat.  15455,  1915)  uses  toluene  or  mono- 
nitrotoluene  for  the  extraction,  under  suiteble 
conditions  of  temperature  and  concentration, 
the  product  being  again  submitted  to  the 
nitration  processes,  and  Johnson  (U.S.  Pat. 
1271578, 1918)  submits  the  spent  acid  to  reduced 
pressure,  the  liberated  sas  bubbles  float  the 
trinitrotoluene  to  the  suruce  and  the  spent  acid 
is  drawn  off  from  below. 

Purification. — ^The  crude  trinitrotoluene, 
which  melts  at  about  70°,  is  washed  free  from 
acid  by  melting  and  repeated  agitation  with 
hot  water,  sometimes  made  alkaline  in  the  early 
washes  with  a  little  caustic  or  carbonate  of  soda. 
Purification  by  washing  with  alkali  is  inadvisable, 
however,  for  Will  has  shown  (Ber.  1914,  711) 
that  dinitrocresylates  are  formed  from  the 
fi  and  y  trinitrotoluenes  present  as  impurities 
by  the  action  of  alkalies,  which  like  the  nitro- 
phenates  are  sensitive  salts.  After  drying  the 
product  forms  commercial  crude  trinitrotMuene, 
and  is  used  of  this  purity  for  most  commercial 
explosive  mixtures  and  for  many  military 
purposes.  It  consists  essentially  of  symmetrical 
a,  or  2.4.6  trinitrotoluene,  with  small  quantities 
of  the  0  or  2.3.4,  and  y  or  2.4.5  trinitrotoluenes 
with  some  dinitrotoluene  and  possibly  mono- 
nitrotduene.  In  addition,  besides  traces  of  the 
impurities  mentioned  above,  free  acid  and  some- 
times alkali,  may  be  present. 


For  some  purposes  the  crude  trinitrotoluene 
is  further  purified  either  by  soaking  the  powder 
in  a  solvent  such  as  cold  alcohol  or  benzene,  in 
which  the  impurities  are  more  soluble,  or  by 
recrystflJlisation  from  the  same  solvents,  or 
preferably  a  mixture  of  the  two  is  used  containing 
10  p.c.  benzene,  or  from  light  petroleum  or 
toluene.  Becrystallisation  from  mononitrotolu- 
ene  has  been  patented  by  Roberts  and  Stuart 
(Eng.  Pat.  7047,  1915),  the  solution  of  im- 
purities being  used  for  further  manufacture  of 
trinitrotoluene,  but  freeine  the  product  from 
mononitrotoluene  must  be  difficult,  and  in  France 
recrystallisation  from  strong  sulphuric  acid  is 
sometimes  used,  with  subsequent  washing  with 
water.  In  recrystallisation  from  alcohol,  or 
alcohol  and  benzene,  the  crude  trinitrotoluene 
is  dissolved  in  a  steam-jacketed  vessel  fitted 
with  a  condenser,  the  solution  sucked  through 
a  filter  cloth  by  a  vacuum,  and  the  trinitrotoluene 
allowed  to  crystallise  out.  A  second  recrystal- 
lisation may  be  used  where  a  product  of  the 
highest  degree  of  purity  is  required.  The 
crystals  are  freed  from  residual  solvent  first  by 
whizzing  in  a  centrifugal  and  then  by  exposing 
on  trays  in  drying  ovens  heated  by  not  air,  or 
sometimes  the  product  is  dried  more  quickly 
in  the  molten  condition  in  vacuum  driers,  and 
afterwards  cast  andpowdered. 

SpedfiaUions. — ^The  following  specifications 
for  the  two  grades  of  trinitrotoluene  issued  by 
the  U.S.  Navy  Department  are  typical : — 

Orade  A.  Refined. — ^The  trinitrotoluol  must 
be  a  high-ffrade  material,  made  from  a  suiteble 
quality  of  raw  materials.  It  must  be  tho- 
roughly purified  by  recrystallisation  from  an 
approved  solvent,  so  that  the  finished  product 
shall  have  the  following  characteristics.  The 
material  must  be  in  the  form  of  a  slightly  yellow, 
fine,  and  uniform  crystalline  powder.  At  least 
99  p.c.  must  pass  through  a  sieve  of  12  mesh  to 
the  linear  inch.  No  oaour  of  any  by-product 
or  crystallising  acent  may  be  present.  It  shall 
have  a  m.p.  of  at  least  79°.  It  shall  be  free  from 
acidity,  and  shall  not  show  more  than  traces  of 
metellio  salts  or  residual  solvents.  The  average 
moisture  of  a  lot  shall  not  be  greater  than 
0*1  p.c.  The  average  ash  of  a  lot  shall  not  be 
greater  than  0*1  p.c.  It  shall  not  contein  more 
than  0*15  p.c.  material  insoluble  in  alcohol. 
It  shall  contain  no  free  'toluol,  or  impurity 
giving  a  nitric  acid  reaction  with  a  sulphuric 
acid  solution  of  diphenylamine.  It  shall  contain 
not  less  than  18-20  p.o.  nitrogen  as  determined 
by  Dumas*  combustion  method.  It  shall  give 
a  heat  test  of  at  least  30  minutes  at  65*5°  with 
potassium  iodide — sterch  paper. 

Orade  B,  Crude. — ^The  trinitrotoluene  must 
be  a  high-grade  material  made  from  a  suitable 
quality  of  raw  materials.  It  shall  be  a  yellowish, 
uniform,  crystalline  powder  of  such  fineness  that 
at  least  90  p.c.  will  pass  a  sieve  of  10  meshes  per 
linear  inch.  It  shall  have  a  m.p.  of  at  least 
75*5°.  It  shall  be  free  from  acidity.  It  shall 
show  not  more  than  traces  of  metallic  salte. 
The  conditions  as  to  ash,  moisture,  insoluble  in 
alcohol,  content  of  free  toluol,  and  products 
giving  a  reaction  with  diphenylamine  are  the 
same  as  for  the  refined  product.  It  shall  contain 
not  less  than  18  p.c.  nitrogen  as  determined  by 
Dumas'  combustion  method. 

One  objection  to  the  use  of  crude  trotyl  as 
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a  shell  chaise  is  that  the  lower  melting  im- 
purities tend  to  exude  as  an  oil  during  storage 
at  a  high  temperature,  and  if  this  exuding  oil 
penetrates  to  we  priming  or  detonating  charge 
this  may  be  so  deadened  that  failure  to  detonate 
results. 

Liquid  trinitrotoluene.  The  nitrated  products 
recovered  from  the  solvent  used  in  the  recrys- 
tallisation  of  crude  trinitrotoluene,  a  thick 
brown  syrup  consisting  essentially  of  a  mixture 
of  fi  and  y  trinitrotoluenes,  dinitrotoluene  and  a 
little  mononitrotoluene  is  used  in  certain  plastic 
explosive  mixtures  under  the  name  of  'liquid 
trinitrotoluene.*  A  liquid  product  obtained  by 
the  direct  nitration  of  crude  trinitrotoluene  is 
also  used  by  this  name^  it  is  of  similar  composition 
except  that  it  contains  more  a-trinitrotoluene 
and  some  un-nitrated  hydrocarbons. 

Properties. — ^Trinitrotoluene  crystallises  from 
alcohol  in  sulphur-yellow  needles,  but  when 
petroleum  or  toluene  is  used  the  crystals  are 
darker  and  of  a  light  buff  colour.  Its  colour  is 
darkened  by  exposure  to  light;  when  freshly 
sublimed  in  the  dark  it  is  quite  colourless. 
When  pure,  it  is  without  odour  and  practicallv 
insoluble  in  cold  water.  It  melts  at  81'6^  It 
ia  soluble  to  a  slight  extent  in  hot  water,  and 
dissolves  readily  in  alcohol,  light  petroleum, 
benzene,  and  other  orsanio  solvents.  It  dis- 
solves in  concentrated  sulphuric  acid  at  90^-100^ 
and  separates  unchanged  on  cooling. 

Crystals  of  trinitrotoluene  have  a  density  of 
1*5,  that  of  the  solidified  mass  after  fusion 
beinff  1*6. 

Trinitrotoluene  is  chemically  very  stable, 
but  undergoes  very  slight  decomposition  with 
evolution  of  gas  at  180°.  On  application 
of  a  flame,  trinitrotoluene  bums  with  a 
hot  but  very  smoky  flame.  It  ignites  more 
readily  than  picric  acid,  its  ignition  point 
being  about  250°.  It  cannot  be  exploded  by 
flame  in  the  open  and  alone,  and  only  quite 
lfX»bUy  by  very  strong  percussion,  but  can  be 
readily  detonated  by  means  of  mercury  fulminate. 
As  much  as  1000  kilos,  have  burned  away  quite 
quietly  in  a  conflagration,  and  a  rifle  bullet 
may  be  fired  through  a  solid  mass  without 
causing  explosion;  hut  disastrous  explosions 
have  occurred  when  very  laige  quantities  have 
been  involved  in  a  fire.  It  may  be  detonated 
in  the  powdered  or  finely  orystalUne  form  by 
means  of  a  No.  3  detonator  contcuning  0*64 
gram  fulminate  composition,  but  when  fused,  it 
requires  priming  eitner  with  some  of  the  loose 
powder,  or  other  explosive  such  as  *tetijl.' 
Its  velocity  of  detonation  depends  on  its  density, 
or  degree  of  compression,  but  is  about  7000  m. 
per  sec.  It  is  quite  safe  to  handle,  and  is 
stable  under  very  varying  atmospheric  condi- 
tions. 

Trinitrotoluene  is  the  most  important  of 
shell  high  explosives.  Over  picric  acid  it  has 
the  distinct  advantages  that  it  does  not  combine 
with  metals,  and,  generally,  has  no  acid  pro- 
perties. When  pure  its  dust  and  vapour  are 
not  irritating  or  mjurious  to  those  working  with 
it,  and  it  has  a  considerably  lower  melting-point 
and  is  not  so  sensitive.  It  is  slightly  less  powerful 
than  picric  acid  in  the  ratio  of  about  91 :  100, 
and  owing  to  its  lower  velocity  of  detonation 
has  less  shattering  effect;  but  this  is  an  advantage, 
since  in  the  fragmentation  of  a  shell  the  pieces 


laise  to  have  considerable  de- 
structive effect.    The 


are  sufficiently 

structive  effect,  'fhe  lower  bunting  effect  of 
trinitrotoluene,  as  compared  with  picric  acid,  is 
attributed  by  Kast  to  its  lower  density  and  lower 
rate  of  detonation  (6700  metres  per  second 
against  7100  metres  per  second).  It  is  a  less 
powerful  explosive  than  wet  guncotton,  but  its 
effect  at  a  distance  is  greater,  and  it  has  replaced 
guncotton  in  most  countries  as  a  charge  for 
torpedo  war-heads  and  for  submarine  mines. 
It  was  first  used  ia  Germany  in  1904. 

Trinitrotoluene  fulfils  in  a  high  dcigree  the 
requirements  of  a  military  high  explosive.  The 
desirable  properties  are  that  it  should  be  very 
powerful,  out  that  its  effects  should  not  be  too 
shattering  or  local,  that  it  should  be  safe  to 
handle,  transport,  and  store  under  normal  con- 
ditions of  use,  including  those  of  a  ship's  maga- 
zine in  a  hot  climate,  that  it  should  be  chemically 
stable  under  all  storage  conditions,  that  it  should 
be  capable  of  certain  and  complete  detonation, 
both  in  small  and  in  laige  shell,  under  suitable 
impulse,  but  that  it  should  be  sufficiently 
insensitive  to  withstand  the  shock  of  discharge 
when  fired  in  a  big  shell  at  full  range. 

Trinitrotoluene  is  deficient  by  66*9  p.c.  in 
oxygen  for  the  complete  combustion  of  its 
oarM)n  and  hydrogen,  and  by  22  p.c.  when  its 
carbon  is  burned  to  monoxide,  and  when 
detonated  even  completely  free  carbon  is 
liberated  in  the  form  ot  thick  black  smoke. 

According  to  Dautriche  (Mem.  Poud.  et 
Saltp.  1911-1912,  27)  when  crystals  are  com- 
pressed into  pellets  at  pressures  varying  from 
275  to  4125  idlos.  per  sq.  cm.,  trinitrotoluene 
has  a  density  varying  from  1*320  to  1*610, 
picric  add  varyin^r  from  1*315  to  1*740,  the 
velocity  of  detonation  of  the  loose  powder  being 
4100  metres  per  sec,  picric  acid  being  5100, 
and  of  pellets  at  a  density  of  1*3  being  6200  m. 
per  sec.  for  trinitrotoluene,  and  6300  m.  per 
sec.  for  picric  acid.  When  10  grams  were  fired 
in  a  standard  lead  block  the  expansion  with 
trinitrotoluene  was  216  cc,  that  of  picric  acid 
being  228  c.o. 

Snells  are  usually  filled  with  trinitrotoluene, 
as  with  picric  acid,  by  melting  the  compound 
and  allowing  it  to  solidify  in  the  shells.  Bichel 
(Fr.  Pat.  357925,  1905)  proposes  to  use  com- 
pressed trinitrotoluene,  which  he  had  previously 
shown  to  have  a  higher  velocity  of  detonation 
than  in  the  loose  condition,  as  an  explosive  for 
shells,  mines,  and  torpedoes,  by  cementing 
together  blocks  of  the  compressed  material  by 
means  of  the  fused  compound,  and,  in  a  later 
patent  (Fr.  Pat.  369371,  1906),  proposes  to  obtain 
a  higher  density  than  by  simple  casting,  with 
trinitrotoluene  as  well  as  with  other  fusible  nitro- 
explosives,  by  casting  in  a  closed  vessel,  first 
placed  under  evacuation,  to  remove  all  air 
Dubbles,  and  then  submitting  the  molten  mass, 
whilst  rapidly  cooled  by  means  of  a  water-jacket, 
to  compressed  air  or  carbonic  acid  gas.  A  density 
as  high  as  1*69  has  been  obtainedin  this  way. 

Nobel  (Ger.  Pat.  212169,  1907)  has  patented 
a  method  of  increasing  the  density  of  trinitro- 
toluene, and  other  suitable  nitrohydrocarbons, 
by  first  cooling  the  shell  to  0"*  before  pouring 
in  the  liquid.  Rudeloff,  by  compression  under 
3000  atmospheres,  has  obtained  a  mass  with  a 
density  of  1*7,  that  can  be  cut  and  worked  like 
wet  guncotton.     The  detonation  of  the  densified 
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solid  is  facilitated  by  using  some  of  the  loose 
trimtrotoluene  as  a  primer. 

Trinitrotoluene  is  also  used  in  considerable 
quantities  for  detonators.  It  is  employed  either 
flJone,  with  a  priming  of  mercury  fulminate,  or 
aa  an  ingredient  in  cap  and  detonating  composi- 
tions. It  is»  for  example,  stated  that  in  a 
No.  7  detonator  the  1*5  grams  of  fulminate  can 
be  advantaeeously  replaced  by  a  mixture  of 
0-7  ^ram  of  trinitrotoluene  and  0*6  gram  of 
fulmmate. 

Trinitrotoluene  has  been  suggested  in 
various  mixtures  as  a  high  explosive  for  shells 
and  torpedoes.  Biohel  (Fr.  Pat.  369661,  1906) 
makes  a  plastic  explosive  called  *  "pUutrotyly 
by  mixing  it  with  a  solid  or  liquid  resin,  such  as 
copaiba  balsam,  or  larch  turpentine,  with  or 
without  the  addition  of  dinitrotoluene  and 
collodion  cotton.  Rudeloff  and  Allendorff  (Ger. 
Pat.  201306,  1906)  make  Uriplastit,*  with  a 
density  as  high  as  2-5  by  mixing  with  a  jelly 
prepared  from  dinitrotoluene  and  soluble  dinitro- 
ceUulose,  heating  slowly  to  about  80®,  and 
incorporating,  as  an  oxygen  carrier,  a  mixture 
of  potassium  chlorate  and  lead  nitrate. 

Trinitrotoluene  is  a  constituent  of  many 
modem  ammonium  nitrate  safety  explosives, 
in  which  it  has  replaced  the  dmitrobenzene, 
which  was  more  common  in  earlier  mixtures, 
as  it  is  not  only  more  powerful  but  also  less 
toxic. 

Mixtures  of  ammonium  nitrate  with  trinitro- 
toluene have  been  generally  and  largely  used  as 
a  military  high  explosive  for  shells,  bombs, 
grenades  and  mines.  Sometimes  a  little  wood 
meal  and  nitroglycerin  are  added  to  assist  in 
the  detonation,  as  in  the  German  '  Astralite.' 

AmaUd.  In  this  country  the  mixtures  of 
ammonium  nitrate  and  *  trotyl '  are  known  as 

*  Amatol.'  The  mixtures  are  used  in  various 
proportions  designated  by  a  fraction  of  which 
the  percentage  of  ammonium  nitrate  is  the 
numerator,  for  example,  90/10,  80/20,  50/50, 
and  40/60.  The  proportions  for  complete  com- 
bustion of  the  trinitrotoluene  are  78*7  p.c. 
ammonium  nitrate  and  21*3  p.c.  trotyl,  so  that 

*  Amatol  80/20  *  approximately  fulfils  this 
condition.  Sometimes  the  mixtures  are  milled 
cold  and  '  stemmed  '  or  rammed  into  the  recep- 
tacles, sometimes,  when  the  proportion  of  tro- 
tyl is  high,  this  is  melted  and  the  plastic 
mixture  is  poured  directlv,  or  compressed  into 
slabs  and  packed,  into  shells.  These  mixtures 
form  powerful  high  explosives,  somewhat  more 
poweitnl  than  trotyl  alone,  owing  to  the  more 
complete  combustion,  but  the  shattering  effect 
ia  less  than  with  trotyl  alone,  owing  to  the  lower 
velocity  of  detonation  which  is  of  the  order  of 
6000  to  6000  metres  per  sec.,  according  to  the 
proportions.  The  lower  shattering  effect  is  not 
necessarily  a  drawback.  The  mixtures  are 
difficult  to  detonate,  the  difficulty  increasing 
with  the  proportion  of  ammonium  nitrate  and 
with  the  aegree  of  compression,  and  it  is  neces- 
sary to  prime  them  with  another  explosive, 
when  the  use  of  a  powerful  fulminate  detonator  is 
inadmissible.  They  are  hygroscopic,  and  pre- 
cautions have  to  be  taken  to  protect  them  from 
atmospheric  moisture,  and  when  efficiently 
detonated  they  are  practically  smokeless,  giving 
only  a  slight  grey  or  white  cloud.  Crude  tn- 
nitrotoluene  can  be  used  for  these  mixtures. 


especially  in  those  containing  a  large  proportion 
of  ammonium  nitrate,  as  there  is  no  danger  of 
the  impurities  exudix^f  as  an  oil  on  storage  at 
high  temperatures. 

Other  nitrohifdrocarhons,  NitroxyUnes.  The 
mixed  tri-,  di-  and  mono-  nitrohydrocarbons 
obtained  by  the  nitration  of  the  fraction  of  coal- 
tar  distillate  containing  the  three  isomeric 
sylenes  are  used  in  some  explosives.  *  Mona- 
chit  *  is  an  ammonium  nitrate  explosive  contain- 
ing nitroxvlenes,  essentially  the  tiinitro  product. 
The  nitrohydrocarbons,  lugely  di-  and  trinitro 
derivatives  of  mesitylene  and  pseudodumene, 
obtained  by  nitrating  solvent  naphtha,  have 
been  proposed  by  Shulz  and  Gehre  (£ng.  Pat. 
5687,  1905,  and  19565,  1907)  for  use  in  explosive 
mixtures  of  the  usual  type,  known  as  *  VigoriU ' 
and  *  Bavarite,* 

The  nitronaphthalenes,  usually  dioitronaph- 
thalene,  are  occasionally  used,  principally  associ- 
ated with  ammonium  nitrate  in  safety  explosive 
mixtures.  Mononitronaphthalene  occurs  in  the 
^  cheddites,'  di-  and  tri-  nitronaphthalenes  in  the 
*  Grisounit '  and  *  Ammonite  *  class  of  explosives. 

The  nitrohydrocarbons  of  the  fatty  series 
have  so  far  met  with  only  a  limited  use.  The 
Soc.  anonyme  d'ExplosiJs  et  de  Prod.  Chim. 
(Fr.  Pat.  394992,  1907)  claim  the  use  in  par- 
ticular of  mononitromethane,  a  liquid  boning 
at  about  99^-100^  in  smokeless  powders  with 
nitrocellulose,  or  nitrocellulose  and  nitro^ycerin, 
and  the  use  of  tetranitromethane  by  Winand 
has  already  been  mentioned  under  *  Sprengel 
Explosives.' 

mtrophenols. 

The  potassium  salt  of  mononitrophcnol  can 
be  detonated  by  percussion,  and  it  jias  been 
proposed  in  America  (U.S.  Pat.  792716,  1905, 
and  940580,  1909)  to  use  dinitrophenol  mixed 
with  picric  acid,  to  lower  the  melting-point  of 
the  latter,  cmd  as  an  ingredient  in  explosive 
mixtures,  but  the  only  nitro  derivative  of 
ordinary  phenol  used  to  any  extent  is  picric  acid, 
symmetrical  trinitrophenol,  which  is  largely 
used  by  itself  as  a  hish  explosive,  and  to  a 
limited  extent  in  explosive  mixtures,  usually  of 
the  detonating  class. 

Dinitrophenol  is  used  occasionally  in  mixtures 
of  nitro  bodies  used  as  explosives,  but  is  usually 
an  intermediate  product  m  the  manufacture  of 
picric  acid  from  oenzene.  The  benzene  is  first 
chlorinated,  the  chlorbenzene  nitrated,  and  the 
resulting  dinitrochlorbenzene  heated  with  caustic 
alkali  The  dinitrophenate  is  finally  decomposed 
with  hydrochloric  acid,  and  the  dinitropnenol 
washed  and  purified  as  usual.  When  pure  it  is 
a  yellow  crystalline  substance,  melting  at  1 13*1°. 
ElUs  and  Wells  (U.S.  Pat.  1220078,  1917)  nitrate 
the  chlorbenzene  by  heating  with  sodium  nitrate 
and  sulphuric  acid. 

Pierio  Mid.  Manufacture. — ^Direct  nitration 
of  phenol  with  strong  nitric  acid  gives  picric 
acia,  but  the  action  is  very  violent,  and  there  is 
considerable  loss  by  oxidation,  and  it  is  prefer- 
able, therefore,  to  snlphonate  the  phenol  oefore 
nitration.     The  reactions  are  : 

(1)  C,H.OH+H,S04=C,H4(SO,H)OH-hH,0 

(2)  C,H4(SO,H)OH+3HNO, 

=C.H,(N0,),0H+H,S0«+2H,0 

In  the  old  method  of  manufacture  of  picric 

aoid,  which  is  still  largely  used,  very  simple 
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apparatus  ia  used,  little  or  no  care  is  taken  in 
temperature  control  of  the  process,  and  con- 
siderable waste  of  sulphuric  and  nitric  acids 
occurs,  clouds  of  nitrous  fumes  from  the  nitrating 
pots  being  allowed  to  disperse  over  the  surround- 
ing country.  A  pure  quality  of  phenol  is  taken, 
obtained  either  by  careful  fractionation  of  the 
cockl-tar  product  or  the  synthetic  material,  and 
melted  in  its  drums  in  a  steam-heated  chamber. 
The  hot  molten  phenol  is  poured  into  about  five 
times  its  weight  of  concentrated  08  p.c.  sulphuric 
acid,  from  which  the  lead  sulphate  has  been 
allowed,  to  settle,  contfuned  in  iron  or  enamelled- 
iron  vessels,  frequently  ordinary  household 
baths,  arranged  round  a  shed.  The  mixture  is 
stirred  occasionally  with  wooden  or  iron  paddles 
for  about  two  days,  until  the  product  is  in  the 
form  of  a  solid  white  paste,  without  phenolic 
odour  and  completely  soluble  in  water.  A 
chaice  of  the  sulphonate  and  excess  of  sul- 
phuric acid,  sufficient  to  require  a  whole  carboy 
of  strong  nitric  acid  for  its  nitration,  is  weighed 
out  into  the  nitration  pot,  a  little  water  is  added 
and  the  mixture  stirred  occasionally  during  the 
day.  The  earthenware  nitration  pots,  arranged 
in  rows  down  a  long  shed  open  at  the  sides,  are 
embedded  in  a  non-conducting  mass  of  ashes  or 
similar  material.  A  carboy  of  nitric  acid  is 
placed  at  the  side  of,  and  al>ove  the  level  of,  the 
nitrating  pot,  and  a  narrow  glass  siphon  arranged 
so  that  the  nitric  acid  passes  in  a  thin  stream 
into  the  midst  of  the  mixture  during  the  night. 
The  mixture  is  not  stirred  and  the  pots  are  un- 
attended during  this  time.  The  mixture  sets 
solid,  but  is  stined  occasionally  durins  the  next 
day  to  complete  the  nitration,  after  uie  orange 
to  rod  coloured  crusts  of  low  melting-point 
material  have  been  removed,  for  sale  as  second- 
grade  material  after  washing.  The  preliminary 
washing  of  the  product  is  carried  out  in  wooden 
boxes,  with  inclined  bottoms  perforated  at  the 
lower  end,  by  pouring  a  few  buckets  of  water 
over  it.  For  the  final  washing  the  contents  of 
several  boxes  are  emptied  into  baths  similar 
to  those  used  in  the  su^honation  stage,  water  is 
run  in  from  a  tap  and  the  contents  of  the  bath 
stirred  bv  hand  with  wooden  paddles,  the  wash 
water,  like  that  from  the  preUminary  washing, 
beinff  run  away  down  a  drain  or  gully  to  a  smul 
pon^  by  opening  the  plug  of  the  bath.  Three 
or  four  such  washings  are  found  to  efficiently 
remove  the  mineral  acidity.  The  completion  of 
a  batch  of  picric  acid  by  this  process  tokkes  about 
a  week. 

In  more  modem  practice,  the  sulphonation 
is  carried  out  in  large  iron  lead-lined  tanks  or 
*  kettles,*  fitted  with  a  steam  jacket  and  paddle 
agitators.  As  the  mixture  is  kept  hot  and 
agitated  a  smaller  proportion  of  sulphuric  acid 
is  required,  3^  to  4  parts  being  used.  The 
nitration  is  sometimes  carried  out  in  earthen- 
ware pots,  as  above,  but  fitted  with  covers  and 
fume  pipes  leading  to  a  stack;  but  the  most 
modem  method  is  to  have  the  nitration  pots 
of  enameUed  iron  and  jacketed,  and  nitration 
is  temperature  controlled  by  the  circulation  of 
hot  or  cold  water.  The  temperature  of  the  hot 
sulphonate  is  allowed  to  fall  to  about  20°,  and 
whilst  rapidly  agitated,  the  nitric  acid  is  gradu- 
ally run  in,  the  quantity  used  being  about  four- 
thirds  that  theoretically  required.  The  tem- 
perature is  allowed  to  rise  gradually  during  the 


addition  to  the  nitric  acid  of  about  70°-80°,  and 
the  nitration  completed  by  further  agitation 
for  about  2  hours.  The  nitrous  fumes  evolved 
are  condensed  and  reconverted  into  nitric  acid. 
The  product  is  run  off  into  wooden  or  enamelled 
vessels,  diluted  with  about  an  equckl  volume  of 
water,  and  allowed  to  cool.  The  crystals  of 
picric  acid  are  filtered  off,  often  with  use  of  a 
vacuum,  and  washed  by  a  spray  of  water  in  a 
centrifuge,  until  practically  free  from  sulphuric 
acid.  The  crystals,  owing  to  the  agitation,  are 
small  and  free  from  aggregations,  are  pure  and 
readily  washed. 

A  further  quantity  of  picric  acid  is  obtained 
in  the  earlv  part  of  the  concentration  of  the 
spent  sulpLuric  acid.  The  final  washing  is 
sometimes  done  with  alcohol :  this  gives  a 
purer  product  as  the  alcohol  dissolves  resinous 
impurities,  and  also  facilitates  the  drying  of  the 
picric  acid,  the  alcohol  being  recovered. 

Liaige  quantities  of  picric  acid  are  now 
produced,  especially  on  the  Continent,  by  the 
direct  action  of  sulphuric  acid  and  sodium 
nitrate  on  phenol ;  the  difficulty  in  freeing  the 
picric  acid  from  sodium  sulphate  is  one  objection 
to  this  process. 

Drying,  grinding  and  sifting.  The  prelim- 
inary drying  of  the  picric  acid,  sometimes  filled 
into  large  canvas  bags,  is  effected  in  the  centri- 
fugals. For  the  fin^  drying,  the  picric  acid  is 
spread  out,  in  stoves  or  sheds,  on  broad  glass 
snelves,  the  glass  being  strengthened  by  wire- 
netting  insertion.  In  some  stoves  the  shelves 
are  of  enamelled  iron  or  of  aluminium,  but  wet 
picric  acid  has  a  slight  action  on  aluminium. 
The  stoves  are  heated  by  steam  pipes  below  the 
shelves,  and  the  acid  is  turned  over  occasionally 
with  wooden  rakes  until  dry.  The  dry  acid  is 
fed  by  means  of  a  hopper  through  a  sieve 
worked  mechanically  into  a  closed  chamber, 
from  which  the  material  is  packed.  Lumps  and 
aggregations  of  crystals  left  on  the  sieve  are 
ground  in  an  edge-runner  mill  and  re-sieved. 
The  drying  and  grinding  of  picric  acid  are 
dangerous  operations,  and  whenever  possible  are 
not  performed  in  the  picric  acid  works,  the 
product  as  it  leaves  the  centrifugals  being 
transported  in  the  damp  condition  to  the  ex- 
plosives factory.  With  uiis  precaution  and  care 
to  avoid  contact  between  the  damp  picric  acid 
and  metals,  except  aluminium  ana  tin,  the 
manufacture  of  picric  acid  is  practically  free 
from  danger. 

To  obtain  more  perfect  purification  from  the 
last  traces  of  mineral  acids,  picric  acid  may  be 
converted  into  its  sodium  salt  by  dissolving  in 
hot  solution  of  sodium  carbonate.  On  cooling, 
almost  chemically  pure  sodium  picrate  crystsu- 
lisfls  out;  this  Is  centiTfugated,  washed  with 
cold  water,  dissolved  again  in  hot  water,  and 
the  acid  precipitated  by  adding  an  excess  of 
hydrochloric  acid.  This  is  finally  purified  by 
washing  and  centrifugation,  and  the  last  traces 
of  acid  are  volatilised  on  drying. 

Gutensohn  (Eng.  Pat.  16628,  1900)  proposes 
to  add  the  phenol,  dissolved  in  paraffin  or 
similar  oil,  directly  to  the  nitric  acid,  covered 
with  a  layer  of  the  same  oil,  in  order  to  moderate 
the  nitration  reaction  without  sulphonation. 

Wengh5ffer  (Ger.  Pat.  125096, 1900)  sugeeets 
aniline  as  the  primary  material^  mstead  of 
phenol,  as  being  less  subject  "^io  variation  in 
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market  price.  It  is  converted,  through  sulph- 
aDUic  acid,  into  diazobenzene  snlphonic  acid, 
which  readily  yields  picric  acid  on  nitration,  a 
yield  of  90  p.o.  of  the  theoretical  being  claimed. 
Hepp  (Annalen,  1882,  344)  suggested  the 
preparation  of  picric  acid  from  benzene  by  first 
converting  this  into  trinitrobenzene,  and  then 
oxidising  the  product  with  a  mild  oxidising 
agent  such  as  an  alkaline  solution  of  potassium 
ferricyanide.  He  claimed  a  good  yield,  and 
successful  commercial  manufacture  based  on 
this  Bugration.  is  said  to  have  tokken  place,  but 
the  dimculty  in  the  tiinitration  of  benzene 
would  seem  to  throw  doubt  on  this. 

Properties. — ^Picric  acid  crystallises  in  bright 
pale-yellow  plates  or  prisms.  When  recently 
sublimed  in  the  dark  it  is  quite  colourless,  and 
the  colourless  tautomeride  is  also  the  stable 
form  in  contact  with  strong  acids.  It  is  spar- 
ingly soluble  in  cold,  but  more  soluble  in  hot 
water.  It  has  an  exceedingly  bitter  taste,  and 
its  taste  and  colour  are  impiurted  to  very  dilute 
aqueous  solutions.  It  is  readily  soluble  in 
alcohol,  acetone,  ether,  and  benzene.  It  melts 
at  121*6^  to  a  yellow  liquid,  and  by  careful 
heating  may  be  sublimed  without  decomposition, 
the  vapours  being  very  bitter  and  irritating. 
Picric  acid  ignites  at  about  260®.  Suddenfy 
heated,  it  deflagrates  sharply,  with  a  bright-red 
sootv  flame,  and  Berthelot  has  shown  that  a 
smaU  quantity  dropped  on  a  red-hot  surface 
decomposes  with  explosive  violence. 

La^e  masses  of  picric  acid  can  be  heated  in 
a  confined  space  without  explosion,  but  Berthelot 
is  of  the  opinion  that  the  explosion  of  a  small 
quantity  by  a  heated  surface  may,  under  certain 
conditions,  cause  detonation  of  a  laige  mass  of 
picric  acid.  Some  big  explosions  following 
fires  at  picric  acid  wor£  are  to  be  explained  in 
this  way. 

It  is  difficult  to  explode  picric  acid  by  direct 
percussion,  but  it  can  be  readily  detonated  by 
mercury  fulminate  ;  1  -5  grams  of  fulminate  act 
well  for  the  dry  powder ;  even  wet  picric  add, 
containing  as  much  as  15  p.c.  of  water,  can  be 
so  detonated  if  a  priming  of  the  dry  acid  is  used. 
The  heat  of  formation  of  picric  acid  is  49*1 
cals.,  and  the  heat  of  total  combustion  in  oxygen 
618-4  cals.  (Berthelot). 

Picric  acid  does  not  contain  sufficient  oxygen 
for  complete  combustion,  and  it  is  3*49  p.c.  £fi- 
cient  for  the  formation  of  carbon  monoxide,  and 
45-41  p.c.  deficient  for  the  formation  of  carbon  di- 
oxide. Nevertheless,  when  efficiently  detonated, 
it  is  one  of  the  most  powerful  explosives  known, 
exceeding  dynamite  and  compressed  suncotton 
in  power,  especially  when  densified  by  rasion  and 
sobdification.  (Complete  detonation  is  accom- 
panied by  a  black  smoke.  The  density  after 
casting  is  1-6-1*7,  and  it  can  be  obtained  with  a 
still  hiflher  density  by  Bichel's  method  of  cast- 
ing imder  pressure. 

Picric  acid  was  first  suggested  for  use  as  a 
semi-explosiveingredient  inpropellant  explosives. 
Sprengel  (Chem.  Soc.  Trans.  1873,  803)  was 
the  first  to  call  attention  to  the  explosive 
possibilities  of  picric  acid  in  itself,  but  it  was 
not  tUl  1886  that  Turpin  made  a  practical  high 
explosive  of  it,  by  sugfl;esting  the  use  of  com- 
pressed or  molten  picric  acid  as  a  chaige  for 
shells.  The  value  of  picric  acid  as  a  high 
explosive  lies  in  the  fact,  as  Turpin  pointed  out, 


that  in  this  class  of  explosives  the  maximum 
effect  does  not  coincide  with  complete  combus- 
tion, but  occurs  where  the  carbon  is  burnt  to 
carbonic  oxide,  the  greater  gas  evolution  more 
than  counterbalancing  the  smaller  heat  of  com- 
bustion. Turpin's  fint  '  3Ielinite,*  adopted  in 
France  as  a  high  explosive  for  shells,  was  picric 
acid  made  into  a  cdUoidal  state  and  densified 
by  the  addition  of  a  solution  of  3-6  p.c.  collodion 
cotton  in  Alcohol  and  ether,  but  very  soon  this 
was  abandoned  in  favour  of  the  fused  picric 
acid  alone,  as  Turpin  showed  this  to  be  still 
more  powerful,  ana  so  insensitive  that  it  could 
only  be  detonated  under  strong  confinement. 
Picric  acid  was  adopted  for  use  as  a  hu[h  ex- 
plosive in  Germany  in  1888.  The  jSiglish 
*  Lyddite  '  is  simply  fused  picric  acid,  melted  in 
large  cans  of  copper  tinned,  of  aluminium,  or 
enamelled  iron,  in  a  carefully  regulated  hot-air 
stove,  at  130°-140'',  and  filled  direcUv  into 
the  shells,  a  central  cavity  being  left  for  the 
exploder.  Picric  acid  has  been  used  for  similar 
purposes,  also  for  mines  and  torpedoes,  by  most 
other  countries  under  various  names,  such  as 
'  Ecrasite,'  *  Shimose,'  *  Pertite,'  *  Picrinit,'  Ac. ; 
in  some  cases  additions  of  other  substances, 
such  as  nitronaphthalene,  di-  and  trinitroto- 
luene, trinitrocresol,  being  made  in  order  to 
reduce  the  melting-point.  As  the  meltins-point 
of  picric  acid  is  so  high,  and  its  sensibuity  to 
percussion  increases  with  the  temperature,  its 
tusion  on  the  laive  scale  is  to  some  extent 
dangerous.  Girard  (Eng.  Pat.  6045,  1905)  gives 
a  long  list  of  the  melting-points  of  equimolecular 
mixtures  of  picric  acid  with  other  nitro  deriva- 
tives ;  in  all  cases  the  melting-point  of  the 
mixture  is  weU  below  that  of  the  constituent  of 
lower  melting-point. 

The  cast  picric  acid,  when  unconfined,  is 
much  more  difficult  of  detonation  by  mercury 
fulminate  than  the  loose  acid;  3  grams  of 
fulminate  fired  in  the  mass  will  not  explode  it. 
It  may  be  detonated  by  using  a  priming  of  the 
loose  acid  or  of  guncotton,  but  much  more 
perfectly  by  a  primer  of  'picric  powder,'  or 
trinitrotoluene. 

On  the  assumption  that  the  explosion  of 
'  lyddite  *  is  represented  by  the  equation : 

2C,H,(NO,),OH=3CO,+8CO+C+3H,-h8N, 

de  la  Roque  (Rev.  de  Ohim.  Industrielle,  11,  5) 
has  calculated  the  following  constants  : — 

Heat  evolved  at  constant 
pressure  per  kgm.  .  853-4    kgm.-cals. 

Heat  evolved  at  constant 
volume  per  l^m.  .  876-0      „      „ 

'  Potential  *  {i.e.  maximum 
work  by  unit  weight, 
assuming  complete  gasifica- 
tion and  adiabatic  ex- 
pansion)  .  .       272,280  kgm. -metres 

Volume  of  gas  from  1  kgm.  683,453  ccat  N.P.T. 

Temperature  of  explosion       .  2832® 

Pressure  developed  by  the  ex- 
plosion of  1  gram  in  imit 

.    volume     .         .         •  8086  kgms.  per  sq.  cm. 

Actual  analysis  has  shown  that,  when  explosion 
takes  place,  the  decomposition  is  more  compli- 
cated than  this,  the  products  being :  carbon 
monoxide,  carbon  dioxide^  nitrogen,  nitric  oxide, 
water,  hydrocyanic  a^i(f,''aii(i  residual  carbon. 
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Picric  acid  is  safe  to  manufacture  and 
transport.  The  advantages  of  cast  picric  acid 
as  a  nigh  exploeive  are  many,  its  physical  and 
chemical  stability  are  very  great,  and  it  can  be 
kept  for  an  indefinite  period  under  varying 
atmospheric  conditions ;  it  is  difficult  to  ignite^ 
and  it  is  very  insensitive  to  percussion ;  is 
quite  safe  from  the  danger  of  being  fired  by 
tne  shock  of  the  discharge  of  guns  of  large 
calibre,  yet  when  perfectly  detonated  it  is 
extremely  powerful  in  its  bursting  effects.  On 
the  other  hand,  there  are  such  disadvantages  as 
its  high  melting-point,  the  objectionable  nature 
of  its  vapours,  which  not  only  dye  the  hair, 
skin,  and  clothing  of  those  working  with  it,  but 
are  also  extremely  iiritatinff,  if  not  harmful.  It 
is  difficult  to  detonate  completely,  and  incomplete 
detonation  yields  very  deleterious  gases.  The 
most  serious  objection  of  all,  however,  is  its 
acidic  character,  which  leads  to  the  formation, 
in  contact  with  metals  and  some  of  their  com- 
pounds, of  picrates,  many  of  which  are  highly 
sensitive,  the  picrates  of  lead  particularly  so. 
Serious  accidents  have  resulted  in  the  use  of 
picric  acid,  which  have  been  attributed  to  the 
formation  of  these  compounds,  and  for  this 
reason  the  interiors  of  the  shells  are  varnished, 
and  lead  compounds  are  carefully  guarded  against 
in  the  lutings  used  on  the  screw  threads  on  the 
shell  pluss,  and  in  all  paints  and  varnishes 
connected  with  picric  acid  shells.  Trinitroto- 
luene is  free  from  most  of  these  objectionable 
features,  and  it  has  consequently  more  or  less 
replaced  picric  acid  in  its  many  uses. 

Emmenaiie  (Eng.  Pat.  370,  1888),  the  inven- 
tion of  Emmens  of  the  United  States,  is  produced 
as  crystals,  said  to  be  different  from  picric  acid, 
by  the  action  of  fuming  nitric  add  of  sp.gr.  1  -52 
on  picric  acid.  The  explosive  was  favourably 
reported  upon  by  the  U.S.  War  Dept.,  and  is 
said  to  be  satisfactory,  both  as  a  propellant  and 
as  a  high  explosive. 

Picrates.  The  picrates,  formed  by  the  action 
of  the  acid  on  the  metals,  their  oxides,  hy- 
droxides, or  carbonates,  are  well-defined,  crystal- 
line compounds,  which  are  quite  stable  under 
ordinary  conditions,  but  they  are  all  more 
sensitive  to  heat,  friction,  and  percussion  than 
the  acid  itself,  particularly  when  free  from  water 
of  crystallisation.  This  is  true,  to  some  extent, 
even  of  the  alkaline  salts,  whilst  the  picrates, 
normal  and  basic,  of  some  of  the  heavy  metals, 
especially  lead,  are  extremely  sensitive  and 
violent.  Anhydrous  ferrous  picrate  is  very 
sensitive.  The  order  of  sensitiyenees  to  per- 
cussion of  some  of  the  picrates  most  likely  to 
occur  is :  lead,  iron,  cobalt,  nickel,  banum, 
copper,  manganese,  zinc,  calcium,  and  sodium. 
They  detonate  with  violence,  and  their  detona- 
tion is  sufficient  to  prime  an  indefinite  amount 
of  picric  acid,  and  even  wet  picric  acid  may  be 
involved.  Ammonium  picrate  is  the  most 
insensitive.  It  has  been  proposed  as  a  substitute 
for  picric  acid  for  use  m  shells,  as  it  has  no 
tenclency  to  form  dangerous  picrates.  The 
temperatures  of  ignition  of  picrates  are  given  by 
Silberrad  and  Phillips  (Chem.  Soc.  Trans.  1908, 
474),  and  their  relative  sensitiveness  by  Kast 
(Zeitflch.  f.  d.  Ges.  Scheiss-  u.  Strengstoffw. 
1911,  7,  Ac.).  A  very  serious  explosion  of 
picric  acid,  near  Manchester,  in  1887,  was 
caused   by   melted   picric   acid   flowing   on   to 


litharge,  detonating  with  it,  and  thereby  acting 
as  a  primer,  causing  the  detonation  of  all  the 
picric  acid  present.  In  connection  with  this 
explosion,  Deering  showed  that  very  rough 
mixtures  of  picric  acid  with  litharge,  red  lead, 
lead  nitrate,  strontium  nitrate,  lime,  &c., 
detonated  violently,  and  were  sufficient  to 
prime  a  large  mass  of  picric  acid.  Mixtures  of 
picric  acid  with  certain  peroxides  will  fire 
spontaneously. 

Ezploaive  mixtures  co^taining  picric  acid  and 
picrates.  Many  years  before  picric  acid  was 
used  as  a  high  explosive,  attempts  were 
made  to  use  it  and  the  picrates  in  explosive 
mixtures.  It  was  recognised  that  picric  acid  is 
deficient  in  oxygen,  and,  consequently,  picric 
acid  and  the  picrates  were  proposed  to  be  used 
mixed  with  various  oxidising  agents.  However, 
the  insensibility  of  picric  acid  is  largely  due  to 
its  deficiency  in  oxygen,  and  for  this  reason  the 
mixtures  with  oxidising  agents  are  all  much  more 
sensitive  to  heat,  percussion,  and  friction  than 
the  acid  itself.  Mixtures  containing  picric  acid, 
^th  either  nitrates,  chlorates,  chromates,  or 
permanganates,  are  extremely  unstable,  and 
uable  to  undergo  spontaneous  explosion,  owing 
to  the  slow  displacement  of  the  h4[hly  oxidising 
acids  by  the  picric  acid,  in  the  presence  of  even 
traces  of  moisture,  and  many  serious  accidents 
have  been  caused  by  such  mixtures.  Attempts 
have  been  made  to  increase  the  stability  of 
picric  acid  mixtures  by  coatins  the  particles  of 
the  acid  with  an  insensitive  and  protective  film  ; 
for  instance.  Roth  (Eng.  Pat.  173G60,  1886) 
proposed  a  mixture  of  picric  acid  and  ammonium 
nitrate  with  a  fatty  drying  oil,  and  Turpin 
patented  various  mixtures  of  picric  acid  with 
gum,  oils,  fats,  collodion  jelly,  &c. ;  but  the 
picrates  are  far  preferable  to  the  free  acid  in 
explosive  mixtures. 

The  picrates  of  ammonium,  potassium,  or 
sodium  are  those  most  frequently  used  in  explo- 
sive mixtures.  In  1869  Designolle  made  mix- 
tures of  potassium  picrate  and  charcoal  with 
nitre,  in  proportions  varying  according  to  their 
use,  for  small-arm  and  cannon  powders,  and 
mixtures  of  potassium  picrate  and  nitre  for 
filling  torpedoes  and  shells.  These  mixtures 
were  made  in  much  the  same  way  as  ordinary 
gunpowder;  they  gave  very  good  results,  and 
were  in  use  for  some  time  in  the  French  Navy. 
60  grams  of  the  propellant  powders  were  said 
to  give  the  same  result  as  360  grams  of  ordinary 
gunpowder,  and  the  intensity  of  action  of  the 
disruptive  powder  was  nearly  70  p.c.  of  that  of 
dynamite  No.  1.  In  the  same  year,  Brug^re 
and  Abel,  independently,  recommended  mixtures 
of  ammonium  picrate  and  nitre.  Brug^re^s 
powder  was  composed  of  54  p.c.  of  ammonium 
picrate  and  46  p.c.  of  nitre.  It  was  insensitive 
to  friction  or  shock,  slow  burning,  neariy  smoke- 
less, in  small  arms  quite  as  powerful  as  gun- 
powder, and  non-erosive.  AbeFs  mixture, 
3  parts  of  nitre  and  2  parts  of  ammonium 
picrate,  was  at  first  proposed  for  use  in  shells,  but 
afterwards  adopted  in  tne  Service,  under  the  name 
of  Picric  povoder,  as  an  exploder  for  priming 
lyddite  shells.  It  is  very  stable,  bums  only 
locally  with  slight  deflagration  on  application  of 
flame,  and  requires  strong  confinement  to  develop 
its  force,  when  it  is  very  powerful.  At  one 
time  it  was  manufactured  and  granulated  like 
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Desi^nolle's  mixtures,  but  a  mixture  of  57  p.c. 
of  mtre  and  43  p.c.  ammonium  picrate,  dry 
mixed,  was  subsequently  adopted.  It  is  easier 
and  safer  to  make  in  tMs  way,  and  tbe  product 
is  also  more  stable,  for  tbe  wetting  in  the  old 
method  of  manufacture  caused  the  formation  of 
a  little  hygroscopic  ammonium  nitrate  by  double 
decomposition.  Its  theoretical  decomposition  is  : 
6CeH8(NO,),ONH«+ 16KN0, 

=22GO,+ 18Nj+  16H20+8K.,CO, 

Ammonium  picrate,  and  more  rarely,  potas- 
sium }>icrate,  mixed  with  the  nitrates  of  barium, 
potassium,  and  ammonium,  and  other  ingre- 
dients combustible  and  explosive,  have  been  the 
subject  of  innumerable  patents  for  so-called 
smokeless  and  safety  powders,  usually  in 
America,  Austria,  or  France.  Detonating  mix- 
tures containing  picrates  and  chlorate  of  potash 
have  been  proposed,  and  picrate  of  lead  has 
been  suggested  for  the  same  purpose.  The 
picrate  mixtures  generally,  however,  are  shunned 
m  this  country,  owing  to  their  chemical  insta- 
bility and  the  extreme  danger  in  their  storage 
and  use. 

TrinitroanUci,  the  methyl  ester  of  picric 
acid,  C«H200H,(N0g),,  has  been  ^ed  to  some 
slight  extent  as  a  h^h  explosive  m  bombs  by 
the  Germans.  Its  manufacture  is  not  easy,  as 
the  nitratine  acids  tend  to  attack  the  side  chain. 
A  method  of  preparation  stated  to  give  a  85  p.c. 
yield  is  described  by  Broadbent  and  Sparre 
(8th  Int.  Cong.  App.  Ohem.  1912).  30  parts 
of  anisol  are  iMdea  drop  by  drop  to  a  mixture 
of  130  parts  of  nitric  acid  of  sp.gr.  1*52,  and 
220  parts  of  sulphuric  acid  of  sp.gr.  1-84,  eooled 
to  — S^'C,  the  temperature  being  kept  below 
0^  during  the  addition.  The  temperature  is 
then  allowed  to  rise  slowly  to  65°-70°C.,  and 
kept  at  this  temperature  for  20  minutes.  The 
acids  and  mixture  are  kept  constantly  agitated 
during  the  addition  and  nitration.  After  cooling, 
the  crystals  of  trinitroanisol  are  separated  and 
washed,  first  with  a  2  p.o.  solution  of  sodium 
carbonate,  and  finally  with  water.  The  product 
was  in  the  form  of  lemon-yellow  crystals, 
melting  at  64^-65^.  It  is  nearly  insoluble  in 
water,  out  readily  soluble  in  alcohol,  ether,  and 
acetone ;  sp.gr.  1-408  at  20''0.  It  has  the  same 
percentage  composition  as  trinitrocresol,  and 
similar  explosive  properties,  that  is,  it  is  less 
powerful  and  less  easily  detonated  than  picric 
acid,  but  it  has  an  advantage  over  the  latter  in 
that  it  does  not  form  sensitive  metallic  salts. 
It  is,  however,  slowly  hydrolysed  in  the  presence 
of  water  to  picric  acid,  and  more  rapidly  in  the 
presence  of  alkali. 

Trinitrocreaol  is  manufactured  from  meta- 
creeol  similarly  to  picric  acid,  and  has  very 
similar  chemical  and  physical  properties,  ft 
melts  at  about  107''.  It  is  acidic  and  forms 
explosive  salts.  It  has  explosive  properties 
similar  to  jpicrio  acid,  and  has  been  used,  when 
cast,  as  a  high  explosive  for  shells  and  torpedoes, 
Mone  and  mixed  with  picric  acid.  It  contains 
less  oxygen  than  picric  acid,  is  less  powerful, 
and  less  readily  detonated.  It  requires  priming, 
and  guncotton  is  generally  used  for  this  purpose. 
In  fVanoe  it  is  known  as  ^  Creaylite,*  In  Austria 
the  name  *Ecrasite  '  has  been  from  time  to  time 
applied  to  high  explosives  of  different  composi- 
tion used  for  charging  shells,  but  apparently 


always  contfuning  trinitrocresol  or  its  am- 
monium salt.  Trinitrocresol  has  been  used 
alone  or  mixed  with  picric  acid,  and  the  am- 
monium scklt  has  been  used  alone  or  mixed  with 
nitre.  The  ammonium  salt  is  a  yellow  crystal- 
line solid,  melting  at  about  100°.  It  bums 
without  explosion  unless  strongly  confined,  and 
is  insensitive  to  friction  and  percussion.  It  is 
stemmed  into  shells  with  a  wooden  rod,  or 
compressed  into  slabs.  A  guncotton  primer  ie 
generally  used  to  ensure  complete  detonation, 
but  it  can  be  exploded  with  a  2-gram  fulminate 
detonator.  A  mixture  of  trinitrocresol  and 
picric  acid  in  molecular  proportions,  melted 
together  and  mixed  with  an  oxidising  salt,  has 
been  proposed  by  Girard  (U.S.  Pat.  895254, 
1908).  Tne  trinitrocresylates  are  more  sensitive 
to  friction  and  percussion  than  the  parent  body, 
and  generally  have  properties  similar  to  those 
of  the  corresponding  picrates,  the  lead  salt  and 
those  of  the  heavy  metals  being  the  most  sensi- 
tive. 

The  higher  nitrophendb  are  all  more  or  less 
explosive  and  yield  explosive  salts,  but  they 
have,  as  yet,  met  with  no  practical  use. 

NlTBIO  ESTSBS. 

On  nitration,  the  organic  alcohols  and 
carbohydrates  yield  true  nitric  esters,  or  oiganic 
nitrates,  which  are  explosive  compounds.  The 
internal  structure  and  explosive  characteristics 
of  the  nitric  esters  are  different  from  those  of 
the  nitro  derivatives,  but,  unfortunately,  this 
difference  has  not  been  recognised  in  the  technical 
nomenclature.  The  products  of  nitration  of  all 
oiganic  substances,  that  are  explosives,  are  all 
technically  known  as  nitro  explosives. 

With  reducing  agents,  the  explosive  com- 
pounds of  this  class  yield  more  or  less  the 
primary  substance  of  the  nitration,  and  not 
amino  compounds,  as  do  the  nitro  derivatives, 
and  by  the  prolonged  action  of  caustic  alkalis 
they  give  the  primaiy  substance  and  an  alkaline 
nitrate,  together  with  pther  products  of  second- 
ary reactions.  A  simple  test  serves  to  distin- 
guish the  two  classes  of  nitro  compounds. 
When  shaken  with  sulphuric  acid,  in  a  Lunge 
nitrometer,  the  nitric  esters  yield  their  nitrogen 
as  nitric  oxide ;  the  true  nitro  derivatives  do 
not  do  so. 

The  nitric  esters,  generally  speaking,  are 
more  powerful  explosives  than  the  nitro 
derivatives,  but  are  less  stable,  more  especially 
in  the  presence  of  foreign  substances,  such  as 
residual  traces  of  the  nitration  acids. 

Aleohol  mtrates. 

The  NiiroglycoU  have  been  repeatedly 
suggested  as  explosives,  usually  for  admixture 
w^  nitroglycerin.  Matthews,  Strange,  and 
Bliss  (Eng.  Pat.  12770,  1912)  suggested  the 
nitration  of  glycols  having  the  hydroxyl  groups 
attached  to  adjacent  carbon  atoms,  or  the 
corresponding  oxides,  and  the  preparation  of 
explosives  by  admixture  of  the  product  with 
equ^  weights  of  nitroglycerin  or  nitrocellulose, 
and  Hough  (U.S.  Pat.  1206223,  1916)  claims, 
as  a  method  of  preparation  of  glycol  dinitrate, 
the  nitration  of  1  part  of  glycol  with  7  parts 
of  an  acid  mixture  containing  not  less  than  93 
p.c.,   nor  more  thai^u.SiL  ^.<5*»^QUtptel,jkcid8, 
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special  claim  being  made  for  a  miztare  con- 
taining 35  p.c.  HNO„  69  p.c.  HjSO^,  and  6  p.c. 
H,0.  Hibbert  (U.S.  Pat.  1216367,  Ac,  1917) 
produces  explosives  by  dissolving  a  carbohydrate 
iQ  a  solvent  medium  containing  a  1-2  glycol, 
and  nitrating  the  solution.  Similar  explosives 
are  made  with  a  mixture  of  1*2  glycols  with 
ethylene-,  propylene-,  and  butylene-glyools  and 
polyglycols,  and  a  carbohydrate.  For  example, 
40  parts  of  cane-sugar  are  dissolved  in  about 
60  parts  of  a  mixture  of  ethylene-  and  propylene- 
fflycols,  solution  is  effected  by  heating  to  SO**- 
100^  the  mixture  cooled,  and  added  slowly  to 
800  parts  of  a  nitrating  mixture  containing 
•equal  parts  of  95  p.c.  nitric  acid  and  '  oleum^ 
containing  6-10  p.c.  SO,,  cooled  to  about  6°. 
After  mixing,  with  constant  agitation,  the 
temperature  is  allowed  to  rise  to  about  15^, 
and  the  nitration  completed  in  about  20  minutes. 
After  coolins,  the  nitrated  product  is  separated 
and  purifiea  by  washing  with  dilute  sodium 
carbonate  solution,  and  then  with  water.  The 
product  forms  a  pale-yeUow  oil,  and  is  claimed 
to  be  relatively  non- volatile  and  of  low  freezing- 
point. 

Stettbacher  (Zeitsch.  Ges.  Scheiss-  u.  Spreng- 
stoffw.  1916,  11,  &c.)  describes  the  prepara- 
tion and  properties  of  the  tetranitrate  of  penta- 
erythritol  C(CH,0H)4.  The  tetrahydric  alcohol 
is  prepared  readily  and  cheaply  by  a  method 
described  by  Tollens,  and  its  tetranitrate  is 
said  to  be  particulariy  stable,  and  to  combine 
the  explosive  properties  of  nitromannitol  and 
nitroglycerin,  whilst  being  free  from  their 
disaovantages.  It  is  very  powerful^  and  is 
claimed  to  possess  in  a  hi^h  degree  the  power 
of  initiating  detonation  in  other  explosives, 
though  more  sensitive  than  tetryl,  and  is 
suggested  as  suitable  for  use  in  primers,  per- 
cussion caps,  and  detonators. 

mtroglyeerins.. 

Mono-,  di-,  and  tri-nitric  esters  of  slycerin  are 
possible.  Liecke,  in  1865,  stated  that  he  ob- 
tained mono-  and  di-nitroglycerin  by  nitrating 
glycerol  at  0*^  in  a  mixture  ol  1  volume  of  nitric 
acid,  sp.gr.  1-4,  and  2  volumes  of  strong  sul- 
phuric acid ;  and  later  said  that  when  nitric  acid 
of  1*3  sp.gr.  is  used  the  mononitrate  is  obtained, 
whilst  the  dmitrate  and  trinitrate  are  respectively 
obtained  by  usiiijg  an  acid  of  1*4  or  1*5  sp.gr. 

Henriot  claimed  to  prepare  the  mono- 
compound  by  nitrating  glycerol  with  a  dilute 
nitric  acid  containing  3  piurts  of  water  to  1  of 
strong  acid ;  and  Wohl  (Oer.  Pat.  58967,  1890) 
suggested  the  use  of  the  mono-  and  di-  compounds 
for  reducing  the  freezing-point  of  nitroglycerin. 

Mikolajczak  did  considerable  work  In  1904 
on  mono- and  di-nitroglycerin  (Zeitsch.  Gluckauf, 
1904,  629) ;  and  Will  made  a  full  investigation 
of  their  preparation,  properties,  and  uses  in 
1908  (Ber.  Jl,  1107),  from  which  work  the 
f olIowin|^  short  description  is  taken. 

DiniiroglyeerirK  Will  prepared  dinitrogly- 
cerin  by  the  following  modification  of  Miko- 
lajczak*s  method  of  preparation.  10  parts 
of  glycerol  are  slowly  stirred  into  33  parts  of 
nitric  acid,  sp.gr.  1-5,  kept  at  a  temperature 
of  below  0^  and  the  mixture  allowed  to  stand 
for  several  hours  at  10°.  The  mixture  is  then 
poured  into  10  parts  of  water  and  neutralised 
with  powdered  marble.  On  standing,  the 
Vol.  m.— T. 


greater  part  of  the  dinitroglycerin  separates  as 
an  oil,  the  remainder  being  extracted  by  ether. 

Will's  method  of  preparation  is  to  slowly 
run  1(X)  parts  of  gljrcerol,  with  constant  agita- 
tion, into  500  parts  of  ice-cold  mixed  nitric  and 
sulphuric  aoicis,  3  parts  HtS04  to  1  part 
HNO,,  and  9  parts  of  water  to  100  parts  mixed 
acids.  The  mixture  is  then  pouxed  into  10 
parts  of  water,  and  the  dinitroglycerin  allowed 
to  separate.  The  acid  solution  is  then  neutra- 
lised, extracted  with  ether,  the  ether  distilled 
off,  the  separated  dinitroglycerin  washed  with  a 
little  water,  and  dried  over  sulphuric  acid. 

Dinitroglycerin  can  also  oe  obtained  by 
dissolving  trinitroglycerin  in  strong  sulphuric 
acid,  diluting  the  solution  with  water  and 
extracting  with  ether. 

Dinitroglycerin  is  a  colourless  or  light-yellow 
oil,  which  solidifies  below  ^13°,  and  distils 
without  appreciable  decomposition  at  146°; 
sp.gr.  1*47.  It  combines  witn  water  of  crystal- 
lisation, and  is  hygroscopic.  It  is  poisonous  like 
trinitroglycerin.  It  is  soluble  to  the  extent  of 
about  8  p.c.  in  water,  and  in  all  proportions  in 
dilute  mtric  and  sulphuric  acids.  It  is  also 
soluble  in  ether,  alconol,  chloroform,  acetone, 
carbon  tetrachloride,  and  petroleum  spirit. 
In  strong  sulphuric  acid,  like  the  trinitrate,  it  is 
denitrated,  ffiving  first  mononitroglycerin,  and 
eventually  glycerol.  When  dry  it  dissolves  and 
gelatinises  nitrocellulose. 

Will  succeeded  in  separating  dinitroglycerin 
into  two  isomerides  by  taking  advantage  of  the 
property  of  one  of  them  to  form  a  crystalline 
hydrate.  Both  isomerides,  when  dry,  have 
explosive  properties  resembling  those  of  trinitro- 
glycerin, out  become  non-explosive  in  moist 
air  through  absorption  of  water. 

Mononitro^ycerin  was  obtained  by  Will,  by 
a  process  of  crystallisation,  from  the  oil  extracteid 
with  ether  from  the  neutralised  and  concen- 
trated aqueous  mother  liquor  obtained  in  the 
preparation  of  dinitroglycerin.  He  obtained 
two  isomerides,  both  crystalline  solids,  melting 
at  64°  and  58°  respectively,  and  freely  soluble  in 
water. 

Nitrodiglycerin,  When  glvcerol  is  heated  for 
7-^  hours  at  290°-295°,  it  is  largely  converted 
into  diglycerin,  with  a  little  criglycenn  and 
higher  polyglycerins.  The  diglycerin  can  be 
separated  oy  fractionation,  and  on  nitration 
gives  a  product  almost  identical  in  properties 
with  nitroglycerin.  If  a  mixture  of  glycerol 
and  a  little  diglycerin  ia  nitrated,  the  resulting 
product,  which  contains  di-  and  tetra-nitrodi- 
glyoerin,  has  all  the  properties  of  nitroglycerin, 
but  remains  fluid  at  -15°  to  -20^  (Will, 
Zeitsch.  angew.  Chem.  1006,  889). 

Nitroglycerin,  Ordinary  nitroglycerin  is  the 
trinitric  ester  of  glycerol.  It  was  discovered  in 
1847  by  Sobrero.  Jn  a  letter  to  Pelouze  (Compt. 
rend.  24,  247),  he  states  that  when  glycerol  is 
poured,  with  stirring,  into  a  mixture  of  2  vols, 
of  sulphuric  acid  of  66°  Baum^,  and  1  vol.  of 
nitric  acid  of  43°,  cooled  by  a  freezing  mixture, 
the  glycerol  dissolves  therein  without  pereeptible 
reaction,  and  that  on  pouring  the  mixture  into 
water  an  oily  substance,  heavier  than  water,  is 
precipitated. 

Sobrero  described  some  of  the  properties  of 
nitroglycerin,  but  did  not  analyse  it. 

No  practical  application  of  importance  of  the 
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propertiee  of  nitroglycerin  was  made  until  1863, 
when  ite  preparation  on  a  lai^e  scale  was  com- 
menced by  Nobel,  who  started  two  nitroglycerin 
factories  near  Stockholm  and  near  Lauenbure. 
It  was  first  called  '  pyroglycerin/  afterwards 
*  glonoine  oil/  and  stitl  later  '  NobeFs  blasting 
ou/  Between  1863  and  1865  increasingly 
large  quantities  of  nitroglycerin  were  made  and 
exported ;  but  serious  accidents  occurred  about 
the  year  1866  in  different  parts  of  the  world 
whither  the  nitroglycerin  had  been  exported, 
and  were  followed  by  legislation  on  the  part  of 
several  governments,  prohibitive  of  its  use. 
This  restrictive  legislation  was  met  by  Nobel 
by  the  introduction  of  dynamite  in  1866--67,  the 
carriage  and  use. of  this  preparation  of  nitro- 
glycerin being  comparatively  safe.  Mowbray, 
before  this  time,  had  manufactured  large  quan- 
tities of  nitroglycerin  in  Massachusetts,  and  it 
had  been  transported  for  use  in  the  mines  in  the 
frozen  state. 

ManufcuUure, — ^The  following  is  a  short 
account  of  the  manufacturing  processes  in 
general  use  for  the  manufacture  of  nitroglycerin, 
with  special  reference  to  some  improvements 
adopted  at  the  Royal  Gunpowder  Factory, 
Waltham  Abbey  {see  Nathan  and  Rintoul,  J. 
Soc.  Chem.  Ind.  1908,  1903).  The  chemical 
basis  of  the  processes  is  essentially  that  of 
Sobrero*s  method  of  preparation,  but  the 
modem  manufacturing  plant  is  of  entirely 
different  type  from. that  in  use  in  the  earlier 
factories,  and  the  output  has  enormously  in- 
creased. 

Prime  materials, — ^The  glycerol  used  in  the 
manufacture  of  nitroglycerin  is  the  purest 
distilled  glycerol  obtamable,  and  practically 
anhydrous.  The  presence  of  impurities  in  the 
glycerol  leads  to  the  formation,  on  nitration,  of 
bodies,  which  render  the  product  unstable 
and  liable  to  spontaneous  decomposition.  Its 
8p.gr.  must  not  be  less  than  1-26,  and  it  must 
oe  free  from  acid,  lime,  chlorides,  and  arsenic. 
It  should  also  be  free  from  fatty  acids ;  in  the 
process  of  distillation  of  the  glycerol,  fatty 
acids  of  the  same  boiling-point  are  apt  to  come 
over,  and  when  nitrated  are  difficult  to  remove 
from  the  nitroglycerin.  The  total  residue, 
after  careful  evaporation  of  the  glycerol, 
should  be  less  than  0*26  p.c.,  of  which  not  more 
than  0*10  p.c.  should  be  morganic.  Even  these 
tests  are  insufficient  to  ascertain  the  suitability 
of  a  glvcerol  for  nitration,  and  the  final  verdict 
depondis  on  a  practical  nitration  test  on  the 
small  scale  ;  10  grams  of  the  glycerol  are  poured 
vei^^  slowly  into  a  mixture  of  27^  parts  of  nitric 
acid  of  1*50  sp.gr.,  and  72^  parts  of  sulphuric 
acid  of  1*84  8p.gr.  kept  quite  cold  during  the 
addition.  The  nitroglycerin,  after  separation, 
and  also  the  waste  acids,  are  allowed  to  stand 
some  time  in  long  burettes  and  the  separated 
nitroglycerin  ultimatelv  coIIect<ed  and  measured. 
The  yield  should  be  at  least  200  p.c.  by  weight  of 
the  fflvcerol,  and,  further,  no  ^culent  matter 
should  separate  out  during  the  nitration. 

At  the  present  time,  tne  various  supplies  of 
glycerol  at  Waltham  Abbey  are  carefully 
blended  to  ensure  uniformity  of  manufacture, 
the  blending  being  performed  in  large  iron  tanks 
holding  10  tons.  The  glycerol  is  rendered  fluid 
by  heating  with  steam  coils,  run  into  an  elevator, 
1  strong  steel  cylinder  or  egg-shaped  vessel,  and 


thence  forced  by  compressed  air  into  a  tank  in 
the  chaise  house,  which  is  placed  above  the 
nitrating  house.  The  charge  of  olyceTol  was 
formerly  weighed,  but  it  is  now  usually  measured 
in  the  tank  by  means  of  a  gauge  glass.  The 
glycerol  must  not  be  too  heated,  or,  because  of  its 
reduced  specific  cravitv,  the  weight  of  the  chaice 
deduced  from  the  volume  in  the  tank  will  be 
incorrect ;  vet,  on  the  other  hand,  it  must  be 
fluid  enough  to  easily  run  into  the  nitrating 
apparatus. 

Acids. — ^To  procure  a  good  yield  of  pure 
nitroglycerin,  the  nitric  acid  should  be  practically 
anhydrous.  If  the  nitric  acid  be  too  weak,  lower 
nitrates  are  formed,  which  dissolve  in  the  acid 
mixture.  To  increase  the  strength  of  the  nitric 
acid,  and  to  keep  this  strength  up  by  removing 
the  water  liberated  in  the  nitration,  it  is  necessanr 
to  mix  the  nitric  acid  with  strong  sulphuric  acid. 
Nitroglycerin  is  soluble  in  either  acid,  but  not  in 
a  mixture  of  the  two.  The  strengths  of  the  two 
acids  and  their  relative  proportions  have  varied 
from  time  to  time.  In  all  early  lai^e-scale 
manufacture,  the  mixed  acid  was  similar  in 
strength  and  proportions  to  that  used  by 
Sobrero,  but  the  mixture  is  now  usually  made 
from  acids  of  the  following  description. 

The  nitric  acid,  prepared  bv  the  ordinaiy 
methods  from  sodium  nitrate  and  sulphuric  acid, 
or  recovered  from  waste  acids  by  denitrating, 
must  be  at  least  of  1-6  sp.gr.  at  16*5°,  and  must 
not  contain  more  than  a  small  quantity  of 
nitrous  acid ;  usually  not  more  than  1*5  p.c.  is 
allowed,  but  sometimes  the  limit  is  as  low  as 
0*6  p.c.  The  nitric  acid  should  be  also  free  from 
sulfates  and  chlorine. 

Mowbray  introduced  the  method  of  freeiujg 
the  nitric  acid  from  nitrous  acid  by  heating  it 
and  passing  a  current  of  air  through  it.  At 
Waltham  Abbey,  the  nitric  acid  is  made  by  the 
Valentiner  process,  which  gives  a  product  very 
free  from  nitrous  acid  (v.  Nitbio  acid). 

The  svlphuric  acid  must  be  the  purest  and 
most  highly  concentrated  obtainable.  It  must 
have  a  sp.gr.  of  at  least  1-842  at  15*5^,  and  must 
contain  not  lees  than  96  p.c.  by  weight  of  the 
monohydrate.  It  should  oe  as  free  from  iron 
and  arsenic  as  possible,  as  these  substances  cause 
reduction  of  the  nitroglycerin. 

Mixed  acids. — ^These  acids  are  mixed  in  the 
proportion  of  3  parts  of  nitric  acid  to  5  parts  of 
sulphuric  acid,  and  glycerol  is  usually  tised  in 
the  proportion  of  1-8  parts  of  the  acid,  mixture, 
but  in  some  factories  the  proportion  of  acid 
mixture  is  as  low  as  7  or  7}^  parts.  In  this  acid 
mixture  there  is  present  nearly  6  p.c.  of  water 
over  that  giving  a<)id  monohydrate,  and  within 
the  last  few  years  it  has  become  a  common 
practice  to  add  Nordhausen  sulphuric  acid  in 
such  quantity  as  to  combine  with  nearly  all 
this  excess  of  water,  an  increased  chaige  and 
yield  and  lees  waste  acid  resulting. 

Nathan  and  others  have  patented  (Eng.  Pat. 
i  6581,  1906)  the  nitration  of  glycerol  with  a 
I  mixture  of  Nordhausen  sulphuric  acid  and  nitric 
acid,  with  the  object  of  obtaining  a  larger  yield  ; 
but  Guttmann  (Chem.  Zeit.  1906,  939)  holds 
that,  beyond  a  certain  point,  increase  in  the 
concentration  of  either  acid  does  not  improve 
the  yield  of  nitroglycerin,  and,  further,  is 
deleterious  to  the  quality  of  the  product. 

The  Nordhausen  acid  is  stored  in  iron  drums 


EXPLOSIVES. 


35 


and,  like  the  other  acids,  is  first  transferred  to  a 
steel  acid  elevator  or  *  egg,'  as  it  is  termed,  and 
thence  forced  by  compressed  air  into  the  mixing 
tank.  The  large  cylmdrical  steel  mixing  tanks 
hold  about  60  tons  of  mixed  acid.  Nitric  acid 
is  run  into  the  tank  through  a  pipe  extending  to 
the  bottom  of  the  tank,  and  then  the  sulphuric 
acid  added  through  a  pipe  in  the  cover,  and  the 
two  mixed  by  compressed  air ;  the  fumes  evolved 
pass  through  a  fume  pipe  into  condensing 
towers.  Two  tanks  are  used  at  Waltham  Abbey, 
so  that  the  mixed  acid  can  be  allowed  to  stand 
some  days  before  use,  in  order  to  allow  lead 
sulphate  and  other  impurities  to  settle  out,  and 
also  so  that  it  may  be  analysed,  and  any  neces- 
sary adjustment  of  composition  made.  The 
mixed  acid  is  run  from  the  tanks  as  required 
into  an  elevator,  and  forced  into  a  cylindrical 
steel  vessel  in  the  charge  house  to  a  fixed  level 
determining  the  charge. 

Nitration. — Mowbray  carried  out  the  nitra- 
tion of  glycerol  in  earthenware  pots,  using  a 
huge  number  of  them  and  small  charges.  Each 
pot  contained  about  17  lbs.  of  mixed  acids,  into 
which  2  lbs.  of  glycerol  was  allowed  to  drop  by 
means  of  a  siphon ;  the  operation  of  nitration 
taking  place  simultaneously  in  all  the  vessels. 
He  introduced  an  important  improvement  on 
the  old  mechanical  stirrers,  by  using  compressed 
air  for  mixing  the  glycerol  and  acids.  In  later 
factories  large  lead  vessels  with  conical  covers 
were  used  for  the  nitration,  and  agitation  was 
effected  by  the  combined  use  of  compressed  air 
and  a  stimn^  paddle  or  helix  ;  the  water  working 
the  latter  bemg  also  used  for  cooling  the  mixture 
by  passing  t&oueh  lead  coils.  The  glycerol 
was  allow^  to  faU  on  a  disc  fixed  to  the  shaft 
of  the  paddles  above  the  level  of  the  acids,  from 
which  it  was  thrown  in  fine  drops  on  to  the 
surface  of  the  adds.  A  process  of  nitration 
evolving  new  principles  was  introduced  at 
Vonges  in  1872  oy  Boutmy  and  Faucher,  and 
subsequentiy  worked  on  a  lu-ge  scale  at  Pembrey 
in  South  Wales.  They  separately  mixed  the 
glvcerol  with  part  of  the  sulphuric  acid,  forming 
Bulph(^lyceric  acid,  and  the  nitric  acid  with  the 
remainder  of  the  sulphuric  acid.  Each  of  these 
operations  involves  the  liberation  of  heat,  so 
that,  when  these  cooled  mixtures  were  themselves 
mixed,  less  heat  was  developed  in  the  actual 
process  of  nitration.  However,  the  nitration 
process  takes  some  24  hours  for  completion,  and 
the  danger  of  leaving  the  nitroglycerin  for  so 
long  a  time  in  contact  with  the  mixed  acids 
more  than  counterbalances  any  advantage 
derived  from  the  smaller  development  of  heat. 
Serious  explosions  took  place  Ih  various  factories 
using  this  process,  and  it  is  no  longer  used. 

£i  most  modem  factories  the  nitrating 
apparatus  (there  are  usually  two  in  the  building) 
is  a  lai^e  lead  cylindrical  tank  with  a  convex 
or  inclined  bottom,  standing  in  a  wooden  vat. 
Inside  the  former  are  lead  cooling  worms, 
through  which  cold  water  circulates,  as  well  as 
between  the  tank  and  its  wooden  case.  This 
water  is,  in  many  factories,  artificially  cooled  by 
a  refrigerating  plant  to  10°  or  less.  The  agita- 
tion is  now  usually  performed  in  this  country 
with  compressed  air  only,  at  a  pressure  of  about 
20  lbs.  per  square  inch,  which  is  forced  through 
pipes  which  are  led  down  to  and  round  the 
Dottom  of  the  t«nk.     The  tank  is  closed  with  a 


dome-shaped  cover  of  lead,  provided  with  a 

number  of  glass  inspection  windows,  through 

which  the  various  pipes  for  air,   water,   and 

glycerol  pass.    A  glass  tube  to  allow  the  colour 

of  the  fumes  to  be  seen,  which  is  connected  with 

I  a  pipe  to  carry  away  the  fumes,  and  thermo- 

I  meter,  also  pass  through  the  cover.     The  mixed 

acids  are  run  in,  from  the  tank  in  the  chaige- 

house  above,  and  cooled  to  a  temperature  of 

I  about  16°.    The  glycerol  is  then  introduced  in  a 

i  spray  at  the  bottom  of  the  tank,  compressed  air 

I  and  a  simple  injection  apparatus  being  used  to 

produce  the  spray,  the  contents  being  kept  in  a 

I  constant  state  of  agitation  and  well  cooled. 

;  The  rate  of  flow  of  the  glycerol  is  regulated  so  as 

'  to  keep  the  temperature  of  the  chaise  below 

'  22°-25  .     If  red  fumes  are  noticed  at  any  time 

in  the  fume  pipe,  the  inflow  of  glycerol  is  cut 

off,  and  additional  air  blown  tluough  till  the 

I  fumes  cease.     If   the   evolution  of   red   fumes 

I  cannot  be  stopped,  or  if  the  temperature  should 

I  rise  above  30°,  and  not  fall  with  the  full  air 

!  current    on,    serious    local    decomposition    is 

'.  indicated  and  the  chaise  is  at  once  arowned. 

Two  pipes,  provided  with  earthenware  cocks, 

leave  the  nitrating  tank  at  its  lowest  point,  both 

of  which  can  be  opened,  in  case  of  danger,  and 

the  contents  of  the  tank  quickly  discharged  into 

the  drowning  tank — a  la^e  wooden  tank  filled 

with  cold  water  situated  immediately  below  the 

nitrating  tank,  the  contents  of  wluch  can  be 

agitated  by  means  of  compressed  air. 

The  whole  process  of  nitration,  including 
the  subsequent  cooling  down,  takes  about  one 
hour. 

In  the  nitration  of  glycerol  some  sulpho- 
glyceric  acid  is  formed,  the  amount  increasing 
with  the  quantity  of  sulphuric  acid  in  the 
mixed  acids.  When  the  waste  acids  are  allowed 
to  stand,  the  nitric  acid  partly  decomposes  this 
sulphoglyceric  acid,  and  nitroglycerin  separates 
out. 

Separation. — In  early  factories  the  separation 
of  the  nitroglycerin  was  effected  by  slowly 
running  the  nitrated  chaige  into  a  larse  bulk  of 
water  containing  in  lead-lined  vats.  Kept  in  a 
state  of  agitation.  The  bottom  of  the  tank  was 
inclined  and  led  to  a  tap  through  which  the  nitro- 
glycerin was  drawn,  after  separation  had  taken 
place.  This  method  of  indirect  separation 
involved  the  loss  of  all  the  waste  acids,  and  is 
now  replaced  by  the  following  method  of  direct 
sepskration. 

When  the  nitrated  chaise  has  cooled  down, 
one  of  the  taps  at  the  bottom  of  the  nitrator 
is  connected  with  a  lead  bend,  the  tap 
opened,  and  the  whole  of  the  contents  run  on 
into  the  separating  tank  placed  just  below  the 
level  of  the  nitrator.  The  separating  tank  is 
made  of  stout  sheet  leckd,  and  nas  a  pyramidal 
bottom  leading  by  means  of  a  glass  inspection 
cylinder  to  a  branched  horizontal  lead  pipe 
with  earthenware  stop-cocks.  The  top  has  a 
cover  with  glass  windows  and  fitted  with  a 
fume  pipe.  Air  pipes  are  led  into  the  separator 
through  the  cover,  one  round  the  bottom  of  the 
tank,  the  other  ending  in  the  glass  inspection 
cylinder.  On  one  side  of  the  separator  is  a 
glass  inspection  window,  and  on  another  side 
an  earthenware  cock  situated  about  4  inches 
below  the  surface  of  the  nitroglycerin  after 
separation  has  taken  place.     The  nitroglycerin. 
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8p.gr.  1*6,  ffradually  separates  and  floats  oo  the 
mixed  aoios,  sp.gr.  about  1-736.  Two  ther- 
mometeiB  pass  through  the  lid,  one  ending  in  the 
nitroglycenn,  the  other  in  the  aoids.  The 
temperature  is  not  allowed  to  rise  above  17** ;  if 
it  shows  a  tendency  to  rise,  the  air  current  is 
turned  on.  If  the  temperature  cannot  be 
reduced,  and  red  fumes  are  given  o£f,  the  chaive 
is  led  through  a  third  cock  at  the  bottom  of  the 
separator  into  the  drowning  tank.  After  the 
separation  is  complete,  usutuly  in  about  40-45 
minutes,  the  bulk  of  the  nitroglycerin  is  run 
through  the  side  tap  into  the  *  preliminary 
washing  tank.* 

The  waste  acids  are  then  run  away  through 
the  bottom  pipe  to  the  *  after  separating  house.* 
When  the  mtroglyoerin  level  is  seen  through  the 
inspection  cylinder,  it  is  led  through  the  second 
branch  of  the  pipe  into  the  pre-washing  tank. 

Any  fatty  acid  impurities  in  the  glycerol 
separate  out  as  a  vesicular  scum,  also  containing 
sihca,  iron,  and  lead  compounds,  between  the 
nitroglycerin  and  acid  layers.  Certain  chemical 
and  mechanical  impurities  also  form  a  scum  on 
the  surface  of  the  nitroglycerin.  Any  thick 
sludge  collecting  in  the  separator  is  led  off 
through  a  fourth  cock  into  the  wash-water 
settli^  house. 

Several  suggestions  have  been  patented  to 
accelerate  the  separation.  MoUer,  for  the 
Dynamit  Aotien  QeseUschaft  of  Hamburg  (Eng. 
Pat.  13562,  1904),  claims  for  the  addition  of  a 
small  quantity,  0*52  part  per  100  glycerol,  of 
fatty  hydrocarbon  or  acid,  or,  preferably,  high 
boiling  paraffins,  to  the  adds  before  nitration. 
Reese  (Eng.  Pat.  20310,  1905)  attributes  the 
slow  separation  to  the  presence  of  small  quanti- 
ties of  colloidal  silica  and  adds  sodium  fluoride  to 
the  nitrating  aoids,  0-002part  per  100  slyoerol ; 
on  the  other  hand,  the  Westfalisch-Anhaltische 
Sprengstoff  A.  G.  (Ger.  Pat.  249573,  1911)  add 
a  silicate,  such  as  kaolin  or  steatite,  to  assist 
separation,  and  the  Rheinische  Dynamitfabrik 
Ger.  Pat.  283330, 1912)  use  both  silica,  kieselguhr, 
and  hydrofluoric  acid,  or  sodium  silicofluoride, 
80  as  to  produce  silicon  tetrafluoride.  Haddan 
(Eng.  Pat.  18597,  1907)  claims  that  the  nitro- 
glycerin is  rapidly  separated  from  the  nitrating 
acids  by  passing  an  electric  current  through  the 
mixture  oetween  platinum  electrodes,  the  ^as 
bubbles  formed  during  the  electrolysis  carrying 
the  suspended  nitroglvoerin  to  the  surface. 

Niiraiion  -  separation.  —  In  1901  Nathan, 
Thomson,  and  Rintoul  (Eng.  Pat.  15983) 
patented  an  improved  apparatus  for  the  manu- 
facture of  nitroglycerin,  which  has  been  since 
used  at  the  Royal  Gunpowder  Factory.  The 
two  operations  of  nitration  and  separation  are 
carried  out  in  one  apparatus,  and  all  earthenware 
cocks,  which  were  a  constant  source  of  danger, 
are  done  away  with,  the  separated  nitroglycerin 
being  displaced  from  the  top  of  the  apparatus 
by  introducing  waste  acid  bdow  its  level. 

The  nitrator-separator  (J.  Soc.  Ghem.  Ind. 
1902,  927)  is  a  cylindrical  lead  vessel,  with  a 
bottom  sloping  in  one  direction,  with  the  usual 
cooling  coils  and  air  pipes  led  in  through  the 
side  just  below  the  surface  of  the  acid  mixture. 
The  cover,  which  is  conical,  and  burnt  on  to  the 
body,  terminates  in  a  small  cylinder,  provided 
with  an  inspection  window,  opening  at  the  top 
into  a  fume  pipe  and  also  laterally  into  a  gutter 


leading  to  the  pre-wash  tank.  A  thermometer 
passes  through  the  cover.  At  the  bottom  of 
the  tank  is  a  pipe  with  three  branches — one 
branch  leads  downwards  to  the  drowning 
tank,  another  leads  upwards  and  has  two 
branches  leading  to  the  mixed  acid  and  waste 
acid  tanks  respectively,  the  third  leads  to  the 
denitrating  plant. 

The  process  is  carried  out  as  follows  :  After 
the  nitrating  acid  is  run  in,  and  brought  to  the 
proper  temperature,  the  glycerol  injector  is 
mtroduced  and  the  nitration  effected  as  usual. 
In  Continental  practice  an  injector  is  never 
used,  the  glycerol  being  introduced  through  a 
bunch  of  16  or  18  small  tubes.  The  nitric  acid 
fumes  are  condensed  in  a  Guttmann*8  condensing 
tower,  about  18  lbs.  of  nitric  acid,  of  sp.ffr. 
1*320,  being  recovered  per  ton  of  nitrofflycerm. 
After  the  nitration  is  completed,  the  mixture  is 
allowed  to  stand  for  a  few  minutes,  and  then 
waste  acid  is  gradually  run  in  to  displace  the 
nitroglycerin  as  it  separates.  When  the  separa- 
tion is  complete,  a  clear  line  of  demarcation 
between  the  nitroglycerin  and  the  waste  acid 
is  seen  in  the  inspection  cylinder. 

The  apparatus  is  left  full  until  required  for 
another  nitration.  In  this  way  the  life  of  the 
apparatus  is  largely  increased,  as  no  part  of  the 
interior  is  left  exposed  to  add  fumes.  Removing 
the  nitroglycerin  from  contact  with  the  acid  as 
it  separates,  and  the  cooling  during  separation, 
increase  the  safety  of  the  manufacture. 

Preliminary  waaMng.  —  The  nitroglycerin 
coming  from  the  separator  is  run  into  circular 
lead-lined  tubs  fiUea  with  water.  The  bottom 
of  the  tank  is  inclined  towards  a  cock,  and  there 
is  another  cock  in  the  side  of  the  tank  above  the 
level  of  the  separated  nitroglycerin,  for  drawing 
off  the  washing  waters  to  the  *  wash-water 
settling  house.*  Compressed  air  is  blown  into 
the  tank  whilst  the  nitroglycerin  is  running  in  in 
a  thin  stream.  A  thermometer  is  supported  in 
the  tank  and  the  temperature  is  kept  below  18°. 
After  washing  for  a  few  minutes,  the  nitroglycerin 
is  idlowed  to  separate,  and  the  wash  water  is 
run  off.  More  water  is  run  in  and  the  process 
repeated,  any  further  nitroglycerin  from  the 
separator  being  added.  The  washing  process  is 
performed  four  times,  dilute  sodium  carbonate 
solution  being  added  in  the  last  washing,  and 
the  temperature  raised  to  15°.  When  the 
preliminary  washing  is  completed,  the  nitro- 
glycerin is  run  down  a  lead-lmed  gutter  to  the 
'  wash  house.* 

The  pre-wash  tank  now  in  use  at  Waltham 
Abbey  has  a  fixed  cover  with  a  fume  pipe,  and 
has  no  cocks.  The  wash  water  is  run  off  by 
gradually  depressing  a  rubber  funnel,  connected 
with  the  outlet,  into  the  water,  and  the  com- 
pressed air  pipe  is  burnt  to  the  underside  of  the 
tank,  the  air  holes  being  pierced  through  the 
bottom.  This  does  away  with  any  poesibilitv 
of  friction,  and  the  bottom  of  the  tuik  is  left 
smooth  and  is  readilv  cleaned.  The  washed 
nitrogljTcerin  is  led  off  through  a  rubber  tube 
leadinff  on  to  a  gutter,  which  carries  it  to  the 
wash  house.  Compressed  air  is  blown  through 
this  rubber  tube  into  the  tank  during  the 
washing,  to  keep  it  free  from  unwashed  nitro- 
glycerin. 

Final  vxuhing. — ^The  final  purification  of  the 
nitroglycerin  to  remove  the  last  traces  of  acid 
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and  other  impurities  is  efiFected  in  a  lead-lined 
tank,  over  which  the  gutter  from  the  pre-wash 
tank  projects.  The  ta&  has  an  indinea  bottom 
leading  to  the  nitroglycerin  draw-off  cock,  and 
is  fittMl  with  compressed  air  pipes  for  agitating 
the  contents.  The  wash  waters,  as  they  separate, 
are  ran  off  through  a  pipe  near  the  Dottom, 
connected  inside  the  tank  oy  a  length  of  india- 
rubber  tubing  with  the  *  skimmer,  and  india- 
mbber-coverMl  metal  funnel  that  can  be 
gradually  depressed  below  the  surface  of  the 
liquid.  €k>ld  water  from  the  main,  or  warm 
water  from  an  adjacent  tank,  can  be  run  into 
the  tank  throueh  indiarubber  tubes.  The 
washing  tank  is  nxed  above  a  laige  drowning 
tank  fifled  with  water. 

The  nitroglycerin  is  first  washed  with  dilute 
soda  solution,  about  2^  p.c.  strength  at  a  tem- 
perature of  about  30°,  hot  or  cola  water  being 
run  in  as  necessary.  Second,  and  sometimes 
third,  washings  are  performed  with  weaker 
soda  solution,  and  then  lastly  two  washings  with 
water  only,  still  at  the  same  temperature.  The 
final  washing  leaves  net  more  than  0*01  p.c.  of 
alkali  in  the  nitroglycerin. 

The  wash  tank  now  used  at  Waltham  Abbey 
is  made  of  heavy  lead  without  casing.  The  air 
pipe  is  soldered  beneath  the  tank,  there  are  no 
cocks,  the  skimmer  is  made  entirely  of  rubber, 
and  the  nitroglycerin  is  run  off  through  an 
indiarubber  tube  as  from  the  pre-wash  tank. 
The  washing  water  is  softened  and  filtered,  and, 
like  the  so<&  solution,  is  stored  in  tanks  in  the 
chanre  house. 

FiUration. — ^After  the  washing  is  complete, 
the  nitroglycerin  is  usuaUv  filtered  to  remove 
moisture  and  suspended  nocculent  impurities, 
the  operation  bei^g  carried  out  in  the  washing 
house.  The  usual  method  is  to  filter  through  a 
flannel  bag  filled  with  salt,  placed  over  a  cylinder 
with  a  wire  gauze  bottom,  into  a  lead-lined 
tank,  with  an  mclined  bottom.  Sometimes  two 
filters,  one  above- the  other,  are-used.  The  pure 
nitroglycerin  is  drawn  off  as  required  through  a 
cock. 

The  present  method  at  Waltham  Abbey  is  to 
use  a  lead  tank  with  a  perforated  false  bottom, 
on  which  is  placed  a  layer  of  dry  sponges  sewn 
up  in  flannel,  and  the  cock  is  dispenrod  with, 
the  rubber  tube  previously  described  being  used. 
A  sponge  filter  was  used  in  the  Boutmy-Faucher 
process. 

«  In  some  factories  filtering  is  not  resorted  to, 
but  the  water  is  removed  by  allowing  the  washed 
nitroglycerin  to  stand  for  some  days  in  a  warm 
room,  when  all  the  water  rises  to  the  surface  of 
the  nitroglycerin. 

Testing. — ^The  finished  nitroglycerin  is  tested 
for  moisture,  alkalinity,  and  nitrogen  content, 
and  has  to  pass  a  specified  time  limit  in  the  Abel 
heat  test.  (For  a  description  of  this  test,  see 
under  stability  tests,  p.  92.) 

Treating  the  voam  waters. — ^All  the  wash 
waters,  from  washing  the  nitroglycerin  or 
apparatus,  which  contain  considerabk  quantities 
of  nitroglycerin,  are  run  down  lead  gutters  into 
a  laige  wooden  tank  in  the  wash-water  settling 
house.  The  contents  are  kept  in  agitation 
during  the  day,  and  allowed  to  settle  overnight. 
The  sepaz«ted  nitroglycerin  is  run  off  in  the 
morning,  in  the  old  form  of  tanks  through  a 
cock,  in  the  new  through  an  indiarubber  tube, 


into  indiarubber  buckets  and  returned  to  the 
preliminary  washing  tank.  The  wash  water  is 
drawn  off  from  above  the  level  of  the  nitro- 
glycerin and  run  into  a  *  labyrinth  *  or  nitro- 
glycerin trap,  a  long  oblong  lead  tank  divided 
into  a  series  of  compartments  by  partitions,  with 
rows  of  holes,  alternately  at  the  top  or  bottom, 
for  the  water  to  pass  tlurough.  Each  partition 
has  also  one  hole  at  the  bottom,  through  which 
the  deposited  nitroglycerin  runs  and  collects  at 
the  lowest  point  of  the  bottom,  and  is  drawn  off 
and  treated  like  that  from  the  wash-water 
settling  tank.  The  water  from  the  labyrinth 
is  run  mto  ponds,  and  any  nitroglycerin  collect- 
ing there  is  occasionally  destroyed  by  detonation. 

At  Waltham  Abbey,  labyrmths  are  now  also 
placed  in  the  nitrating  and  wash  houses,  through 
which  the  wash  water  passes  before  going  to  the 
wash-water  settling  tank.  By  this  means  the 
nitroglycerin  reaching  the  latter  is  materially 
reduced. 

Secondary  or  afler-separtUion  from  the  waste 
acids. — ^The  waste  acids  from  the  separator 
contain  a  small  quantity  of  nitroglyoerm,  and 
a  further  quantity  is  formed  on  standing,  as 
already  explained,  from  the  sulphoglyceric  acid. 
The  waste  acids  are  run  into  large  cylindrical 
lead  vessels,  surrounded  by  a  water  jacket  and 
fitted  with  cooling  worms  and  compressed  air 
pipes.  The  top  of  the  tank  is  closed  by  a  conical 
lid  with  a  glass  cylinder  at  the  apex  ;  the  acids 
being  filled  in  to  about  half-way  up  this  tube. 
The  cover  has  also  a  fume  pipe  and  two  ther- 
mometers, one  in  the  nitroglycerin,  the  other 
reaching  to  the  acid.  As  the  nitroglycerin 
separates,  it  is  removed  and  poured  into  a  small 
lead  tank  containing  water,  which  acts  as  a  pre- 
wash  tank. 

The  cooling  jacket,  worms,  and  air  current 
are  only  used  if  the  temperature  rises  consider- 
ably during  the  separation.  When  no  more 
nitroglycerin  separates  on  standing  (sometimes 
a  week  is  necessai^),  the  acids  are  run  off  and 
treated  by  some  denitration  process,  and  after 
concentration  are  again  used  in  the  manufacture. 

The  process  of  separation  is  no  longer  carried 
out  at  Waltham  Abbey,  but  the  waste  acids  are 
treated  by  a  process  patented  by  Nathan, 
Thomson,  and  Kintoul  (£ng.  Pat.  3020,  1903). 
The  patentees  take  advanti^e  of  the  facts  that 
the  addition  of  a  small  Quantity  of  water  to 
the  waste  acids  not  only  aosorbs  the  suspended 
finely-divided  nitroglycerin,  but  also  prevents 
the  formation  of  more  nitroglycerin  on  standing. 
The  waste  acids,  after  standing  and  cooUng  in 
the  nitrator-separator  and  removing  any  ad- 
ditional nitroglycerin  that  separates  (this  sepa- 
ration is  much  more  complete  than  ordinarily), 
the  quantity  of  acid  necessary  for  displacing  the 
next  chaige  is  run  off  into  an  acid  elevator  and 
forced-  up  into  the  displacing  tank.  The  re- 
mainder of  the  waste  acids  is  then  violently 
agitated,  but  not  cooled,  and  2  p.c.  of  water  is 
gradually  added ;  the  acid  is  then  run  off  and 
forced  into  the  tank  in  the  denitrating  house. 
On  the  Continent  water  is  not  added  to  the 
waste  acids,  but  the  after-separators  are  still 
retained,  as  they  yield  0-8-0'9  p.c.  nitroglycerin, 
calculated  on  the  glycerin  used. 

Instead  of  the  usual  denitrating,  Nobel  (Fr. 
Pat.  351454,  1905)  proposes  to  regenerate  the 
waste  acids  by  the  addition  of  fresh  acids,  tidd 
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claims  in  this  way  to  increase  the  yield  of 
nitroglycerin,  and  states  that  the  process  of 
nitration  is  rendered  less  dangerous. 

Yidd. — ^From  the  equation  representing  the 
formation  of  nitroglycerin : 

C,H,(OH),+3HNO,=C,H,(NO,),+3H,0 

a  theoretical  yield  of  247  parts  of  nitroglycerin 
should  be  obtained  per  100  parts  of  glycerol. 
Up  till  recently  a  yield  of  216  p.  c.  was  considered 
very  good,  but  now  yields  of  229  p.c.  and  over 
are  usually  obtained. 

A  charge  of  1320  lbs.  of  glycerol  has  been 
used  at  Waltham  for  some  years.  Guttmann 
states  that  it  is  customary  in  well-conducted 
factories  to  nitrate  110  kgs.  of  glycerol,  in  a 
mixture  of  300  kcs.  of  nitric  acid  of  about 
93-04  jp.c.  mononydrate  and  600  kgs.  of 
sulphuric  of  96  p.c.  monohydrate.  This  corre- 
sponds to  about  266  parts  of  nitric  acid 
monohydrate,  and  436-4  parts  of  sulphuric  acid 
monohydrate,  or  a  total  of  691*4  parts  of 
acid  monohydrate  with  36-8  parts  of  water, 
4-9  p.c.  to  each  100  parts  of  glycerol.  He  also 
states  that  the  largest  apparatus  made  in  lead 
nitrates  680  kgs.  of  glycerol  at  one  operation, 
whilst  in  America  and  South  Africa  steel  appa- 
ratus with  mechanical  stirring  gear  are  mostly 
used,  some  nitrating  1000  kgs.  at  a  time.  Fac- 
tories using  the  nitrator-separator  process  now 
employ  a  mixture  of  41  p.c.  of  nitric  acid, 
67-6  p.c.  sulphuric  acid,  and  1-6  p.c.  water, 
corresponding  to  260  lbs.  nitric  acid,  360  sul- 
phuric acid,  and  9  lbs.  of  water  for  each  100  lbs. 
of  glycerol,  which  gives  a  ratio  of  6-09  of  acid 
to  1  of  glycerin.  The  Thomson  apparatus  is 
now  generally  used  on  the  Continent  with  slight 
modmcation  in  the  procedure.  The  nitration 
is  carried  out  at  a  temperature  of  from  2S°  to 
30^,  by  6  parts  of  an  acid  mixture  containing 
44  p.c.  HNO„  66  p.c.  HjSO*,  and  1  p.c.  H,0. 
This  more  drastic  nitration  is  stated  to  give  a 
purer  product  by  oxidation  of  some  of  the 
impurities  usually  found,  with  a  yield  of  from 
232  to  233  p.c.  Hofwimmer  (Chem.  Zeit. 
1912,  961)  states  that  a  maximum  yield  of 
nitroglycerin  is  obtained  by  the  use  of  3  molecular 
weights  of  sulphuric  acid  and  4  of  nitric  acid  for 
the  nitration  of  1  molecular  weight  of  glycerin. 

Composition, — By  sufficient  dilution  with 
copper  oxide,  the  combustion  of  nitroglycerin 
can  be  carried  out  in  the  ordinary  way.  The 
nitrogen  can  be  estimated  by  Dumas'  method, 
or,  better,  by  the  nitrometer.  The  results  of 
numerous  analyses  by  different  experimenters 
give  figures  very  closely  oorresponoing  to  the 
theoretical  composition  0,H5(N03)a  ;  and  Perkin 
(Chem.  Soc.  Trans.  1889,  726)  from  determina- 
tions of  the  magnetic  rotation  of  nitroglycerin, 
concludes  that  nitroglycerin  must  mive  its 
oxygen  combined  in  the  form  — 0 — ^XO^ 

Properties. — ^Nitroglycerin  is  a  heavy  oily 
liquid;  its  sp.gr.  at  16-6°  is  1*60.  When 
properly  made  from  perfectly  pure  and  colourless 
fflyoerol  and  acids,  it  is  as  colourless  as  water ; 
out  of  a  yellow  to  pale-brown  colour  as  obtained 
on  the  commercial  scale,  according  to  the 
purity  of  the  prime  materials.  It  is  neutral  in 
reaction,  and,  when  quite  free  from  water,  it  is 
transparent.  When  pure,  nitroglycerin  may  be 
kept  for  an  indefinitely  long  time  without  decom- 
position.    Thus  Berthelot  records  the  keeping 


of  a  specimen  for  10  years,  McRoberts  one  for  9 
years,  without  any  appearance  of  decomposition. 
But  the  presence  of  moisture,  or  of  a  trace  of 
free  acid,  is  able  to  start  the  decomposition  of 
nitroglycerin ;  sunlight  also  causes  it  to  decom- 
pose (Berthelot). 

A  mixture  of  OEone  and  oxygen,  according  to 
Beckerhinn,  oxidises  nitroglycerin  at  ordinary 
temperatures,  with  the  formation  of  glyceric  ana 
nitnc  acids.  When  nitroglycerin  does  decom- 
pose at  ordinary  temperatures,  the  decomposition 
Srooeeds  quietly,  the  liquid  turns  green,  and 
[O,  and  COj  are  evolved.  After  some  time,  the 
whole  mass  gelatinises,  and  contains  much  oxalic 
acid  and  ammonium  salts.  Nitroglvcerin  solidi- 
ties into  long  white  prismatic  needles,  the  tem- 
perature at  which  it  solidifies  varyine  with 
different  samples  between  +8°  and  — 11  ;  the 
frozen  nitroglycerin  melts  a^ain  at  about  IV, 
The  time  of  exposure  for  sohdifying  or  melting 
must  be  prolonged.  Nauckhoff  found  that  pure 
nitroglycerin  could  be  cooled  to  as  low  a  tem- 
perature as  —40°  to  —60°  without  solidifying, 
though  he  states  its  true  freezing-point  to  be 
12-3°.  When  cooled  by  a  mixture  of  solid 
carbon  dioxide  and  ether,  it  solidifies  to  a  glassy 
mass.  Kast  (Zeitsch.  f.  d.  Ges.  Scheiss  u. 
Sprenffstoffwesen,  1906,  226)  has  shown  that 
mtroglycerin  exists  in  two  allotropic  forms,  one 
solidSyinff  at  13*2°,  the  other  at  2-1°,  the  melting- 
points  being  13-6°  and  2-6°  respectively.  Will 
(Ber.  1908,  1107)  gives  the  melting-point  of  the 
labile  modification  as  2-2°,  and  of  the  stable 
modification  as  12-2°.  Hibbert  (8th  Int.  Cong. 
App.  Chem.  1912)  describes  the  preparation  of 
the  two  solid  forms  of  nitroglycerin  and  states 
that  the  labile  form  crystallises  in  the  triclinic 
system,  and  has  a  m.p.  of  2-0°,  and  a  freezing- 
point  of  1-9°;  whilst  the  stable  form  crystal- 
lises in  the  rhombic  system,  and  has  a  m.p. 
of  13-2°,  and  a  freezing-point  of  13-0°.  The 
labile  form  is  comparativelv  stable  below  0°, 
but  is  converted  at  once  to  the  stable  form  with 
rise  of  temperature  on  addition  of  a  crystal 
of  the  latter. 

Nitroglycerin  is  slightly  volatile  at  ordinary 
temperatures,  the  volatilitv  increasing  with  rise 
of  temperature.  Marshall  and  Pease  (Chem. 
Soc.  Trans.  1916,  109,  &o.)  have  determined 
the  vapour  pressure  of  nitroglycerin,  by  the 
amount  volatilised  from  coraite  at  various 
temperatures.  They  obtained  the  following 
results  :  at  20°,  000026  mm. ;  at  30°,  0-00083 
mm. ;  at  40°,  0-0026  mm. ;  at  60°,  0-0072  mm. ; 
at.  70°,  0-044  mm. ;  and  at  80°,  0098  mm. 
According  to  Hess,  it  can  be  completely  evapo- 
rated by  continuous  exposure  to  a  temperature 
of  70°,  and  it  can  be  distilled  in  vacuS  below  100°. 
Will  states  that  nitro|;lvcerin  can  be  completely 
volatilised  at  160°  without  boiling.  Champion 
gives  the  boiling-point  as  about  186°,  but  de 
Bryn  states  that  this  temperature  is  too  low, 
and  that  the  boiling-point  is  over  200°. 

Although  perfectly  pure  nitroglycerin  is  quite 

stable  at  ordinary  temperatures,  it  soon  b^ins 

to  decompose  at  slightly  elevated  temperatures, 

the  decomposition  rapidly  aocelerating  owing 

to  the  catalytic  action  of  the  decomposition 

products,  so  that  it  soon  becomes  dangerous. 

'  According    to    Guttmann,    a   temperature    of 

>  between  46°  and  60°  is  the  critical  one  for 

'  nitroglycerin,    the    stability    being    practically 
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perfect  below  this  temperature.  The  decompo- 
sition is  accelerated  by  small  traces  of' nitrous 
acid  ;  by  the  oxidation  glyceric  and  oxalic  acids 
are  formed. 

The  velocity  of  decomposition  of  nitro- 
glycerin, when  out  of  contact  with  the  products 
of  decomposition,  has  been  examined  by  Robert- 
son (Chem.  Soo.  Trans.  1909,  1241).  He  con- 
cludes that  the  nitrogen  is  disengaffed  almost 
entirely  as  nitr(^en  peroxide,  in  which  respect 
the  decomposition  differs  from  that  of  guncotton ; 
that  the  disengasement  of  nitrogen  peroxide 
proceeds  in  a  j^nectly  uniform  manner;  that 
the  rate  of  decomposition  is  a  function  of  the 
temperature,  and  mcreases  from  95°  to  126°, 
being  doubled  in  a  rise  of  5°,  and  that  nitro- 
glycerin has  a  higher  rate  of  decomposition  than 
guncotton  under  similar  conditions. 

Mowbray  found  that  his  nitroglycerin  con- 
tractedabout  ^  of  its  original  volume  on  freezing. 

Beckerhinn  made  a  number  of  estimations 
of  the  specific  gravity  of  Nobel's  nitrcwlycerin, 
which  was  procured  from  different  ulctories. 
The  specific  gravity  of  the  solid  nitroglycerin 
was  taken  at  +10°  (nearly  at  its  melting-point) ; 
all  the  nitroglycerins  gave  very  concordant 
values,  having  a  specific  gravity  of  1  '735.  The 
specific  gravity  of  the  liquid  nitroglycerin  was 
found  by  numerous  estimations  to  be  1*599; 
whence,  in  solidifying,  nitroglycerin  contracts 
about  ^^  of  its  original  volume.  Ck>nsequentl^, 
Nobel*s  and  Mowbray's  nitroglycerin  agree  m 
this  respect. 

Beckerhinn  found  for  the  specific  heat  of 
liquid  nitroglycerin  (between  9-5^  and  98°)  the 
vidue  0-4248,  and  for  the  latent  heat  of  fusion 
of  solid  nitroglycerin  the  value  33*54  heat-units. 

Perkin  (Lc)  found  the  magnetic  rotation  of 
nitroglycerin  to  be  5407. 

It  is  inodorous,  has  a  sweet,  pungent, 
aromatic  flavour,  and  even  in  very  small  quan- 
titv  has  toxic  properties,  first  noticed  by  Sobrero. 
Schuchardt  (DingL  poly.  J.  180,  406)  tried  the 
effect  on  hiinself  of  swallowing  a  drop  of  nitro- 
glycerin. He  soon  experienced  vertigo,  head- 
ache, lassitude,  and  drowsiness ;  and  an  hour 
later,  having  incautiously  taken  more  nitro- 
glycerin, the  symptoms  mentioned  increased  in 
severity,  and  were  followed  by  nausea  and  loss 
of  consciousness.  No  iU  effects  were,  however, 
felt  next  day. 

The  handling  of  nitroglycerin  is  followed 
by  similar  unpleasant  symptoms  ;  but  continued 
handling  of  the  nitroglvcerin  for  a  day  or  two 
gives  immunity  from  the  headache.  The  chief 
symptom  is  usually  violent  headache.  Fresh 
air,  orinking  black  coffee,  or  extract  of  sarsapa- 
rilla,  and  the  administration  of  morphme 
acetate,  are  antidotes. 

Hay  states  that  1  gram  of  nitroglycerin 
dissolves  in  about  800  o.c.  of  water,  and  m  4  c.c. 
absolute  alcohol.  Will  gives  the  solubility  in 
water  at  15°  as  0*16  p.c,  and  the  absorption  of 
water  as  0-2  p.c.  It  is  freely  soluble  in  methyl 
alcohol,  ether,  benzene,  nitrobenzene,  chloro- 
form, acetone,  glacial  acetic  acid,  ethyl  acetate, 
and  other  organic  solvents. 

It  is  practically  insoluble  in  glycerol  and  in 
carbon  disulphide.  The  solubility  of  nitrogly- 
cerin in  a  laige  number  of  solvents  is  given  by 
Elliott,  in  the  School  of  Mines  Quarterly,  iv. 
15.  Nitroglycerin  is  soluble  in  strong  nitric  acid, 


unchanged;  in  strong  sulphuric  acid  it  is  dissolved 
and  gradually  denitrated  with  the  formation  of 
glyceric  sulphate. 

Berthelot  (Sur  la  Force  des  Mati^res  explo- 
sifs  d'apr^s  la  Thermochimie,  1883)  gives  for 
the  heat  of  formation  of  liquid  nitroglycerin 
from  liquid  glycerol  and  nitric  acid,  +14*7 
kgm. -degrees  per  molecule  (227  grams)  of 
nitroglycerin  ;  and  for  the  heat  of  formation  of 
nitroglycerin  from  its  elements  (diamond  car- 
boiL.  easeous  hydrogen,  nitrogen,  and  oxygen), 
+9o  Kgm. -degrees  per  227  grams ;  or,  +432 
gram-degrees  per'  1  gram  nitroglycerin. 

Detection. — ^Nitroglycerin  can  be  detected  by 
its  taste,  and  by  absorbing  a  drop  on  bibulous 
paper;  the  drop  produces  a  permanent  greasy 
stain  which  explodes  when  struck  by  a  hammer 
on  an  anvil,  bums  with  a  yellowish-green  flame, 
with  a  cracking  sound,  or,  when  heated  from 
below,  explodes  with  a  loud  report.  It  is 
soluble  in  methyl  alcohol,  the  solution  becoming 
milky  on  the  addition  of  water,  and  eventually 
depositing  heavy  oily  drops.  A  solution  of  1 
vol.  of  aniline  in  40  vols,  of  sulphuric  acid, 
sp.gr.  1*84,  gives  a  purple-red  colouration  with 
tne  smallest  trace  of^nitroglycerin  (Werber). 

Reaetiofu. — Of  the  reactions  of  nitroglycerin 
two  may  be  mentioned.  The  decomposition  of 
nitroglycerin  by  caustic  potash  was  stated  by 
RaUton  (Chem.  Soc.  Trans.  1855,  7,  222-224), 
to  be: 

C,H5(NO,),+3KOH=C,H,03+3KN03 
but  this  was  not  at  all  justified  by  the  results  of 
his  experiments,  as  only  a  small  fraction  of  the 
nitrogfycerin  seems  to  have  been  decomposed, 
and  the  formation  of  some  potassium  nitrate 
and  glycerol  to  have  been  only  qualitatively 
determined. 

Hay  {l.c.)  states  that,  by  the  action  of 
alkalis  on  nitroglycerin,  glycerol  is  not  regene- 
rated, but  is  oxidised  at  the  moment  of  formation 
at  the  expense  of  the  nitric  acid,  potassium 
nitrite  being  formed.  He  sums  the  reactions 
into  one  equation,  thus  : 
C,H5(ONO,),+5KOH 

=KN03+2KNO,+HC02K+CH,CO,K+3HaO 
stating  that  while  the  oxidation  products  of 
glycerol  may  vary  as  regards  their  nature  and 
proportions,  the  above  equation  expresses  with 
approximate  accuracy  the  course  of  the  reaction. 
Berthelot  (Compt.  rend.  1900, 131,  519)  considers 
that  the  regeneration  of  potassium  nitrate  may 
be  taken  as  corresponding  to  that  of  the  glycerol, 
and,  if  that  is  so,  the  production  of  potassium 
nitrite  implies  the  simultaneous  formation  of  a 
more  highly  oxidised  product,  such  as  glyceric 
aldehyde,  in  this  way  : 
C,Hb(N0,),+3K0H 

.  =C,H,0,+H,0+2KN0,+KN03 
Berthelot  also  considers  that  the  poor  stability 
of  some  samples  of  nitroglycerin,  for  which  it 
is  often  difficult  to  account,  may  be  attributed 
to  the  formation  of  glyceric  aldehyde  in  the 
manufacture,  produced  in  this  way  : 

CaH.Oa+HNO.^CaH.Oj+HNO.+H.O 
and  that  this  nitrous  acid  may  then  form  a 
mixed  ester  of  the  composition  C«H,(N0,)aN02  ; 
both  of  which  impurities  would  be  difficult  to 
deteot.  ]c> 

In  werk  on  the  hydrolysis  of  nitro-glycerin 
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in  alkaline  solution,  Silberrad  and  Farmer 
(Chem.  Soc.  Trans.  1906,  1759)  attribute  the 
absence  of  glyoerol  in  the  products  to  its 
degradation  to  hydroxy-acids,  &c.,  owing  to 
the  more  reactive  condition  of  the  nitric  acid 
when  first  set  free  on  hydrolysis.  Nitroglycerin 
is  acted  on  by  potassium  hydroxy  in  aqueous 
and  in  alcoholic  solution ;  but,  naturally,  much 
more  slowly  by  aqueous  potash. 

The  reaction  of  nitr^lycerin  with  alkaline 
sulphides,  by  which  glyoerol  is  formed  wit]^  re- 
duction of  the  NOt  group,  and  not  an  amido 
derivative,  is  of  great  theoretical  interest,  but 
has  not  been  examined  quantitatively  as  in  the 
case  of  guncotton. 

Some  experiments  were  made  in  1883  by 
Bloxam  (Chem.  News,  47»  169),  on  the  decom- 
position of  nitroglycerin  by  alkaline  sulphides, 
out  more  with  the  view  of  finding  a  safe  means 
of  disposing  of  nitrofflycerin.  He  found  that 
alcoholic  solution  of  KHS,  strong  aqueous  solu- 
tion of  K,S,  aqueous  jrellow  ammonium  sul- , 
phide,  the  orange-coloured  solution  of  calcium 
sulphide  formed  by  boiling  flowers  of  sulphur 
and  slaked  lime  with  water,  are  all  able  (the  last 
solution  more  slowly  than  the  others)  to  effect 
the  conversion  of  nitroglycerin  into  glycerol 

Combitstion  and  de&natum, — ^Heated  rapidly 
to  200*^,  nitroglycerin  inflames,  and  at  a  little 
higher  temperature  detonates  with  great  violence 
(^rthelot,  Sur  la  Force  des  Mati^r»  explosiCs). 

The  temperature  of  explosion  of  nitroglycerin 
is  variously  stated.  Nooel  states  that  when 
heated  to  180*",  it  explodes.  Hafen  gives  180''- 
190°  as  the  temperature  of  explosion  of  nitro- 
glycerin ;  Leyffue  and  Champion  five  a  higher 
temperature.  F.  Hess  observes  that  explosive 
substances,  when  slowly  heated,  detonate  at  a 
lower  temperature  than  when  suddenly  heated. 
The  temperature  of  explosion  of  nitroglycerin 
(and  of  explosives  in  general)  is  evidently 
dependent  on  the  conditions  of  the  experiment. 
McRoberts  (Z.c.)  says  that  the  explosion  of 
nitroglycerin  can  be  brought  about  by  heat- 
ins  it  to  a  temperature  at  which  decomposition 
takes  place;  the  decomposition  itself  then 
spe^ily  raises  the  temperature  to  the  point  of 
explosion.  Snelling  and  Stone  (U.S.  Bureau 
of  Mines,  Tech.  Paper  No.  12)  have  studied  the 
behaviour  of  nitroglvcerin  on  heating.  The 
nitroglycerin  gradually  became  yellow,  then 
orange,  as  the  temperature  was  r^ed,  obvious 
decomposition  with  gas  evolution  and  partial 
distillation  took  place  at  145%  and  explosion 
occurred  at  about  218%  They  explain  that  the 
lower  explosion  temperatures  siven  by  other 
observers  are  due  to  the  heat  of  decomposition 
of  the  nitroglycerin  locally  raising  the  tempera- 
ture above  the  recorded  temperature  of  explosion. 

Nitroglycerin  is  not  readily  inflamed  at 
atmospheric  temperatures  by  contact  with 
flame  or  with  a  red-hot  bocK^.  Thus,  Nobel 
in  1865  showed  that  nitroglycerin  was  not 
inflamed  when  its  suriace  was  touched  with  a 
red-hot  iron  rod ;  the  flame  of  a  buminff  wood- 
shaving  set  on  fire  nitroglvcerin,  which  burnt 
without  explosion  with  a  flame  that  went  out 
when  the  source  of  heat  was  removed ;  and  he 
states  that  burning  nitroglycerin  explodes  only 
when  its  temperature  is  raised  by  tne  combus- 
tion to  at  least  180% 

Electric  sparks  will  inflame  nitroglycerin,  but 


with  difficulty.  Abel  placed  two  poles  connected 
with  a  Ruhmkorff*s  coil,  in  some  nitroglycerin 
and  passed  sparks  between  them ;  the  surface 
of  the  nitrofflycerin  was  agitated,  turned  black, 
and  after  lialE  a  minute  the  nitroglycerin 
I  exploded. 

The  combustion  of  nitroglycerin,  brought 
about  b^  contact  with  an  ignited  body,  gives 
rise  to  nitrous  vapours  and  a  complicated  reac- 
tion ;  it  burns  with  a  yellow  flame,  but  with- 
out explosion  properly  so  called,  at  least  in  the 
case  of  small  quantities.  But  if  the  quantity  of 
nitroglycerin  is  too  large,  the  combustion  ends 
in  detonation.  The  gases  produced  by  burning 
nitroglycerin  (or,  rather,  ordinary  dynamite : 
nitroglycerin  and  siUcious  matter)  have  been 
analysed  by  Sarrau  and  Vieille.  The  gases  were 
allowed  to  escape  freely,  under  approximately 
atmospheric  pressure ;  they  had  the  following 
composition  per  100  volumes  of  gas  : — 


NO        . 

.  48-2 

H 

.     1-6 

CO 

.  35-9 

N  ,       . 

.     1-3 

CO,       . 

.  12-7 

CH4      . 

.     0-3 

The  combustion,  therefore,  under  these  circum- 
stances appears  to  be  very  incomplete. 

In  the  earlv  days  of  the  use  of  nitroglycerin, 
Nobel  effected  its  explosion  in  a  borenole  bv 
means  of  the  explosion  of  gunpowder  (Nobel, 
Eng.  Pat.  2359,  1863).  The  gunpowder  was 
fircS  by  a  fuse,  but  the  explosion  of  the  nitro- 
glycerin was  uncertain  and  mcomplete.  Incom- 
plete detonation  of  nitroglycerin  leads  to  its 
combustion  and  the  formauon  of  nitric  oxide 
and  the  deleterious  higher  oxides  on  coming 'in 
contact  with  the  air.  Subsequently  (in  1864) 
Nobel  exploded  the  nitrogljrcerin  by  means  of 
the  detonation  of  mercury  fulminate  con- 
tained in  a  strong  copper  cap,  or  detonator,  as 
it  is  now  termed,  immersed  m  the  liquid.  The 
detonation  was  then  complete,  and  the  force 
developed  much  greater  than  when  the  nitro- 
glycerin was  fired  by  means  of  gimpowder. 

The  shock  of  two  hard  bodies  capable  of 
vibrating  readily  is  able  to  cause  the  detonation 
of  nitrt^lycerin  coating  the  struck  surfaces. 
Nobel  noticed  that  a  film  of  nitroglycerin  on  an 
anvil,  struck  lightly  by  a  hammer,  detonated 
only  where  stnick  bv  the  hammer;  but  if 
struck  heavily,  the  whole  film  of  nitroglycerin 
detonated  (McRoberts,  /.c).  If  the  film  be 
covered  onl^  with  a  sheet  of  paper,  and  struck, 
the  detonation  is  propagated  through  the  whole 
of  the  nitroglycerin  (I^ortiaux,  Traits  sur  la 
Poudre,  &c.).  Reasoning  that  the  blow  of  the 
hammer  caused  strong  compression  of  the  nitro- 
glycerin, and  raised  its  temperature  to  the  ex- 
ploding point,  Nobel  was  led  to  try  the  effect 
of  the  blow  caused  by  the  detonation  in  the 
nitroglycerin  of  strongly  confined  detonating 
mixtures,  in  the  hope  uiat  the  blow  thus  given 
would  raise  the  temperature  of  the  nitroglycerin 
locally,  as  was  done  by  the  blow  of  the  hammer, 
and  would  thereby  cause  its  explosion.  He 
eventually  (in  1864)  found  that  the  detonation 
of  nitroglycerin  could  be  rendered  certain  by 
the  use  of  mercury  fulminate  contained  in  a 
strong  copper  cap  (McRoberts,  Lc).  This  idea 
of  finng  an  explosive  by  initial  detonation  wasy 
one  of  the  greatest  improvements  ever  made  in 
the  use  of  explosives.  It  made  the  use  of  nitro- 
glycerin as  a  blasting  agent  practicable,  was 
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subsequently  applied  by  Abel  and  Brown  to 
guncotton,  and  is  now  used  for  firing  all  high 
explosives. 

It  has  been  mentioned  that  the  detonation 
of  nitrofflycerin  is  readily  caused  when  it  is 
subjected  to  the  shock  of  two  hard  sonorous 
bodies,  as  that  of  iron  on  iron.  The  shock  of 
conper  on  copper  is  believed  to  be  less  dangerous, 
ana  that  of  wood  on  wood  still  less  so ;  but  ex- 
plosions of  nitroglycerin  have  been  caused  by 
such  shocks  (Berthelot,  Sur  \a  Force  dee  Ma- 
ti^res  explosijb,  &c.).  The  sensitiveness  of 
nitroglycerin  to  friction  and  percussion  increases 
with  the  temperature. 

Frozen  nitroglycerin  is  less  readily  detonated 
by  a  blow,  or  by  the  detonation  of  mercuiy 
fulminate,  than  when  in  the  liouid  state.  This 
was  to  be  expected,  as  detonation  results  in  both 
cases  from  the  transformation  into  heat  of  the 
kinetic  eneigy  imparted  to  the  particles  of 
nitro^lycerin—heat  sufficient  at  the  pai%  struck 
to  raise  the  temperature  of  the  nitrofflycerin  to 
the  temperature  6f  explosion;  and  to  raise 
frozen  mtroglycerin  to  tiiat  temperature,  more 
heat  would  be  required  than  in  the  case  of 
the  liquid,  on  account  of  the  heat  absorbed 
in  melting  the  solid  nitroglycerin.  Thus, 
Beckerhinn  stotes  (Sitz.  W.  72  and  73,  in 
abstract  in  the  Jahresbericht  der  ohemischen 
Technologic,  1876,  22,  481-487)  that  quanti- 
ties of  mereuiy  fulminate  which  would  have 
detonated  liqmd  nitroglycerin  with  certainty, 
did  not  detonate  crystallised  nitroglycerin; 
also,  that  when  a  flat  anvil  of  Bessemer  steel 
"was  thinly  coated  with  liquid  and  with  solid 
nitrofflycerin,  and  a  wrouffht-iron  weiffht  allowed 
to  faU  on  it,  the  mean  height  of  fcUl  required 
to  effect  detonation  was  for  liquid  mtroglycerin 
0-78  metre  (2*6  feet),  for  frozen  nitroglycerin 
2-13  metres  (7  feet).  McRoberts  (Z.c.)  states 
-that  a  detonator  containing  even  so  much  as 
1  gram  of  mercury  fulminate  does  not  effect  the 
detonation  of  thoroughly  frozen  nitroglycerin, 
while  0*1  gram  of  fulminate  will  detonate  liquid 
nitrofflycerin. 

The  products  of  the  detonation  of  nitrogly- 
cerin are  stated  to  be  those  of  complete  combus- 
tion, and  the  equation  representing  the  change 
is  given  as : 

2C,H,(NO,),=6CO,+6HaO+6N+0 

Sarrau  and  Vieille  (Compt.  rend.  90,  1060) 
state  that  experiment  shows  that  the  decompo- 
sition of  nitroglycerin  in  a  closed  vessel  is 
represented  by  the  above  equation;  but  no 
analysis  of  the  gases  is  given. 

Calculated  Irom  the  above  equation,  nitro- 
glycerin contains  an  excess  of  3*52  p.c.  oxygen 
(per  100  nitrofflycerin)  above  that  required  for 
complete  combustion,  and  100  grams  of  nitro- 
glycerin would  be  converted  into  58*16  grams 
COt,  19*83  grams  H^O,  3*62  grams  O,  and  18*60 
grams  N. 

Nobel  has  calculated  that  1  vol.  of  nitro- 
glycerin on  explosion  generates  about  1200  vols, 
of  gases,  calculated  to  normal  temperature  and 
pressure,  and  that  the  heat  generated  expands 
the  ffases  to  nearly  eight  times  this  volume,  and 
concludes  that  the  explosive  force  of  nitro- 
glycerin is  13  times  as  great  as  that  of  an  equal 
volume  of  gunpowder. 

The  quantity  of  heat  evolved  by  the  total 


combustion  of  nitroglycerin,  as  represented  in 
the  above  equation,  is  given  by  Berthelot  (Sur 
la  Force  des  Mati^res  explosiis,  &c.),  for  227 
grams  nitrofflyoerin  and  in  Calories  (kgm.-degree 
units),  as  f<Slows  : — 

The  water  liquid,  constant  pressure,  -f  366*5 
Calories  ;  constant  volume,  -f  358-6  Calories. 

The  water  gaseous,  constant  pressure,  -f- 331*1 
Calories ;  constant  volume,  -f  336*6  Calories. 

Or,  per  1  kilogram  of  mtroglycerin : 
I        The  water  liquid,  constant  pressure,  -f  1670 
Calories  ;  constant  volume,  -f  1679  Calories. 

Sarrau  and  Vieille  obtained,  by  experiment, 
-f  1600  Calories. 

The  volume  (at  0^  and  0*76  metre  pressure) 
of  the  gases  produced  by  the  detonation  of  nitro- 
glycerin, calculated  from  the  equation  given 
above,  is  714  litres  per  1  kilogram  nitrogly- 
cerin, the  water  taken  as  gaseous;  or  1142 
litres  ffas  (under  the  given  conditions)  per  1  litre 
nitroglycerin.  The  calouli^ed  volume  of  the 
permanent  gases  (t.e.  the  water  taken  as  liquid, 
tension  of  aqueous  vapour  at  0°  disregarded)  at  0° 
and  0-76  metre  is  467-6  litres  per  1  kilogram 
of  nitroglycerin,  or  748  litres  per  1  litre  of 
nitrofflycerin.  Berthelot  mentions  that  Sarrau 
and  Vieille  found  experimentally  the  volume  of 
permanent  ffases  to  be  466  litres  at  0°  per  1  kilo- 
gram nitroglycerin.  The  gases  at  the  moment 
of  detonation  are  greatly  expanded  by  the  heat  of 
the  combustion  ;  according  to  an  early  statement 
of  Berthelot  (in  1871),  the  gases  are  expanded  to 
eight  times  their  volume  at  0^. 

It  will  be  convenient  to  requote  the  numbers 
obtained  by  Noble  and  Aoel  (Fired  Gun- 
powder, No.  2,  Trans.  Roy.  Soc.  1880)  with 
Waltham  Abbey  fine-grain  gunpowder  and 
ordinary  English  mining  powder. 

One  kilogram  perfectly  dry  powder  gave  on 
explosion : 

W.  A.  fine-    Mining 

grain      powder 

Quantity  of  heat  in  Caloriesj      ^gg.g      ^jg.g 

(kgm. -degrees)  .         .         ./ 
Permanent  gases  in  Utres  at  0^^      2631      360-3 
and  0*76  metre  .         .  j 

The  statements  as  to  the  relative  power  of 
nitet)fflycerin  and  ordinary  blasting  powder  as 
blasting  agents  vary;  partly,  no  doubt,  on 
account  of  differences  in  the  rocks  blasted,  as 
nitroglycerin  is  most  effective  in  a  compact  rock, 
offering  equal  resistance  in  all  directions  to  the 
gases  produced  by  the  explosion.  Thus,  Trauzl 
(quotMl  by  Berthelot)  stated  in  1870  that  nitro- 
fflycerin used  for  blasting  in  quarries  produced 
five  to  six  times  the  effect  of  an  equal  weight  of 
blasting  powder;  and  for  equal  volumes  the 
difference  would  be  much  greater.  The  effects 
produced  aro  those  of  dislocation,  speciaUy  de- 
pendent on  the  initial  pressures.  Schwanert 
(quoted  by  Bockmann)  states  that  the  mean 
blasting  power  of  nitroglycerin  may  be  taken  as 
being  3-5  to  4  times  greater  than  that  of  ordinary 
blasting  powder;  equal  weights  being  in  all 
probability  intended. 

The  velocity  of  the  propagation  of  detonation 
in  liquid  nitroglycerin  has  been  determined  by 
Abel  (Trans.  Boy.  Soc.  1874,  386,  386).  The 
length  of  nitroglycerin  used  was  14  feet,  the 
weight  3  ozs.  per  foot  of  the  train.  The  liquid 
was  contained  in  a  V-shaped  trough  of  thin 
sheet  metal ;  at  intervals^of ^leet,^fiBe  insulated 
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copper  wires  crossed  the  trough  (having  been 
passed  through,  and  cemented  into,  smaU  holes 
in  the  sides  of  the  trough)  sufficiently  near  the 
bottom  to  be  covered  by  the  nitroglycerin.  The 
velocities  were  measured  by  Noble*s  chronoecope ; 
the  mean  rate  of  detonation  was  found  to  be 
5305  feet  (1612  metres)  per  second,  or  little 
more  than  one-fourth  the  rate  of  detonation 
of  cylindeiB  of  compressed  guncotton  in  a  con- 
tinuous row. 

Um. — ^Nitroglycerin,  as  such,  is  no  longer  used 
as  an  explosive.  It  was  at  one  time  used  to  a 
laige  extent,  especially  in  America ;  for  instance, 
about  70  tons  of  Mowbray's  nitroglycerin, 
transported  in  the  frozen  state,  was  us^  in  the 
construction  of  the  Hoosac  Tunnel  in  Massachu- 
setts in  1874.  Its  use  was  prohibited  in  England 
in  1860,  and  then  died  out  in  Europe,  but  it 
was  employed  in  America  for  some  years  after- 
wards. Since  the  invention  of  nitrogelatin, 
there  is  no  incentive  to  use  raw  nitrogfycerin, 
as  the  former  is  as  powerful  an  explosive  as  the 
latter. 

Dynamites. 

It  has  been  already  mentioned  that  the 
serious  accidents  which,  in  1864-66,  attended 
the  transport  or  manufacture  of  nitroglycerin 
were  followed  by  a  reaction  against  its  use,  and 
in  this  country  by  a  prohibitive  Act  in  1860. 
To  render  its  transport  safe,  Nobel  introduced 
the  use  of  a  solution  of  nitroglycerin  in  wood- 
spirit  (methyl  alcohol) ;  a  solution  which  is  not 
explosive,  and  from  which  the  nitroglycerin  was 
to  DC  separated  by  precipitation  bv  water  at  the 
place  where  it  was  to  be  used,  l^his  method  of 
protection  was  soon  abandoned,  as  the  separation 
of  the  nitroglycerin  was  troublesome,  and  at  low 
temperatures  it  crystallised  out  fronv  the  solu- 
tion. A  further  disadvantage  in  the  use  of 
nitroglycerin  is  that  it  may  run  from  the  bore- 
hole mto  fissures  in  the  rock,  escape  detonation, 
and  either  bum  and  give  off  deleterious  oxides  of 
nitrogen,  or,  if  unbumed,  be  a  grave  source  of 
danger  on  removing  the  rock.  Attempts  were 
made  to  overcome  this  difficulty  by  lining  the 
borehole  with  clay.  Subsequently  Nobel  suc- 
ceeded in  making  the  use  of  nitroglycerin  com- 
paratively safe  by  employing  porous  substances 
to  absorb  the  liquid ;  to  these  preparations  he 
gave  the  name  I^namite. 

As  he  had  been  experimenting  with  a  mixture 
of  nitroglycerin  and  gunpowder,  Nobel  at  first 
used  charcoal  as  an  absorbent,  and  various  other 
substances  were  subsequently  tried,  but  he 
found  *  kieselguhr,*  or  so-ci^ea  infusorial  earth, 
to  be  the  best  absorbent  of  nitroglycerin  (Eng. 
Pat.  1345,  1867).  Nobel  originally  intended 
that  the  nitroglycerin  should  be  separated  out 
sffain  for  use,  but  he  subsequently  found  that 
the  dynamite  itselE  could  be  more  readily 
detonated  than  the  liquid  nitroglycerin. 

The  term  *  dynamite '  has  now  a  more 
general  significance.  It  is  applied  to  all  mixtures 
of  nitroglycerin  with  solid  substances,  which 
absorb  and  retain  it  under  ordinary  conditions 
of  storage,  whatever  the  nature  of  the  latter ; 
but  when  used  specifically,  '  Kleselguhr  Dyna- 
mite No.  1 '  is  meant. 

The  absorbent  material  is  known  as  the 
'  base  '  or  *  dope,'  and  dynamites  may  be  classi- 
fied according  to  the  nature  of  the  base  into : 


(1)  those  with  an  inert  base;  (2)  those  with  a 
combustible  base;  and  (3)  those  with  an 
explosive  haae.  The  last  class  includes  those 
with  bases  which  are  explosive  mixtures  (nitrate, 
chlorate,  perchlorate,  &c.),  and  those  which  are 
explosive  compounds,  either  of  the  *  nitro '  or 
'  nitrate  '  class.  In  the  last  class  it  will  be  con- 
venient to  include  blasting  gelatin  and  gelatin- 
dynamite,  although  the  nitrocelluloses  have  not 
yet  been  considered.  Explosive  mixtures  con- 
taining only  a  small  percentage  of  nitroglycerin, 
added  to  increase  the  ease  of  detonation,  have 
been  classified  under  the  characteristic  oxygen 
salt,  but  the  line  of  demarcation  is  not  sharp, 
and  the  classification  is  to  this  extent  arbi- 
trary. 

The  principle  of  most  modem  dynamites, 
which  belong  %  the  second  and  third  classes 
is  to  make  the  haae  contribute  to  the  enei^y  of 
the  explosive,  the  nitroglycerin  acting  as 
detonating  agent  to  the  base.  A  slight  further 
advantage  is  obtained  in  these  classes,  as  the 
excess  of  oxygen  present  in  the  nitroglycerin  is 
utilised.  Nobel  first  used  gunpowder  as  the 
explosive  base,  but  safer  and  more  reeular 
results  were  obtained  by  replacing  the  sulphur 
and  charcoal  by  wood  pulp.  Wocw  pulp,  owing 
to  its  physical  properties,  nas  a  cushioning  effect 
in  preventing  accidental  detonation  by  motion 
or  percussion,  and  sives  a  certain  cordpressibility 
to  the  product  which  is  of  advanteige  in  fitting 
the  cartridge  in  a  bore  hole.  On  the  other  hand, 
wood  pulp  renders  the  dynamites  more  suscep- 
tible to  detonating  vibrations,  and  the  detonation,^ 
once  started,  proceeds  with  greater  certainty' 
and  regularity.  This  is  due  to  the  stmcture 
given  to  the  mixture  by  the  pulp,  which  is 
sufficiently  open  and  loose  for  the  detonating 
vibrations  to  penetrate  the  mass,  and  affords  a 
large  number  of  points  for  molecular  attack, 
whereas  an  ordinary  blow  is  absorbed  by  the 
mass  owing  to  its  compressibility.  Freezing 
interferes  with  the  detonation  of  these  mixtures,  • 
probably  owing  to  the  latent  heat  of  fusion  of 
the  nitroglycerin  absorbing  some  of  the  enersy 
of  the  detonating  wave,  but  the  texture  of  the 
dynamite  has  a  very  great  influence  in  this 
connection,  the  ease  of  detonation  being  less 
affected  the  more  granular  and  open  the  texture. 
Ck)mmon  rosin,  used  in  some  of  the  earlier 
dynamites,  has  a  slow  hardening  effect  on  the 
mixtures,  and  in  time  renders  them  very  insen- 
sitive to  detonation. 

The  proportion  of  nitroglycerin  in  a  dynamite 
is  limit^  by  the  possibility  of  exudation.  In 
the  gelatinous  dynamites,  exudation  is  prevented 
by  the  gelatimsation  of  the  nitroglycerin  by 
solution  in  it  of  soluble  nitrocellulose.  In  the 
lower  grades  of  these  explosives  wood  pulp  is 
an  ingredient,  and  its  presence  not  only  permits 
less  complete  gelatinisation  of  the  nitroglycerin, 
but  also  the  use  of  sufficient  nitrate,  or  other 
I  oxidising  salt,  to  give  complete  combustion 
without  fear  of  exudation. 

Calcium  or  magnesium  carbonate,  up  to 
2  p.c,  but  usually  about  1  p.c,  is  frequently 
added  to  dynamites  to  act  as  a  stabiliser  by 
neutralising  any  acid  formed  by  decomposition 
of  the  nitroglycerin  on  storage,  and  so  preventing 
catalytic  acceleration  of  the  decomposition. 
Zinc  or  magnesium  oxide  is  also  used  for  the 
same  purpose.     So^^j^gi^^JQgq^i^jftc^^nate 
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has  been,  and  sometimes  still  is,  used  as  a  stabi- 
liser, but  the  use  of  these  soluble  carbonates  is 
not  advisable,  owing  to  their  hydrolysing  action 
on  the  nitroglycerin  in  the  presence  of  moistture. 

1.  Dynamites  with  an  inert  hose. 

Dyiuimite  No.  1  or  Kieaelffuhr  dynamite. — 
Kieselguhr  dynamite  contains  from  70  to  80  p.c., 
usually  75  p.c.,  of  nitroglycerin.  (Dynamites 
with  less  than  30  p.c.  of  nitroglycerin  will  not 
explode.)  A  small  quantity  of  alkali,  formerly 
1-5  p.c.  ammonium  carbonate,  now  0-6-1  p.c. 
anhydrous  sodium  carbonate,  is  usually  adaed 
to  neutralise  any  free  acid  that  may  develop  on 
stor^e ;  but  alkali  is  not  always  added. 

Kiesdguhr.  The  earth  is  found  in  several 
places ;  that  first  used  was  obtained  from 
Oberlohe  in  Hanover,  where  there  is  an  exten- 
sive bed  of  it.  It  consists  of  the  frustules  of 
diatoms,  and  is  mainly  silica;  Beckerhinn 
examined  some  kieselguhr,  and  found  it  to 
contain  95  p.c.  SiOj,  and  its  specific  heat  to  be 
0*2089.  The  kieselguhr  is  moderately  calcined 
to  remove  water  and  organic  matter,  then 
ground  and  sifted.  It  should  be  free  from 
gritty  particles.  The  dried  kieselguhr  is  packed 
in  canvas  bags  and  stored  in  a  d^  atmosphere, 
as  it  is  distinctly  hygroscopic.  Dynamite  made 
with  a  guhr  containing  more  than  about  0*5 
p.c.  of  water  will  exude  nitroglycerin  on  storage. 

The  kieselguhr  used  at  Ardeer  is  obtained 
from  Aberdeenshire;  it  absorbs  three  or  four 
times  its  we^ht  of  nitroglycerin,  retaining  it 
under  considerable  pressure.  The  calcined 
material  contains  about  98  p.c.  SiO^  (McRoberts, 

I.C.). 

Manufacture. — The  nitroglycerin  and  kiesel- 
guhr are  mixed  by  hand  in  shallow  lead  tanks. 
Any  stabiliser  is  added  to  the  kieselguhr  before 
impregnation.  The  guhr  is  weiffheS  out  into 
the  tank,  the  weighed  charge  of  nitroglycerin 
poured  over  it  from  a  bucket  of  indiuubber, 
guttapercha,  or  similar  material,  the  ingredients 
kneaded,  and  then  rubbed  through  the  meshes  of 
a  coarse  wire  sieve,  to  complete  the  admixture. 
Sometimes  two  sieves  are  used,  a  coarse  one 
with  about  3  meshes  to  the  inch,  and  a  finer 
one  with  7  meshes  to  the  inch.  The  dynamite 
is  then  in  the  form  of  plastic  grains.  These 
must  neither  be  dry  enough  to  crumble  nor 
decidedly  greasy,  or  the  cartridges  wiU  not  be 
satisfactory.  If  the  guhr  be  too  absorbent,  the 
mixture  will  be  too  dry  for  pressing,  and  in 
this  case  a  small  quantity  of  barium  sulphate  is 
usually  added,  or,  sometimes,  mica,  talc,  or 
ochre  up  to  8  p.c.  replacing  an  equal  weight  of 
kieselgujir. 

The  dynamite  cartridges  are  small  cylinders, 
in  which  form  they  are  squeezed  out  from  the 
cartridge  machine ;  the  latter  is  a  cylindrical 
metal  tube,  in  which  a  wooden  piston  works, 
pressure  beinff  applied  to  the  piston  by  means 
of  a  lever.  One  end  of  the  tulbe  is  terminated 
b^  a  funnol-shaped  piece  with  orifice  of  the  same 
diameter  as  that  of^the  cartridges.  The  opera- 
tion is  a  dangerous  one,  and  every  care  must 
be  taken  to  avoid  undue  friction  in  the  machine, 
and  the  paste  must  never  be  worked  if  frozen. 
The  cartridges,  usually  either  }  or  }  of  an  inch 
in  diameter,  but  sometimes  1  inch,  are  sent 
out  wrapped  in  parchment  or  parafiined  paper. 


Properties. — Kieselguhr  dynamite  is  a  plastic, 
pasty  substance,  the  colour  of  which  varies  from 
pink  or  erey  to  a  dark-brown,  according  to  the 
colour  of  the  hue,  and  whether  ochre  has  been 
added  or  not.  The  paste  is  stiff,  or  soft  and 
greasy,  according  to  the  absorbing  power  of 
the  Meselguhr.  It  is  slightly  compressible,  and 
this  prop^y  renders  it  quite  safe  from  detona- 
tion Dy  ordinary  shocks. 

Water  separates  the  nitroglycerin  from 
ordinary  kieselguhr  dynamite.  The  specific 
sravity  of  dynamite  is  about  1-6.  When  un- 
frozen dynamite  is  set  fire  to  by  apj^lication  of 
flame,  the  nitroglycerin  bums  qmckly  with 
yellowish  flame,  giving  off  nitrous  fumes. 
Laii^e  quantities  can  thus  be  burnt  without  ex- 
plosion; but  eventually  the  unbumt  portion 
becomes  heated  to  the  temperature  of  explosion, 
and  explodes.  When  exposed  to  a  slowly  rising 
temperature,  dynamite  nres  at  about  180°.  It 
can  be  safely  destroyed  by  laying  it  in  a  long 
thin  train,  pouring  any  waste  oil  over  the  train, 
and  firing  it.  Dynamite  freezes  more  readily 
than  liquid  nitroglycerin,  usually  at  about  4  . 
Frozen  dynamite  bums  very  slowly,  thawing 
preceding  combustion.  When  a  comparatively 
small  heap  of  frozen  dynamite  cartrioges  is  set 
fire  to,  an  explosion  often  ensues.  Lake  nitro- 
glycerin, frozen  dynamite  is  less  sensitive  to 
shock  than  unfrozen,  and  the  ordinary  detonator 
does  not  explode  thoroughly  frozen  dynamite, 
although  one-tenth  part  of  the  detonator 
charge  is  sufficient  to  cause  the  detonation  of 
unfrozen  dynamite  (McRoberts,  I.e.).  Since 
frozen  dynamite  is  comparatively  useless  as  an 
explosive,  it  must  be  thawed  or  'tempered* 
before  being  used,  and  this  only  takes  place  at 
temperatures  considerably  above  the  ireezing- 
point.  Thawing  is  done  in  special  warming 
pans,  in  which  the  vessel  containing  the  dynamite 
IS  surrounded  by  a  jacket  containing  warm 
water  (at  a  temperature  not  above  70°)  and 
this  in  turn  by  a  layer  of  felt  or  other  non-con- 
ducting material.  When  a  cartridge  of  dynamite 
has  once  been  frozen,  it  has  a  greater  tendency 
to  freeze  again  without  any  supercooling.  This 
is  probably  due  to  the  separation  of  pure  nitro- 
glycerin from  its  impurities  when  first  frozen, 
and  only  very  slow  readmixture  after  thawing. 
D3mamite  is  lees  sensitive  to  shock  than  nitro- 
glycerin ;  the  sensitiveness  increases  with  the 
percentage  of  nitroglycerin  in  the  dynamite, 
and  (like  explosives  m  general)  with  increase  of 
temperature.  It  is  detonated  by  the  shock 
of  iron  on  iron,  or  of  iron  on  stone,  but  not  by 
that  of  wood  on  wood.  Dynamite  between 
steel  and  steel,  according  to  Hess,  requires  a 
blow  of  0'75  kgm. -metre  for  detonation  ;  when 
frozen  it  requires  1  kgm. -metre.  In  the  un- 
frozen state  it  is  readily  detonated  by  the 
shock  of  a  rifle- bullet ;  Berthelot  states  that 
it  detonates  under  the  direct  blow  of  the  bullet 
when  fired  at  50  metres*  (164  feet)  distance, 
and  even  more.  Placed  on  an  anvil  and  struck, 
it  requires  a  smart  blow  of  the  hammer  to 
cause  an  explosion,  and  then  only  the  portions 
directly  struck  detonate,  the  rest  being  scattered 
without  exploding.  The  silicious  skeletons  of 
the  frustules  of  diatoms  composing  the  kieselguhr 
form  separate  receptacles  for  the  nitroglycerin, 
and  have  a  cushioning  effect  towards  a  mechani- 
cal blow,  the  energy  thereby  imparted^  ^ing 
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divided  between  the  absorbent  and  the  nitro- 
glycerin. Berthelot  (Sur  la  Force  des  MatifereB 
ezplosiis,  &c.)  remarks  that  dynamite  is  less 
crushing  in  its  action  that  nitroglycerin,  because 
the  heat  evolved  on  its  detonation  ia  shared 
between  the  products  of  the  explosion  and  the 
inert  substance,  the  latter  by.  its  presence 
lowering  the  temperature.  Thus,  the  specific 
heat  of  kieselguhr  (0*2)  is  almost  the  same  as 
the  mean  specific  heat  of  the  gaseous  products 
of  explosion  of  nitroglycerin  at  constant  volume ; 
in  the  case  of  No.  1  dynamite  with  25  p.c. 
kieselguhr,  in  a  vessel  completely  filled  by  it, 
and  too  strong  to  be  burst  by  its  detonation, 
the  kieselguhr  would  lower  the  temperature 
of  the  gases  by  one-fourth,  and  consequently 
diminish  the  initial  pressure.  In  blasting,  the 
condition  of  the  gases  of  explosion  woiud  be 
intermediate  between  constant  volume  and 
constant  pressure.  In  using  dynamite,  its 
detonation  is  effected  by  means  of  the  explosion 
of  a  mercury  fulminate  detonator  ana  fired 
by  an  electric  current  or  by  means  of  Bickford 
fuse,  the  cap  being  embedded  in  the  dynamite. 
The  detonator  must  be  sufficiently  powerful  to 
ensure  complete  detonation  of  the  nitroglycerin, 
or  nitrous  fumes  will  be  generated  in  Uie  mine 
workings.  The  detonator  supplied  for  the 
purpose  by  NobeFs  Explosive  Company  contains 
about  0-5  gram  of  a  mixtuire  of  70  p.c.  mercury 
fulminate  and  30  p.c.  potassium  chlorate. 

The  velocity  of  propagation  of  the  detonation 
of  this  dynamite  was  found  by  Abel  (Trans. 
Roy.  Soc.  1874,  384,  385)  to  be  20,000  feet 
per  second.  The  experiment  was  made  with 
half -inch  cartridges  of  dynamite  in  a  continuous 
train  of  42  feet,  the  rate  being  measured  at  in- 
tervals of  6  feet  by  means  of  NoDle*s  chronoscope. 

Abbot  (U.S.  Engineers)  obtained  from  his 
experiments  (Report  upon  a  System  of  Sub- 
marine Mines,  &c.,  1881,  111)  the  remarkable 
result  that  the  intensity  of  action  of  ordinary 
kiesel^hr  dynamite  containing  75  p.c.  nitro- 
glycerm,  fired  under  water,  is  greater  than  that 
of  nitroglycerin.  Thus,  in  a  series  of  experi- 
ments he  found  the  intensity  of  action  of  mtro- 
glycerin  detonated  under  water  to  be  81,  that 
of  an  equal  weight  of  dynamite  being  100.  To 
confirm  the  results,  nitroglycerin  was  mixed, 
under  Abbot's  supervision,  with  prepared 
kieselguhr  into  dynamite  of  75  p.c.,  and  shots 
were  immediately  fired  under  water  with  this 
dynamite,  and  with  the  nitroglycerin  from 
which  it  had  been  made.  The  mean  of  five 
shots  gave  the  intensity  of  the  liquid  nitro- 
glycerin as  85,  that  of  the  dynamite  being  100 
(equal  weights  compared).  Abbot  remarks  that 
in  blasting  hard  rock,  nitroglycerin  is  admitted 
to  be  by  far  stronger  than  dynamite ;  in  explana- 
tion he  supposes  that  in  dynamite  the  particles 
of  kieselgunr  slightly  retard  chemical  action,  and 
that  the  resistance  opposed  by  water  being  of 
a  slightly  yielding  character,  may  exact  more 
time  than  is  required  by  pure  nitroglycerin. 
According  to  Abel's  experiments,  however,  the 
rate  of  detonation  of  dynamite  is  very  much 
quicker  than  that  of  liquid  nitroglycerin, — a 
result  Wreeing  with  those  of  Abbot's  experi- 
ments, but  not  with  his  explanation  of  them. 
It  is  true,  as  Abel  points  out,  that  the  determina- 
tion of  the  rate  of  detonation  of  liquid  nitro- 
glycerin   (which    was    contained    in   an    open 


trough)  was  likely  to  be  given  too  low,  owing  to 
the  tendency  of  the  liquid  particles  to  escape 
from  the  blow  of  the  detonation,  and  that 
experiments  with  confined  nitroglycerin  would 
be  desirable. 

Tested  by  the  lead  cylinder  method,  the 
intensity  of  action  of  nitroglycerin  is  1*4  when 
that  of  No.  1  dynamite  is  umty.  Von  Pischoff, 
in  Austria  in  1869,  comparing  the  relative 
values  of  dynamite  and  gunpowder,  found  that 
the  former  was  roughly  uiree  times  as  strong  as 
gunpowder,  variations  from  2-4  to  3*3  being 
obtained  according  to  the  nature  of  the  rock. 
The  nature  of  the  Kieselguhr  has  some  influence 
on  the  explosive  powei;  of  the  dynamite ;  the 
guhiB  containing  most  tubular  structures  not 
only  absorb  better,  but  each  of  these  tubes 
offers  resistance  on  detonation,  and  confers 
greater  intensity  of  action  by  its  tamping  effect. 

Dynamite  of  Vonges. — ^Instead  of  kieselguhr, 
in  France  a  similar  silicious  earth  called  Banda- 
niU  (from  Randan  in  the  Puy-de-D6me)  is  used 
as  the  absorbent  in  the  Vonges  make  of  dyna- 
mite. Tripoli  and  the  ashes  of  Boghead  coal 
have  also  there  been  employed  as  substitutes 
for  kieselguhr.  Analysis  of  a  modem  sample 
gave  75  p.c.  nitroglycerin,  20-8  p.c.  randanite,  3*8 

&c.  quartz,  and  0*4  p.c.  magnesium  carbonate, 
ore  rarely  Dynamites  Noa.  1  and  3  are  used  in 
France,  contaming  35  and  25  p.c.  nitroglycerin 
respectively.  The  American  Qxani  'powder  No,  1 
is  aynamite  No.  1  containing  0*5  p.c.  sodium 
carl)onate. 

Magnesia  aJba  has  also  been  used  as  the 
absorbent  of  nitroglycerin,  its  absorptive 
power  being  said  to  exceed  that  of  kieselguhr, 
and  it  is  abo  said  to  increase  the  intensity  of 
action  of  the  dynamite  by  the  expulsion  of  its 
carbon  dioxide.  The  combination  was  proposed 
in  1879,  by  Jones  of  Caerphilly,  and  named 
Nitromagnite  or  Dynamagnitt,  Its  manufacture 
was  abalndoned,  as  it  was  decided  that  it  con- 
flicted with  the  existing  patents  of  Nobel. 

Modifications  of  kieselguhr  dynamite  have 
been  proposed,  more  especially  on  the  Continent, 
with  a  view  of  rendenng  it  safe  to  use  in  fiery 
mines :  various  additions,  such  as  salts  con- 
taining much  water  of  crystallisation,  being 
made  to  reduce  the  temperature  of  the  flame. 
Such  explosives  are  naturally  less  powerful  than 
ordinary  dynamite. 

In  WdUr  dynamite,  proposed  by  Miiller  of 
the  Cologne  dynamite  factory  (Eng.  Pat. 
12424,  1887),  c^tallised  sodium  carbonate  is 
used.  Composition  52  p.c.  nitroglycerin,  14  p.c. 
kieselguhr,  and  34  p.c.  soda  ciystaJs. 

Onaouiiie  contains  magnesium  sulphate.  It 
is  composed  of  53  p.o.  mtroglycerin,  14*5  p.c. 
kieselguhr,  and  32*5  p.c.  magnesium  sulphate. 

Ncbd  Ardeer  powder  is  a  dynamite  of  this 
class,  for  although  it  contains  nitre,  it  has  no 
added  combustible.  Composition :  33  p.c. 
nitroglycerin,  49  p.c.  magnesium  sulphate,  13 
p.c.  kieselguhr,  and  5  p.c.  nitre. 

Mica  powder  (Abbot,  Report  upon  a  System 
of  Submarine  Mines,  &c.,  93,  110)  consists  of 
finely  divided  mica  scales  and  nitroglycerin.  It 
was  made  in  the  United  States  by  Mowbray, 
and  was  laigely  used,  with  good  results^  in  com- 
pleting the  Hoosac  Tunnel.  The  nitroglycerin 
adheres  to  the  scales,  but  is  not  absorbed  by 
them.  Mowbray  claimed  that,  owing  to  the  very 
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laige  Burfaoe  exposed,  a  more  instantaneous  re- 
action is  secored  than  with  liquid  nitroglycerin. 
He  estimates  the  interstitial  spaces  at  one-fourth 
the  volume  of  the  powder  when  tolerably  well 
rammed. 

Abbot  experimented  with  a  No.  1  mica 
powder  containing  52  p.c.  nitroglycerin,  and 
with  a  Xo.  2  containing  40  p.c. ;  the  char;^ 
being  detonated  under  water.  He  found  the  m- 
teiMity  of  action  of  No.  1  to  be  83,  of  No.  2  to  be 
62;  that  of  liquid  nitroglycerin,  in  the  same 
circnmstanoes,  being  81,  and  that  of  kieselguhr 
dynamite  No.  1,  containing  75  p.c.  nitroglycerin, 
being  100  (equal  weights  compared).  The  result 
is  remarkable,  as  it  gives  the  mtensity  of  action 
of  the  nitroglycerin  in  mica  powder  as  double 
that  of  an  equal  weight  of  liquid  nitroglycerin. 

2.  Dynamites  with  a  Combustible  Base. 

In  this  class  the  explosive  power  of  the 
nitroglycerin  is  enhanced  by  the  utilisation  of 
its  exceas  of  oxygen  for  combustion  of  part  of 
the  base.  There  is,  however,  a  considerable 
excess  of  combustible  matter,  leading  to  the 
formation  of  carbon  monoxide  on  detonation, 
and  the  dynamites  containing  an  oxygen  salt 
in  addition  are  more  usual. 

Ck>rk  charcoal  is  very  absorptive  but  costly, 
and  the  more  usual  combustible  absorbents  are 
wood  meal,  flour,  and  starch. 

Ctifbodynamite  is  a  preparation  introduced 
by  Messrs.  W.  D.  Borland  and  W.  F.  Reid  (Eng. 
Pat.  758,  1886).  It  consists  of  10  p.c.  co^ 
charcoal,  which  has  absorbed  90  p.c.  nitrogly- 
cerin. Sodium  or  ammonium  carbonates  and 
water  may  or  may  not  be  present.' 

It  is  claimed  for  carbodynamite  that  it  can 
be  kept  under  water  for  weeks  without  losing  its 
nitroglycerin,  which  would  be  a  great  advantage 
over  kieselguhr  dynamite. 

As  was  to  be  expected  from  the  high  per- 
centage of  nitrc^lycerin,  the  intensity  of  action 
of  carbodynamite  ia  very  high — ^much  higher 
than  that  of  kieselguhr  dynamite.  In  one 
variety  of  carbodynamite,  water  was  added  to 
render  the  explosive  safe  enough  to  use  in  fiery 
mines.  Anotner  variety.  No.  2,  belongs  to  the 
third  class  of  dynamites,  as  it  contains  80  p.c. 
nitroglycerin,  14  p.c.  nitre,  and  6  p.c.  cork 
charcoal. 

Orisouiite. — ^Another  form  of  this  safety 
explosive  contains  wood  meal  as  the  absorbent, 
instead  of  kieselguhr.  Composition :  44  p.c. 
nitroglycerin,  12  p. c.  wood  meal,  44  p.c.  mag- 
nesium sulphate.  This  oxplssive  is  on  the 
Belgian  permitted  list.  Another  explosive  of 
this  class  on  the  same  list  is  Dynamtte  antigri' 
mmieuse  V,  which  has  the  same  composition 
except  that  sodium  sulphate  replaces  the 
magnesium  sulphate  as  restrainer  and  tempera- 
tare  reducer.  The  limit  charge  of  the  former 
18  300  gi^ms,  and  of  the  latter  650  grams. 

Fordie  is  the  name  given  to  explosives 
maoufactoied  in  various  grilles  by  the  American 
Forcite  Company,  New  Jersey.  The  original 
patent  (of  XSSI)  describes  forcite  as  consisting 
of  nitroglvoerin  incorporated  with  unnitrated 
gelatimaea  cellulose  and  with  nitre.  Cotton  or 
other  form  of  cellulose  was  to  be  purified  chemi- 
cally as  in  paper  making,  to  oe  reduced  to 
powder  and  to  be  subjected  to  the  action  of  high- 
pressure  steam,  by  which  it  was  converted  into  a 


gelatinous  mass.  It  was  then  allowed  to  cool, 
and  was  to  be  incorporated  at  40^  with  nitro- 
glycerin and  with  nitre.  One  of  the  best  compo- 
sitions was  stated  to  be  :  nitroglycerin,  75  p.c. ; 
gelatinised  cotton,  7  p.c. ;  nitre,  18  p.c.  Dextrin 
and  ordinary  cellulose  in  powder  might  partly 
replace  the  gelatinised  cotton. 

Forcite  is  described  as  a  hard  plastic  sub- 
stance, having  very  much  the  appearance  and 
toughness  of  indiarubber.  Economy,  non-exu- 
dation of  nitroglycerin,  and  imperviousness  to 
water,  were  claimed  for  it.  There  is  consider- 
able variation  in  the  statements  as  to  the  com- 
position of  forcite ;  thus,  in  one  kind  the 
gelatinised  nitroglycerin  is  said  to  be  incorpo- 
rated with  a  mixture  composed  of  sodium 
nitrate,  wood  tar,  a  little  sulphur  and  wood  pulp. 
It  is  made  in  various  grades  containing  different 
amounts  of  nitroglycerin.  Eissler  states  that 
the  type  mostly  in  use  (in  the  United  States,  and 
in  1886),  and  which  possesses  the  best  qualities, 
is  the  No.  1,  containing  from  65  to  85  p.c. 
nitroglycerin ;  also  that  the  quantity  of  nitro- 
glycerin in  different  grades  varies  from  the  large 
amount  mentioned  to  only  20-25  p.c.  He 
states  that  quadruple-force  caps  are  employed  to 
explode  forcite. 

Abbot  (U.S.  Engineers)  made  estimations  of 
the  intensity  'of  forcite  exploded  under  water ; 
the  intensity  varied  with  the  ^rade,  between 
88  and  133,  ordinary  kiesMguhr  dynamite  No.  1 
being  100  (Addendum  U.  to  Keport  on  Submarine 
Mines).  Bel|rian  and  other  continental  makes  of 
forcite  contam  nitrocellulose,  and  come  in  class 
3  of  dynamites. 

Forcite  antigrisoutetise  No,  2  has  a  similar 
composition  to  '  grisoutite.* 

Rhenish  dynamite  consists  of  75  p.c.  of  a 
solution  of  naphthalene  in  nitroglvcerin,  25  p.c. 
of  kieselguhr,  and  a  little  chaik  or  banum 
sulphate. 

3.  Dynamites  tvith  an  Explosive  Base, 
Kieselguhr  dynamite  is  much  too  violent  and 
local  in  its  effects  to  be  used  in  most  mining 
operations,  such  as  in  coal-mines  or  slate  and 
granite  quarries,  where  great  power  and  shatter- 
ing effects  are  undesirable.  As  the  force  can- 
not be  moderated  by  reducing  the  proportion  of 
nitroglycerin  without  increasing  the  difficulty  of 
detonation,  the  dynamites  with  an  explosive 
bfihse  have  graduaUy  superseded  it  for  mining 
purposes. 

i.  Dynamites  vnth  a  Potassium  Nitrate  Mixture 
Base. 

In  many  of  these  mixtures  the  proportion 
of  combustible  matter  is  so  high  that  a  large 
proportion  of  the  carbon  is  only  oxidised  to 
monoxide  on  detonation.  This  is  objectionable 
in  explosives  to  be  used  in  mines.  The  paper 
wrapper  of  the  cartridge  has  also  to  be  con- 
sidered as  combustible  matter  in  this  cormec- 
tion. 

Dynamite  No.  2  is  black  in  colour,  and  is 
milder  and  slower  in  its  action  than  No.  1.  It 
was  introduced  to  imitate  the  explosive  charac- 
teristics of  gunpowder.  It  consists  of  (not  more 
than)  18  p.c.  of  nitroglycerin,  uniformly  mixed 
with  82  p.c.  of  a  pulverised  preparatiaQ,  c(V3(L- 
posed   of    71   p.c.    potassium   nitrate,    l(Pp.c. 
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charcoal,  1  p.e.  paraflUi.    Scarcely  used  at  all  in 
this  country. 

Dynamite  No.  3  was  intermediate  in  power 
between  No.  1  and  No.  2.  It  consisted  of  a 
mixture  of  equal  parts  of  No.  1  and  a  mixture 
of  potassium  nitrate  and  wood  meal. 

BriUmUe  No.  2,  an  English  permitted 
explosive,  contains  on  the  average  24  p.c.  nitro- 
glycerin, 30  p.c.  potassium  nitrate,  38  p.c. 
wood  meal,  and  8  p.c.  ammonium  oxalate. 
Limit  chaige  24  ozs.,  pendulum  swins  2-26  inches. 

Rend  rock  is  a  modem  modification  of 
'  Lithofracteur,*  having  the  composition  40  p.c. 
nitroglycerin,  40  p.c.  nitre,  13  p.c.  wood  pulp, 
and  7  p.o.  pitch. 

Autu  jtowders  B-\-  and  C-\-,  as  used  in  the 
construction  of  the  Panama  Canal,  contained 
5+,  60  p.c.  nitroglycerin,  with  wood  pulp  and 
nitre,  and  3  p.c.  of  magnesia;  C+,  46  p.c. 
nitroglycerin,  with  wood  pulp  and  nitre  and 
2  p.c.  of  chalk. 

Some  forms  of  Wetter  dynamite  contain  a 
similar  mixture.  A  sample  from  Wittenberg 
contained  25  p.c.  nitroglvcerin,  35  p.c.  mixed 
nitrates  of  potassium  and  barium,  and  40  p.c. 
wood  meal. 

Cambriie,  on  the  English  authorised  list, 
contaias  22-24  p.c.  nitroglycerin,  26-20  p.c. 
potassium  nitrate,  3-4*5  p.c.  barium  nitrate, 
32-35  p.c.  wood  meal,  0-0'5  p.c.  calcium  car- 
bonate, 7-9  p.c.  ammonium  oxalate,  and  3*5- 
6  p.o.  moisture.  Limit  chaise  30  ozs.,  pendulum 
swing  1*98  inches.  No.  6  detonator. 

Carhiie,  a  French  dynamite  of  this  class, 
contains  25  p.o.  nitroglycerin,  34  p.o.  potas- 
sium nitrate,  1  p.c.  barium  nitrate,  38*6  p.c. 
flour,  1  p.c.  powdered  bark,  and  0*6  p.c.  sodium 
carbonate. 

Carbonite,  made  by  Bichel  and  Schmidt  of 
Schlebusch,  one  of  the  first  and  most  successful 
of  safety  explosives  for  use  in  fiery  mines.  It 
contains  25-27  p.c.  nitroglycerin,  30-38  p.c.  of 
a  mixture  of  potassium  and  barium  nitrates, 
and  40-43  p.c.  starch  and  wood  meal,  with 
0*5  p.c.  sodium  carbonate,  and  0*5  p.c.  of  sul- 
phuretted benzene.     An  actual  sample  contained 

25  p.c.  nitroglycerin,  34  p.c.  potassium  nitrate, 
1  p.c.  barium  nitrate,  10  p.c.  wood  meal,  29*5  p.c. 
rye  flour,  and  0*5  p.c.  sodium  carbonate. 

Kolttx,  an  English  permitted  explosive,  con- 
tains   on   the   average    25   p.c.    nitroglycerin, 

26  p.c.  potassium  nitrate,  6  p.o.  barium  nitrate, 
34  p.c.  wood  meal,  and  10  p.c.  starch. 

Super- Kolax  is  of  similar  composition,  but 
to  enable  it  to  pass  the  severer  Rotherham  test, 
about  10  p.c.  of  the  explosive  haae  is  replaced 
by  ammonium  oxalate. 

Pit-ite  No.  2,  on  the  English  permitted  list, 
contains  23-25  p.c.  nitroglycerin,  28-31  p.c. 
potassium  nitrate,  33-36  p.c.  wood  meal, 
7-9  p.c.  ammonium  oxalate,  and  2*5-5  p.c. 
water.  Limit  chaise  32  ozs.,.  pendulum  swing 
2-16  inches,  detonator  No.  6. 

Stonite^  also  made  by  Bichel  and  Schmidt, 
consists  of  68  p.c.  nitroglycerin,  20  p.c.  kiesel- 
guhr,  8  p.c.  potassium  nitrate,  and  4  p.c.  wood 
meal. 

Tutol,  on  the  English  permitted  list,  con- 
tains on  the  average  25  p.c.  nitroglycerin,  33  p.c. 
potassium  nitrate,  2  p.c.  barium  nitrate,  40  p.c. 
wood  meal,  and  up  to  0*6  p.c.  sodium  bicar- 
bonate. 


Kynite  is  a  safety  explosive  of  similar  com- 
position to  carbonite.  One  analysed  sample 
contained  25  p.c.  nitroglycerin,  35  p.c.  barium 
and  potassium  nitrates,  and  40  p.c.  starch  and 
wood  meal.  As  licensed,  Kynite  condensed  con- 
tains 24-26  p.c.  nitroglycerin,  32*5-36  p.c.  starch, 
2*5-3*5  p.c.  wood  meal,  31-5-34*6  p.c.  barium 
nitrate,  and  0-0*6  p.c.  calcium  carbonate ;  the 
explosive  to  be  usea  only  in  a  non-waterproofed 
parchment-paper  wrapper. 

KoTden-camonitef  a  Belgian  permitted  explo- 
sive, contains  on  the  average  25  p.c.  nitro- 
glycerin, 34  p.c.  potassium  nitrate,  1  p.c.  barium 
nitrate,  38*5  p.c.  flour,  1  p.c.  tan  meal,  and 
0*6  p.c.  socuum  carbonate.  Limit  charge 
OOOnams. 

Minite  is  a  similar  explosive  without  the 
barium  nitrate  and  tan  meal. 

Dualine  contains  60  p.c.  nitroglycerin,  20  p.c. 
potassium  nitrate,  and  30  p.c.  sawdust. 

ii.  Dynamites  tpith  a  Sodium  Nitrate  Mixture 
Base, 
The  dynamites  of  this  class,  like  those  with 
an  ammonium  nitrate  base,  are  hyffroecopic. 
Under  damp  atmospheric  conditions  the  nitrate 
deliquesces,  and  its  solution  displaces  the  nitro- 
glycerin, and  causes  it  to  exude.     These  dyna- 
mites are  consequently  liable  to  become  danger- 
ous, and  although  largely  used  elsewhere,  were 
for  a  long  time  not  licensed  in  England.     Several  . 
examples   both   of    this   and   the   ammonium 
nitrate    class    have,    however,    recently    been 
permitted. 

Judson  powder  is  an  explosive  which  has 
been  largely  used  in  the  Unit^  States  in  quarry- 
ins  and  nulway  work ;  it  is  a  roughly  made 
sodium  nitrate  blasting  powder,  the  jgrains  of 
which  are  coated  with  nitroglycerin.  The  grade 
R.R.P.  is  the  one  most  commonly  used,  and  is 
sold  at  the  price  of  common  saltpetre  blasting 
powder ;  it  is  composed  of  sodium  nitrate  64  p.c. , 
sulphur  16  p.c,  cannel  coal  15  p.c,  nitro- 
glycerin 5  p.c.  The  nitrate,  sulphur,  and  coal 
are  thoroughly  mixed  in  fine  powder,  and  the 
mixture  heated  on  a  pan  by  steam  under  pres- 
sure, and  constantly  stirred  .until  the  sulphur 
melts.  The  mass  is  then  allowed  to  cool,  when 
it  is  found  agglomerated  in  grains,  which  are 
sorted  by  sieves  and  coated  with  nitroglycerin 
by  stirring.  The  object  of  coating  the  powder 
grains  with  the  nitroglycerin  was  to*  promote 
the  quickness  of  explosion.  It  is  exploded  by  the 
detonation  of  a  primer  of  Giant  or  Atlas  powder. 
These  low-grade  d3mamites  are  readily  detonated 
even  in  the  coldest  weather,  probably  owing  to 
their  loose  and  open  texture.  Abbot  (v.  supra) 
found  the  intensity  of  action  of  the  R.K.P. 
grade,  exploded  under  water,  to  be  38-39, 
kieselguhr  dynamite  No.  1  being  100.  Other 
branch  now  in  use  with  their  percentages  of 
nitn^lycerin  are :  F.  10  p.c,  F.F.  15  p.c., 
F.F.F.  20  p.c,  Dbl.  Ex.  27  p.c.,  and  Tpl.  Ex. 
33  p.c 

Giant  powder  No.  2,  supplied  by  the  Atlantic 
Giant  Powder  Company,  and  composed  of 
nitroglycerin  36  p.c,  potassium  or  sodium 
nitrate  48  p.c,  sulphur  8  p.e.,  resin,  powdered 
coal  or  charcoal  8  p.c.  Exploded  unoer  water, 
its  intensitv  of  action  was  83  p.c.  of  that  of 
d3mamite  li"o.  1.  A  more  modem  composition 
is  40  p.c.  nitroglycerin,  40  p.c.  sodium  nitrate. 
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8  p.c.  kieselgulir,  and  6  p.c.  sulphur.  There  are 
six  or  more  other  brandB  with  percentages  of 
nitroglyoerin  Tarying  from  20  to  50. 

Vigcrite  contains  30  p.c.  nitroglycerin,  60  p.c. 
sodium  nitrate,  5  p.c.  charcoal,  and  5  p.c. 
sawdost. 

Vvlean  powder  was  used  in  some  of  the 
eariier  blasting  work  at  Hellgate,  New  York 
Harboar.  The  usual  trade  explosive,  of  the 
composition  nitroglycerin  30  p.c.,  sodium 
nitrate  ^-5  p.c.,  charcoal  10*5  p.c,  sulphur 
7  p.c.,  fired  under  water  gave  intensity =78  p.c. ; 
and  a  No.  2  sample  containing  36  p.c.  nitro- 
glycerin, gave  intensity  «=  82  p.c.  compared  with 
the  usnal  standard  (Abbot). 

LUhofrackur,  invented  by  Ensels,  and  made 
by  Krebs  &  Ck).,  of  Cologne,  is  said  to  consist  of 
65  p.c.  nitroglycerin,  21  p.c.  kieselguhr,  and  24 
p.c,  of  charcoal  (bran  or  sawdust),  barium 
nitrate,  bicarbonate  of  soda,  peroxide  of  manga- 
nese, and  sulphur ;  the  latter  ingredients  in  such 
proportion  as  to  give  the  highest  temperature 
and  greatest  quantity  of  gas.  Statea  to  be 
nearly  equal  in  intensity  to  kieselguhr  dynamite 
No.  1  (Bdckmann,  Die  explosiven  Stofle).  One 
samite  gave  on  analysis  62  p.c.  nitroglycerin, 
30  p.c.  laeselguhr,  12  n.c.  powdered  coal,  4  p.c. 
sodium  nitrate,  and  2  p.c.  sulphur;  anotner 
sample  contained  70  p.c.  nitroglycerin,  23  p.c. 
kieselguhr,  2  p.c.  powdered  coal,  and  5  p.c. 
barium  nitrate.  This  explosive  was  formerly 
on  the  list  of  *  authorised  *  explosives,  but  is 
not  now  used  in  this  country. 

Lignin  dynamites.  ^  In  the  United  States, 
large  quantities  of  nitroglycerin  preparations 
are  used  in  rock-blasting,  consisting  of  nitro- 
glycerin absorbed  by  a  mixture  of  wood  pulp  (or 
ol  sawdust  in  some  of  the  lower  grades)  and  a 
nitrate,  usually  sodium  nitrate.  For  the  com- 
plete combustion  of  wood  with  formation  of 
sodium  carbonate,  about  2*6  parts  by  weight  of 
sodium  nitrate  are  requirea  to  1  of  wood. 
General  Abbot,  in  1886,  says,  *  Development  in 
the  United  States  is  at  present  most  actively 
directed  to  the  dynamites  with  explosive  bases, 
economy  being  sought  in  making  use  of  the  least 
possible  percentage  of  nitrc^lycerin.'  At  the 
present  time  these  dynamites  are  very  largely 
used  under  the  name  Straight  Dynamites. 
They  are  graded  as  of  10  p.c,  16  p.c.,  20  p.c,  &o., 
up  to  75  p.c  strength,  according  to  the  per- 
centage of  nitroglycerin  they  contain,  but  the 
actual  nitrc^lycerin  content  frequently  varies  to 
a  considerable  extent  from  the  nominal.  The 
sodium  nitrate  content  varies  from  about  1 6  to  64 
p.c.,  the  wood  pulp  from  8  to  20  p.c,  and  the 
moisture  from  1  to  3  p.c.  Calcium  or  magnesium 
carbonate  is  usually  present  to  the  extent  of  about 
1  to  2  p.c.  For  the  lower  grades  the  combustible 
matter  frequently  contains  flour  and  sulphur  in 
sddition  to  the  wood  pulp,  but  sulphur  is 
objectionable  in  dynamites  to  be  used  under- 
ground, owing  to  the  sulphur  dioxide  present  in 
the  products  of  explosion.  Their  velocity  of 
detonation  varies  with  the  percentage  of  nitro- 
siyeerin,  being,  in  metres  per  second,  about  2100 
lor  the  10  p.c,  4200  for  the  30  p.c,  4800  for 
the  40  p.t,  and  6300  for  the  76  p.c. 

lignin  dynamites  are  lai^ely  manufactured 
by  the  Cape  Explosives  Worki  and  used  in 
South  Africa  unoer  the  name  Ligdyns.  They 
can  be  detonated   with  a   No.   6,   0-8  gram, 


detonator,  and  this  apparently  brings  out  their 
full  power ;  but  it  is  more  usual  to  use  a  No.  6, 
1-0  gram,  detonator,  as  the  action  is  then  more 
oertain.  The  ligdyns  can  still  be  detonated 
when  frozen,  but  their  full  force  is  not  attained. 

Aths  powder  may  be  taken  as  a  type  of 
several  American  preparations.  It  consists 
essentially  of  sodium  nitrate,  wood  pulp  (or 
sometimes  of  sawdust),  magnesium  carbonate, 
and  nitroglycerin.  A  series  of  grades  is  made, 
containing  76  p.c  to  20  p.c.  nitroglycerin. 

Abbot  experimented  with  two  grades,  A  and 
B,  of  Atlas  powder ;  they  were  composed  of  : 

Grsde  A  Qrsde  B 
Sodium  nitrate       .         .        2  34 

Wood  fibre    ...       21  11 

Magnesium  carbonate     .         2  2 

Nitroglycerin  .         .       76  60 

Fired  under  water,  the  intensity  of  grade  A  was 
just  that  of  an  equal  weight  of  kieselguhr  dyna- 
mite No.  1  (76  p.c.  nitroglycerin) ;  whilst  the 
intensity  of  Atlas  B  was  s=  99  p.c.  of  the  same 
standard  (Abbot,  Addendum  II.  to  Report  on 
Submarine  Mines).  Grade  A  shows  no  economy 
in  nitroglycerin  over  kieselguhr  dynamite  of  the 
same  percentage,  probably  owina  to  the  too  low 
ratio  of  sodium  nitrate  to  wood  fibre.  Grade  B, 
in  which  the  ratio  of  nitrate  to  wood  is  that  of 
complete  combustion,  shows  a  great  economy  in 
nitroglycerin. 

Aoel  found  (by  the  lead  cylinder  method)  the 
intensity  of  an  Atlas  powder  of  American  make 
to  be  106,  kieselguhr  dynamite  No.  1  beings  100. 

Hercules  pwjoder  has  essentially  the  same 
composition  as  Atlas  powder.  Several  grades  of 
it  are  made  in  the  Um'ted  States,  containing 
from  76  p.c.  to  20  p.c  nitroslvcerin.  Some 
years  since,  two  grades  were  tried  by  Abbot,  and 
fired  under  water;  their  composition  and 
intensity  of  action  were  : 

No.  1  No.  2 

l^troglycerin      .         .     77  p.c.  42*0  p.c. 

Sodium  nitrate   .         .       1     „  43-6    „ 

Wood  pulp  .         .       2    „  11-0    „ 

Magnesium  carbonate  .     20    „  3*6    „ 

Intensity      .         .106  83-0 
(Kieselguhr  dynamite  No.  1  being  =  100). 

Similar  American  lignin  dynamites  of  this 
class  are  the  various  Qiani  powders,  with  quan- 
tities of  nitroglycerin,  varying  from  20-60  p.c. 
(exclusive  of  the  giant  powders  1  and  2  already 
mentioned) ;  Safety  nitro  powder,  containing 
69  p.c.  nitroglycerin,  18  p.c.  sodium  nitrate, 
and  13  p.c.  wood  pulp ;  Heda  powder,  made  in 
seven  ffredes,  containing  76-20  p.c.  nitroglycerin ; 
Milter  s  friend,  and  others. 

Rkexite  is  manufactured  by  the  Borkenstein 
Co.  in  Styria.  One  sample  contained  64  p.c. 
nitroglycerin,  18  p.c  sooium  nitrate,  11  p.c. 
decayed  wood,  ana  7  p.c.  wood  meal. 

Mexite  as  licensed  by  the  Home  Office,  the 
explosive  contains  64-68  p.c.  ammonium  nitrate, 
13-16  p.c.  sodium  nitrate,  6*6-8*6  nitroglyoerin, 
6-6-8'6  trinitrotoluene,  3-6  p.c.  wood  meal,  and 
0*6-1*6  p.c  moisture,  used  in  a  stout  paper 
case  waterproofed  with  ceresin  and  wax. 

TutoL  No.  2  is  a  variety  of  this  explosive 
cont-aining  sodium  nitrate  instead  of  potassium 
nitrate,  and  in  which  about  12  p.c  of  the 
explosive  base  is  replaced  by  sodium  chloride,  /l-"- 

Some   forms   of    Carbonite  contain   sodium 


48 


EXPLOSIVEa 


nitrate  instead  of  nitre.  Coal  earbonttea  I,  and 
II,  contain  respectively  25  and  30  p.c.  nitro- 
glycerin, 30*5  and  24*5  p.c.  sodium  nitrate,  39*5 
and  40*5  p.c.  rye  flour  (containing  about  2*5  p.c. 
water),  and  5  and  5  p.c.  potassium  dichromate. 
CarhoniU  I.A  contains  sodium  chloride  instead 
of  potassium  dichromate. 

Phanix  potq^lers  resemble  the  above  forms 
of  carbonite.  They  are  manufactured  in  various 
brands : 


I. 

11 

III. 

Nitroglycerin 

30 

25 

25 

Sodium  nitrate 

30 

1 

35 

Barium    and    potassium 

nitrates 



34 

— 

Rye  flour 
Wood  meal   . 

40 



40 

40 

— 

100      100      100 
Sometimes    a   little   nitrocotton   is    added    to 
gelatinise  the  nitroglycerin. 

UL  Dynamites  unih  an  Ammonium  Nitrate 
Mixture  Base. 

Ammonia  dynamite  was  a  nitroglyceiin  pre- 
paration proposed  and  patented  in  1872  by 
Ohlson  and  ^orrbin,  which  consisted  of  nitro- 
glycerin 10  p.c.  to  20  p.c.,  ammonium  nitrate 
80  p.c,  charcoal  6  p.c.  The  material  is  deli- 
quescent, and  paraffin  was  added  to  the  mixture 
to  waterproof  it.  Berthelot  states  that  practical 
tests  have  shown  ordinary  dynamite  of  60 
p.c.  nitroglycerin,  and  the  preparation  consist- 
mg  of  75  p.c.  ammonium  nitrate,  3  p.c.  char- 
coal, 4  p.c.  paraffin,  and  18  p.c.  nitroglvcerin, 
to  be  approximately  equal  in  intensity  of 
action. 

In  1873  the  British  Dynamite  Co.  (now 
Nobel*s  Explosive  Go.)  submitted  two  samples 
of  ammonia  dynamite  to  the  special  War  Office 
Committee  on  Guncotton,  ftc,  containing  re- 
spectively 18  and  13  p.c.  nitroglycerin,  75  and 
70  p.c.  ammonium  nitrate,  4  and  7  p.c.  paraffin, 
ana  3  and  10  p.c.  charcoal  dust.  They  were 
unfavourably  reported  on,  on  account  of  the 
possibility  of  exudation  of  nitroglycerin  on 
storage,  due  to  the  deliquescent  nature  of  the 
ammonium  nitrate.  As  permitted  for  manu- 
facture in  this  country,  Nobel's  ammonia 
powder  had  the  composition  : 

No.  1  No.  2 

Ammonium  nitrate    .     82-86  p.c.  78-^  p.c. 
Nitroglycerin    .         .       7-0      „         9-11    „ 
Wood  meal       .         .      6-8      „        8-10    „ 

Moisture  .         .    0*5-2      „  0  5-2*5  „ 

A  recent  sample  of  PviveruUnt  ammonium 
dynamite  contained  20  p.c.  nitroglycerin,  25  p.c. 
ammonium  nitrate,  36  p.c.  sodium  nitrate,  and 
19  p.c.  dry  rye  flour. 

^  Ammonia  dynamites,'  in  which  part  of  the 
nitroglycerin  in  the  earlier  lignin  dynamites  is 
replaced  by  ammonium  nitrate,  are  used  to 
some  extent  in  the  United  States.  They  are 
graded  in  per  cent,  strengths  like  the  more 
usual  simple  nitroglycerin  mixtures.  The  nitro- 
glycerin and  ammonium  nitrate  are  present  in 
roughly  equal  proportions,  and  the  sum  of  their 
percentages  corresponds  to  the  grade  strength 
in  the  lower  grades,  but  in  the  higher  grades 
their  combined  percentages  are  somewhat 
higher  than  that  of  nitroglycerin  in  the  *  straight 


dynamites,'  so  as  to  give  comparable  strengths, 
llieir  velocities  of  detonation  increase  with  the 
strength,  but,  as  would  be  expected,  are  lower 
than  those  of  the  corresponding  *  straight 
dynamites.'  According  to  Comey,  the  velocity 
of  detonation  of  the  30  p.c.  grade  is  about  3500, 
the  40  p.c.  about  4100,  and  the  50  p.c.  about 
4400  metres  per  second.  His  result  for  the 
60  p.c.  strength  was  anomalous,  being  only 
3000  metres  per  second. 

Du  Pont  Permissible  No,  1,  manufactured  in 
the  United  States  and  on  the  English  permitted 
list,  contains  9  p.c.  nitroglycerin,  68  p.c.  am- 
monium nitrate,  8  p.c.  wood  pulp,  and  15  p.c. 
sodium  chloride.  lamit  chaise  18  ozs.,  pendu- 
lum swing  2*82  inches. 

HayliU  No,  3,  manufactured  by  the  National 
Explosives  Co.,  and  also  on  the  permitted  list, 
contains  approximately  9*5  p.c.  nitroglycerin, 
60  p.c.  ammbnium  nitrate,  5  p.c.  wood  meal, 
19*5  p.c.  sodium  chloride,  5  p.c.  ammonium 
oxalate,  and  1  p.c.  moisture.  Limit  chaige 
16  ozs.,  pendulum  swing  2*44  inches. 

Most  modem  dynamites  containing  amino- 
nium  nitrate  also  "contain  nitrocotton,  which 
serves  to  protect  them  from  the  action  of 
moisture. 

iv.  Dynamites  with  a  Barium  Nitrate  Mixture 
Base, 

Some  dynamites,  for  example,  *  Haylite 
No.  1,'  *  Kolax,'  and  *  Tutol,'  contain  barium 
nitrate  in  admixture  with  other  oxygen  salts 
in  their  base. 

Nitro  Densite  is  an  English  permitted  explo- 
sive containing  17-19  p.c.  nitroglvcerin,  24r-26 
p.c.  barium  nitrate,  4-6  p.c.  wood  meal,  24-27 
p.c.  starch,  22-24  p.c.  Franch  chalk,  and  2-5  p.c. 
moisture.  Limit  chai^  28  ozs.,  pendulum 
swing  1*47  inches,  detonator  No.  6. 

V.  Dynamites  unth  a  Chlorate  Mixture  Base, 
Although  the  substitution  of  a  chlorate  for 
a  nitrate  mixture,  as  an  absorbent  for  nitro- 
glycerin, increases  the  power  of  the  resultant 
explosive,  it  adds  to  the  cost,  and  the  explosives 
possess  the  dangerous  properties  inherent  in 
chlorate  mixtures.  They  are  not  used  in  this 
country. 

An  early  example  of  this  class  of  dynamite 
was  proposed  by  Horsley,  in  1872,  in  which  a 
mixture  of  finely  ground  gall  nuts  and  potassium 
chlorate,  in  the  proportion  of  1  to  3,  was  im- 
pregnated with  20  p.c.  nitroglycerin. 

Some  modem  grades  of  the  American 
Hercules  powders  contain  potassium  chlorate 
and  sugar  instead  of  the  older  wood  pulp,  their 
composition  being :  40-75  p.c.  nitroglycerin, 
1-16  p.c.  sugar,  1-3*5  p.c.  potassium  chlorate, 
2-30  p.c.  potassium  nitrate,  and  10-20  p.c. 
magnesium  carbonate. 

vL  Dynamites  with  a  Perchlorate  Mixture  Base, 
Several  explosives  containing  a  considerable 
proportion  of  nitroglycerin,  partly  gelatinised 
with  a  small  quantity  of  soluble  nitrocotton,  and 
with  a  mixture  of  potassium  perchlorate  and 
wood  meal  as  a  base,  have  dunng  the  last  few 
years  passed  the  English  tests  and  have  been 
placed  on  the  list  of  permitted  explosives. 
These  have  been  classified  separately,  as  they 
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aro  characterised  by  the  jperchlorate,  though 
they  also  belong  to  Class  VJII. 

Ammonium  oxalate  is  present  as  a  cooling 
agent  instead  of  the  previously  more  common 
ammonium  nitrate,  and  this  obviates  the  fault 
of  hygroscopicity.  The  small  proportion  of 
nitrohydrocarbon  frequently  present  is  not 
intended  primarily  as  a  combustible,  but  is 
added  to  lower  the  freezing-point  of  the  nitro- 
glycerin. 

The  method  of  mcmufacture  is  to  first  sift 
the  perchlorate,  oxalate,  and  wood  meal,  the 
two  former  through  a  60-100-mesh  sieve,  the 
latter  through  a  20-50-mesh  sieve,  roughly  mix 
them  by  hand  in  a  pan,  then  to  pour  over  the 
mixture  the  partially  gelatinised  nitroglycerin, 
and  again  roughly  mix.  The  final  incorporation 
is  carried  out  in  a  nitrogelatine  incorporator  at 
a  temperaturo  not  above  30^. 

Ajax   powder  contains  on  the  average  22*6 


p.c.  nitroglycerin,  0*8  p.c.  soluble  nitrocotton, 
37*2  p.c.  potassium  perchlorate,  25  p.c.  am- 
monium oxalate,  11  p.o.  wood  meal,  and  3*5  p.c. 


di-  or  tri-nitrotoluene.  Limit  charge  12  ozs., 
pendulum  swing  2*69  inches. 

Dynobel,  manufactured  by  Nobel's  Explo- 
sives Co.,  contains  31'&r33*5  p.c.  nitroglycerin, 
0*6-1  p.c.  collodion  cotton,  26-28  p.c.  potassium 
perchlorate,  28*5-30*5  p.c.  ammonium  oxalate, 
8*5-10*5  p.c.  wood  meal,  and  0-1*5  p.o.  moisture. 
Limit  chaige  22  ozs.,  pendulum  swing  2-61 
inches,  detonator  No.  6. 

Neonal  is  manufactured  by  the  New  Explo- 
sives Co.  in  two  varieties.  Neonal  contains 
20-22  p.c.  nitroglycerin,  0*5-1*5  p.c.  collodion 
cotton,  36-38  p.c.  potassium  perchlorate,  24-26 
p.c.  ammonium  oxalate,  14-16  p.o.  wood  meal, 
0-0*4  p.o.  di-  or  tri-nitrotoluenc,  and  0-2  p.c. 
moisture.  Limit  chaige  16  ozs.,  pendulum 
swing  2*56  inches,  detonator  No.  6;  and 
Neonal  No.  1  contains  40  p.c.  nitro|;lycerin, 
2*8  p.c.  collodion  cotton,  14  p.c.  potassium  per- 
chlorate, 39  p.c.  ammonium  oxalate,  and  5  p.c. 
wood  meal.  Limit  chaise  30  ozs.,  pendulum 
swing  2*51  inches. 

Swale  powder  is,  on  the  averaee,  a  mixture  of 
19  p.c.  nitroglycerin,  1  p.c.  soluble  nitrocotton, 
37^  p.c.  potassium  perchlorate,  10*5  p.c.  wood 
meal,  28  p.o.  ammonium  oxalate,  and  4  p.c. 
di-  or  tri-nitrotoluene.  Limit  chaige  20  ozs., 
pendulum  swing  2*50  inches. 

vii.   Dynamites  containing  a  Nitro  Derivative. 

Castdlanos  powder  was  an  early  dynamite 
of  this  class  which  contained  mtroglycerin, 
nitrobenzene,  fibrous  material,  and  kieselguhr. 
It  was  claimed  to  bum  easily  and  rapidly  without 
explosion,  and  to  be  less  liabl^to  freeze  than 
ordinary  dynamite. 

Many  dynamites  contain  a  small  proportion 
of  nitrohydrocarbon,  added  simply  for  the 
purpose  of  reducing  the  freezing-point  of  the 
mtroglycerin. 

Rejnte,  already  mentioned,  contains  tri- 
nitrotoluene. 

Milling  powder^  an  explosive  on  the  English 
permitted  list,  contains  4-6  p.c.  nitroglycerin, 
5-7  p.c.  trinitrotoluene,  51-55  p.c.  ammonium 
nitrate,  11-13  p.o.  sodium  nitrate,  3-5  p.c. 
wood  meal,  18-20  p.c.  ammonium  oxalate,  and 
up  to  2  p.c.  moisture.  Limit  chaige  12  ozs., 
pendulum  swing  2*62  inches,  detonator  No.  6. 
Vol.  IIL— r. 


Aniigd  de  S^eli,  on  the  Belgian  permitted 
Ust,  contains  25  p.c.  nitroglycerin  and  15  p.c. 
dinitrotoluene,  with  sodium  nitrate,  wood  meal, 
and  a  little  ammonium  sulphate.  ' 

viiL  Dynamites  containing  Nitric  Esters. 

The  nitric  ester  almost  invariably  used  is 
soluble  nitrocotton. 

Blasting  gelalin.  Owing  to  the  tendency  of 
nitroglycerin  to  exude  from  the  dynamites  con- 
taining a  base  of  either  kieselguhr  or  an  explosive 
mixture,  Nobel  continually  experimented  in 
the  direction  of  thickening  the  mtroglycerin  by 
dissolving  some  substance  in  it ;  preferably  an 
explosive.  He  tried  guncotton  as  early  as  1 867, 
but  it  was  not  until  accident  led  him,  in  1875,  to 
try  collodion  with  the  assistance  of  a  solvent, 
that  the  problem  was  solved.  He  found  that 
7-8  p.c.  of  collodion  cotton  could  be  dissolved 
in  mtroglycerin  to  form  a  pLutic  jelly  which 
was  impervious  to  water  [Ft.  Pat.  106384; 
Eng.  Pat.  4179,  1875).  Subsequently,  Nobel 
found  that  warm  nitroglycerin  would  itself 
dissolve  the  collodion  cotton  without  the  assist- 
ance of  a  solvent.  The  resulting  explosive  was 
known  as  *  blasting  gelatin'  or  *mtrogelatin.* 
It  has  been  mentioned  that  nitroglycerin  con- 
tains an  excess  of  3*52  p.c.  of  oxygen  above 
that  required  for  the  complete  combustion  of 
the  carbon  and  hydrogen  of  the  nitroglycerin ; 
this  oxysen  is  utilised  in  effecting  the  complete 
combustion  of  the  nitrocotton,  itself  deficient 
in  oxygen.  The  composition  is  consequently 
most  powerful,  and  it  is  also  proof  against  the 
action  of  water.  For  the  purpose  of  blasting 
hard  rock,  this  class  of  d3mamite  has  now 
practically  displaced  the  previous  types  of 
dynamite  in  England  and  most  continental 
countries. 

Composition. — ^The  relative  proportions  of 
the  two  ingredients  vary  somewhat.  Blasting 
gelatin  was  first  experimented  with  on  the  laige 
scale  in  Austria,  and  the  usual  proportion  there 
is  7  p.c.  nitrocotton  to  93  p.c.  nitroglycerin. 
The  same  proportions  are  used  in  Germany.  In 
England  and  Switzerland,  the  nitrocotton  varies 
between  5  and  10  p.c,  usually  about  7  p.c. 
With  only  4  p.c.  nitrocotton  the  resultant 
product  is  a  thin  liquid  jelly.  In  Italy  8  parts 
of  nitrocotton  are  dissolved  in  90  parts  of 
nitrofflycerin,  with  the  aid  of  methyl  alcohol. 

The  nitrocotton  used  is  the  so-called  collodion 
cotton  or  soluble  nitrocellulose,  which  should 
be  as  diy  and  as  free  from  insoluble  nitrocotton 
as  possible.  It  should  have  as  high  a  nitrogen 
content  as  is  compatible  with  complete  solubility 
in  nitroglycerin.  The  nitrocotton,  for  this 
purpose,  requires  very  special  preparation,  and 
even  now  the  conditions  are  not  perfectly 
understood  for  the  preparation  of  a  nitrocotton 
fulfilling  the  above  requirements,  and  also 
giving  a  perfectly  stiff  and  dry  blasting  gelatin, 
that  wiU  not  exude  nitroglycerin  when  stored 
in  hot  climates.  A  nitrocotton  of  the  correct 
type  is,  however,  essential :  stiffening  by  the 
addition  of  more  nitrocotton  of  a  poor  quality 
is  of  no  value,  as  the  gelatin  resulting,  though 
hard  when  first  manufactured,  rapidly  deterior- 
ates, and  exudes  nitroglycerin  on  storage, 
especially  in  hot  climates.  It  is  frequently 
stabilised  by  the  addition  of  up  to  2  p.c.  of 
calcium  or  magnesium  carbonate.    A  very  small 
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quantity  of  mineral  jelly  is  sometimes  added 
ibT  the  same  poipose. 

Manufacture. — ^In  the  preparation  of  small 
qoantities,  the  weighed  chai;^e  of  nitroglycerin 
is  introduced  into  a  square,  jacketed  copper  or 
lead  trough,  heated  by  the  circulation  of  hot 
water.  When  the  mtroglycerin  is  hot,  the 
chaige  of  foiely  divided  and  thoroughly  dried 
collodion  cotton  is  gradually  added,  the  mixture 
beinff  stirred  with  a  wooden  paddle  from  time 
to  tmie  for  2  hours  until  the  gelatinisation  is 
complete  and  the  jelly  in  the  tanks  is  semi- 
transparent.  The  mass  is  then  kneaded  by 
hand  until  perfectly  uniform.  By  using 
mechanically  worked  wooden  paddles  rovolving 
very  slowly,  a  charge  of  2  cwts.  of  the  explosive 
can  be  thoroughly  gelatinised  in  about  1  hour. 
The  temperature  of  the  nitroglycerin  is  usually 
kept  between  35''  and  40°  ;  occasionally,  tem- 
peratures approaching  45*'-50°  are  used,  but 
the  operation  becomes  very  dangerous  at  the 
higher  tempeiatuie,  and  this  is  ozuy  used  under 
exceptional  ciroumstances,  when  the  solution 
of  the  nitroootton  is  sluggish,  usually  due  to 
the  nitrocotton  being  damp. 

On  a  lazger  scale,  the  kneading  is  done 
mechanically.  The  apparatus  in  use  at  Ardeer 
at  the  time  is  described  by  McBoberts  in  a 
paper  read  before  the  Society  of  Chemical 
Industry  in  May,  1890  (J.  Soc.  dhem.  Ind.  1890, 
267),  but  most  factories  now  use  the  'nitro- 
universal  incorporator*  kneading  machines  of 
Werner,  Pfleiderer,  and  Perkins,  such  as  are  used 
in  the  manufacture  of  smokeless  powders  (q.v,). 

The  use  of  a  solvent  such  as  methyl  alcohol, 
ethyl  alcohol,  acetone,  or  acetic  ether  does 
away  with  the  necessity  for  heat  in  the  process, 
and  also  renders  the  explosive  less  sensitive 
and  less  liable  to  freeze,  but  the  explosive 
power  of  the  product  is  also  lowered  and  the 
addition  is  not  usuaL 

The  gelatin  paste  whilst  still  warm  is  finally 
worked  mto  cartridges  bv  some  form  of  Arohi- 
medean-screw  machme,  the  mass  being  too  stifi 
for  the  presses  used  for  ordinary  dynamite,  such 
as  that  described  by  McRooerts  (I.e.),  the 
resulting  rod  of  gelatin  being  cut  across  by 
bronze  Knives  into  cylinders  of  the  requisite 
length,  3-^  inches,  and  wrapped  in  parehment- 
or  paraffined  paper. 

Cocking  and  Kynoch,  Ltd.  (Eng.  Pat.  28178, 
1911),  manufacture  blasting  gelatin  from  wet 
nitrocotton,  containing  20-30  p.o.  water,  by 
mixing  with  the  nitroglycerin  at  a  temperature 
of  40'*-^''.  The  water  is  driven  off  by  drawing 
the  product  to  and  fro  between  two  chambers 
through  narrow-diameter  jacketed  tubes  heated 
to  the  desired  temperature. 

Properties. — ^Blosting  gelatin  is  a  translucent, 
dastic  semi-solid  of  light-yellow  colour  and  of 
sp.gr.  1*55  to  1-59.  It  does  not  deteriorate  by 
submeigence  in  water,  though  it  becomes  paler 
in  colour  and  more  opaque,  water  not  separating 
the  nitroglycerin — an  advantage  over  kieselgnhr 
dynamite  No.  1.  It  freezes  at  low  temperatures  ; 
but  while  some  cartridges  freeze  readily  at  about 
2**  to  4°,  others  are  sometimes  found  which  are 
not  frozen  by  24  hours*  exposure  to  the  tempera- 
ture (rf  a  mixture  of  ice  and  salt.  If  well  made, 
blasting  gelatin  exudes  no  nitrofflyoerin  even 
after  repeated  freezing  and  thawing,  but 
pressure  tends  to  cause  exudation,  more  so  in 


some  products  than  in  others.  Exudation  has 
frequently  been  traced  to  the  use  in  manufacture 
of  nitrocotton  containing  even  smaU  proportions 
of  moisture.  It  usually  shows  first  as  a  narrow 
line  of  free  nitroglycerm  along  the  edge  of  the 
inner  fold  of  the  wrapper.  In  the  frozen  state, 
blasting  gelatin  is  more  sensitive  to  shock;  a 
rifle  bullet  can  be  fired  through  cmy  number 
of  unfrozen  cartridges  without  exploding  them, 
but  similarly  fired  through  frozen  cartridges 
never  fails  to  cause  their  explosion:  In  the 
frozen  state  it  is  even  more  sensitive  than 
ordinary  dynamite.  For  purposes  of  manipula- 
tion, it  is  usually  considered  necessary  to  thaw 
frozen  cartridges  before  using  them,  and  this  is 
carried  out  in  the  same  apnaratus  and  with  the 
same  precautions  as  with  Meselguhr  dynamite. 
The  transmission  of  detonation  through  unfrozen 
blasting  gelatin  is  much  slower  than  through 
either  nitroglycerin  or  d3mainite,  but  the  frozen 
gelatin  cartridges  appear  to  detonate  as  quickly 
as  those  of  dynamite.  Blasting  selatin  cannot 
be  exploded  in  trains  in  the  open  Uke  dynamite, 
but  it  explodes  readily  when  confined  in  bore- 
holes, and  its  comparatively  slow  detonation 
makes  it  especially  useful  in  blasting  soft  rook. 
Between  steel  and  steel,  blasting  gelatin  explodes 
under  a  blow  of  25-3  foot-lbe.  Soft  blasting 
selatin  has  been  exploded  between  brass  plates 
By  a  56-lb.  weight  falling  12  feet,  the  height 
required  when  ike  blastu^  gelatin  was  frozen 
being  only  1  foot.  From  experiments  made  at 
Ardeer,  it  was  found  that  while  kieselguhr 
dynamite  No.  1  could  be  unfailingly  exploded 
by  a  detonator  containing  0-05  gram  of  cap 
mixture  (70  p.c.  meroury  fulminate  and  20 
p.c.  potassium  chlorate),  the  least  quantity  re- 
quired to  detonate  the  best  blasting  gelatin  is 
0*2  gram ;  and  if  the  latter  is  tough,  with  an 
extra  proportion  of  nitroootton  {e.g.  with  9  p.o. 
or  10  p.c.),  it  fails  to  detonate  completely  even 
with  a  0*8  gram  charge  of  cap  composition. 
The  velocity  of  detonation  varies  with  uie  com- 
position and  physical  conditioiL  With  a  20- 
grain  detonator,  Corney  found  that  the  velocity 
of  detonation  rapidly  rose  from  about  2000  near 
the  point  of  detonation  to  about  6800  metres 
per  second.  Under  poor  confinement  the 
detonating  wave  is  subject  to  a  steady  fall  off 
after  reacning  a  maximum,  and  a  sudden  stop 
may  occur  if  there  is  any  break  in  the  continuity 
of  the  explosive.  Sorb  plastic  products  are 
more  easily  detonated  than  hard  elastic  ones.  It 
is  necessary,  therefore,  in  order  to  got  unfailing 
detonations  with  tough  blasting  gelatin,  to  use 
in  actual  mining  a  detonator  with  at  least 
1  gram  of  cap  composition,  or  to  use  a  dynamite 
pnmer.  Bluting  selatins  which  are  of  normal 
consistency  when  first  manufactured,  are  liable 
to  become  hard  and  insensitive  on  storage.  The 
opinion  usually  held  is  that  blasting  gelatin  has 
a  webbed  structure,  and  that  the  product  is 
not  sufficiently  sensitive  unless  a  considerable 
proportion  of  the  nitrofflycerin  exists  in  the 
unfelatinised  condition  oetween  the  webs  of 
jelfy.  Hargreaves,  who  first  propounded  this 
theory,  considers  that  blasting  gelatin  is  beet 
made  by  first  forming  a  jelly  with  part  of  the 
nitroglycerin,  and  then  adding  the  remainder 
without  gelatinisatioiL  He  claims  that  the 
product  manufactured  in  this  way  does  not 
become  insensitive  on  storage,   and  has  less 
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tendency  to  exude  under  warm  storage  con- 
ditions. The  hardening  and  insensitiveness 
usually  developed  on  storage,  which  appear  to 
take  place  most  readily  at  moderate  tempera- 
tures, are  attributed  to  the  slow  absorption  of 
the  free  nitroglycerin  by  the  collodion  cotton. 
In  small  quantities,  blasting  gelatin  bums  away 
in  the  open  without  explosion.  When  gradually 
heated  up,  it  explodes  at  about  204°  ;  on  rapid 
heating,  it  explodes  at  240°.  BlastLig  gelatin 
containing  camphor  cannot  be  exploded  by 
gradual  heating,  but  bums  quickly  away  (Hess). 

The  addition  of  camphor  (alx>ut  4  p.c.)  to 
blasting  gelatin  deadens  the  sensitiyeness  of  the 
latter  to  shock  to  a  very  remarkable  extent. 
Rifle  shots  will  not  explo<le  soft  blasting  gelatin 
containi^  4  p.o.  camphor  at  a  distance  of  1(H) 
paces.  Berthelot  attributes  this  effect  to  a 
certain  amount  of  elasticity  and  solidity  caused 
in  the  s elatin  by  the  added  camphor,  on  account 
of  which  the  energy  of  the  shock  of  the  detonator, 
and  the  heat  into  which  some  of  it  is  converted, 
are  imparted  to  a  much  greater  mass  of  sub- 
stance than  when  no  camphor  is  present — a 
condition  unfavourable  to  a  sudden  and  local 
rise  of  temperature.  Before  the  introduction  of 
'  ecrasite,'  olasting  gelatin  containing  4  p.o.  of 
camphor  was  nsea  in  Austria  for  military 
purposes  as  a  high  explosive.  In  Italy,  5  parts 
of  camphor  were  added  to  100  parts  of  nitro- 
gelatin  containing  8  p.c.  of  nitrocotton.  These 
mixtures  were  so  insensitive  to  shook  that  a 
special  primer  had  to  be  used — ^in  Austria,  a 
mixture  of  nitroglycerin  and  nitrohvdrooellulose ; 
in  Italy,  guncotton.  The  French  'Dynamite- 
gomme,  extra  forte,'  is  a  blasting  gelatin  con- 
taining 7-8  p.c  nitrocellulose. 

Abel  found  (by  the  work  done  in  expandins 
the  bore  of  a  lead  cylinder)  the  intensity  <3 
action  of  NobeFs  blasting  gelatin  to  be  about 
100  when  a  sufficiently  strong  detonator  was 
used,  kieselguhr  dynamite  No.  1,  exploded  by 
the  same  detonator,  being  equal  to  100.  Abbot 
found  the  intensity  of  the  same  kind  of  blasting 
gelatin,  detonated  under  water  and  referred  to 
the  same  standard,  to  be  142.  Hence  it  is  not 
surprising  that,  although  higher  in  price,  blast- 
ing gelatm  has  to  a  large  extent  repboed  kiesel- 
guhr dynamite. 

According  to  Berthelot,  the  equation  for  the 
combustion  of  blastinff  gelatin  containing 
91*6  p.c.  nitroglvcerin  axS.  8-4  p.c.  nitrocellulose, 
the  proportion  for  complete  combustion  is  : 

61C,H,{NO,),+C,4H,iO„(NO,),  . 

=  177CO,+143H,0+81N, 

The  heat  liberated  by  the  equivalent  weight, 
12,360  grams,  being  10,381  oals.,  or  1535  oals. 
per  kilo. 

Testing  :  HecU  test, — 50  ffrains  of  blastinc 
gelatin  intimately  mixed  with  100  erains  ctf 
French  chalk  must  withstand  the  Abel  lieat  test 
at  160°  for  at  least  10  minutes. 

Liquefaction  test, — ^A  cylinder,  of  equal 
height  and  diameter,  exposed  to  a  temperature 
of  85°  to  90°F.  for  144  consecutive  hours,  must 
not  diminish  in  height  more  than  one-fourth  of 
its  original  height,  nor  lose  the  sharpness  of 
its  edges. 

SSudaiion  test, — On  subjeoting,  three  times 
in  succession,  to  alternate  freezing  and  thawing, 
and  in  the  liquefaction  test,  no  substance  of  a 


less  consistency  than  the  bulk  must  separate 
out. 

Although  suitable  ia  tunnelling  for  blasting 
hard  rock  and  for  military  purposes,  blasting 
gelatin  is  too  local  and  violent  in  its  effects  for 
most  xmmng  operations,  and  various  modifica- 
tions were  soon  made  to  reduce  its  power.  The 
usual  way  of  doin^  this  is  to  make  a  thinner 
gelatin  and  knead  it  into  an  absorbing  powder. 
The  earlier  absorbents  were  usually  a  mixture  of- 
wood  pulp  or  rye  flour  and  either  potassium  or 
sodium  nitrate.  Many  recent  continental  dyna- 
mites of  this  class  contain  ammonium  nitrate, 
the  explosives  being  then  more  powerful  The 
manufacture  of  these  dynamites,  which  are  also 
cheaper  than  blasting  gelatin,  is  essentially  the 
same  as  that  of  blasting  gelatin. 

Qdaiin  dynamite^  maide  b^  Nobel's  Explo- 
sives Company,  consists  of  thm  blasting  gelatin 
mixed  with  wood  meal  and  potassium  nitrate. 
Its  composition  is  :  gelatinised  nitroglycerin,  65 
p.o. ;  potassium  nitrate,  26*25  p.c. ;  8-4  p.c.  wood 
meal;  0'35  p.o.  soda.  The  gelatinised  nitro- 
glycerin consists  of  07*5  mtroglycerin  and 
2*5  p.o.  soluble  nitrocellulose.  As  usual,  the 
proportions  of  the  constituents  vary  in  different 
sampJes  :  another  gelatin  dynamite  containing 
neanv  80  p.c.  gelatinised  nitroglycerin,  of  about 
blasting  gelatin  composition,  16  p.c.  nitre  and 
4  p.o.  wood  pulp.  Ab  made  at  Ardeer,  the 
finished  explosive  is  of  pale  buff  colour  and  is 
very  elastic.  Abelj  by  the  lead-cylinder  method, 
found  its  intensity  of  action,  when  suitably  deto- 
nated, to  be  127  and  123  (mean  125),  ordinary 
kieselguhr  dynamite  being  100. 

The  French  *  Dynamite-Gomme,'  *  Potasse,' 
and  *  Sonde '  contain  82-83  p.o.  nitroglycerin, 
5-6  p.c.  collodion  cotton,  2-3  p.c.  wood  meal, 
and  0-10  p.c.  potassium  nitrate  or  sodium 
nitrate  respectively. 

The  manufacture  of  dynamites  of  this  class 
with  wet  collodion  cotton  was  patented  by 
Schachtebeck  (Qer.  Pat.  172651,  1005),  the  wet 
nitrocotton  being  treated  with  glue,  dextrin, 
starch,  or  simi&r  substance  to  absorb  the 
moisture.  An  example  given  is  60  p.c.  nitro- 
glycerin, 7  p.c.  coUcxilon  cotton  containing  35 
p.c.  water,  3  p.c.  glue,  7  p.c.  wood  meal,  20  p.c. 
sodium  nitrate,  and  3  p.c.  ammonium  nitrate. 
The  Soc.  Dynammit  Akt.  Ges.  (Fr.  Pat.  333443, 
1003)  suggests  the  use  of  carbohydrates  soluble 
or  partiaUy  soluble  in  water,  such  as  sugar 
starch,  dextrin,  ftc,  in  gelatin  explosives,  a 
plastic  instead  of  a  friable  product  with  a  low 
peroentaffe  oi  nitroglycerin  beins  claimed.  A 
composition  given  is  32  p.c.  nitroglycerin,  0-7  p.o. 
collodion  cotton,  18*5  p.c.  dextnn,  1  p.c.  veget- 
able oil,  35*8  p.c.  ammonium  nitrate,  3  p.c. 
ammonium  oxalate,  2  p.o.  wood  meal,  2  p.c. 
sodium  chloride,  and  5  p.c.  alum. 

OeUgnite  is  a  weaker  modification  of  gelatin 
dynamite,  its  composition  being  60-01  p.c. 
mtrcwrlycerin,  4-5  p.c.  nitrocotton,  7-0  p.c. 
wooa  pulp,  and  about  27  p.o.  potassium  nitrate. 
This  expUMive  is  very  largely  used.  It  is  fre- 
quently stabilised  as  in  the  case  of  blasting 
;  gelatin.  An  estimation  by  Abel  of  its  intensity 
,  of  action,  suitably  detonated  in  a  lead  cylinder, 
.  makes  it  100,  t.e.  the  same  as  the  Ardeer  kiesel- 
guhr dynamite  No.  1.  |^ 

The  French  *  GSUUines '  are  of  this  class.  A 
contains  64  p.c.  nitroglycerin,  3  p.c.  collodion 
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cotton,  25  p.c.  sodium  nitrate,  and  8  p.c.  wood 
meal.  B-potasaCy  or  -aaudre,  contains  about 
57  p.c.  nitroglycerin,  2*5-3  p.c.  collodion  cotton, 
6-8  p.c.  wood  meal,  and  32-34  p.c.  potaaeium 
nitrate,  or  sodium  nitrate,  and  Oomme  E  con- 
tains 49  p.c.  nitroglycerin,  2  p.c.  collodion 
cotton,  36  p.c.  potassium  nitrate,  10  p.c.  wood 
meal,  and  3  p.c.  flour.  French  '  Gelignite  '  con- 
tains 58  p.c.  nitroglycerin,  2  p.c.  collocuon  cotton, 
28  p.c.  potaasium  nitrate,  9  p.c.  wood  meal,  and 
3  p.c.  flour. 

Amm/onia  gdatin  A  contains  30  p.c.  nitro- 
glycerin, 3  p.c.  nitrocotton,  and  67  p.c.  am- 
monium nitrate. 

Ammonia  gdigniU  contains  29*3  p.c.  nitro- 
glycerin, 0«7  p.c.  nitrocotton,  and  70  p.c.  am- 
monium nitrate. 

OrUotUine  Favier,  a  French  safety  ezplosiye, 
contains  29*1  p.c.  nitroglycerin,  0*9  p.c.  collodion 
cotton,  69-5  p.c.  ammomum  nitrate,  and  0*5  p.c. 
sodium  carbonate. 

ArUigrigon  contains  27  p.c.  nitroglycerin, 
1  p.c.  nitrocotton,  and  72  p.c.  ammonium 
nitrate. 

Arkiie  No.  2,  an  English  permitted  explosiye, 
contains  on  the  ayenwe  32  p.c.  nitroglycerin, 
1  p.c.  nitrocellulose,  27  p.c.  potassium  nitrate, 
10  p.c.  wood  meal,  and  30  p.c.  ammonium 
oxalate.  Limit  charge  40  ozs.,  pendulum 
swinff  2"41  inches. 

forciU.  Although  the  early  American  for- 
cites  contained  unnitrated  cellulose,  more 
recent  samples,  such  as  the  Belfl:ian,  contain 
nitrocelluloee,  and  are  simply  eelatm  dynamites, 
containing  from  40  to  65  p.c.  of  gelatinised  nitro- 
glycerin, 4-8  p.o.  nitrocotton  mixed  with  wood 
meal,  rye  flour  or  tar,  and  usually  sodium 
nitrate,  but  in  some  cases  ammomum  nitrate  or 
potassium  nitrate ;  1  p.a  magnesia  and  sulphur 
are  also  usually  present.  ForciU  antigriaouteuse 
contains  29*4  p.c.  nitroglycerin,.  0*6  p.c.  nitro- 
cotton, and  70  p.c.  ammonium  nitrate. 

CarhogekUin  contains  38*5  p.c.  of  nitro- 
gelatin,  49*5  p.c.  nitre,  10*5  p.c.  wood  meal  and 
charcoal,  and  1*5  p.c.  of  magnesium  carbonate. 

CoroniU  contains  38-40  p.c.  nitroglycerin, 
1-1-5  p.c.  nitrocotton,  26-28  p.c.  ammonium 
nitrate,  3-5  p.c.  potassium  nitrate,  11-14  p.c. 
aluminium  stearate,  8-11  p.c.  rve  flour,  2-4  p.c. 
wood  meal,  2*4  p.c.  liquid  paraffin,  and  0-2'5  p.c. 
moisture. 

Dtixite^  on  the  English  permitted  list,  con- 
tains, on  the  average,  32  p.c.  nitroglycerin,  1  p.c. 
nitrocotton,  28  p.c.  sodium  nitrate,  10  p.c.  wood 
meal,  and  29  p.c.  anmionium  oxalate.  Limit 
change  12  ozs.,  pendulum  swing  2*45  inches. 

Two  English  explosives  of  this  class  on  the 
permitted  list,  manufactured  by  NobeFs  Ex|>lo- 
sives  Company,  are  Dynobd  No.  3,  containing 
14-16  p.c.  nitroglycerin,  0*25-0*75  p.c.  collodion 
cotton,  0*5-2*5  p.c.  dinitrobenzene,  di-  and  tri- 
nitrotoluene together,  51-54  p.c.  ammonium 
nitrate,  4-6  p.c.'  wood  meal,  2^26  p.c.  sodium 
chloride,  0-1  p.c.  magnesium  carbonate,  and 
0-2  p.c.  moisture.  Limit  charge  18  ozs., 
pendulum  swing  2*50  inches  ;  and  Dynobd  No.  4, 
a  weaker  variety,  containing  the  same  ingredi- 
ents, but  with  less  ammonium  nitrate  and  more 
sodium  chloride.  Limit  charge  30  ozs.,  pendulum 
swing  2*35  inches. 

Essex  'powder,  an  English  permitted  explo- 
sive, contains  22-24  p.o.  nitn^lycerin,  0-5-1-5 


p.c.  collodion  cotton,  33-35  p.c.  potaasium 
nitrate,  33-35  p.c.  wheat  flour,  5-7  p.c.  am- 
monium chloride,  and  2-5  p.c.  moisture.  Limit 
charge  38  ozs.,  pendulum  swing  2*17  inches, 
detonator  No.  6. 

Oe»liX  is  a  modem  German  safety  explosive. 
No.  1  contains  30*75  p.c.  nitrofflycerin  jelly, 
5-25  p.c.  dinitrotoluene,  7  p.c.  sodium  chloride, 
18  p.o.  sodium  nitrate,  39  p.c.  dextrin.  No.  2 
contains  30-75  p.c.  nitroglycerin  jelly,  5*25  p.c. 
dinitrotoluene,  22  p.c.  ammomum  nitrate, 
21  p.c.  sodium  chloride,  and  21  p.o.  dextrin. 

Fordity  a  similar  explosive,  contains  24  p.c. 
nitroglycerin,  1  p.c.  nitrocotton,  34  p.c.  nitro- 
toluene,  2  p.c.  flour,  2  p.c.  dextrm,  5  p.c. 
glycerin,  and  32  p.c.  ammonium  nitrate;  to 
tms  mixture  is  added  30  p.c.  potassium 
chloride. 

CeiiiU  is  a  gelatin  dynamite,  with  the  addi- 
tion of  ammonium  oxalate,  having  the  composi- 
tion 56-59  p.c.  nitroglycerin,  2-3*5  p.c.  mtro- 
cotton,  17-21  p.c.  potassium  nitrate,  8-9  p.c. 
wood  meal,  11-13  p.o.  ammonium  oxalate,  and 
0*5-1*5  p.c.  moisture. 

OeloxiU  is  a  similar  explosive  which  contains 
54-64  p.c.  nitrop;lycerin,  4r-5  p.c.  nitrocotton, 
13-22  p.c.  potassium  nitrate,  4-7  p.c.  wood  meal, 
containing  not  more  than  15  p.c.  and  not  less 
than  5  p.c.  moisture,  12-15  p.c.  ammonium 
oxalate,  and  1  p.c.  red  ochre.  Ochre  is  some- 
times added  to  dynamites  to  make  them  re- 
semble ordinary  dynamites  in  appearance. 

Ha^ie  No.  1,  an  English  permitted  explo- 
sive, contains  25-27  p.c.  nitroglycerin,  0*5-1*5 
p.c.  collodion  cotton,  19-21  p.c.  potassium 
nitrate,  19-21  p.c.  ba^um  nitrate,  12-14  p.c. 
wood  meal,  6-8  p.c.  mineral  jelly,  10-12  p.c. 
ammonium  oxalate,  and  0*5-2*5  p.c.  moisture. 
Limit  charge  10  ozs.,  pendulum  swing  2*18 
inches,  detonator  No.  6. 

Bippite,  an  English  authorised  explosive, 
contains  56-63  p.c.  nitroglycerin,  gelatinised 
with  a  small  quantity  of  collodion  cotton, 
potassium  nitrate,  wood  meal,  castor  oil,  and 
ammomum  oxalate,  and  is  stabilised  by  the 
addition  of  a  little  calcium  or  magnesium 
carbonate,  or  mineral  jelly. 

Saxonite,  manufactured  by  NobePs  Explo- 
sives Company,  was  at  one  time  on  the  permitted 
list,  and  the  most  extensively  used  of  safety 
explosives  in  this  country.  It  contains  42*5-62 
p.c.  nitroglycerin,  2*5-^5  p.c.  collodion  cotton, 
16-27*5  p.c.  potassium  nitrate,  3-5-8  p.c.  wood 
meal,  9-27  p.c.  ammonium  oxalate,  and  0-0*5 
p.o.  calcium  carbonate.  It  failed  to  pass  the 
Kotherham  test,  but  is  still  used  for  purposes 
other  than  in  fiery  mines. 

Samsonite,  an  explosive  ot  closer  limits,  was 
designed  by  NobeFs  to  replace  *  Saxonite,'  and 
is  at  present  on  the  permitted  list.  Its  compo- 
sition is :  57-60  p.c.  nitroglycerin,  3-4  p.c. 
collodion  cotton,  17-19  p.c.  potassium  nitrate, 
5-7  p.c.  wood  meal,  12*5-14*5  p.c.  ammonium 
oxalate,  and  0-1*5  p.c.  moisture. 

Stowite  contains  6^-61  p.c.  nitroglycerin, 
4'5-n5  p.c.  nitrocotton,  18-20  p.c.  potassium 
nitrate,  6-7  p.c.  wood  meal  specified  as  in 
seloxite,  and  11-15  p.c.  ammonium  oxalate. 
A  non-waterproofed  wrapper  of  parchment  is 
used,  and  a  No.  6  detonator. 

Syndiie  is  on  the  English  permitted  list. 
It  contains  10-22  p.c.  nitroglycenn,  0*1-0*3  p.c. 
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collodion  cotton,  45-49  p.o.  ammonium  nitrate, 
7-9  p.c.  sodium  nitrate,  ^-6  p.c.  glycerin,  2-5  p.c. 
starch,  26-28  p.c.  sodium  chloride,  and  0-2  p.c. 
moisture.  Limit  chaige  40  ozs.,  pendulum 
swing  2*22  inches,  detonator  No.  7. 

Super-Cliffiie  is  manufactured  by  Curtis's  and 
Harvey  in  two  varieties.  No.  1  contains  10  p.c. 
nitroglycerin,  les3  than  1  p.c.  collodion  cotton, 
60  p.c.  anunonium  nitrate,  16  p.c.  sodium  chlo- 
ride, 11  p.c.  ammonium  oxalate,  6  p.c.  wood 
meal,  and  2  p.c.  moisture ;  limit  ohaige  26  ozs., 
pendulum  swing  2*53  ins. ;  and  No.  2  of  similar 
composition,  except  that  the  sodium  chloride  is 
increased  to  20  p.c.  and  the  ammonium  oxalate 
reduced  to  6  p.c. ;  limit  charge  30  ozs.,  pendu- 
lum swing  2*53  ins. 

The  permitted  composition  for  Phcenix 
powder  is  28-31  p.c.  nitroglycerin,  0-1  p.c. 
nitrocotton,  30-34  p.c.  potassium  nitrate,  33-37 
p.c.  wood  meal,  cmd  2*6  p.c.  moisture. 

Safety  dynamite  contains  24  p.c.  nitro- 
glycerin, 1  p.c.  nitrocotton,  and  75  p.c.  am- 
monium nitrate. 

The  toood  pulp,  so  frequently  used  as  an 
ingredient  in  these  dynamites,  is  made  from 
IpgB  usually  of  pine  wood,  but  occasionally 
£rom  other  woods.  The  logs  are  freed  from 
bark  and  sawn  into  boards ;  the  boards,  free 
from  knots,  broken  by  a  machine  into  small 
pieoes  and  then  crushed  between  rollers.  Where 
available  in  sufficient  quantity,  shavings  are 
used.  The  powder  is  boUed  under  pressure  with 
a  solution  of  sodium  bisulphite  lor  10  to  12 
hours.  The  pulp  is  then  washed  and  dried. 
The  pulp  must  not  be  exposed  to  acid  vapours 
or  overheated  in  drying,  and  should  all  pass 
through  a  sieve  of  50  meshes  to  the  inch.  It 
should  not  be  too  fine,  or  the  resulting  dynamites 
are  too  dense  in  character  and  difficult  to 
detonate. 

The  use  of  non-fermentable  gtarch  was  pro- 
posed by  Kynoch  (Eng.  Pat.  22966,  1901)  as  a 
substitute  for  wood  m^,  in  order  to  reduce  the 
bulk  of  the  explosive. 

Cocoanui  fibre  has  been  suggested  by  Gon- 
salves  (Eng.  Pat.  4968,  .1905)  bb  an  absorbent 
for  this  class  of  dynamite,  and  it  is  claimed  that 
it  prevents  the  freezing  of  the  nitroglycerin. 

Ouncotton  dynamite.  In  1867  mixtures  of 
nitroglycerin  with  pulped  guncotton,  which, 
unlike  collodion  cotton,  does  not  dissolve  in  and 
gelatinise  nitrofflycerin,  were  proposed  by  Abel 
and  Trauzl.  Abel's  mixture  was  call^  gly- 
oaeUine,  and  was  prepared  by  soaking  guncotton, 
with  or  without  nitre,  in  nitroglycerin. 

TravzPs  dynamite  consisted  of  75  p.c.  nitro- 
glycerin, 25  p.c.  guncotton,  and  2  pts.  charcoal 
to  every  100  of  mixture.  In  1868  Schultze  pro- 
posed a  mixture  of  nitrated  wood  cellulose 
soaked  in  nitroglycerin  under  the  name  of 
*  dualine.* 

These  explosives,  like  most  other  d3mamites, 
have  been  superseded  by  the  gelatin  dynamite 
class. 

Freezing  of  dynamites. — ^The  comparatively 
high  freezing-point  of  nitroglycerin,  and  the 
difficulty  in  thawing,  is  a  great  objection  to  the 
use  of  nitroglycerin  explosives.  Numerous 
attempts  have  been  maae  to  overcome  the 
difficulty  by  lowering  the  freezing-point,  by 
suitable  additions,  out  with  very  limited 
success.    In  England  it  is  usqal  to  take  pre- 


I  cautions  to  prevent  freezing  by  suitable  storage 
in  warm  magazines,  but  in  the  United  States 
I  and  on  the  Continent  additions  to  the  nitro- 
glycerin to  prevent  freezing  are  common.  The 
I  addition  of  nitrohydrocarbons  such  as  nitro- 
I  benzene  was  tried  by  Nobel  and  Guttmann,  but 
they  found  that  so  laige  a  quantity  was  required 
to  produce  any  sensible  reduction  of  the  freezing- 
pomt,  that  the  power  and  sensitiveness  of  the 
explosive  were  seriously  reduced.  This  reduc- 
tion of  power  is  of  advantage  in  safety  explosives, 
and  mtrohydrocarbons  in  small  amount  are 
frequently  constituents  in  dynamites  of  this 
class.  Tne  lower  the  molecular  weight  of  the 
nitro  body  the  smaller  the  percentage  necessary 
to  effect  a  given  reduction  of  freezing-point,  but 
the  nitrohydrocarbons  of  low  molecular  weight 
have  the  disadvantage  of  beins  volatile.  The 
addition  of  nitrobenzene  had  oeen  previously 
patented  in  Sweden  by  Rudbera  in  1866,  and 
von  Dahmen  in  Austria  patentea  a  process  for 
nitrating  glycerin  mixed  with  a  small  per- 
centage of  nitrobenzene.  Dinitrotoluene  was 
found  more  efficient,  and  its  use  was  patented 
by  the  Soci6t6  des  Poudree,  &c.  D^iamites, 
of  Arendonck  in  1903  (Eng.  Pat.  14827,  1903) 
and  a  mixture  of  solid  di-  and  trinitrotoluene 
was  suggested  by  Johnson  (Eng.  Pat.  25797, 
1904).  in  the  United  States  low-freezing 
dynamites,  such  as  the  Red  Cross  Dynamites  en 
the  E.  I.  du  Pont  de  Nemours  Company,  are 
manufactured  by  replacing  about  one-fourth  of 
the  nitroglycerin  of  tiie  *  straight  dynamites  *  by 
a  nitrohydrocarbon. 

Wohl,  in  1890,  had  suggested  the  use  of 
mono-  and  dinitroglycerin  for  reducing  the 
freezing-point  of  mtroglycerin,  and  in  1904 
Mikolajozak  patented  the  use  of  dinitroglycerin 
(Eng.  Pat.  8041,  1904);  but  mono-  and  di- 
nitroglycerin  are  hygroscopic,  soluble  in  water, 
and  expensive,  and  moreover  Will  has  shown 
that  their  addition  is  not  very  effective. 

The  Westf&lisch-Anhaltische  Sprengstoff- 
Gesellschaft,  in  1906,  patented  the  use  of  nitro- 
chlorhydrins  and  subsequently  the  nitropoly- 
glycerins  (Eng.  Pat.  4057  and  6314,  1906). 
l)initrochlorhydrin  is  now  used  to  a  laige  extent 
in  German  nitroglycerin  explosives,  such  as 
*  Gelatin  Astralit,* '  Gelatin  Donarit,'  and  *  Gela- 
tin Westfalit,*  for  this  purpose.  It  is  easy  and 
cheap  to  manufacture,  and  mixes  with  nitro- 
glycerin in  all  proportions,  and  gelatinises 
I  collodion  cotton  equally  well.  Its  admixture 
up  to  20  p.c.  of  the  nitroglycerin  has  very  little 
I  effect  on  the  explosive  properties  of  the  dyna- 
I  mites.  The  mixture  is  made  by  nitrating  a 
I  mixture  of  glycerin  and  chlorhydrin  in  the 
usual  way.  Dinitrochlorhydrin  is  practically 
insoluble  m  water,  and  is  not  hygroscopic,  but 
it  has  the  disadvantage  that  it  gives  off  hydro- 
chloric acid  on  explosion,  and  necessitates  the 
use  of  an  alkaline  nitrate  in  dynamites  con- 
taining it,  if  for  use  undei^^und.  Vender 
propoMBd  dinitroacetin  and  dinitroformin  (Eng. 
Pat.  9791,  1906),  which  have  the  advantage  that 
hydrochloric  acid  is  not  one  of  the  products  of 
explosion,  and  Escales  (Eng.  Pat.  2117,  1907) 
used  a  nitrated  complex  mixture  of  mono-  and 
di-chlorhydrin,  di-  and  tri-glycerin  and  the 
chlorhydrins  of  these  bodies. 

The  subject  of  the  lowering  of  the  freezing- 
point  of  nitroglycerin  has  been  investigated '^Dy 
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NftocUioff  (Zeitsch.  aittew.  CSbaoL  1906,  11,  53). 
He  showwi  that  the  fieeEiiig-point  of  a  nilzo- 
glyoerin  ezpionre  can  be  caicnlalfid  from  ito 
eomposition,  by  means  of  Raonlt's  fmnula, 
and  that  the  Tatne  of  a  rafaetanoe  for  depraHing 
the  freenng-pomt  of  nitrogljoerin  depended  on 
its  moiecnlar  weight  and  not  on  its  own  freenng- 
point.  He  pointed  oot^  further,  that  the  re- 
nttanoe  to  neodng  depended,  not  only  on  the 
tnie  ffBezing-point  of  the  mixtore,  hot  abo  on 
its  property  of  nndeigoing  cooling  below  its 
freecing-point  without  scrfidifying,  and  found 
that  the  pfoperty  was  best  shown  in  more 
plastic  explosiTes. 

NiTBOCKIXITIiOBBB. 

Braoonnot,  in  1832,  observed  that  starch, 
woody  fibrs,  and  other  similar  substances,  are 
conTerted  1^  the  action  of  strong  nitric  acid 
into  a  oombnstibie  product,  which  he  called 
xffkfidine,  Pelouze,  in  1838,  found  that  starch 
treated  with  strong  nitric  acid  increased  in 
weight ;  and  that  paper,  cotton,  and  linen,  im- 
mened  in  nitric  acid  of  1*5  sp-gr.,  become  easily 
combustible.  Schonbein,  towaids  the  end  of 
1845,  announced  the  discoveiT  of  a  new  ezplo- 
sive  substance,  which  he  subsequently  stated 
to  have  been  obtained  by  treating  cotton  with 
a  mixture  of  nitric  and  sulphuric  acids.  Bottger, 
in  August,  1846,  found  out  the  method  of 
making  g^unootton,  which  Schonbein  was  keep- 
ing secret.  The  two  chemists  jointly  submitted 
their  discovery  to  the  Germanic  Confederation,  ' 
but  resenred  the  publication  of  their  method  of 
preparing  guncotton.  Several  chemists  havinff 
.  in  1847  independently  discovered  the  methoa 
of  |Mreparing  guncotton  by  means  of  a  mixture 
of  nitric  and  sulphuric  acids,  Schonbein  and 
Bottger  then  stated  this  to  be  their  process. 
The  manufacture  of  guncotton  was  undertaken 
in  England,  France,  and  Russia ;  but  the  eariier 
attempts  at  manufacture  were  not  satisfactory, 
the  importance  of  purifying  the  cotton  from 
fatty  matter,  and  of  washmg  the  guncotton 
thoroughly  free  from  acid,  not  having  at  fint 
been  sufficiently  felt  to  be  essential  to  obtaining 
a  safe  and  stable  guncotton. 

Von  Lenk,  in  Austria,  between  1849  and  1852, 
made  great  improvements  in  the  manufacture  of 
guncotton ;  and  in  1853  a  factory  was  erected 
under  his  direction  at  Hirtenbeig,  near  Vienna, 
in  which  (and  at  Reny  in  Vienna)  the  manufac- 
ture was  continued  until  1865,  when  the  manu- 
facture and  use  of  guncotton  were  officially  put 
a  stop  to  in  consequence  of  the  explosion  of  two 
magazines.  Von  Lenk  used  the  cotton  in  the 
form  of  ^am  ;  his  principal  improvements  were 
the  punfication  of  the  cotton  from  oily  and 
other  matters  by  boiling  with  caustic  alkali,  the 
nitration  of  the  cotton  in  separate  small  charges, 
the  dividing  the  operation  of  nitration  into  two 
stages  :  a  snort  immersion  (of  some  minutes)  of 
the  cotton  in  the  mixed  acids,  the  removal  of 
the  cotton  with  a  sufficiency  of  absorbed  acids, 
and  allowing  a  lon^  time  (24  to  48  hours)  for 
the  completion  of  the  nitration,  also  the  careful 
washing  of  the  guncotton  to  remove  free  acid. 
To  remove  acid,  the  guncotton  after  its  nitra- 
tion was  whirled  in  a  centrifugal  machine, 
washed  in  copper  drums  with  a  large  quantity 
of  water,  then  placed  in  boxes  in  running  water 
for  three  to  six  weeks,  after  which  it  was  treated 


with  a  hot  weak  solution  of  potash,  and  again 
water-washed. 

Von  Leak's  guncotton  was  used  in  t^e  form 
of  yam. 

Abel,  adopting  Von  Lenk's  method  of 
nitrating  the  cotton,  made  wy  important  im- 
movements  in  the  processes  of  manufacture. 
He  intzoduoed  the  use  of  cleaned  cotton  waste, 
and  by  converting  tiie  eunootton  into  pulp  so 
facilitated  the  washing  tbaX  it  oouM  be  effected 
in  two  or  three  d^s  instead  of  in  six  or  more 
weeks  as  in  Von  Lenk's  process.  Further,  by 
compressing  the  finishea  pub  by  hydraulic 
preasure,  he  rendesed  it  possible  to  detonate  it 
in  an  onoonfined  state.  The  pulping  and  com- 
pressing of  t^e  guncotton  were  introduced  in 
1866  (bg.  Pat.  1102,  1866). 

Composstfon. — ChauxfUom^  when  the  process 
of  manufacture  has  been  wdl  conducted,  and 
when  the  strongest  acids  have  been  used,  has  the 
composition  of  trinitroo^ulose  C,HfOt(NOt)s, 
when  cellulose  is  Cfi^fi^. 

This  composition  was  deduced  by  Abel  from 
the  results  of  a  large  number  of  analyses  (in 
which  C,  H,  and  N  were  determined)  of  gun- 
cotton  of  Waltham  Abbey  make.  The  mean 
numben  given  by  these  analyses  of  the  dry 
guncotton,  ash  deducted,  are  given  below,  and 
are  compared  with  the  percentages  calculated 
for  trinitroo^ulose : 

Mesa  of  analyses  CgH/)s(KO,), 
Carbon       .         .     24-57  24-24 

Hydrogen  .  2*46  2-36 

Nitrogen    .         .     1383  14-14 

Oxygen      .         .     5914  59-26 

The  percentage  of  carbon  is  slightly  raised,  and 
that  of  nitrogen  slightly  deprened,  by  the  pre- 
sence in  the  guncotton  of  a  tew  per  cents,  of  less 
highly  nitrated  cellulose  than  the  trinitro  de- 
rivative, and  soluble  in  ether  alcohol  (Abel,  Phil. 
Trans.  1866,  156,  269-306). 

The  formation  of  trinitrocellulose  from  cellu- 
lose is  represented  by  the  equation : 

C,H„Og-f3HNO,=C,H,0,(NO,),+3H,0 

from  which  100  parts  b^  weight  of  cotton  should 
give  183-3  parts  by  weight  of  trinitrocotton. 

Abel  (2.C.),  as  the  result  of  a  large  number 
of  experiments,  found  a  maximum  increase  of 
82-6  p.c.,  which  is  a  dose  approach  to  the 
theoretical  83*3  p.c.,  and  confirms  Hadow^s 
previously  observed  increase  of  81*3  p.o. 

SciiMe  ni/roceSuiote.— Abel  found  that   the 

.  part  of  guncotton  soluble  in  a  mixture  of  alcohol 

and  ether  is  a  less  highly  nitrated  compound 

than   his    trinitrocellulose;     it   approaches    in 

composition  dinitrooellulose   (Proc.    Roy.   Soc. 

1866).     In  a  further  series  of  experiments,  in 

<  1868,    Abel    examined   the   influence    on   the 

'  nitration  of  the  cotton  of  an  addition  of  water 

to  the  acids.    Using  mixtures  of  60  lbs.  nitric 

acid,  sp.gr.   1-42,  and  65jl  lbs.  sulphuric  acid, 

.  sp.sr.  1-S5,  without  addition  of  water,  and  also 

with  the  addition  of  3  lbs.  of  water,  he  obtained 

nitrocottons,  which,  after  reprecipitation  from 

'  solution    in    ether-alcohol,     had    percentages 

\  of     carbon     28-56     and     2813     respectively : 

'  the   calculated   percentage    in    dinitrooellulose 

C,H.O,(NO,),  bttng  28-57. 

For  a  long  time,  nitrocelluloses  were  divided 
I  into  two  kinds  oidy — trinitroceUulosc,  guncotton  p 
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or  insoluble  nitrocellulose,  and  dinitrocellulofley 
collodion  cotton,  or  soluble  nitrocellulose ;  but  it 
was  cleariy  shown  in  the  cordite  case,  Nobel  v. 
Anderson,  1894,  that  there  are  certainly  more 
than  two  cellulose  nitrates,  cuid,  further,  that 
the  solubility  of  the  nitrocellulose  is  not  in- 
variably related  to  the  degree  of  nitration,  but 
that  soluble  nitrocellulose  can  be  prepared  con- 
taining almost  as  much  nitrogen  as  guncotton. 

Boscoe  prepared,  for  example,  a  soluble 
nitrocellulose  containing  12*73  p.c.  of  nitrogen, 
and  an  insoluble  nitrocellulose  with  12 '83  p.o. 
of  nitrooelluloee. 

Eder,  as  he  was  able  to  prepare  nitrocottons 
in  which  the  percentage  of  nitrogen  is  between 
those  corresponding  to  the  above  tri-  and  di- 
nitroceUuloee,  douoled  Abel's  formula,  and 
claimed  to  have  prepared  the  following  five 
varieties  of  nitrocellulose  : — 

Hexa-nitrocellulose,  containing  14*14 


Penta- 
C„H,,0,(NO,), 

Tetra- 
Ci,H„0,(NOJ, 

Tri- 
C„H„O^NO,)s 

Di- 


12*76 

11*11 

916 

6*76 


His   hexanitrocellulose   only  was   insoluble  in 
ether-alcohol,  and  is  ordinary  ffuncotton. 

Vieille  (Compt.  rend.  1882,  132)  prepared 
nitrocottons  under  the  most  varying  conditions, 
and  stated  Uiat  the  nitration  of  cellulose,  which 
he  assumed  to  be  C^M^^O^^,  took  place  in  eight 
stages,  the  products  being  : 

CmH„0,(NO,)ii  nitrogen 

Endeoa-nitrocellulose,  contaim'ng  13*60 

C,4H,eO,.(NO,),, 

Beca-  „ 


C,4H,iO„(NO,), 

Ennea- 
C,4H„0„(N0,), 

Octo- 
CmH„0^JN03), 

HepU- 
C,4H„0w(N0,), 

Uexa- 
C,4H„0»(N0,)j 

Penta- 


Tetra- 


12*78 

11*98 

1113 

10-19 

917 

8*04 

6*77 
Of  these,  the  endeca-  and  deca-nitrocelluloses 

were  insoluble  in  ether-alcohol. 

Berthelot,    following   Vieille,    regards   gun- 

ootton  as  C,4H2«(NO,)]iO,o  (mol.  wt.  1143). 
He  finds  the  heat  evolved  by  the  nitration 

of  cotton  in  accordance  with  the  equation  : 

C,«H4,O„+llHNO8«C„H„0,(N0,)ii+llH,0 
to  be  11  X  11*4«126*4  kgm.-d^grees  per 
1*143  kgm.  of  guncotton  formed.  The  heat 
of  formation  of  endecanitrocelluloee  from -its 
elements  (diamond  carbon,  gaseous  hydrogen, 
ozmn,  and  nitrogen),  Beruielot  finds  to  be 
+6S4  kgm.-degrees  per  1*143  kgm.,  or  -{-646 
kgm.-degrees  per  1  kgm. 

These  formule  of  Vieille  were  soon  con- 
tested. Guttmann  claimed  to  have  made  gun- 
cotton  on  the  laige  scale  contaimng  13*66  p.o. 


nitrogen;  Hoitsema  (Zeitsch.  angew.  Ohem. 
1898,  173)  obtained  a  product  containing 
13*9  p.c.  nitrogen;  and  Lunge  (J.  Amer.  Chem. 
Soc.  1901,  627),  with  an  acid  mixture  containing 
63-36  p.c.  H,S04.  26-31  p.c.  HN0„  and  11*34 
p.c.  water,  prepared  nitrocellulose  with  13*92  p.c. 
nitrogen,  corresponding  very  closely  to 

C,,H„0,(N0,),, 
dodecanitrocellulose,  containinff  14-16  p.c. 
I  nitrogen ;  but  this  substance,  WLe  that  witn  a 
similar  nitrogen  content,  obtained  by  nitrating 
cotton  with  a  mixture  of  equal  parts  of  nitrogen 
pentoxide  and  phosphorus  pentoxide  {ep,  Hoit- 
sema, Ic),  was  not  stable,  and  on  keeping,  the 
nitrogen  content  fell  to  13-6  p.o.,  at  which  point 
it  remained  constant.  In  a  further  series  of 
experiments.  Lunge  found  that  when  all  water 
was  eliminated  by  adding  fuming  sulphuric  acid, 
the  p.a  of  nitro^n  was  not  altered,  even  when 
such  varying  ratios  of  H^SO^  to  HNO,  as  3*3  : 1 
to  2 : 1  were  used.  Tassart  (BulL  Soc.  chim. 
1912,  1009),  by  the  successive  action  of  cold 
sulphuric  and  nitric  acids  on  cotton,  has  pre- 
pared a  product  which  he  terms  a-nitroceUuloae, 
containing  13*6  p.c.  nitrogen.  It  is  white, 
easily  powdered,  insoluble  in  water,  but  soluble 
in  methyl  and  ethyl  alcohols,  and  very  unstable. 

Lunge  found  that  with  nitrocellulose  of  less 
than  10  p.o.  nitrogen,  the  solubility  rapidly 
decreased  and  confirmed  Vieille*s  results  that 
below  C,4H,,Oi4(NOa)«  the  products  are  in- 
soluble. He  also  found  that  with  dilute  acids, 
the  products  contained  oxycelluloee,  the  pro- 
portion of  the  latter  gradually  increasing  until 
eventually  it  was  the  only  product.  Sapo- 
schnikoff  (Zeitsch.  ges.  Scheiss-  u.  Spreng- 
stoffwesen,  1906,  463)  shows  a  close  relationship 
between  the  vapour  pressure  of  the  nitric  acid 
in  the  mixed  acids  and  the  nitrogen  content  of 
the  products. 

£erl  and  Klaye  (Zeitsch.  ges.   Schiess-  u. 
Sprengstoffwesen,    1907,   403)   show   that   the 
process  of  nitration  of  cellulose  is  a  reversible 
reaction,  represented  by  the  equation  : 
C,4H4oO,o+»HN08 

^C,4H4o-i.O,o^(NO,)»  +nM,0 
and  that  after  a  certain  maximum  substitution 
IB  obtained,  about  13*6  p.c.  nitrogen,  the  sul- 
phuric acid  of  the  nitrating  mixture  acts  as  a 
hydrolysing  agent. 

Berl  and  Smith  (Ber.  1907,  1903)  prepared 
esters  of  cellulose  in  order  to  show  the  number 
of  free  hydroxjrl-  groups  in  the  cellulose  molecule. 
They  found  it  impossible  to  introduce  more  than 
twelve  substituted  groups  into  the.  cellulbse 
molecule  of  0,4H4q02o,  which  agrees  with  the 
resulto  of  Ost  (Zeitsch.  angew.  Chem.  1906,  992), 
and  Green  and  Perkin  (Chem.  Soc.  Trans.  1906, 
811),  but  did  not  succeed  in  obtaining  a  nitro- 
cellvdose  with  a  higher  nitrogen  content  than 
13*60  p.c. 

Any  preparation  of  nitrocellulose  is  a  mix- 
ture of  definite-  nitrates,  the  nature  of  which 
depends  on  the  nature  of  the  nitrating  mixture, 
the  time  and  temperature  of  nitration,  and  the 
method  of  purification.  Vieille  (Compt.  rend. 
1862,  132)  prepared  nitrocelluloee  containing 
up  to  12*7  p.c.  nitrogen  by  the  use  of  nitric  acid 
au>ne  in  large  excess,  but  the  nitration  is  slow 
and  difficult,  and  it  is  the  invariable  custoi^^ 
use  a  mixture  of  nitric  and  sulphunc  acids.    It 
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ii  probable  that  the  cellulose  first  reacts  with 
the  sulphuric  acid,  and  that  the  product  in 
turn  reacts  with  the  nitric  acid  to  form  nitro- 
oellulose.  When  much  water  or  sulphuric  acid 
is  present  the  process  is  slow  and  the  nitration 
low.  A  higher  degree  of  nitration  is  obtained 
by  raising  the  temperature,  but  this  can  only 
be  done  within  limits,  or  oxycellulose  and  nitro- 
ozycellulose  are  formed,  and  part  of  the  cellulose 
is  completely  broken  down  at  high  tempera- 
tures. The  effect  of  a  high  proportion  of  water 
in  breaking  down  the  cotton  is  particularly 
noticeable. 

A  laige  excess  of  mixed  acids  is  necessary  in 
th9  nitration  of  oellulose,  partly  because  of  the 
bulk  of  the  latter,  but  also  to  obtain  products 
of  constant  composition.  The  acid  mixture  is 
diluted  during  mtration,  both  by  the  formation 
of  water  and  by  the  abstraction  of  nitric  acid 
doriug  the  nitration,  and  both  these  factors  tend 
to  lower  the  nitroeen  content  of  the  product, 
unless  the  bulk  of  the  mixed  acids  is  large.  The 
speed  of  nitration  is  diminished  with  increase  in 
the  quantity  of  sulphuric  acid. 

As  far  as  explosives  are  concerned,  only  two 
forms  of  nitrocellulose  need  be  distinguished : 
guncotton  or  insoluble  nitrocotton,  and  collodion 
or  soluble  nitrocotton.  The  explosive  power  of 
the  nitrocellulose  is  dependent  on  the  OMrree  of 
nitration,  and  each  variety  is  prepared  of  definite 
nitrogen  content  according  to  its  use.  When 
the  soluble  nitrocellulose  is  referred  to  in  this 
article  without  qualification,  solubility  in  ether- 
alcohol  is  always  inferred. 

Nitrohj/drocdhdose  and  nitrooxyceUtdose. 
Hydrocellulose  0|,H.,Oii,  cellulose  being 
C|2H,qO^«,  is  prepcired  by  soaking  cotton  for 
12  hours  m  sulpnuric  acid  of  l*4t5  sp.gr.  at  15°,  or 
for  24  hours  in  hydrochloric  acid  of  1*17  sp.gr. 
(Girard).  Gross  cuid  Bevan  prepared  oxy- 
cellulose by  boiling  cellulose  with  nitric  acid, 
and  found  its  composition  to  be  G|gH,,Oi,. 
The  nitro  body  obtained  from  it  by  nitration 
with  a  mixture  of  equal  volumes  of  strong  sul- 
phuric and  nitric  acids,  contained  6*48  p.c. 
nitrogen,  and  was  given  the  formula : 

Cx,H„0„(NO,), 
(Chem.  Soc.  Trans.  1883,  22). 

Vignon  (C!ompt.  rend.  1898,  136)  found  that 
oxycelluloee,  prepared  by  the  action  of  a  mixture 
of  hydrochloric  acid  and  potassium  chlorate  on 
cellulose,  had  a  constant  composition  repre- 
sented by  3C,BripO,+C,HioO,=C,4H4oO„. 

Both  these  bodies,  which  may  be  formed  in 
the  nitration  of  cellulose,  can  be  themselves 
nitrated.     Hydrocellulose  nitrates  more  slowly 
than  cellulose,  giving  stable  but  rather  sensitive 
products,  and  oxycelluloee  gives  an  unstable 
nitro  product.    Ainorphous  nitro  products  of  ; 
oxy-  and  hydro-cellulose  can  be  prepared  by 
treating  cellulose  with  sulphuric  acid  containing  i 
a  little  nitric  acid  at  a  low  temperature  until  the  I 
mass  becomes  pasty,  then  nitrating  and  purify-  ' 
ing  as  usual.    Crane  and  Joyce  (if  Soc.  Chem. 
Ind.   1910,  640),  by  nitrating  cotton  with  an 
acid  mixture  containing  9*0  p.c.  HNO„  66*6 
p.c.    H,S04,   and  26*6  p.c.    Hfi,   obtained  a 
nitrohydrocellulose  of  the  composition 

Cj4H„0,oNO,-2H,0 
which  was  insoluble  in  acetone  and  ether-alcohol, 
but  soluble  in  strong  acids  and  caustic  alkali. 


Vignon  {Lc.)  found  that  nitrocellulose,  prepared 
according  to  Lunge*s  formula  for  highest  nitra- 
tion, gave  on  determination  of  their  C,  H,  and 
N,  results  agreeing  with  the  formula 

3C,H,0,(N0,),+C,H,0,(N0,)a 

=C,,H„0.(NO,)„ 

He  concludes  from  this  that  this  so-called 
nitrocellulose  is  an  oxycellulose  derivative,  and 
attributes  discrepancies  in  the  results  of  others 
to  the  fact  that  the  nitrogen  only  is  estimated. 

Later  (Compt.  rend.  1900,  609),  Vignon 
determined  the  copper-reducing  powers  of 
nitrated  cellulose  and  nitrooxycellulose,  and 
found  them  identical  and  independent  of  the 
degree  of  nitration,  and  as  oxvcellulose  reduces 
cupric  potash  solution,  whilst  cellulose  and 
hvdrocellulose  do  not,  concludes  that,  on  the 
mtration  of  cellulose,  oxycellulose  is  formed,  and 
that  the  product  is  really  nitroxycellulose. 

Gunootton. 

Manufacture. — ^The  only  process  of  manufac- 
ture of  guncotton,  with  some  modification  in 
detail,  was  for  some  years  the  process  of  Von 
Lenk,  as  modified  and  improved  by  Abel. 
Other  processes,  notably  the  *  Thomson  dis- 
placement process,'  introduced  at  Waltham 
Abbey  in  1905,  and  the  'nitrating  centrifugal 
process,'  are  now  more  generally  used. 

Prime  mcUeriala  :  Cmulose. — ^Although  many 
forms  of  fibrous  cellulose  materials  have  been 
from  time  to  time  tried,  practically  the  only 
form  of  cellulose  in  general  use  for  the  manu- 
facture of  guncotton  is  the  cotton  waste  from 
spinning  miUs  and  other  sources.  New  cotton 
would  M  the  best  raw  material  for  use,  but  it  is 
too  expensive.  *  Cop-bottoms,'  the  last  portion 
of  cotton  left  on  the  spindles,  and  usually  in  a 
tangled  condition,  are  frequently  used  for  the 
manufacture  of  collodion  cotton,  but  this  again 
is  too  expensive  for  general  use.  '  Linters,'  the 
last  portion  of  cotton  from  the  seed,  is  laigely 
used  in  the  United  States  and  on  the  Continent 
for  the  manufacture  of  soluble  nitrocotton,  but 
the  drastic  treatment  necessaiy  for  the  removal 
of  the  adherent  seed-husk  and  resinous  matter, 
and  the  fermentative  changes  that  take  place 
in  the  cotton  if  left  in  contact  with  the  husk, 
adversely  affect  the  quality  of  the  guncotton 
manufactured  from  *  linters.'  *  Weaving  mill 
waste  *  is  contaminated  with  starch,  as  this  is 
applied  to  the  warps  to  strengthen  them,  and 
can  only  be  used  for  the  manufacture  of  nitro- 
cotton after  the  starch  has  been  suitablv 
removed,  as  the  nitration  products  of  starch 
are  unstable.  The  quality  of  the  waste  from 
different  sources  varies  considerably,  and  it  is 
important  that  it  should  be  as  pure  as  possible 
in  order  to  obtain  a  good  yield  of  pure  guncotton. 
The  previous  treatment  of  the  cellulose  has  been 
shown  by  Piest  (Zeitsch.  angew.  Chem.  1909, 
216)  to  have  considerable  influence  on  the  pre- 
paration and  properties  of  nitrocellulose.  The 
product  from  strongly  bleached  or  mercerised 
cotton  has  a  lower  nitrogen  content  and  higher 
solubility,  and  is  more  difficult  to  stabilise 
than  that  from  ordinary  cotton.  Hake  and  Bell 
(J.  Soc.  Chem.  Ind.  1909,  460)  showed  that  the 
physical  condition  of  the  cellulose  affects  the 
nitration.  If  the  cotton  is  dense  the  nitration 
is  slow,  and  a  laiger  p^pQ^^n^^^ulphuric 
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ester  is  fonned  with  resultant  loss  in  yield. 
Lunge  showed  that  the  source  of  the  cotton  has 
little  effect  on  the  product.  The  viscosities  of 
solutions  of  cotton  have  been  investigated  by 
Ost  (Zeitsch.  angew.  Chem.  1911,  1892)  and 
others  with  a  view  to  determining  the  suitability 
of  the  cottons  for  nitration,  and  to  establishing 
a  relationship  with  the  stability  of  the  nitro- 
products.  Solutions  in  cuprammonium  are 
used.  New  cotton  gives  more  viscous  solutions 
than  cotton  waste,  especially  when  this  has  been 
chemically  treated  and  -bleached,  no  doubt 
owing  to  a  greater  molecular  complexity,  and 
the  nitrocottons  prepared  from  them  give  solu- 
tions in  acetone  differing  in  viscosity  in  the  same 
direction.  Piest  (Zeitsch.  angew.  Chem.  1913, 
26,  &c.)  showed  that  nitroc^luloee  solutions 
become  less  viscous  on  standing  to  an  increasing 
extent  the  more  the  cellulose  lue  been  bleached. 
This  he  attributes  to  the  presence  of  impurities, 
such  as  the  esters  of  oxycellulose. 

Formerly  the  waste  was  purified  by  boiling 
with  a  2  p.c.  solution  of  sodium  carbonate  and 
subsequent  washing,  but  the  modem  purifica- 
tion process  is  more  complicated.  The  waste  is 
first  of  all  de-greased  by  means  of  a  solvent,  then 
boiled  in  a  Ider  with  a  weak  solution  of  sodium 
carbonate  or  caustic  soda,  bleached  with 
bleaching  powder  or  calcium  sulphide,  washed, 
neutralifUBd  with  sulphuric  or  hyorochlorio  acid, 
washed  aeain,  and  finally  dried.  In  detail,  the 
process  of  purification  varies  with  the  type  of 
waste  being  treated.  Levine  (J.  Ind.  Eng.  Chem. 
1916,  298)  suggests  the  removal  of  impurities 
by  bacterial  treatment.  The  resultant  cotton 
is  nearly  pure  cellulose,  with  little  or  no  altered, 
OXV-,  or  hydro-cellulose.  It  should  contain  no 
chloride,  sulphate,  or  sulphide  of  lime,  and  be 
free  from  starch,  and  from  cotton  dust,  or 
*  fly.'  It  contains  less  than  0*3  p.c.  of  fatty 
matter,  but  usually  the  uncarded  waste  used 
in  the  manufacture  of  ffuncotton  contains  a 
considerable  quantity  of  impurities,  such  as 
wood,  cane,  string,  coloured  threads,  metal, 
indiarubber,  &c.  These  impurities  and  any 
hard  knots  of  cotton  are  removed  as  far  as 
possible  by  handpicking,  and  the  cotton  is  then 
passed  through  a  *  teasing  machine  '  or  *  willow,' 
a  combination  of  drums  armed  with  sharp- 
pointed  teeth,  which  tear  the  threads  apart 
and  open  out  the  knots  and  lumps.  The  cotton 
is  picxed  over  again  as  it  leaves  the  machine, 
dried  until  the  moisture  content  is  about  0*5  p.c. 
on  an  endless  band  in  a  current  of  hot  air, 
which  is  often  first  dried  over  sulphuric  acid  or 
calcium  chloride,  and  then  weighed  out  in 
charges,  placed  in  tightly  closed  receptacles, 
and  allowed  to  cooL 

Mixed  adds, — ^The  acids  used  in  the  manu- 
facture of  guncotton  are  of  a  high  degree  of 
purity,  free  ttom  solids,  and  of  maximum  concen- 
tration. The  proportions  of  acid  employed  until 
recently  were  those  used  by  Von  Lenk,  namely, 
1  part  of  nitric  acid  of  1*5  8p.gr.,  containing  not 
more  than  1*5  p.c.  of  nitrous  acid,  and  3  parts  of 
sulphuric  acid  of  1*84-1 -85  sp.gr.  In  other 
words,  the  nitric  acid  contained  at  least  93  p.c. 
of  monohydrate,  and  the  sulphuric  acid  95-96  p.c. 
of  monohydrate.  The  more  modem  mixtures 
vary  slightly  in  composition  according  to  the 
method  of  nitration,  and  are  given  unaer  these 
various  methods. 


The  experiments  of  Lunce  (Lc)  have  shown 
that  it  is  not  necessary  to  nave  acid  mixtures 
containing  onlv  a  few  per  cents,  of  water,  and 
that  with  acids  of  the  proportion  of  3H,804to 
IHNO,,  it  is  possible  to  work  with  as  much  as 
12  p.c.  of  water.  Not  only  is  the  acid  mixture 
cheaper,  but  Lunge  agrees  with  Will  that  the 
nitrocellulose  manufactured  with  the  more 
dilute  mixtures  is  more  stable  than  when  pro- 
duced by  highlv  concentrated  acids.  Lunge 
also  investigated  the  influence  of  nitrous  acid 
on  the  quahty  of  the  product,  and  found  that 
with  contents  of  nitrous  acid  up  to  6  p.c.  of 
the  mixed  acid  there  was  practicaUv  no  innuence 
on  the  nitrogen  content,  the  solulbility  or  sta- 
bility of  the  product,  but  there  is  some  doubt 
as  to  whether  the  stability  of  the  product  is 
not  adversely  affected  to  a  slight  extent  when 
the  proportion  of  nitrous  acid  is  unduly  high. 

Most  explosive  factories  have  plant  for  the 
manufacture  of  the  nitric  acid,  and  for  the 
recovery  of  waste  acids,  the  latter  being  re- 
vivified and  used  again.  The  acids  are  mixed 
in  laige  quantities,  analysed,  and  the  composi- 
tion adjusted  to  that  required,  by  the  addition 
of  strong  acids  in  the  requisite  proportions. 
Nordhausen  sulphuric  acid  or  *  oleum  is  now 
in  common  use  for  decreasing  the  proportion  of 
water. 

Mechanical  mixing  of  the  acids  was  at  one 

time  generally  practised,  but  it  was  subsequently 

found  that  a  perfect  admixture  was  obtained  bv 

running   the   sulphuric   into   the   nitric    acid. 

i  However,  the  acids  are  now  frequently  mixed 

I  by    means    of   compressed    air,    means    being 

I  adopted  to  condense  the  nitric  acid  vapours. 

The  acids  are  stored  and  transferred  from 
:  place  to  place  as  already  described  in  the  manu- 
!  facturo  oi  nitroglycerin. 

Nitraiion, — Lunge  (/.c.)  has  shown  that  the 
speed  of  nitration  increases  rapidly,  but  the 
yield  falls,  owing  to  solution  of  the  product  in 
the  mixed  acids,  with  rise  in  temperature,  the 
nitrogen  content  of  the  product  varying  but 
slighUy.  He  concludes  that  the  ordinary  method 
of  nitrating  at  a  temperature  not  exceeding  25^ 
is  correct  for  obtaining  maximum  nitration  and 
maximum  yield.  An  outline  of  the  nitration 
process  used  by  Von  Lenk  has  already  been 
given. 

AbeTa  niiratum  process,  as  formerly  carried 
out  at  the  Royal  Gunpowder  Factory,  \Valtham 
Abbey,   and  still  used   in   many  factories   in  ^ 
England  and  abroad,  is  shortly  as  follows  : — 

The  mixed  acids  are  drawn  off  from  the 
store  tanks  into  a  tank  in  coTmection  with  the 
dipping  pans.  These  latter  are  of  cast  iron, 
arranged  in  a  tank  through  which  cold  water 
is  circulated  to  keep  the  temperature  during 
the  nitration  below  22^ ;  each  nolds  about  220 
Jbs.  of  mixed  acids,  and  is  provided  with  a 
srating.  The  charge  of  1^  lb.  of  cotton  is  then, 
by  small  portions,  quickly  immersed  in  the 
mixed  acids,  which  at  Waltham  Abbey  was 
composed  of  3  parts  of  sulphuric  acid,  96  p.c, 
and  1  part  of  nitric  acid,  91  p.c.,  mixed  and 
thorougmy  cooled.  After  an  immersion  of 
5  or  6  minutes,  the  cotton  is  removed  to  the 
grating,  and  squeezed  by  means  of  a  lever  with 
a  plate  at  one  end.  The  chaive,  which  with 
the  acid  now  weighs  about  15  Ibis^jjspl*^^^!? 
a  closely  covered  earthed '^j^t^^^  in  whiclic^f^w 
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allowed  to  remain  for  from  12  to  24  houts, 
during  which  time  the  pots  are  placed  in  con- 
stantly flowing  cold  water.  By  this  prolonged 
action,  the  nitration  of  the  cotton  is  completed ; 
the  cooling  is  needed  to  prevent  complete  de- 
composition of  the  product  by  oxidation,  and 
the  maintenance  of  a  low  temperature  is  said 
to  be  favourable  to  the  production  of  guncotton 
with  a  low  peroentaffe  oi  soluble  nitroootton. 

Much  of  the  acids  is  then  removed  from  the 
guncotton  by  means  of  the  centrifugal  machine 
made  entirelv  of  iron,  the  contents  of  six  pots 
being  whirled  for  10  minutes  at  the  rate  of  about 
1200  revolutions  per  minute.  The  guncotton 
is  then,  carried  in  small  quantities  in  galvanised 
iron  pans,  emptied  out  and  plunced  by  means 
of  an  iron  fork  or  wooden  paddle  b«aeath  a 
cascade  of  water,  which  cames  it  into  a  IftiK® 
cistern, 'where  it  is  kept  stirred  by  a  padcQe 
wheel,  and  is  washed  by  fresh  water  contmually 
admitted,  until  the  guncotton  has  no  perceptible 
acid  taste,  when  it  is  whirled  in  a  centnfugal 
machine,  with  a  short  washing  with  water  at 
the  end  of  the  whirling,  after  which  it  is  ready 
for  the  boilins  process.  The  immersion  in  the 
water  has  to  be  carried  out  quickly,  as  the  acid 
guncotton  is  liable  to  *  fume  off '  on  slow  contact 
with  water.  The  yield  by  this  process  is  about 
164  p.c.  of  the  cotton  nitrated. 

&  the  Abel  process,  there  is  considerable 
wear  and  tear  of  the  plants  and  there  is  occa- 
sionally loss  of  guncotton  owing  to  decomposi- 
tion or  *  fuming  off '  taking  place  in  the  digesting 
pots.  Moreover,  there  is  a  considerable  expendi- 
ture of  labour  and  power  involved,  and  im- 
provements have  been  made  to  overcome  these 
disadvantages. 

Direct-dipping  '  process.  —  In  the  direct- 
dipping  process,  as  used  at  Nobel's  factory  at 
Araeer,  tbe  operation  of  nitration  is  completed 
in  one  stage.  The  nitration  is  carried  out  in  a 
series  of  iron  pots,  termed  *  dippers,'  standing  in 
cold  water  contained  in  long  cooling  tanks,  the 
pots  being  closed  by  covers  which  lead  away  the 
acid  fumes  to  exliaust  pipes.  Each  dipper  is 
fed  with  127  lbs.  of  mixed  acid,  the  temperature 
of  the  acid  is  adjusted  to  16%  and  the  cnarge  of 
4i  lbs.  of  cotton  gradually  added,  the  tempera- 
ture rising  to  26®.  The  nitration  is  allowed  to 
proceed  for  from  8  to  24  hours,  according  to  the 
composition  of  the  nitrating  mixture,  the 
temperature  gradually  falling  to  20^.  The 
mixed  add  for  a  12  hours'  immersion  is  76  p.c. 
sulphuric  acid,  16*76  p.c.  nitric  acid  (mono- 
hyorate)  and  9*25  p.c.  water.  The  more  rapid 
the  nitration,  the  higher  the  proportion  of  nitric 
acid  and  the  less  the  proportion  of  water  used. 

When  the  nitration  is  complete,  the  contents 
of  the  dippers  are  transferred  to  centrifugals, 
alid  the  waste  acids  whirled  out.  The  gun- 
cotton  is  then  treated  as  in  the  Abel  process. 
The  yield  by  this  process  is  about  169  p.c.  of  the 
cotton  nitrated. 

CefUrifuged  process. — ^In  this  process,  largely 
used  on  the  Continent,  the  nitration  is  carried 
on  in  a  perforated  iron  basket,  rotating  in  an 
outer  iron  casing,  the  centrifugal  being  jacketed 
for  temperature  control  by  water  circuLfttion  and 
covered  with  a  lid  fitted  with  a  fume  pipe.  The 
nitrating  acid  is  run  in  and  the  cotton  charge 
of  17|  Ins.,  or  in  a  large-sised  centrifugal  261  lbs., 
gradually  added  whilst  the   basket  is  slowly 


rotating.  The  effect  of  the  rotation  is  to  pro- 
duce better  contact  between  the  cotton  and 
acids,  and  the  nitration  only  occupies  from 
30  minutes  to  cm  hour.  When  the  mtration  is 
complete,  the  bulk  of  the  waste  acid  is  drawn 
off,  and  the  centrifugal  set  rotating  rapidlv, 
the  guncotton  being  afterwards  *  pre- washed' 
as  usual.  It  is  necessary  not  to  reduce  the  acid 
content  too  far  in  the  wringing,  otherwise  the 
charge  is  liable  to  'fume  off.'  The  nitrated 
charge  is  removed  by  tongs  to  an  automatic 
conveyor,  which  transfers  it  at  once  to  the 
drowning  tank. 

In  this  process  the  nitrating  acid  is  about 
fifty  times  tne  weight  of  the  cotton  chaige,  the 
composition  of  the  acid  being  about  23-16  p.c. 
HNO^  69*36  p.c.  H^Of,  and  7-6  p.c.  water. 
As  this  process  is  more  rapid  than  the  *Abel 
process,'  and  since  the  velocity  of  nitration  is 
decreased  by  a  high  content  of  sulphuric  acid, 
it  is  necessary  that  the  proportion  of  nitric  acid 
in  the  mixed  acid  should  be  higher. 

The  usual  forms  of  nitrating  centrifugal  used 
are  those  of  Messrs.  Selwig  and  Lange,  of  Bruns- 
wick, who,  in  1904,  patented  an  improved  form 
in  which  the  acid  is  caused  to  circulate  con- 
tinuously through  the  material  by  means  of  a 
pump,  for  the  purpose  of  producing  a  more 
uniform  mtration  and  avoiding  local  centres  of 
heating. 

Guttmann  suggested  the  use  of  aluminium 
baskets,  but,  although  more  acid-resisting  than 
the  usual  cast-iron  baskets,  the  metal  was  found 
to  be  too  soft  and  to  get  out  of  shape.  The 
yield  by  this  process  of  nitration  is  160  p.c.  of 
the  cotton  nitrated. 

Displacemeni  process. — In  1903  (Eng.  Pat. 
8278)  J.  M.  and  W.  T.  Thomson,  of  the  Royal 
Qunpowder  Factory,  patented  a  new  method  for 
the  nitration  of  cotton  which  has  been  used  at 
Waltham  Abbey  since  1906.  The  apparatus 
consists  of  sets  of  four  circular  earthenware 
pans,  3  feet  6  inches  in  diameter  and  10  inches 
deep  at  the  side,  with  a  slight  fall  towards  the 
centre  of  the  bottom.  They  are  furnished  with 
perforated  false  bottoms,  and  are  >eonnected  at 
their  lowest  points  with  a  lead  pipe  provided 
with  a  stopcock,  which  leads  to  the  acid  supply 
pipes,  the  waste  acid  pipe  and  the  waste  water 

Eipe.  The  pans  are  covered  by  aluminium 
oods  with  nime  pipes.  The  process  is  as  fol- 
lows :  660  lbs.  of  nitrating  acid  of  the  com- 
position 70-6  p.c.  H,S04,  21  p.c.  HNO„  0*6  p.c. 
nitrous  acid,  and  7-9  p.c.  water,  adjusted  to  a 
temperature  of  from  10  to  16°,  is  run  into  one  of 
the  pans,  and  the  chaige  of  20  lbs.  of  cotton  is 
gpradually  added  and  pushed  below  the  surface 
of  the  acid.  The  contents  are  then  covered 
with  a  perforated  plate  in  sections,  a  flow  of 
water  carefully  run  over  the  plate,  and  the  fume 
hoods  removed.  When  nitration  is  complete, 
after  about  21  hours,  water  is  slowly  run  over 
the  surface  of  the  acids  in  the  nitrating  vessel, 
and  by  opening  the  stopcock  the  acids  are 
allowed  to  oe  displaced  at  an  eaual  rate  of  about 
17  lbs.  per  minute.  Most,  aoout  80  p.c,  of 
the  waste  acid  is  allowed  to  flow  back  to  the 
store  tanks,  where  it  is  revivified  with  strong 
nitric  acid  and  Nordhausen  sulphuric  acids,  the 
remaining  weaker  acid  being  denitrated  and 
concentrated.  When  the  whole  of  the  acid  is 
displaced,  which  takes  about  3  hours,  the  water 
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ifl  allowed  to  run  off  through  the  guncotton, 
and  the  latter,  after  draming,  is  apparently 
neutral,  and  is  ready  for  the  boiling  prooees. 
The  yield  in  this  process  is  about  170  p.c.  of 
the  cotton  nitrated,  and  the  product  is  more 
evenly  nitrated  than  by  the  Abel  process. 

Tne  advantages  of  the  displacement  process 
are  that  the  cotton  is  dipped  more  quickly,  that 
the  processes  of  dipping,  nitration,  removal  of 
waste  add,  drowning,  and  water  centiifugating 
are  conducted  more  quickly,  and  in  one  appara- 
tus, that  there  is  no  loss  of  product  by  occasional 
*  fuming  off,'  that  the  exposure  of  workmen 
to  fumes  is  done  away  witn,  that  there  is  less 
loss  of  acid,  and  the  recovered  acid  is  cleaner, 
that  less  water  is  used,  that  the  cost  of  labour 
and  upkeep  of  apparatus  is  considerably  reduced, 
and  that  tne  yield  is  higher,  and  the  product  is 
more  uniform  and  stable. 

The  improved  stability  of  the  product  is 
attributed  by  MacDonald  (J.  Soc.  Qiem.  Ind. 
1911,  251)  to  the  fact  that  unstable  nitro- 
compounds are  decomposed  during  the  dis- 
placement, as  evidenced  by  a  rise  in  proportion 
of  nitric  acid  in  the  displaced  acid,  alter  a  fall, 
towards  the  end  of  the  process. 

De  BraiUes  (Fr.  Pat.  364349,  1906)  has 
patented  a  system  of  concentrating  the  acids  in 
the  nitrator  by  electrolysis.  Voigt  (U.S.  Pat. 
855869,  1907)  diaintegntes  the  cotton  fibre 
before  nitration  b^  immeising  in  sulphuric  acid 
with  only  3  p.c.  mtric  acid  at  2%  and  ultimately 
obtains  the  nitrocellulose  in  the  form  of  a  fine 
powder. 

Boiling. — ^After  the  nitration  and  pre- 
liminary washing,  the  guncotton  is  '  boiled  in 
order  to  purify  and  staoilise  it.  The  impurities 
removed  are  tne  last  traces  of  free  acid  and  un- 
stable products  of  the  nitration.  Amongst  the 
latter  are  ill-defined  unstable  bodies,  such  as 
nitrosaccharoses,  formed  by  the  action  of  the 
nitrating  acids  on  the  impurities  in  the  cotton, 
and  oefiulose  esters,  other  than  the  higher 
nitrates,  such  as  the  sulphuric  esters,  mixed 
nitrosulphuric  esters,  and  possibly  nitrous 
esters  and  low  nitric  esters.  The  possibility  of 
the  presence  of  sulphuric  esters  in  unstabinsed 
nitrocotton  was  pointed  out  by  Cross  and  Bevan 
in  1901 ;  and  Hake  and  Bell  examined  their  mode 
of  formation  and  influence  on  the  stability  of 
nitrocelluloee  (J.  Soo.  Chem.  Ind.  1905,  374; 
1909,  457).  Hake  and  Bell  conclude  that  mixed 
sulphuric  esters  exist  in  all  products  of  the 
nitration  of  cellulose,  and  that  they  are  formed 
owin^;  to  delayed  nitration,  caused  by  partial 
solution  or  ff^tinisation  of  the  cellulose  by 
sulphuric  acid  and  subsequent  fixation  by  nitric 
acid.  The  amount  of  sulphuric  acid  normally 
fixed  during  nitration  is  about  1  p.c.,  but  this  is 
reduced  during  the  stabilisation  to  about  0*1 
to  0-3  p.c. 

Will  found  that  the  stability  of  nitrocellulose 
was  increased  by  increasing  the  amount  of  water 
in  the  nitrating  mixture,  whilst  insufficient 
washing  lowers  the  stability,  and  that  the 
stability  decreases  with  increase  of  nitrogen 
content.  The  degree  of  comminution  of  the 
cotton  was  found  to  have  but  little  effect  on  the 
stability,  which  was  contrary  to  the  opinion 
generally  held  at  the  time  as  to  the  value  of  the 
pulping  process  in  effectively  stabilising  gun- 
cotton,  and  he  also  found  that  there  is  a  limit  to 


the  boiling  process,  beyond  which  there  is  no 
increase  in  tne  stability. 

Berthelot,  in  1900,  pointed  out  the  possi- 
bility of  the  formation  of  nitrous  esters,  and 
Limge  and  Bebie  have  examined  their  influence 
on  the  stability  of  nitrocellulose  (Zeitsch.  angew. 
Ghem.  1901,  539).  The  nitrous  esters  are 
probably  partly  formed  in  the  nitration  process, 
out  to  a  larger  extent  by  subsequent  hydrolytic 
decomposition  of  the  nitrocellulose.  They  are 
so  unstable  that  they  very  rarely  occur  in  the 
flnlshed  nitrocellulose. 

In  the  old  Abel  process,  the  gunootton 
received  two  boilings  oy  means  of  steam  in 
wooden  vats,  the  water  being  separated  by 
centrifugal  machines  after  each  boiling.  In 
many  factories,  a  2  p.o.  solution  of  soda  was 
used  in  order  to  reduce  the  time  of  boiling,  the 
function  of  the  alkali  being  not  so  much  to 
neutralise  residual  traces  of  acid  as  to  decompose 
and  dissolve  unstable  impurities  ;  but  this  was 
found  to  decompose  the  guncotton,  and  was 
abandoned  in  England,  and  water  only  used. 
The  boiling  was  suoseanently  extended ;  several 
boilings  were  used,  and  the  boiling  process  some- 
times lasted  4  or  5  days  in  all.  At  Waltham 
Abbey,  previous  to  the  introduction  of  the  dis- 
placement process,  a  system  of  twelve  short 
boilings  of  gradually  increased  duration  was 
practised. 

Robertson  (J.  Soc.  Chem.  Ind.  1906,  624), 
as  the  result  of  numerous  experiments  at 
Waltham  Abbey,  in  1905,  with  displacement 
guncotton,  found  that  boiling  in  dilute  acid  at 
the  beginning  of  the  process  is  superior  to  an 
alkaline  treatment  for  the  elimination  of  im- 
purities. He  found  that  good  results  were 
obtained  when  the  wash  water  contained  acid 
equal  to  1  p.c.  of  HySOf  on  the  gunootton 
present,  and  sufficient  should  be  left  in  the  gun- 
cotton  to  give  this  result.  At  Waltham,  the 
water  is  hard  and  the  dissolved  chalk  makes  the 
water  sufficiently  alkaline  for  the  subsequent 
boiling,  He  also  found  that  a  better  yield  and 
a  more  stable  product  was  obtained  by  longer 
periods  in  the  early,  and  shorter  perioos  in  the 
ukter,  boilings,  and  that  a  displacement  washing 
at  an  early  stage  was  beneficial.  As  a  result 
of  Roberteon^B  experiments,  the  Waltham 
Abbey  system  of  boiling  was  for  some  time  a 
series  of  two  12,  five  4,  and  three  2  hours' 
boiling,  with  a  cold-water  washing  after  each  of 
the  first  two  boilings.  At  the  present  time  a 
still  shorter  period  of  boiling  has  been  intro- 
duced without  affecting  the  stability  of  the 
product. 

The  best  system  of  boiling  for  any  particular 
factory  has  to  be  determined  by  trial,  and 
depends  on  the  nature  of  the  product  and  of 
the  water  supply.  Too  prolonged  boiling 
causes  loss  of  nitrogen  and  increase  in  the  per- 
centage of  the  lower  nitrates  constituting  soluble 
nitrocelluloee  (Bruely,  Mem.  des  Poudres  et 
Salpdtres,  1895-fl,  131). 

In  some  factories  stabilisation  is  effected 
by  carrying  out  some  of  the  boilings  with  water 
made  very  slightly  alkaline  with  sodium  car- 
bonate, and  in  the  United  States  official  method 
of  stabilisation  the  water  is  made  just  alkaline 
for  the  pulping  and  the  first  of  the  poaching 
operations,  out  not  in  the  pj^^m^fy  boiling, 
ifelpech    (Ft.    Pat.    441841,    1912)    cUims    to 
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obtain  a  more  stable  product  by  treatment  of 
the  washed  product  with  a  current  of  care- 
fully neutralised  superheated  water  in  an  auto- 
clave. 

Many  suggestions  have  been  made  for  im- 
proving on  the  boiling  process  for  stabilising 
guncotton.  Luck  and  Gross  claim  that,  for 
the  production  of  nitrocellulose  for  industrial 
purposes,  washing  with  dilute  acetone  stabilises 
more  quickly  than  the  ordinary  boiling  process. 
Haddan  {Emt.  Pat.  6830,  1900)  claims  that 
heating  for  6  hours  with  water  under  pressure  at 
135"  is  equivalent  to  100  hours'  ordinary  boiling. 
Du  Pont  (U.S.  Pat.  724932,  1903)  suggests 
agitating  with  water  and  air  under  pressure  and 
suddenly  releasing  the  pressure  ;  and  Selwig  and 
Lunge  (Fr.  Pat.  327803,  1902)  introduce  steam 
into  the  pulped  guncotton  whilst  it  is  being 
rotated  in  centrifugals,  and  claim  that  stabilisa- 
tion is  very  rapidly  efifooted  in  this  way. 

Pulping. — ^The  next  operation  to  which  the 
guncotton  is  subjected  is  that  of  pulping,  which 
is  done  by  means  of  a  slight  modification  of  the 
machine  like  that  known  as  *  the  beater,'  which 
is  used  in  paper  making  for  pulping  rags.  The 
pulping  takes  5  hours,  and  nas  to  be  so  con- 
ducted that  the  pulp  is  not  too  coaiBe  nor  too 
fine.  The  reduction  in  the  length  of  the  fibres 
allows  of  the  last  traces  of  acid  Ming  washed  out 
of  the  fibre  canals.  Guttmann  first  introduced 
live  steam  into  beaters,  and  so  enabled  the 
previous  boiling  to  be  considerably  reduced.  In 
modem  beaters,  the  water  is  constantlv  renewed 
during  the  pulping,  cuid  the  pulp  is  nequently 
pum}^  over  a  strainer  or  *  knotter,'  to  remove 
large  pieces.  After  pulping,  mechanical  im- 
purities are  removea  m>m  the  guncotton, 
usually  by  passing  the  ffuncotton  suspended  in 
a  lanyre  bulk  of  water,  through  lon^  troughs  in 
which  the  grit  settles,  and  is  caught  m  traps,  and 
over  electromagnets  to  remove  any  particles 
of  iron. 

Poaching. — ^The  guncotton  is  then  led  into 
laige  oval  tanks  called  *  poachers,'  each  holdina 
about  10  cwts.  of  guncotton  and  1100  gallons  of 
water,  in  which  a  pieMidle  wheel  rotates  and  keeps 
the  pulp  in  agitation.  The  pulp  is  washed  at 
least  three  times,  being  allowed  to  settle,  and  the 
washing  water  containing  suspended  impurities 
removed  by  a  skimmer  between  each  opera- 
tion. 

Moulding  and  preasing. — ^The  treatment  in 
the  poacher  serves  not  only  to  complete  the 
washmg,  but  also  to  thoroughly  mix  the  products 
of  a  large  number  of  nitrating  operations,  thus 
securing  uniformity  of  product.  If  the  pulp 
passes  the  heat  test  after  this  treatment,  it  re- 
ceives an  addition  of  alkali  sufficient  to  leave  in 
the  finished  guncotton  from  1  p.c.  to  2  p.c. 
alkaline  matter,  calculated  as  CaCO,.  By 
means  of  vacuum  pressure,  the  pulp  is  then 
drawn  up  into  the  *  stuff  chest,'  a  cylindrical 
iron  tank,  large  enough  to  hold  the  contents  of 
one  poacher,  and  in  which  revolving  arms  keep 
the  pulp  uniformly  mixed  with  the  water,  so 
that  it  can  be  drawn  off  as  reauired  to  be 
moulded  into  cylinders  and  slabs.  The  re- 
quisite quantity  of  suspended  pulp  is  found  by 
means  of  small  measuring  tanks,  and  is  run  into 
moulds  of  the  required  size  and  shape.  The 
moulds  have  bottoms  of  fine  wire  gauze,  through 
which  a  large  part  of  the  water  is  sucked  from 


the  pulp  by  evacuation.  Hydraulic  pressure  of 
about  34  ibs.  per  square  inch  is  then  applied, 
which  squeezes  out  some  of  the  water,  ana  gives 
sufficient  consistency  to  the  guncotton  to  ulow 
of  careful  handling.  The  mass  is  then  removed 
to  the  press-house,  and  there  subjected  to  power- 
ful hydraulic  pressure  of  about  5  to  6  tons  per 
square  inch. 

Those  slabs  and  cylinders  which  are  to  serve 
as  primers  (t.e.  which  are  dried  and  receive  the 
fulminate  charge,  and  by  their  own  detonation 
cause  that  of  the  moist  guncotton)  have  holes 
bored  in  them  while  moist,  to  receive  the  tube  of 
the  detonator ;  and  the  slabs  of  wet  guncotton 
may  be  sawn,  or  turned  on  a  lathe  to  any  re- 
quired shape.  Primers  are  dried  at  a  low  tem- 
perature and  usually  waterproofed  by  dipping 
momentarily  in  licetone  or  molten  paraffin. 
No  alkali  is  added  to  guncotton  when  it  is  to 
be  used  for  the  manufacture  of  smokeless 
powders. 

HoUings  (Eng.  Pat.  23449, 1899)  has  ptented 
a  process  of  compression  whereby  large  blocks  of 
guncotton,  such  as  are  required  as  a  chaige  for 
large  shells  and  torpedoes,  can  be  made  in  one 
piece  of  uniform  density. 

Teaing :  Moisture  is  best  determined  by 
placing  the  sample  over  sulphuric  acid  until  it 
IS  of  a  constant  weight. 

Ash. — 2  grams  are  heated  with  about  10 
grams  of  paraffin  wax,  added  as  a  restrainer, 
first  on  a  water-bath  till  the  guncotton  has 
soaked  up  the  wax,  then  gently  over  a  fiame 
until  the  mass  inflames.  Toe  source  of  heat  is 
then  removed,  and  when  the  fiame  dies  out  the 
residual  carbon  is  burned  off  as  usual.  The 
ash  is  recarbonated. 

Alkalinity. — 10  grams  are  well  shaken  with 
an  excess  of  decmormal  hydrochloric  acid, 
allowed  to  settle,  and  the  excess  of  acid  deter- 
mined in  an  aliquot  portion  of  the  clear  super- 
natant fluid  with  standard  alkali. 

Soluble  nitroceUuhae. — 5  grams  of  the  sample 
are  well  shaken  for  some  time  in  a  stoppered 
cylinder  with  200  c.c.  of  a  mixture  of  2  parts  of 
ether  and  1  part  of  alcohol,  of  0*83  sp.Kr.,  and 
allowed  to  settle.  An  aliquot. part  ot  the  clear 
solution  is  drawn  off,  carefully  evaporated  in  a 
platinum  dish,  and  the  residue  dried  at  a  tem- 
perature not  above  50°. 

Unconverted  cotton. — 5  srams  are  well  shaken 
for  some  time  in  a  conical  flask  with  a  lai^e  bulk 
of  acetone,  and  allowed  to  settle.  The  clear 
liquid  is  decanted  off,  the  residue  diluted  with 
acetone,  filtered  on  a  tared  paper,  washed,  and 
dried.  The  ash  is  then  determined  and  de- 
ducted. Boib'ng  with  a  solution  of  sodium 
sulphide  is  frequently  used  instead  of  solution 
in  acetone. 

Nitrogen  is  determined  by  nitrometer  (with 
100  C.C.  bulb  and  graduated  to  150  c.c),  0*&-0'6 
gram  is  dissolved  in  about  5  c.c.  of  96  p.c. 
strong  sulphuric  acid  in  the  cold,  washed  into 
the  nitrometer  with  a  further  10  c.c.  of  acid, 
ftc. 

Heat  test. — The  dried  guncotton  should 
withstand  the  Abel  heat  test  [see  Stability  tests) 
at  76-6°C.  (170°r.)  for  at  least  10  minutes. 

Properties. — Guncotton  is  an  odourless, 
tasteless,  and  neutral  solid,  having  an  absolute 
(i.e.  when  freed  from  air)  specific  gravity  of  1-66 
at   15-6**.    Tbp  apparent  specific  gravity  (».^ 
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with  the  incladed  air)  of  dry  compresBed  Wal- 
Uuum  Abbev  guncotton  at  IS-Q^  is  about  1  or 
a  little  higher  than  1 ;  even  after  very  con- 
siderable preflsure,  a  density  higher  than  1*4 
cannot  be  obtained.  When  dry,  guncotton*  is 
readily  electrified  by  friction. 

Gnnootton  letams  the  structure  of  the  un- 
nitrated  cotton.  Under  polarised  light,  nitro- 
ootton  exhibits  colours  which  both  Qiardonnet 
and  Liebechutz  state  are  determined  by  the 
nitrogen  content,  but  Be  Mosenthal  and  Lunge 
find  that  Chardonnet's  colours  are  not  alwavs 
confirmed,  the  colour  depending  not  only  on  the 
nitrogen  content,  but  sJso  on  the  method  of 
preparation.  Lunge,  however,  states  that  blue 
colours  are  characteristic  of  nitrocellulose  con- 
taining upwards  of  12-75  p.c.  nitrogen.  Be 
Mosenthal  gives  the  refraction,  fij^  of  guncotton, 
of  13*5  p.c.  nitrogen,  as  1*5069,  and  confirms 
Vignon  in  his  statement  that  guncotton  is 
dextro-rotatoiy. 

Guncotton  is  insoluble  in  hot  and  cold 
water,  alcohol,  ether,  glacial  acetic  acid,  and 
(except  the  collodion  cotton  content),  in  a 
mixture  of  alcohol  and  ether.  It  is  also  in- 
soluble in  nitrofflycerin.  It  is  readily  soluble 
in  acetone,  ethjd  acetate,  amyl  acetate,  nitro- 
benzene, &c. 

Guncotton  is  not  attacked  by  dilute  acids, 
but  it  slowly  dissolves  in  strong 'sulphuric  acid 
with  the  formation  of  cellulose  sulphate  and 
liberation  of  nitric  acid.  Strong  nitric  acid 
violently  oxidises,  and  may  inflame,  guncotton. 
Dilute  alkalis,  especially  ammonia,  and  alkaline 
carbonates,  decompose  guncotton  slowly,  es- 
pecially when  warm.  Even  chi^  influences 
gunooUon  unfavourably,  but  it  is  the  least  un- 
satisfactory of  the  neutralising  agents  added  to 
guncotton,  and  quantities  up  to  2  p.c.  have  no 
appreciable  effect  on  the  stable  life  of  a  wet  gun- 
ootton;  its  neutralising  effect  on  any  acid 
liberated  during  the  storage  of  guncotton  out- 
weighs its  slight  saponifyiog  action. 

Siiberrad  and  Farmer  (Chem.  Soc.  Tran.s. 
10C6,  1759)  have  examined  the  hydrolysis  of 
guncotton  in  alkaline  solution.  They  find  the 
reaction  complicated  by  the  reduction  of  some 
of  the  nitrate  to  nitrite,  and  the  degradation  of 
the  cellulose  to  hydroxy-  adds,  &c. 

Guncotton  is  reconvened  into  cotton  by  the 
action  on  it  of  alcoholic  potassium  sulphyarate.* 
This  reaction,  due  to  Haoow,  was  found  by  Abel 
(Lc)  to  give  63-6  p.c.  to  55*4  p.c.  cotton ;  tri- 
nitrooellulose  should  give  54*54  p.c.  cotton. 
This  reaction  is  of  peat  importance,  as  it  shows 
that  guncotton  (like  nitroglvcerin)  is  a  nitric 
ester,  yieldinsf  on  reduction  t&e  hydroxylic  body 
from  which  it  was  formed,  and  not  an  amino 
derivative.    It  can  therefore  be  represented  as  : 

CgH,0,(ONOJ, 

Air-dried  (air  under  ordinary  conditions)  gun- 
cotton  retains  between  1*5  and  2  p.c.  of  moisture. 
in  this  condition,  on  application  of  flame,  a 
cylinder  of  compressed  guncotton  bums  in  the 
open  air  very  rapidly  with  a  long  and  fierce  flame 
without  smoke ;  the  flame  being  coloured  yellow 
bv  the  sodium  salts.  The  rate  of  combustion  of 
the  guncotton  varies  with  its  condition ;  thus, 
guncotton  plait  in  the  form  of  a  flat  tube  burns 
very  much  more  quickly  than  guncotton  yam. 
When  dry  and  heated  to  about  100^  guncotton 


bums  with  almost  explosive  violence.  The 
guncotton,  as  it  leaves  the  hydraulic  press, 
contains  about  15  to  17  p.c.  water,  and  is  then 
not  combustible ;  when  held  in  a  flame,  it  only 
smoulders  as  it  partially  dries. 

Briskly  heated  in  sxuall  quantity  in  the  form 
of  loosely  twisted  yam,  guncotton  was  found 
to  explode  at  150°  (Abel).  The  exact  i^tion 
point  varies  with  the  physical  condition  of 
the  guncotton  and  the  method  of  determina- 
tion. 

Guncotton  can  be  exploded  by  percussion ; 
but  when  strack  by  an  iron  hammer  on  an  iron 
anvil,  the  portions  directiy  struck  by  the  hammer 
detonate,  Dni  the  rest  of  the  guncotton  remains 
unexploded.  Wooden  boxes  containing  dry 
compressed  guncotton,  both  closely  and  foosely 
packed,  have  been  repeatedly  fired  at  from 
rifles,  tiie  result  beinff  that  the  contents  of  the 
box  were  (generally  indamed,  but  never  exploded  ,* 
while  similar  packages  containing  dynamite  or 
other  nitroglycerin  preparations  were  always 
violentiy  exploded  By  being  fired  at  (Abel, 
Trans.  Roy.  Soc.  1874,  359-362).  The  use  of 
moist  guncotton  has  rendered  any  danger  from 
shock  still  more  remote. 

Properiy  stabilised  guncotton  is  a  safe  and 
permanent  explosive  when  stored  under  normal 
conditions,  esxtecially  when  wet ;  many  samples, 
well  over  30  years  old,  have  shown  practically  no 
signs  of  deterioration.  Wet  guncotton  stored 
in  air-tight  vessels,  especially  wooden  ones,  is 
liable  to  the  formation  of  fungoid  and  mould 
growths  on  its  surface.  The  guncotton  is  fre- 
quentiy  dipped  in  a  weak  aUuJine  solution  of 
phenol  to  prevent  these  growths. 

Under  certain  conditions,  as  when  stored 
in  contact  with  organic  substances  at  rather 
elevated  temperatures,  guncotton  may  be  dc- 
comuosed  by  denitrifying  bacteria,  with  the 
proouction  of  ammonia,  nitrogen,  and  carbonic 
acid. 

ProducU  and  heat  of  comhusiion.  Gun- 
cotton  does  not  contain  sufiicient  oxysen  for 
complete  combustion  into  00^,  H,0,  and  N ;  the 
equation 

2C,H,0,(NOj),+90=12CO,-f7H,0-|-6N 

shows  that  cellulose  trinitrate  requires  24*3  p.c. 
more  oxwen  for  complete  combustion.  Car- 
bonic oxi<fe  and  hydrogen  are,  therefore,  natur- 
ally to  be  expected  in  quantity  in  the  gases  of 
combustion. 

In  the  flaming  combustion  of  guncotton, 
when  the  gases  were  aUowed  to  escape  freely 
at  nearly  atmospheric  pressure,  Sarrau  and 
Vieille  found  a  large  quantity  of  nitric  oxide, 
NO,  in  the  gases ;  about  one-fourth  of  the 
volume  of  the  dry  gases. 

When  the  guncotton  is  inflamed  in  a  closed 
vesiel,  in  which  the  gases  of  combustion  cause 
!  a  moderate  pressure,  no  oxide  of  nitrogen  is 
'  formed.     Von  Karolyi  exploded  guncotton,  in 
I  quantities    of    10    grams,    in    small    cast-iron 
\  cylinders  of  such  strength  as  just  to  yield  to  the 
I  pressure  of  the  gases  produced  by  the  combus- 
tion.     These    cylinders    containmff    the    gun- 
cotton  were  macle  air-tight,  provided  with  the 
means    of    inflaming    the    guncotton    by    an 
electrically  heated  platinum  wire,  and  enclosed 
in  a  spherical  sheU  of  about  5  litres  capacity, 
which  was  exhausted  before  the  explosion,  and 


EXPL08IVBS. 


in  which  the  pemuuieiit  exploeion  gafles  of  the 
goncotton  pr^luoed  an  exoess  of  preasure  of 
about  half  an  atmoepheie,  which  enabled  portions 
of  the  gaMS  to  be  removed,  hy  means  of  a  stop- 
cock, for  analysis.  Von  Kjkroiyi  found  the 
Sermanent  gases  to  consist  of  CO^  28*5,  CO  39-8, 
H4  9-9,  H  4-4,  N  17-4  volnmes  per  100  (Pogc. 
Ann.  April,  1863).  Abel  repeated  Von  KarolyTs 
experiments,  and  found  acetylene  always 
present  in  considerable  quantity  in  the  ^ases ;  an 
analysis  of  the  permanent  gases  obtamed  £rom 
10  grams  of  gunootton  in  two  different  experi- 
ments is  given : — 

Experiment  I :  CO,  19-69,  CO  3987,  CtH, 
7-86,  CH4  3-46,  H  16-82,  N  13-32  vols,  per 
100. 

Experiment  2 :  CO,  18-97.  CO  41-80,  C,H, 
6-36,  CH4  3-87,  H  17-02,  N  11-98  vols,  per 
100. 

Sarrau  and  Vieille  (Compt.  rend.  90,  1058) 
have  ascertained  the  volume  (at  0°  and  760  mm.) 
and  the  composition  of  the  permanent  gases 
produced  by  the  explosion  of  guncotton  in  a 
closed  vessel,  and  6nd  that  both  vary  with  the 

density  of  the  charge  r-^^JS-^").  - 

with  the  pressure  ensuing  on  the  explosion.  The 
following  are  some  of  the  results  obtained : — 

Volume  of  saaes  (at  0" 


Density  of 

and  760  mm.)  given  by 

charge 

1  gram  gunootton 

(1) 

.  ,      .0-01 

668-5  c.c. 

(2) 

.     0-023 

670-8  „ 

(3) 

.     0-2 

682-4  „ 

W 

.     0-3 

— 

Composition  of  the  gasea  per  100  volumes. 

(1) 

(2)             (8)            (4) 

CO, 

.     21-7 

24-6        27-7        30-6 

CO 

.     49-3 

43-3        37-6        34-8 

H 

.     12-7 

16-2        18-4        17-4 

N 

.     16-3 

15-9        15-7        15-6 

CH4 

.     none 

trace         0-6          1-6 

With  these  higher  pressures,  equivalent  to 
higher  temperatures,  tlie  composition  of  the 
gases  is  simpler ;  they  contain  neither  acetylene 
nor  oxide  of  nitrogen,  and  with  increase  of 
pressure  there  is  increase  of  CO,  and  H  and 
decrease  of  CO ;  oxidation  of  CO  by  H,0  evi- 
dently occurring,  and  the  composition  of  the 
gases  being  the  result  of  a  balance  between  the 
oxidising  action  of  H«0  on  CO,  and  of  the  re- 
ducing action  of  H  on  CO,. 

Sarrau  and  Vieille,  using  Berthelot's  formula 
for  guncotton,  equate  its  decomposition  by  ex- 
ploeion thus :  C,4H,g(NO,),,0,o : 

(a)  When  density  of  charge  is  0*023  : 

=16CO-|-9CO,+llH-f  9H,0+11N ; 

{b)  When  density  of  charge  is  0-3  : 

=:13CO+llCO,+16H+7H,OH-llN  ; 

the  reaction  with  high  density  of  charge  (which 
would  be  the  condition  in  actual  use)  tends  to 
approach  the  result : 

(c)  12C0+12C0,+17H+6H,0-M1N  .     . 

The  agreement  of  the  equations  with  the  results 


of  analysis  is,  however,  only  moderately  approxi- 
mate. 

For  equation  (a)  the  calculated  quantity  of 
heat  evolved  for  constant  pressure  (for  constant 
volume,  the  quantitieB  of  heat  are  about  y^ 
higher),  and  the  volume  of  the  gases  reduced  to 
0®  and  760  mm.  (per  1  kilogram  of  dry  and 
ash-free  guncotton),  are  as  follows,  compaxed 
with  Sarrau  and  Vieille*s  experimental  values  : — 

Quantity  heat  Calories  Volume  gas  Litres 

calcolated  found  calculated  found 

Water,  liquid      1076  1071  684    687-5 » 

Water,  gaseous    997-7  —  859      — 

For  equation  (c) : 

Water,  liquid      1074  —  743      — 

Water,  gaseous  1022  —  869      — 

Guncotton,  therefore,  on  explosion,  gives  (for 
equal  weights)  more  gas  and  a  greater  quantity 
of  heat  tlum  gunpowder  or  mining  powder,  more 
gas  but  a  smaller  quantity  of  heat  than  nitro- 
glycerin. 

The  heat  evolved  by  the  complete  combustion 
of  guncotton  in  oxygen  gas,  .ana  under  constant 
pressure,  was  found  by  Sairau  and  Vieille  to  be 
per  1  kilogram  of  guncotton  2302  kgm. -degrees 
when  the  water  formed  was  liquid,  2177  when 
gaseous. 

Noble  (Lecture  to  Inst.  Civil  Engin.  April  3, 
1884)  obtained  more  permanent  gases  from 
detonated  peJlet  guncotton  tlian  did  Sarrau 
and  Vieille  witii  low  densities  of  charge.  Thus 
he  states  that  1  kilogram  of  gimcotton  (con- 
taining 2-36  p.c.  moisture  and  0-36  p.c.  ash)  pro- 
duces, at  0°  and  760  mm.  pressure,  about  730 
litres  of  permanent  gases  (water,  liquid) ;  or,  per 
1  kilogram  of  dry  and  ash-free  gunootton, 
about  750  litres  of  permanent  gases.  The  gases 
were  produced  in  the  steel  exploeion  vessel 
under  very  high  pressure.  The  volume  of  gases 
agrees  fairly  well  with  that  calculated  for  Scurrau 
and  Vieille*B  equation  (c)  for  high  density  of 
charee. 

Noble  states  that  the  temperature  of  explosion 
of  guncotton  is  at  least  double  that  A  gun- 
powder; the  latter  temperature  he  estimates 
for  ordinary  English  gunpoifi-der  at  about  2200°. 

The  composition  of  the  gases  produced  by 
the  detonation  of  dry  and  of  moist  guncotton 
is  given  on  p.  64.  * 

Detonation. — ^Nobel,  in  1864,  had  discovered 
that  nitroglycerin  could  be  deUmated  by  means 
of  mercury  fulminate ;  and  in  1868,  Abel 
found  that  air-dry  compressed  guncotton  (like 
nitroglycerin)  could  be  aeUmaied  by  the  explo- 
sion m  close  contact  with  it  of  5  grains  (0*32 
gram)  of  mercury  fulminate,  contained  in  a 
thin  metal  case  (Trans.  Boy.  Soc.  1869, 159, 498). 
He  subsequently  (ibid.  1874,  337-396)  found  that 
by  increasing  the  strength  of  the  envelope,  viz. 
by  making  tiie  case  for  the  fulminate  of  stout 
sheet  iron,  and  inserting  it  in  a  closely  fitting 
hole  in  the  guncotton,  the  latter  oould  be 
detonated  with  certainty  with  only  2  grains 
(0*13  gram)  of  the  fulminate.  In  practice, 
however,  much  laxger  quantities  of  fulminate 
are  used,  in  order  to  have  a  good  initial  de- 
tonation, and  to  provide  for  the  {Kwsibility  of 
the  detonator  tube  fitting  too  easily  into  the  hole 
in  the  guncotton.  ^OOCtIp 

>  671  litres  from  gunootton  containing  2*4  p.c.  ash. 
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The  ezplo8ion  of  Uie  ffuncotton  thus  caused 
by  that  of  the  fulminate  nas  been  called  detona- 
tion on  account  of  the  load  sound  by  which  it 
is  followed ;  it  diffeis  from  the  flA-mlng  combus- 
tion of  guncotton  by  the  immense^  greater 
speed  at  which  chemioU  action  (oxidation  of  one 
part  of  the  compound,  the  C  and  H,  by  another 
part,  the  NO,)  progresses  in  t^e  guncotton,  and 
by  the  consequent  powerful  mechanical  effects 
produced  by  we  gases  formed.  Abel  found  the 
velocity  of  detonation  of  air-dry  compressed 
guncotton  to  be  about  18,000  feet  per  second ; 
consequently,  the  large  volumes  of  heated  ffases 
produced  at  this  great  rate  work  destructively 
on  nearer  objects,  and  give  rise  to  a  condensed 
wave  in  the  air,  propagated  with  great  velocity. 
Moreover,  the  air  offers  resistance  to  the  motion 
of  the  gases  produced  at  so  great  a  rate,  conse- 
quently the  gases  exert  pressure  on  the  gun- 
cotton  and  on  the  ground  or  other  support  on 
which  it  rests,  producing  powerful  reaction 
effects. 

For  the  detonation  of  unconfined  guncotton 
by  mercury  fulminate,  it  is  essential  that  the 
former  shall  be  in  a  condition  to  offer  resistance 
to  the  shock  of  the  fulminate,  so  that  the 
ener;^  of  the  shock  shall  heat  the  guncotton, 
not  cuspeFBe  it.  Compressed  guncotton  meets 
this  requirement,  while  in  the  form  of  wool  or 
loose  yam  it  is  scattered  or  inflamed,  but  not 
detonated. 

ThrelfaU  (Phil.  Mag.  1886,  172)  thus  gives 
Berthelot's  views  on  the  theory  of  detonation  : 
*  The  kinetic  energy  of  the  shock  of  the  explo- 
sion (by  the  detonator)  is  transformed  into  heat 
at  the  point  (of  the  explosive)  struck ;  the  tem- 
perature of  this  point  is  tiius  raised  to  the  tem- 
perature of  en>losion,  a  new  shock  is  produced 
which  raises  the  temperature  of  the  neishbour- 
ing  portions  to  the  same  degree ;  they  then  ex- 
plode, and  the  action  is  thus  propagated  with 
an  ever-increasing  velocity.'  Tne  ever-increas- 
ing velocity '  must  refer  to  the  commencing 
stage  of  the  detonation,  as  Abel's  measurements 
of  the  rate  of  detonation  of  guncotton  and 
dynamite  do  not  bear  it  out. 

The  detonation  of  guncotton  is  transmis- 
sible across  an  intervening  air  space  whidi 
varies  with  the  weight  of  the  charse ;  thus  the 
detonation  of  a  |  lb.  cylinder  of  compressed 
ffuncotton,  3  inches  in  diameter,  will  cause  the 
detonation  of  another  similar  cylinder  placed  on 
the  ground  at  a  distance  of  1  inch,  but  not  at  a 
distance  of  2  inches. 

Silver  fulminate  is  in  no  way  superior  to 
mercury  fulminate  in  causing  the  detonation 
of  guncotton.  Nitroglycerin,  nitrogen  chloride 
anof  iodide  show  a  remarkable  want  of  re- 
ciprocity in  their  behaviour  to  guncotton  as 
r^ards  detonation.  Thus,  while  the  detonation 
of  J  oz.  of  guncotton  caused  the  simultaneous 
detonation  m  a  charge  of  nitroglycerin  in  a  tin- 
plate  vessel  at  the  dutance  of  1  inch,  and  |  oz. 
produced  the  same  result  across  an  air  space  of 
3  inches,  1  oz.  of  nitroglycerin  detonated  in 
close  contact  with  a  disc  of  compressed  gun- 
cotton  did  not  detonate  it,  but  only  dispersed  it. 
100  grains  of  dry  nitrogen  iodide  was  ifliable 
to  cause  the  detonation  of  a  pellet  of  dry  com- 
pressed guncotton  on  which  it  rested ;  and  50 
grains  of  nitrogen  chloride  (covered  with  a 
film  of  water  and  contained  in  a  thin  watoh- 


glass  resting  on  the  guncotton)  was  about  the 
minimum  quantity  required  to  effect  the 
detonation  of  the  latter  (Abel,  Trans.  Roy.  8oc. 
1869,  489). 

With  increase  in  the  amount  of  water  in  the 
compressed  guncotton,  more  mercury  fulminate 
is  needed  to  effect  detonation;  the  fulmi- 
nate as  usual  being  contained  in  a  tin-plate  tube 
and  fitting  closely  in  a  central  hole  in  the  gun- 
cotton.  With  a  total  of  5  p.c.  of  water  (i.e. 
3  p.c.  above  the  2  p.c.  of  normal  air-dry  gun- 
cotton),  detonation  by  16  grains  of  mercury 
fulminate  is  doubtful.  Moist  guncotton  contain- 
ing 12  p.o.  water  was  detonated  only  once  in 
seven  experiments  by  a  detonator  containing 
100  graios  of  fulminate ;  when  the  guncotton 
contained  17  p.c.  water,  it  required  200  grains  of 
fulminate  to  detonate  it  with  certainty. 

Guncotton  as  it  leaves  the  press,  containing 
about  16  p.c.  water,  although  quite  imin- 
flammable,  can  be  readily  enloded  by  the 
detonation  in  contact  with  it  of  about  half  an 
ounce  of  air-dry  compressed  guncotton.  For 
the  certain  detonation  of  Kuncotton  containing 
20  p.c.  water,  a  primer  of  about  1  oz.  of  dry 
guncotton  is  required;  and  when  the  gun- 
cotton  has  absorbed  the  maximum  amount  of 
water  it  is  capable  of  doing  (30-36  p.c.),  for  its 
certain  detonation  4  ounces  air-dry  guncotton 
applied  in  close  contact  are  necessary  (Abel, 
Irans.  Roy.  Soc.  1874,  327).  This  discovenr 
(which  was  due  to  Brown,  of  Woolwich  Aisenaf) 
has  been  of  the  neatest  practical  importance,  as 
it  has  rendered  ^e  use  of  guncotton  for  militarv 
purposes  very  safe ;  permitting  the  great  bulk 
of  tne  guncotton  to  be  kept  in  a  moist  and  un- 
inflammable state,  while  a  relatively  small 
quantity  only  of  dry  guncotton  is  needed  for 
'  primers,'  the  dry  primers  being  detonated  by  a 
suitable  mercury  fulminate  detonator. 

The  velocity  of  detonation  of  moist  gun- 
cotton  is  greater  than  that  of  the  dry,  and  the 
work  done  by  the  same  weight  of  guncotton 
appears  to  be  equal,  whether  it  be  employed  in 
the  dry  or  moist  state. 

Ab  in  the  case  of  dry  guncotton,  detonation 
is  propagated  in  masses  of  moist  compressed 
guncotton  in  contact,  provided  the  piece  first 
detonated  does  not  contain  less  water  than  the 
others ;  but  for  transmission  of  detonation  in 
the  open  air  through  any  considerable  number 
of  cylinders  or  slabs  of  moist  guncotton,  it  is 
essential  that  they  should  be  in  contact,  much 
shorter  air  spaces  than  in  the  case  of  dry  gun- 
cotton  stopping  the  detonation. 

The  rate  of  detonation  of  moist  guncotton 
is  a  little  quicker  than  that  of  drv  guncotton ; 
and  that  of  guncotton  saturated,  with  water 
(containing  about  30  p.c.  of  it)  is  considerably 
quicker  than  that  of  tne  dry.  Abel  (Roy.  Soc. 
1874)  measured  (by  means  of  Noble's  chrono- 
scope)  the  rate  of  detonation  of  guncotton  under 
different  conditions,  of  dynamite,  and  of  nitro- 
glycerin. 

Cylinders  of  compressed  guncotton  3  inches 
in  diameter  were  employed ;  they  were  placed 
on  their  bases,' and,  when  in  a  continuous  train, 
with  their  circumferences  touching,  and  the 
measurements  of  velocity  of  detonation  were 
made  at  intervals  of  6  feet,  or  sometimes  of  4 
feet,  in  the  train  of  guncotton.  The  following- 
are  some  of  the  results  obtained : — 
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Bate  of  progression  of  the  detonaUon: 
feet  per  second 

First  6  feet 

Last  6  feet 

Mean  (of  an 
the  measure- 
ments) 

Dry  guncotton,  170  cylindeni,  touching 

„          „        |-inch  air  spaces,  28  feet     . 

Moist  guncotton  (16  p.c.  water),  28  feet,  touching 
Wet  giineotton  (30  p.o.  water),  36  feet,  touching 
Dry  guncotton,  containing  38  p.c.  KNO„  touching 

17,466 
4  feet 
16,676 
4  feet 
18,416 
22,674 

17.738 
4  feet 
16,218 
4  feet 
18,040 
19,240 

17,122 

16,776 

18,376 
19,948 
16,981 

The  above  results  show  that  there  is  a  de- 
cided increase  in  the  rate  of  detonation  of  gun- 
cotton,  when  the  air  in  the  latter  is  replaced 
by  the  very  shghtly  compressible  water — a  be- 
haviour recalling  the  greater  velocity  of  propa- 
gation of  sound  in  water  than  in  air. 

The  velocity  of  propagation  of  sound,  too, 
comes  nearest  to  the  detonation-velocities  just 
given ;  thus  the  ex|)erimental  values  for  sound 
(of  low  intensity)  in  water  at  8^  is  4708  feet  per 
second,  and  in  ice  is  9612  feet. 

Wet  guncotton,  when  frozen,  is  detonated 
with  certainty  by  the  fulminate  detonators  ordi- 
narily used  for  dry  guncotton  (Abel,  v.  supra). 

The  gases  resulting  from  the  detonation  of 
dry  ana  of  wet  compressed  guncotton  were 
examined  by  Noble  and  Abel,  and  from  their 
results  the  two  following  analyses  are  taken. 
The  detonation  was  effected  in  a  very  strong 
steel  explosion  vessel,  in  which  the  gases  were 
formed  under  very  great  pressure.  A  correction 
should  be  made  in  the  dry  guncotton  gases 
for  the  permanent  gases  (2CO+2N)  of  the 
mercury  tukninate  detonator,  and  for  the  same 
and  those  from  the  small  quantity  of  dry  gun- 
cotton  priming  in  the  case  of  the  wet  guncotton 
gases ;  but  as  the  CO  would  be  oxidi^  by  the 
gaseous  water  to  an  unknown  extent,  the  direct 
results  are  given. 

Composition  of  the  permanent  gases,  vols,  per  100- 


Dry  guncotton. 

1620  grains  pellet, 

180  grains  mercury 
fulminate  detonator 

Wet  guncotton 

CO, 

24-24 

3214 

CO 

40-60 

27-12 

H 

20-20 

26-74 

N 

14-86 

14-00 

CH| 

0-20 

none 

100-00 


100-00 


It  is  noticeable  that  Sarrau  and  Vieille's 
results  for  the  composition  of  the  gases  of  ex- 
plosion of  guncotton  for  the  lower  density  of 
charge  (r.  supra)  approach  the  composition  of 
these  detonation  gases  of  dry  guncotton.  The 
influence  of  the  i^ditional  water  on  the  gases 
of  detonated  wet  guncotton,  in  oxidising  CO  to 
COf  with  formation  of  H,  is  very  marke£ 

For  the  condition  of  gaseous  water,  a  greater 
quantity  of  heat  will  be  evolved  by  the  detona- 
tion of  dry  guncotton  than  by  that  of  moist 
guncotton  containing  the  same  weight  of  the 
dry  material;  the  volume  of  the  gases  will, 
however,  be  greater  from  the  moist  than  from 


the  dry  guncotton.  The  volume  of  the  per- 
manent gases  also  will  be  greater  with  moist 
guncotton,  owing  to  the  n  formed  from  the 
water. 

Von  Forster,  in  Germany,  for  special  mili- 
tary use,  coats  pieces  of  moist  compressed  gun- 
cotton  with  a  skin  of  dry  guncotton  by  im- 
mersing them  for  about  a  quarter  of  a  minute 
in  ethyl  acetate. 

It  has  also  been  proposed  to  use  paraffined 
guncotton  instead  of  moist  guncotton,  pre- 
pared by  immersing  dry  compressed  guncotton 
in  melted  paraffin.  The  paraffin  has  the  ad- 
vantage over  water  that  it  does  not  evaporate ; 
it  is  said  to  make  dry  guncotton  less  sensitive 
to  shock,  but  it  lowers  the  percentage  of  oxygen, 
and  is  stated  to  be  inflammable. 

Intensity  of  action. — Abbot,  in  his  Report, 
gives  the  intensity  of  action  of  compressed  gun- 
cotton,  detonated  under  water,  as  87,  kieselguhr 
dynamite  No.  1  being  100.  In  comparative 
experiments  made  in  this  country,  under  different 
conditions  to  Abbot's,  guncotton  has  shown  a 
slightly  greater  intensity  than  dynamite;  as, 
tor  instance,  in  the  displacement  of  earth  by  the 
detonation  of  buried  charges,  and  in  the  work  of 
excavation  done  by  their  detonation  in  the  bore- 
hole of  lead  cylinders.  Abel's  experiments,  by 
the  latter  method,  give  the  intensity  of  action 
of  guncotton  as  101,  the  dynamite  oeing  100 ; 
experiments  in  which  the  same  weight  of  ful- 
minate was  used  being  compared. 

Uses. — Guncotton  is  almost  exclusively  em- 
ployed for  military  purposes,  for  use  in  offen- 
sive torpedoes  and  in  suomarine  mines,  and  for 
demolitions  on  land.  It  is  also  used  in  the 
manufacture  of  smokeless  powders,  both  military 
and  sporting,  and  in  certain  fuses  and  fuse 
compositions. 

I        OuncotUm   wirtures.     It   has    already    been 

i  mentioned  that  100  lbs.  CfH,0x(N0A)3  'require 

I  24*3  lbs.  additional  oxygen  for  complete  combus- 

,  tion  into  CO,  and  H  ,0 ;    and  guncotton,  on 

I  account  of  the  lower  nitrates  present,  would 

require  more  oxygen.    At  an  early  period  in  the 

history  of  guncotton,  this  oxygen  was  supplied 

in   the   form   of   potassium   or  other   nitrate. 

Potassium    chlorate    was    also    suggested    but 

abandoned,  owing  to  the  lack  of  stability  of  the 

mixture,  although  the  explosive  effect  of  the 

guncotton  was  largely  increased. 

Poteniite  »  a  mixture  of  guncotton  and 
I>otassium  nitrate. 

Tonite,  invented  by  Trench,  is  manufactured 
I  bv  the  Cotton  Powder  Coi  at  Faversham,  and 
'  ako    at    San    Francisco.      It    was    originally 
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intended  to  be  used  as  a  propellant,  but  is  now 
only  used  as  a  disniptive  explosive.  No.  I  is 
an  intimate  mixture  of  abcmt  equal  weights  of 
wet  gimcotton  pulp  and  barium  nitrate,  tbc 
paste  being  compressed  into  cartridges  with  the 
usual  recess  for  the  detonator,  and  wrapped  in 
paraffined  paper.  No.  2  is  a  mixture  of  gun- 
ootton,  potassium  a«l  sodium  nitrates,  charcoal, 
and  sulphur ;  and  No.  3,  a  mixture  of  lS-20  p.c. 
guncotton,  11-13  p.c.  dinitrobenzene,  and  67- 
70  p.c.  barium  nitrate,  and  0*5-1  p.c.  moisture. 
Ponite  was  used  in  the  construction  of  the 
IVfanchester  Ship  Canal.  No.  1  is  used  for 
blasting  hard  rock.  No.  3  is  slower  in  its  action, 
and  is  used  for  soft  rocks.  It  is  also  used  for 
military  purposes. 

Tonite  bums  slowly  and  without  tendency 
to  explosion  on  ignition.  It  detonates  readily 
and  completely,  and  there  is  nractically  no 
carbonic  oxide  in  the  products  of  detonation. 

Abel  found  its  intensity  of  action,  by  the 
lead  cylinder  method,  to  be  84,  kieselguhr 
dynamite  No.  1  being  100. 

Abbot  (Addendum  I.  to  his  Report)  examined 
tonite  of  San  Francisco  make,  consisting  of 
52*5  p.c  guncotton  and  47-5  p.c.  barium 
nitrate.  Detonated  under  water,  it  gave  inten- 
sity 81,  dynamite  being  100. 

Whilst  the  intensity  is  lower  than  that  of 
gimcotton,  these  values  show  that  the  gun- 
cotton  is  remarkably  economised  in  tonite.  To 
render  tonite  safe  for  use  in  fiery  mines,  the 
cartridges  are  surrounded  by  a  layer  of  '  Trench's 
Fire-extinguishing  Compound.'  Tins  is  saw- 
dust impregnate  with  a  mixture  of  alum, 
ammonium  chloride  and  sodium  chloride,  and 
extinguishes  all  flame  from  the  tonite  on  detona- 
tion of  the  latter. 

Other  guncotton  mixtures  are  included 
under  *  Smokeless  Powders.' 

Collodion  cotton. — By  collodion  cotton,  for 
the  purposes  of  explosives,  is  meant  soluble 
nitrocotton.  It  Is  less  highly  nitrated  than  gun- 
cotton,  and  at  the  present  time  is  looked  upon 
as  a  mixture,  in  varying  proportions,  of  the  di-, 
tri-,  tetra-,  and  penta-nitrocelluloses  of  Eder's 
classification. 

It  is  possible  to  prepare  soluble  nitrocotton 
of  a  definite  nitrogen  content,  by  working  under 
definite  conditions  as  to  composition  of  acid 
mixture,  and  temperature,  and  time  of  nitration. 
For  smokeless  powders  and  the  gelatin  dyna- 
mites, a  nitrocellulose  soluble  in  nitroglycerin  or 
other  solvents,  containing  as  high  a  percentage 
of  nitrogen. as  possible,  12-5  to  12-7  p.c.,  is 
desirable,  and  also  one  capable  of  holdmg  the 
nitroglycerin  bound,  so  that  it  does  not  exude 
under  varying  climatic  conditions.  The  limit 
of  nitrogen  permitted  by  H.M.  Inspectors  of 
Explosives  in  collodion  cotton  for  gelatinous 
explosives  is  12*3  p.c,  and  the  usual  content 
11-5  to  12p.o. 

Manufacture. — In  the  manufacture  of  collo- 
dion cotton,  the  finer  qualities  of  white  cotton 
waste  are  used.  The  mixed  acids  are  much 
weaker  than  in  the  manufacture  of  guncotton, 
and  the  temperature  of  nitration  is  higher. 
Lunge,  however  {I.e.),  found  that  the  quality  of 
the  cotton,  provided  that  it  has  not  been 
altered  by  drastic  chemical  or  heat  treatment, 
had  little  or  no  effect  on  the  quality  of  the 
collodion  cotton  obtained.  He  also  concludes 
Vol.  lU.—T. 


that  40°  is  the  most  suitable  temperature 
for  obtaining  a  maximum  vield  of  maximum 
d^ree  of  nitration  and  solufiility,  and  that  the 
maximum  content  of  nitrogen  in  the  product  is 
obtained  when  the  ratio  of  sulphunc  acid  to 
nitric  acid  is  not  less  than  0*25  : 1,  and  not  more 
than  3 : 1. 

The  acid  mixture  usually  used  contains 
about  66  p.c.  H|SO«,  23  p.c.  HNO„  and  11  p.c. 
H,0 ;  and  the  nitration  is  usually  carried  on 
for  between  I  and  1  \  hours  at  a  temperature  of 
about  40°.  To  obtain  a  completely  soluble 
nitrocotton  it  is  best  for  the  acid  mixture  to 
contain  sufficient  water  to  form  HNOs-H^O  and 
H,S04'H,0«  but  slightly  more  water  is  usually 
present.  However,  the  exact  acid  mixture 
and  temperature  and  time  of  nitration  vary 
consideraoly  in  different  factories,  and  sometimes 
collodion  cotton  is  made  in  the  cold  by  using  an 
appropriate  nitrating  mixture. 

The  nitration  is  performed  in  either  lead  or 
iron  nitrating  pots  or  tanks,  or  in  centrifugals 
and  the  extraction  of  acid,  washing,  pulj^g, 
and  other  processes  are  carried  out  in  the  same 
way  as  with  guncotton,  except  that  in  the  pro- 
duction of  collodion  cotton  for  gelatinous 
explosives  it  is  usual  to  soak  the  nitrocotton  in 
water  at  about  90°,  instead  of  submitting  it  to 
a  boiling  process. 

Claissen  has  claimed  (D.  R.  P.  163688,  004) 
the  pieparation  of  a  nitrocotton  completely 
soluble  m  alcohol  of  96  p.o.  by  vol.  strength,  by 
nitrating  cotton  with  30  times  its  weight  of  a 
mixed  acid  containing  35-45  p.c.  HNOj,  35-46 
p.c.  H2SO4,  and  18-20  p.c.  Yifi  at  a  temperature 
of  40°-50°. 

Properties. — ^CoIlodion  cotton  should  be  com- 
pletely soluble  in  ether-alcohol  and  in  nitro- 
glycerin. It  is  also  sohible  in  the  solvents  of 
guncotton.  Bemadou  states  that  when  collo- 
dion cotton  is  immersed  in  ether  and  kept  at  a 
temperature  below  0°,  it  passes  into  solution  or 
forms  a  colloidal  jelly.  Its  exploding  tempera- 
ture is  higher  than  that  of  guncotton,  and  its 
explosive  effect  much  less. 

Collodion  cotton,  besides  beine  used  in  the 
manufacture  of  smokeless  powders  and  the 
gelatinous  dynamites,  is  sometimes  used  in 
other  explosive  mixtures.  For  example,  the 
Soc.  Universelle  d'  En>losifs  (Fr.  Pat.  432863, 
1910)  suggests  an  explosive  containing  *  liquid 
trinitrotoluene,'  s^elatinised  with  collodion  cotton 
at  about  40°-50^  incorporated  with  three  times 
its  weight  of  a  perchlorate,  or  a  mixture  of 
ammomum  perchlorate  and  ammonium  nitrate. 
Partially  soluble  nitrocotton.  Nitrocottons 
intermediate  in  nitrogen  content  between  that 
of  guncotton,  of  about  13  p.c,  and  that  of  com- 
pletely soluble  nitrocotton,  of  about  12  p.c.  or 
less,  are  required  for  certain  smokeless  powders. 
These  are  manufactured  by  varying  the  condi- 
tions of  nitration,  composition  of  nitrating 
acids,  proportion  of  acid  to  cotton,  and  time 
and  temperature  of  nitration,  or  sometimes  by 
carefully  blendins;  the  requisite  proportions  of 
guncotton  and  soluble  nitrocotton. 

Lunge  showed  that  gimcottons  with  more 
than  13*6  p.c  nitrogen  are  unstable,,  and 
Mendel^ff,  by  nitrating  at  a  comparativelv  high 
temperature,  obtained  a  soluble  nitrocellulose 
containing  as  much  as  12*5  p.c.  nitrogen,  and 
this  was  adopted  for  use  in  the  manufacture  of 
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Buflsian  military  smokeless  powders.  A  nitro- 
cotton  of  similar  composition  is  also  used  by  the 
United  States  Govenunent.  This  nitrocotton 
has  been  called  PyroecBodion,  and,  as  Mendel^ff 
pointed  out,  is  approximately  of  the  composition 
required  for  the  conveision  of  all  its  carbon  to 
monoxide  on  explosion. 

Smokeless  Powders. 

History. — ^Attempt«  were  made  by  the  in- 
ventors and  early  worken  in  guncottou,  notably 
in  Austria,  to  adopt  it  as  a  propelhmt.  Schon- 
bein  and  Otto,  in  1846,  attempted  to  use  gun- 
cotton  in  rifles,  and  von  Lenk,  in  1862,  prepared 
cartridges  of  spun  and  woven  guncotton  for  use 
in  cannons.  The  guncotton  was  much  too  rapid 
and  violent  in  its  action,  even  when  woven  or 
compressed,  and  none  of  these  early  experiments 
was  successful. 

Abel,  in  1865  (Eng.  Pat.  1102, 1865),  patented 
a  process  for  granulating  guncotton  with  a 
solution  of  gum,  and  also  proposed  to  use  a 
mixture  of  guncotton  and  collodion  cotton 
treated  with  a  solvent ;  and  Kellner,  of  Woolwich 
Arsenal,  at  about  the  same  time,  made  a  granular 
smokeless  powder  from  guncotton ;  but  these 
powders  did  not  get  beyond  the  experimental 
stoge. 

A  semi-smokeless  ix>wder  was  invented  by 
Schultze,  of  the  Prussian  artillery,  in  1865,  who 
used  nitrated  wood  granulated  with  a  saturated 
solution  of  barium  and  potassium  nitrates  ;  and 
Volkmann,  in  1870,  who  wcvked  Schultze's 
patent  near  Vienna,  treated  the  grains  with  a 
mixture  of  ether  and  idcohol,  and  practically 
made  a  modem  gelatinised  smokeless  powder. 
The  manufacture  of  this  powder,  however,  was 
prohibited,  in  1876,  as  it  infringed  the  gun- 
powder monopoly  of  the  Austrian  Government. 
Schultze's  powder  was  manufactured  by  an 
English  company  at  Eveworth  in  the  New 
Forest,  in  1865,  and,  with  modifications,  is  still 
in  use  for  sporting  purposes. 

The  difficulty  m  adopting  guncotton  as  a 
propellant  was  its  porosity,  for  when  the  powder 
was  ignited,  the  flame  was  forced  into  the  in- 
terior of  the  grains,  and  caused  the  whole  charge 
to  explode,  instead  of  burning  progressively. 
Many  attempts  were  made  to  r^uce  the  rate  of 
comoustion  by  compression,  and  by  mixing  the 
guncotton  with  inert  ingredients,  such  as  un- 
nitrated  cotton,  or  coatinz  the  grains  with 
paraflQn,  stearin,  or  indiaruober,  and  more  or 
less  successful  sporting  powders  were  produced 
in  this  way.  Prentice,  m  1866  (Ens.  Pat.  953) 
suggested  a  sporting  powder  ma(fe  of  pyro- 
paper,  containing  15  parts  of  unnitrated  cellu- 
lose; and  Punchon  proposed  to  regulate  the 
speed  of  combustion  of  guncotton  by  soaking  in 
a  solution  of  sugar,  and  added  nitrates  to  in- 
crease the  explosive  force  (Eng.  Pat.  2867, 
1870). 

In  1882  Reid  (Eng.  Pat.  619,  1882)  patented 
a  process  for  the  granulation  of  a  mixture  of 
soluble  and  insoluble  nitrocellulose,  and  harden, 
ing  the  grains  with  ether-alcohol ;  the  product, 
known  as  *  E.  C.  Powder,'  is  too  violent  in  its 
action  for  military  purposes,  but  is  still  laigely 
used  as  a  sporting  powder.  'J.  B.  Sporting 
Powder,'  afterwards  introduced  by  Johnson  ana 
Borland  (Eng.  Pat.  8951,  1885),  was  a  mixture 
of  collodion  cotton  with  potassium  and  barium 


,  nitrates,  hardened  by  a  solvent  of  the  nitro- 
cellulose and  subsequent  drying. 

Some  form  of  militaiy  smokeless  powder 
became  essential  on  the  introduction  of^small- 
bore  magazine  rifles,  and  efforts  were  again  made 
in  1885  to  retard  and  regulate  the  combustion 
of  nitrocellulose  by  converting  it  into  a  product 
absolutely  devoid  of  all  porosity.  Tlie  sporting 
powders  in  use  at  the  time  were  only  super- 
ficially hardened,  and  contained  fibrous  mtro- 
cellulose,  but  eventually  Vieille,  in  1886,  intro- 
duced ^Poudre  B,'  named  after  General  Bou- 
langer,  a  completely  gelatinised,  dense,  homy, 
and  non-porous  explosive,  made  by  treating  a 
mixture  of  guncotton  and  collodion  cotton  with 
ether-alcoh^,  the  resulting  paste  being  rolled 
into  thin  sheets,  cut  into  small  squares,  and  dried, 
and  this  was  adopted  by  France  as  a  propellant 
for  the  Lebel  rifle. 

Other  countries  at  once  began  to  work  on 
similar  lines,  and  Germanv  adopted  a  similar 
powder,  in  1889.  But  Nobel,  after  the  inven- 
tion of  blasting  gelatine,  tried  to  utilise  nitro- 
glycerin as  an  ingredient  for  a  smokeless  pro- 
pdlant,  and  eventually  patented  *  Ballistite  ' 
m  1888  (Eng.  Pat.  1471,  1888),  a  colloid  mixture 
of  collodion  cotton  and  nitroglycerin,  which  at 
first  also  contained  camphor.  This  powder  was 
adopted  by  the  Italian  Government.  About 
the  same  time,  an  English  Explosives  Committee 
was  working  on  the  same  subject  at  Woolwich, 
and  gradually  evolved  a  nitroglycerin  smokeless 
propellant,  which  was  adopted  by  the  British 
Government  under  the  name  of  '  dordite '  (Eng. 
Pats.  5614,  1889 ;  and  11664,  1890).  Cordite  is 
a  mixture  of  guncotton  and  nitroglycerin,  with 
a  small  proportion  of  mineral  jeUy.  A  nitro- 
glycerin powder  similar  in  composition  to  cordite 
was  adopted  by  Austria-Hungary  in  1893. 

Some  form  of  smokekss  powder  was 
rapidly  adopted  by  all  civilised  countries  for 
small-arm  purposes,  and  since  that  time  the 
manufacture,  composition,  and  form  of  the 
explosives  have  been  gradually  modified  and  so 
perfected  that,  at  the  present  time,  accurate 
and  reliable  smokeless  powders  are  available 
and  solely  used  as  propellants  even  for  the 
heaviest  ordnance. 

The  general  principle  in  the  manufacture  of 
all  these  smokeless  powders  is  to  thoroughly 
gelatinise  the  nitrocellulose  by  means  of  some 
solvent,  so  that  its  fibrous  character  is  destroyed. 

The  powders  are  more  or  less  hard,  homo- 
geneous colloids,  which  only  bum  progressively 
from  the  surface,  so  that  their  combustion  is 
completely  under  control.  They  are  never 
absolutely  smokeless,  as  even  jf  they  give  no 
solid  products  of  combustion,  the  steam  pro- 
duced always  gives  a  smoke  varying  in  amount 
with  the  atmospheric  conditions. 

Componticn. — Smokeless  and  semi-smokeless 
powders  can  be  roughly  divided  into  the  foUow- 
ing  classes,  according  to  their  composition  :  (1) 
Nitrocellulose  powders,  which  may  be  composed 
of  collodion  cotton  or  guncotton  or  a  mixture  of 
the  two.  (2)  Nitrocefiuloee  powders  with  oxi- 
dising salts,  in  which  one  of  the  divisions  of 
class  (1)  is  mixed  with  a  metallic  nitrate,  and 
perhaps  other  ingredients.  (3)  Nitrocellulose- 
nitroglyoerin  powders,  where  one  of  the  divisions 
of  cIms  (1)  is  combined  with  nitroglycerin.  (4) 
NitroceUulose  powders  combined  with  another 
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nitro  derivative,  with  or  without  Ditroglycerin 
and  metaUio  nitratea. 

Military  emokdeu  powders, — ^The  desirable 
properties  in  a  militarv  smokeless  powder  are 
numerous.  It  should  be  smokeless  and  flame- 
less,  should  not  cause  erosion  of  the  bore  of  the 
gun,  or  leave  any  quantity  of  residue,  particularly 
of  a  corrosive  nature.  It  should  be  readily 
and  umformlv  ignitable,  and  should  bum  in 
such  a  way  that  the  pressure  should  be  slowly 
developed  and  well  sustained  whilst  the  pro- 
jectile IS  in  the  gun,  but  no  unconsumed  powder 
should  be  projed«d  from  the  muzzle.    It  should 

g've  products  of  combustion  as  free  as  possible 
om  combustible  gases,  for  example,  carbon 
monoxide,  aa  these  tend  to  ignite  at  the  muzzle 
of  the  gun  and  give  a  *  back-flash,'  which  may 
be  daDgerous.  It  should  give  a  high  muzzle 
velocity  without  excessive  pressures,  and  it 
must  give  accurate  fixing  results,  aa  a  result  of 
uniform  internal  baUistics.  It  should  be 
chemically  and  physically  stable  under  all 
practical  conditions  of  ston^  so  as  neither  to 
become  dangerous  nor  give  irregular,  and 
possibly  dangerous,  pressures.  It  should  be 
insensitive  to  variations  in  atmospheric  tem- 
perature and  moisture,  and  not  be  affected  by 
oeing  fired  from  a  hot  gun  chamber.  Some  A 
these  properties  are  more  necessary  than  others. 
It  is  impofisible  to  combine  all  the  desirable 
properties  in  one  propeUant,  and  all  propellantB 
in  use  are  compromises,  according  to  their  use. 

A  completely  gelatinised  powder  bums 
away  in  layers  from  the  ignited  surface,  the 
rate  of  burning  varying  directly  with  the 
pressure.  In  t£e  open  the  powders  bum 
rapidly  but  quietly,  but  in  the  closed  chamber 
of  a  gun  the  products  of  combustion  soon  raise 
the  pressure,  and  explosive  burning  is  soon 
reached.  The  rate  of^  burning  of  a  complete 
chaige  of  given  composition  depends  on  the 
size,  shape,  and  consistency  of  the  grains, 
i^tion  of  the  grains  usually  taking  place 
simultaneously  over  their  entire  surfaces.  The 
shape  of  grain  should  be  such  that  it  gives  as 
large  a  burning  surface  as  possible  until  the 
combustion  is  complete.  A  cubical  or  spherical 
shap^  is,  therefore,  of  the  worst  type,  a  rod- 
shaped  grain  is  a  little  better,  but  eitner  a  long 
tubular  grain  or  large  flat  strip  is  better  still, 
as  the  burning  surface  is  then  practically  the 
same  at  the  end  as  at  the  beginning  of  the 
combustion.  Flat  strips,  however,  give  irregular 
ignition  at  times,  owing  to  the  way  the  strips 
pack  together.  For  large  calibre  guns  a  multi- 
perforated  grain  is  best,  as  the  burning  surface 
increases  as  the  grain  bums  away,  but  if  the 
grains  are  too  long  they  are  liable  to  break  up 
durinfl  burning.  Some  modem  '  progressive 
propellants  *  are  so  manufactured  tm^t  the 
intoior  material  has  a  more  rapid  rate  of 
burning  than  the  surface  layers.  The  rate  of 
combustion  may  be  tamed  or  moderated  bv 
chemical  as  well  as  by  physical  means.  Although 
powders  belonging  to  all  the  above  classes  have 
been  tried  for  sporting  purposes,  and  many  of 
them  also  for  military  purposes,  so  far  as  the 
latter  are  concerned,  there  are  to-day  onlv  two 
varieties  of  smokeless  powders,  nitrocellulose 
powders  and  nitrooellulose-nitroglycerin  powders. 
The  smokeless  powders  of  the  latter  class  are 
more    powerful    than   the    pure   nitrocellulose 


powders,  for  the  nitroglycerin  supplies  the 
oxygen,  that  is  deficient  in  guncotton,  for 
complete  combustion.  A  smaller  charge  and 
consequently  a  smaller  gun  chamber  are  neces- 
sary with  the  nitroglycerin  powders  for  equal 
ballistic  results.  The  solvent  is  more  readily 
eliminated  when  the  powder  contains  nitro- 
glycerin, and  the  powders  are  cheaper ;  but  the 
temperature  of  combustion  is  higher,  and,  with 
a  huge  proportion  of  nitroglycerin,  the  conse- 
quent erosion  of  the  gun  is  senous.  The  erosion 
can  be  minimised  by  the  inclusion  of  a  moderant 
in  the  composition,  such  as  the  5  p.c.  of  mineral 
jelly  in  cordite  and  the  metaUic  nitrates  in 
certain  sporting  powders.  The  nitroglycerin 
powders  are  deciaedly  more  stable  tmm  the 
pure  nitrocellulose  powders.  Kitrocelluloso  pow- 
aers  tend  to  ^ve  irregular  baUistics,  owinc 
to  their  sometimes  more  porous  nature  ana 
frequent  physical  instabili^  on  storage,  and 
sometimes  quite  a  small  proportion  of  nitro- 
glycerin is  added  to  remedy  this  defect.  They 
also  have  a  relatively  rapid  rate  of  decomposition 
on  storage,  but  tins  may  be  counteracted  to 
some  extent  by  the  use  of  a  stabiliser.  Their 
great  advantage,  particularly  for  small  arms, 
machine  and  quick-firing  guns,  is  that  they  are 
relatively  cool  burning,  and  give  considerably 
lees  erosion  than  the  nitroglycerin  powders. 

Nitrocellulose  powders  are,  at  the  present 
time,  generally  made  entirely  or  laigely  of 
soluble  nitrocotton,  otherwise  acetone  has  to 
be  used  for  complete  gelatinisation,  and  the 
finished  grains  are  then  harder  and  more  brittle, 
particularly  if  the  elimination  of  the  solvent  is 
carried  too  far.  These  tend  to  break  up  on 
storage  or  in  the  gun,  and  give  irregular  ballistics, 
and  sometimes  dangerous  pressures.  Nitro- 
cellulose powders  containing  much  insoluble 
nitrocotton  are  sometimes  used,  as  in  France, 
but  they  -are  incompletely  colloided  by  the 
ether-alcohol  used  as  solvent,  are  more  porous, 
and  are  liable  to  gain  or  lose  moisture,  according 
to  the  storage  conditions,  with  consequent 
irregular  firing  results.  Generally,  the  powders 
with  lowest  normal  moisture  content  are  least 
prone  to  alteration  of  this  content  with  varying 
storage  conditions.  The  nitrocellulose  powders 
are  more  bulky  than  the  nitroglycerin  powders. 

Secondary  ingredients. — Besides  the  main 
ingredients,  nitrocellulose  and  nitroglycerin, 
mDitary  smokeless  powders  usually  contain 
small  quantities  of  other  substances  added  for 
attaining  some  special  purpose.  These  secon- 
dary ingredients  may  be  added  as  moderants  or 
deadeners,  stebilisers,  or  cooling  agents. 

Moderants  or  deadeners  are  added  to  reduce 
or  control  the  rate  of  combustion  of  the  explo- 
sive. Amongst  these  substances  may  be  men- 
tioned camphor,  vegetable  oils,  such  as  castor 
oil ;  and  mmeral  hydrocarbons,  such  as  parafiin 
and  vaseline. 

StahUisers. — ^The  additdon  of  a  small  quantity 
of  alkali  was  frequently  made  in  the  early  days 
of  smokeless  powders  to  combine  with  any  acid 
developed  in  them  on  storage.  This  addition  of 
alkaline  neutralising  agents  was,  however,  soon 
shown  to  be  harmful,  because  they  are  liable, 
under  certain  conditions,  to  hydrolyse  the  nitro- 
compounds. 

This  is  true  even  of  so  mild  an  alkali  as 
calcium  carbonate.     Alkaline  neutralisers  yield 
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nitrites,  which  decompose  again  at  elevated 
temperatures,  and  so  act  catalytically  in  decom- 
posing the  nitrocellulose. 

Residual  solvent  was  found  to  stabilise  the 
powders  to  a  considerable  extent  by  absorbing 
the  products  of  decomposition ;  and  to  prevent 
rapid  loss  by  evaporation,  solvents  of  high 
boiling-point  were  used,  for  instance,  a  little 
amyl  alcohol  was  added  to  an  ether-alcohol 
solvent.  The  elimination  of  the  solvent  leaves 
the  powder  porous  and  so  accelerates  the  rate 
of  decomposition. 

The  more  usual  method  of  stabilising  is  to 
add  a  small  Quantity  of  some  substance  that 
will  form  a  stable  compound  by  chemically  com- 
bining with  any  liberated  peroxide  of  nitrogen, 
and  so  act  so  long  as  any  of  the  free  substuice 
is  left.  Aniline,  diphenylamine,  aminoazoben- 
zene,  nitroguanidine,  phenanthrene,  the  higher 
alkyl  derivatives  of  the  anilides  of  oivanio  acids, 
and  sixhilar  compounds  are  added  for  this 
purpose.  The  vaseline  in  cordite,  although 
origmally  added  for  another  purpose,  has  been 
proved  to  have  a  marked  stabilising  influence. 
Soaps,  resins,  and  oils  have  also  been  suggested 
as  stabilisers. 

The  French  Commission,  on  the  explosion  of 
smokeless  powder  on  the  *  Jena '  in  1907,  drew 
attention  to  the  fact  that  substances  like 
diphenylamine  and  aniline  not  only  act  as 
stabiliseiB,  but  also  as  indicators  of  decomposi- 
tion, owing  to  the  formation  of  local  spots  or 
patches  of  peculiar  colours,  and  such  substances 
nave  been  increasingly  used  for  this  purpose 
since  that  time.  > 

Cooling  agents. — ^Most  smokeless  powders 
have  a  high  temperature  of  explosion,  which  not 
only  causes  erosion  of  the  bore  of  the  gun,  but 
also  gives  a  strong  and  readily  visible  flame. 
The  more  complete  the  combustion,  the  higher 
the  temperature  of  explosion,  and  simple  altera- 
tion of  proportions  of  the  ingredients  of  a  nitro- 
glycerin and  nitrocellulose  explosive,  so  as  to 
render  the  combustion  less  complete,  will  give 
a  lower  temperature  and  less  flame,  as  is  in- 
stanced by  *  modified  cordite.'  The  substances 
added  as  moderants  (metallic  nitrates,  oils, 
fatty  and  mineral,  wax,  resin,  camphor,  &c.) 
tend  in  the  same  direction,  and  the  addition  of 
charcoal  has  also  been  proposed.  With  these 
additions,  the  products  of  combustion  contain 
more  carbonic  oxide  and  hydrogen,  and  the 
actual  temperature  of  explosion  is  less.  The 
addition  of  a  sufficient  quantity  of  these  sub- 
stances to  adequately  r^uce  the  temperature 
of  explosion  frequently  causes  a  serious  reduction 
of  the  explosive  power,  and  in  some  cases  is 
objectionable  through  rendering  the  grains 
brittle.  The  5  p.c.  of  mineral  jelly  in  cordite 
effects  a  considerable  reduction  of  the  tempera- 
ture of  explosion  without  serious  effect  on  the 
ballistics,  for,  although  the  temperature  is 
reduced,  the  volume  m  gas  is  increased.  The 
use,  in  comparatively  large  quantity,  of  sub-  i 
stanoee  like  guanidine  nitrate,  nitroguanidine,  | 
and  substituted  ureas,  has  been  claimed  to  > 
reduce  the  temperature  of  explosioii  without , 
reducing  the  balhstios  of  the  powder. 

With  incomplete  combustion,  however,  the  ' 
carbon  monoxide  and  hydrogen  inflame  oncoming  ' 
in  contact  with  the  air,  and,  burning  together 
with   any   imbumt   chaige,    produces    a   very 


decided  flame.  To  produce  &flameless  exptosive, 
substances  are  added  so  as  to  mix  the  products 
of  explosion  with  a  sufficient  proportion  of  non- 
inflammable  gas  to  protect  the  inflammable 
gases  from  the  atmosphere  until  their  tempera- 
ture has  fallen  below  their  ignition-point.  The 
Sroblem  is  similar  to  the  production  of  a  safety 
etonating  explosive  for  use  in  fiery  coal-mines, 
and  similar  remedies  have  been  proposed. 

Duttenhofer  (Eng.  Pat.  24782,  1904)  pro- 
posed the  addition  of  an  alkaline  bicarbonate, 
claiming  that  it  had  no  detrimental  effect  on 
the  stability  of  the  explosive,  as  is  the  case  with 
the  normal  carbonate.  It  cools  the  flame  by  the 
liberation  of  its  water  of  crystallisation  and 
carbon  dioxide.  In  a  later  patent,  Luciani 
(Fr.  Pat.  380963,  1906)  proposes  a  mixture  of 
camauba  wax,  bees-wax,  and  sodium  bicar- 
bonate. Edwards  (Eng.  Pats.  24025,  1907,  and 
12188,  1908)  proposes  a  similar  mixture,  in 
which  the  sodium  bicarbonate  may  be  replaced 
by  the  ammonium  or  magnesium  compounds ; 
and  Vender  (Fr.  Pat.  405822,  1909)  claims  for 
hydrated  magnesium  carbonate  or  manganese 
peroxide.  Sodium  resinate  and  other  sodium 
and  potassium  salts  have  been  suggested,  but 
these  give  more  smoke  on  firing.  ^OxaUc  acid 
and  its  salts  have  also  been  tri^,  but  a  reEhlly 
suitable  ingredient  for  decreasing  the  flame  of 
smokeless  powders  in  guns  of  laige  calibre  has 
however  not  yet  been  found. 

Solvents, — ^The  solvents  used  in  the  gelatini- 
sation  of  smokeless  powders  are  usually  acetone, 
ethyl  acetate  or  amyl  acetate  for  guncotton 
powders,  and  a  mixture  of  ether  and  iScohol  for 
the  collodion  cotton  powders. 

Powders  gelatinised  with  ether-alcohol  are 
very  liable  to  blister,  curl  up,  and  become  dis- 
torted during  drying,  owing  to  the  rapid  evapo- 
ration of  the  ether,  and  there  is  difficulty  in 
driving  off  the  amyl  acetate  owing  to  its  high 
boiling-point.  ,  The  correct  proportion  of  solvent 
has  to  oe  carefully  worked  out  for  individual 
powders.  Too  much  solvent  increases  the 
difficulty  of  drying,  and  increases  the  liability 
to  distortion  and  cracking,  whilst  too  little 
delays  the  mixing  and  renders  it  imperfect. 

The  seconda^  ingredients  are  usually  dis- 
solved in  the  solvent  before  it  is  added  to  the 
main  ingredients. 

Heating  with  camphor  under  pressure,  in- 
stead of  treatment  with  solvents,  gelatimses  and 
hardens  soluble  nitrocellulose  powders,  but  this 
substance,  as  it  remains  as  a  constituent,  causes 
physical  instability  owing  to  its  volatility,  and 
its  use  has  been  abandoned.  The  use  of  phenyl 
benzoate,  or  an  ester  of  a  homologue  of  phenol, 
for  the  colloiding  of  soluble  nitrocellulose  has 
been  patented  by  the  Dupont  de  Nemours 
Company  (U.S.  Pat.  1161863,  1915).  The  sol- 
vents used  in  the  gelatinisation  do  not,  as  a  rule, 
remain  in  the  finished  powders  except  in  very 
small  quantity. 

Manufacture. — Only  a  general  outline  of  the 
manufacturing  processes  is  given  here :  the 
details  vary,  and  some  are  given  under  individual 
powders. 

The  drying  of  the  nitrocotton, — In  this 
country  some  30  p.c.  of  water  is  left  in  the 
nitrocellulose  in  its  finished  condition  as  a 
safety  measure.  The  nitrocellulose,  either  loose 
or,  for  convenience  in  handling  and  to  prevent 
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du3t,  lightly  compressed  into  cylinders  or  slabs, 
is  dried  by  exposnre  on  tiers  of  copper-  or  brass- 
gauze  trays  in  well-constructea  and  well- 
isolated  wooden  huts  or  '  stoves '  by  means  of 
a  current  of  dry  air  forced  in  through  a  series 
of  holes  at  the  top  of  the  stove  and  leaving 
through  openings  near  the  floor  (the  moisture- 
laden  air  udls  as  the  temperature  is  lowered  by 
the  evaporation  of  the  water),  the  temperature 
in  the  stove  being  kept  at  about  40^  The 
drying  takes  up  to  several  days  according  to  the 
d^ree  of  compression  of  the  nitrocellulose. 
This  IS  one  of  the  most  dangerous  operations 
in  the  manufacture  of  smokeless  powder, 
especially  when  the  last  portions  of  the  moisture 
are  being  driven  off.  Any  dry  dust  is  very 
susceptiUe  to  ignition  by  friction  or  shock, 
and  the  dry  nitrocotton  is  readily  electrified 
even  by  a  current  of  dry  air,  and  special  pre- 
cautions have  to  bs  taken  to  connect  the  drying 
trays  to.  earth,  the  necessity  for  which  was  first 
pointed  out  by  Reid.  The  nitrocotton  must 
be  cooled  down  before  unloading  the  stove,  as 
it  is  more  susceptible  to  ignition  by  friction  or 
percussion  whiut  hot,  and  the  stoves  are 
specially  constructed  to  avoid  the  accumulation 
of  dost.  The  nitrocellulose  is  sometimes  dried 
by  removing  part  or  the  whole  of  the  water 
by  treating  it  with  alcohoL  This  process  was 
used  in  1891  in  Austria,  and  was  patented  in 
England  by  Dumford  in  1892.  To  render  the 
nitrocellulose  anhydrous,  it  is  first  soaked  in 
alcohol  that  has  been  previouslv  used,  squeezed 
and  pressed,  and  then  treated  similarly  with 
fresh  alcohol.  When  ether-alcohol  is  to  be 
used  as  the  gelatinising  agent  of  the  nitro- 
cellulose, displacement  m  the  water  by  alcohol 
IB  now  the  usual  method  of  eliminating  the 
water,  and  this  method  is  in  general  use  m  the 
United  States  and  on  the  Continent.  The 
nitrocotton  is  packed  into  the  cvlinder  of  a 
hydraulic  press  and  alcohol  forced  through  it. 
Water  is  at  first  forced  out,  then  a  weak  alcohol, 
which  is  collected  and  rectified  by  distillation, 
and  finally  only  slightly  weakened  alcohol, 
which  is  used  again  for  the  preliminarv  displace- 
ment of  another  cylinder  of  wet  mtrocotton. 
The  nitrocotton  is  then  submitted  to  a  higher 
pressure,  so  as  to  leave  only  sufficient  alcohol 
m  the  mass  for  its  gelatinisation  on  admixture 
with  ether.  Dehydration  by  alcohol  is  carried 
out  in  some  factories  by  spraying  the  alcohol 
over  the  nitrocotton  packed  to  form  a  laver 
over  the  basket  of  a  centrifugal.  A  further 
advantage  of  this  process  is  that  imstable 
impurities  are  eliminated  by  this  washing  with 
alcohol.  Berl  and  Deply  {Zeiiach.  Ges.  Scheiss- 
u.  Sprengstoffw.  1913,  8,  &c.)  have  examined 
the  impurities  extracted  by  the  alcohol  in  the 
dehydration  of  nitrocotton,^  and,  besides  a  small 
quantity  of  inorganic  impurities  derived  from 
the  wash  waters,  find  them  to  consist  of  a 
sticky  brown  mass  of  lowly-nitrated  organic 
matter  of  poor  stability  and  low  ignition  point. 
Mixing  and  incorporatinq. — ^Tne  nitrocellu- 
lose should  be  in  as  fine  a  condition  as  possible. 
The  first  wetting  with  the  solvent  is  a  difficult 
matter,  and  is  sometimes  effected  in  varuS,  The 
absence  of  all  dust,  when  once  the  solvent  is 
added,   makes  the   manufacture   of  smokeless 

E)wderB  much  safer  than  that  of  gunpowder, 
ven  if  ignition  occurs,  the  combustion,  though 


fierce,  never  leads  to  esploeion,  and  is  usually 
very  local  in  its  effects.  The  introduction  of 
alcoholising  the  wet  nitrocotton  in  the  manu- 
facture of  nitrocellulose  powders  renders  their 
manufacture  a  safe  one  from  the  beginning, 
except  for  fire  risk. 

The  incorporation  is  usually  carried  out  in 
kneading  machines,  but  sometimes  by  rolling. 
The  kneadmff  machine  almost  exclusively  us^ 
is  that  of  \^^mer,  Pfleiderer,  and  Perkins.  It 
consists  of  an  iron  trough,  the  upper  part  of 
which  is  rectangular.  The  bottom  is  in  the 
form  of  two  parallel  half -cylinders,  in  which  two 
heavy  screw-shaped  paddle-blades  revolve  in 
opposite  directions,  one  at  about  twice  the  rate 
of  the  other.  The  allowance  between  the 
blades  and  bottom  is  smaU  and  the  mixture  is 
thoroughly  kneaded  and  mixed  between  them 
and  the  trough.  Some  of  the  solvent  is  first 
introduced,  then  the  nitrocelluloee  and  any  other 
ingredients,  and  finally  the  remainder  of  the 
solvent.  The  iuoorporation  takes  some  hours 
for  completion,  and  at  the  end  the  trough  is 
bilted,  and  the  direction  of  rotation  of  the 
blades  reversed,  the  finished  *  dough  *  beins; 
thrown  out  and  caught  in  a  suitable  box  with 
a  lid  for  transference  to  the  rolling  or  pressing 
house.  The  mass  becomes  considerably  heated 
during  the  kneading,  and  to  prevent  loss  of 
solvent,  the  machine  is  covered  and  the  bottom 
is  surrounded  by  a  cold-water  jacket.  It  is 
necessary  to  connect  the  mixing  machines  to 
earth,  as  in  the  case  of  the  drying  trays. 

When  the  material  is  to  be  worked  into 
sheets,  the  rolling  is  sometimes  effected  in  two 
operations,  the  first  to  effect  incorporation  of 
the  materials,  and  then  between  closer  set 
rollers  to  reduce  the  sheets  to  the  requisite 
thickness.  For  powders  of  the  ballistite  type^ 
the  rollers  are  hollow  and  steam  heated.  The 
sheets  are  then  dried  to  drive  off  greater  part 
of  the  solvent,  and  again  rolled  to  eliminate 
any  blisters  formed  during  the  drying.  Thick 
sheets  are  produced  by  folding  the  thin  sheets 
over  and  over  and  passing  them  backwards 
and  forwards  between  the  rolls,  by  which  means 
a  homogeneous  thick  sheet  is  obtained.  In  the 
manufacture  of  strip  and  flake  powders  it  is 
now  more  usual  to  incorporate  as  usual  and 
press  the  dough  through  a  suitable  die  to  give 
a  ribbon  of  the  required  thickness  and  width, 
which  is  subsequently  cut  into  suitable  lengths 
for  dr3ring. 

Cutting  and  pressing. — ^The  partially  dried 
sheets  are  usually  cut  into  small  square  plates. 
The  machines  generally  used  are  similar  to  those 
in  use  at  the  German  Government  factory  at 
Spandau,  in  which  two  sets  of  revolving  circular 
cutting  knives,  slightly  overlapping,  cut  the  sheet 
into  strips,  which  are  then  fed  over  a  fixed  cutting 
edge,  and  chopped  into  plates  or  cubes  by  a  set 
of  rotating  kmves.  Round  flakes  and  discs  are 
cut  from  cords.  After  cutting,  the  grains  are 
further  dried.  For  the  preparation  of  spherical 
grains  the  pasty  mixture  is  cut  into  small 
fragments,  frequently  cylinders  cut  from  cords, 
dried  superficially,  and  then  rolled  over  a 
rapidly  oscillated  "heated  surface. 

Cord  and  tube  powder  is  usually  pressed 
through  dies,  as  in  tne  manufacture  of  cordite, 
the  material  being  sometimes  subjected  l^^a 
preliminary  rolling  to  exclude  air  bubbles,  but 
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the  Austrian  rifle  powder  is  stated  to  be  drawn 
and  not  pressed.  For  producing  the  tubular 
and  multi-perforated  powders,  one  or  more  pins 
are  arranged  so  as  to  project  into  the  holes  of 
the  dies.  When  long  perforated  tubes  are  to 
be  manufactured,  the  pins  of  the  dies  are  tubular, 
80  as  to  admit  air  into  the  powder  perforations, 
otherwise  there  is  a  tendency  for  the  tubes  of 
powder  to  collapse. 

Drying. — ^The  powders  are  dried  slowly  in 
stoves,  at  a  temperature  of  about  40°.  The 
time  of  drying  depends  on  the  size  and  shape  of 
the  grains,  but  usually  lasts  several  days.  In 
modem  factories,  the  drying  stoves  are  air- 
tight, and  the  current  of  hot  air  is  drawn,  by 
means  of  fans,  through  special  apparatus  for 
recovering  the  solvent.  In  some  cases,  the 
solvent  is  largely  eliminated  by  boiling  the 
shaped  powder  in  water.  The  Dupont  de 
Nemours  Company  (Fr.  Pat.  477343,  1915)  sug- 
gest drying  smokeless  powders  by  heating  the 
grains  in  oil  at  about  100°C.,  the  liberated 
solvent  being  condensed  and  recovered,  and 
the  oil  subsequently  removed  from  the  surface 
of  the  grains  by  washing  with  acetone. 

One  of  the  drawbacks  of  pure  nitrocellulose 
powders  is  the  difficulty  of  eliminating  the 
solvent  in  a  reasonable  time,  especiallv  from  the 
larger  sizes,  without  causing  the  development  of 
cracks  on  the  surface  of  the  grains.  Sometimes 
a  rather  large  proportion  of  solvent  is  left  in  the 
powder,  but  then  on  storage  the  solvent 
evaporates,  and  cracks  may  a&o  form  and  so 
render  it  impossible  to  attain  the  constancy  of 
ballistics  necessary  in  a  military  powder.  The 
solvent  can  be  more  easily  removed  from  nitro- 
glycerin powders,  and  the  higher  the  percentage 
of  nitroglycerin  the  more  rapidly  and  more 
efficiently  can  the  solvent  be  eliminated. 

The  flake  small-arm  powders  are  usually 
graphited,  so  that  the  grains  may  run  freely 
through  the  cartridge-loiMing  macmnes. 

Blending. — ^To  ensure  uni£>rmity  of  ballistics, 
the  different  batches  of  powder  are  thoroughly 
blended. 

Sportiruj  amokdeM  powders  have  the  advantage 
over  black  powder  that  they  gives  less  recoil 
and  less  noise.  They  may  be  proadly  divided 
into  two  classes — ^bulk  powders  and  condensed 
powders. 

The  bulk  powders  have  a  low  density,  and  are 
designed  so  that  a  charge  may  have  the  same 
bulk  as  black  gunpowder  to  give  the  same 
velocity  and  pressure,  and  so  that  the  standard 
12-bore  paper  cartridge,  of  2|  inches  nominal 
length  and  holding  3  drams  of  ffimpowder  by 
measure,  needs  no  alteration.  They  are  used 
mainly  in  shot  guns,  and  only  to  a  limited 
extent  in  sporting  rifles.  Relatively  to  military 
powders,  they  are  required  to  be  quick-burning, 
and  are  consequently  not  so  completely  gela- 
tinised. The  grains'  are  loose  and  only  surface 
hardened  by  means  of  a  solvent.  They  are 
usually  composed  of  soluble  nitrocellulose,  or  a 
mixed  nitrocellulose  containing  about  12 -5-1 2 '8 
p.c.  nitrogen,  incorporated  in  the  usual  mill 
with  a  mixture  of  barium  and  potassium 
nitrates.  Usually  about  7  parts  of  barium 
nitrate  are  used  to  1  part  of  potassium  nitrate, 
but  sometimes  barium  nitrate  is  used  alone. 
Barium  nitrate  has  the  advantage  that  it  is 
not  hygroscopic  and  yields  very  little  smoke. 


but  it  has  a  disadvantage  in  leaving  a  residue 
in  the  gun  that  is  dSficult  to  remove.  A 
small  proportion  of  vaseline,  or  paraffin  wax, 
is  sometimes  added  as  a  moderant.  Starch  is 
used  occasionally  to  help  in  the  agglomeration 
of  the  ffrains,  and  camphor  was  at  one  time  used 
to  help  the  gelatinisation.  Mononitro-  and 
dinitro-oenzenes  and  toluenes  are  present  in 
some  powders  to  moderate  the  action,  and  assist 
the  gelatinisation.  Lamp  black,  wood  meal, 
various  gums,  and  potassium  ferrocyanide  have 
also  been  used  as  ingredients,  and  a  small 
proportion  of  calcium  carbonate  has  been  added 
tor  stabilisation.  The  mixture  is  usually 
granulated  either  by  sprinkling  with  water 
and  rotating  in  a  drum  or  by  spreading  out  on 
a  rapidly  oscillating  table,  out  sometimes  the 
mixture  is  slightly  compressed  and  afterwards 
broken  up  into  grains,  which  are  then  sifted 
and  dried.  In  all  cases,  the  solvent  is  sprinkled 
over  the  powder  after  granulation.  The  manu- 
facture of  these  powders  is  described  in  detail 
by  Ghiser  (Eng.  Pat.  23105,  1S92),  and  by 
Jones  (Eng.  Pat.  1154,  1897). 

The  bmk  powders  are  graded  according  to 
the  number  ofgrains  weight  that  are  equiv^ent 
to  the  3  drams  measure  of  black  powder.  The 
original  standard  charge  was  42  srains,  to-day 
33  grains  is  the  most  common,  out  there  are 
also  38-,  36-,  and  30-grain  powders. 

The  condensed  pcmoders  nave  a  hi^h  density, 
and  the  ohaige  occupies  only  one-third  to  one- 
half  that  of  a  gunpowder  charga  They  are 
used  in  cartridges  with  a  false  base  of  coned 

Saper,  or  in  smaller  cartridges  in  specially 
esigned  modem  weapons.  These  powders  are 
completely  gelatinised,  and  are  made  in  a 
similar  way  to  the  military  flake  small-arm 
powders.  The  requisite  rate  of  burning  is 
obtained  by  suitable  adjustment  of  size  and 
shape  of  the  grains.  The  powder  paste  is  rolled 
into  thin  sheets,  which  are  cut  up  into  small 
flakes,  and  the  grains  dried  as  usual. 

Ocoasionally  sporting  powders  are  made  by 
an  intermediate  process,  the  mins  being 
thoroughly  gelatinised.  The  powder,  wet  with 
solvent  is  treated  with  steam,  so  that  the 
solvent  rapidly  evaporates  and  leaves  the  grain 
in  a  bulky  form,  but  the  nitrocelluloee  is  har- 
dened throughout  the  mass,  and  waterproofed. 

Properties. — ^Pure  nitrocellulose  powders  are 
grey  to  yellow,  and  nitroglycerin  powders  yellow 
to  brown  in  colour.  They  are  sometimes 
coloured  by  the  secondary  ingredients,  or  dye 
substances  may  be  added,  and  the  grains,  more 
especially  those  of  smaller  size,  are  frequently 
coated  with  graphite,  giving  them  a  grey  to 
black  colour.  The  surface  is  usually  smooth,  but 
sometimes  matted.  The  powders  usually  have 
the  consistency  of  horn,  out  those  containing 
nitroglycerin  are  softer  and  more  readily  cut 
than  the  pure  nitrocelluloee  powders.  The 
speciflc  gravity  of  the  powders  varies  with  their 
composition  and  mode  of  manufacture,  but  the 
gravimetric  density  of  the  small  flakes  or  grains 
is  usually  between  0*25  and  0*40. 

The  shape  of  the  grains  varies  considerably. 
Sporting  powden  are  usually  in  grains  or  very 
thin  flakes  ;  military  small-arm  powders  either 
in  thin  squares,  rectangular  plates  or  discs,  or  in 
small  cubes,  thin  cords,  or  narrow  ribbons.  The 
powders  for  large  guns  may  be  in  the  form  of 


BXPLOSIVE& 


71 


ribbons,  thiok  oords,  round  or  square  sectioned. 
Urge  cubes,  tubes,  or  cylindeis,  the  size  and 
shape  of  the  grain  being  adapted  to  any  parti- 
cular-sized g^un,  so  that  the  highest  possible 
muzzle  velocities  may  be  obtained  without 
exoeasiTe  pressures.  The  laiger  the  ^rain,  the 
less  the  imtial  burning  surface  per  umt  weight, 
and  the  slower  burning  the  charge.  The 
thicker  cords  and  cylindeis  are  irequentiy  per- 
forated throuffh  their  length  by  one  or  more 
fine  holes.  The  length  of  the  perforated  cords 
must  not  be  too  great,  or  they  break  up  into 
fragments  under  the  pressure  doTeloped  in  a 
gun,  and  the  exceesiye  pressures  developed  may 
burst  the  gun.  If  very  long,  tubes  will  even 
bust  when  fired  in  the  open.  Sometimes  long 
perforated  cords  have  transverse  cuts  or  perfora- 
tions made  in  them  at  intervals  to  facilitate  the 
escape  of  the  gases  and  prevent  the  bursting. 

Irregularity  of  ignition  causes  irregular 
burning  and  pressures.  Flakes,  strips,  and 
sheets  may  igmte  and  bum  irregularly,  owing 
to  the  grains  adhering  together.  To  prevent 
this  irregular  ignition  and  burning,  the  flakes 
are  frequently  cupped,  or  the  edges  scalloped 
or  grooved,  and  the  strips  and  sheets  nave  grooves 
cut  in  them,  or  have  ndges  or  small  projections 
moulded  on  their  surface.  Fully  gelatinised 
powders  cive  a  surface  that  is  less  &vourable  for 
Ignition  than  the  more  porous  powders.  Rough 
rages  on  the  grains  or  strips  lacilitate  ignition, 
but  if  not  normally  present  and  allowed  for, 
may  lead  to  too  rapid  ignition  and  abnormally 
high  pressures.  Schmidt  (D.  R.  P.  286784, 
1913)  proposes  to  give  a  hardened  rough  surface 
suitable  u>r  ignition  by  first  gelatinising  the 
outer  layers  of  the  pressed  grains  in  a  bath  of 
acetone,  and  then  degelatinising  the  surface  by 
dipping  in  a  bath  m  benzene,  or  light  petro- 
leum. 

To  obtain  slow  initial  burning  of  the  grains 
and  low  initial  pressures,  powders  with  ddayed 
ignition  and  progressive  rate  of  burning  have 
been  introduced.  The  grains  are  sometimes 
coated  with  a  deterrent,  either  a  non-explosive, 
such  as  graphite  or  a  wax,  or  a  semi-explosive 
like  dinitrotoluene.  The  idea  of  ddayed  ignition 
was  patented  by  Jones  (Eng.  Pat.  15563,  1898), 
and  was  a  most  important  step  in  the  develop- 
ment of  smokeless  rifle  powders.  He  suggested 
the  use  of  a  wax,  or  a  mixture  of  waxes,  ^  solid 
hydrocarbon  of  high  melting-point,  solid  sub- 
stances, like  dinitrotoluene,  wnich  have,  when 
melted,  a  solvent  action  on  the  substance  of 
the  grain,  or  of  graphite  mixed  with  a  small 
quantity  of  oleaginous  substance.  In  the 
progressive  propdlanis  the  grains  are  built  up 
of  layen  of  different  rates  m  burning,  the  inner 
layers  having  the  higher  rate.  In  tke  Bupont 
powders  this  result  is  attained  by  regulating 
the  processes  of  manufacture  so  as  to  close  the 
minute  pores  with  the  result  that  the  density  of 
the  crains  is  very  high  in  the  surface  layen,  and 
gramially  decreases  towards  the  interior.  These 
powders  are  very  cool  burning,  and  not  so 
nynoBcopic  as  ordinary  nitroceUulose  powders, 
and  give  a  marked  increase  of  muzzle  velocity 
without  increase  in  chamber  pressure.  Pro- 
gressive powders  are  *  made  at  Rottweil  by 
impregnating  the  surface  layers  of  the  grain 
wiw  '  centralite,'  dimethylphenvlurea,  as  a 
lestrainer,  and  in  other  powders  of  this  class  the 


grains  are  impregnated  by  soaking  in  a  weak 
solution  of  pan^fiSn  wax  in  benzene. 

Stability,  physical  and  chemical,  under  all 
conditions  of  climate,  storage,  and  use,  is  one  of 
the  most  desirable  qualities  in  a  military  explo- 
sive. Smokeless  powders  usually  contain  small 
quantities  of  moisture  or  residual  solvent.  This 
has  a  considerable  influence  on  the  shooting 
qualities  of  a  powder,  and  has  to  be  carefully 
reeulated  in  quantity.  The  effect  of  excess  of 
solvent,  especially  on  the  nitrocellulose  powders, 
in  causing  physical  instability  has  been  already 
pointed  out.  Pure  nitrocellulose  or  nitro- 
fflycerin-nitrocellulose  powders  are  not  affected 
by  moisture,  but  all  nitrocellulose  powders  are 
subject  to  sliffht  deterioration  on  storage,  the 
deterioration  beine  a  function  of  the  tempera- 
ture, increasing  with  rise  of  temperature.  The 
chemical  stabinty  of  military  powders  is  tested 
on  manufacture  and  at  frequent  intervals  {see 
StahUiiy  test/f).  Nitroglycerin  powders  may 
exude  nitroglycerin  on  cold  storage,  but  it  is 
usually  re-absorbed  at  normal  temperatures. 

Smokeless  powders  require  smaller  chai]^es 
and  gun  chamoers  to  produce  equal  velocities 
with  black  gunpowder,  and  the  pressures  are 
more  slowly  developed  and  better  sustained 
whilst  the  shot  is  in  the  bore  of  the  ffun.  This 
gradual  development  of  the  pressure  depends  on 
their  colloidal  nature  ;  the  grains  when  ignited 
only  bum  in  successive  layers,  even  under  the 
high  pressures  developed  in  a  gun.  An  ideal 
propeUant  should  have  a  low  maximum  pressure, 
slowly  developed  and  maintained  so  long  as  the 
projectile  is  in  the  bore  of  the  gun,  and  should  be 
completely  consumed  at  the  moment  the  pro- 
jectile leaves  the  bore. 

The  regularity  of  the  shooting  of  smokeless 
powders,  uter  regularity  of  ignition,  depends  on 
the  purity  of  the  materials  and  the  perfection  of 
the  manufacture.  All  powders  are  carefully 
blended,  and  subjected  to  analysis  and  a  test  for 
pressures  developed  and  velocities  obtained 
oefore  acceptance. 

Smokeless  powders  are  very  insensitive  to 
shock  and  percussion ;  they  are  not  fired  by  the 
passage  of  a  bullet  through  them.  Even  those 
powders  with  a  high  percentage  of  nitroglycerin 
cannot  be  detonated  by  means  of  a  stronff 
detonator,  unless  there  is  much  unabsorbed 
nitroglycerin  present.  They  are  somewhat 
difficult  to  igmte,  and  sometimes  ignite  iiregu- 
larly,  owing  to  their  homy  nature  and  smooth 
surface.  SmaU-arm  powders  require  more  power- 
ful caps  than  black  gunpowder,  and  the  laiger 
chaiges  require  priming  with  gunpowder  or 
guncotton  to  make  ignition  certain.  The 
ignition  point  of  gelatinised  nitrocellulose 
powders  is  about  176°-180°,  and  of  nitroarlycerin- 
nitrocellulose  powders  about  180°-186°,  when 
the  temperature  is  raised  rather  rapidly.  The 
ignition  point  is  lowered  by  heating  up  slowly, 
and  even  a  trace  of  acid  has  a  considerable 
effect  in  lowering  the  ignition-point. 

The  solid  residue  from  smokeless  powders 
and  its  effect  on  the  formation  of  rust  in  small 
arms  has  been  examined  by  van  Pittius  (Zeitsch. 
angew.  Chem.  1906,  848).  He  found  that  a 
graphited  pure  nitrocellulose  powder  gskYe  about 
0*11  p.  c.  of  a  faintly  alkaline  residue.  The  matter 
insoluble  in  water  was  0*01  p.c,  and  contained 
graphite,  oxides  of  copper  and^ifeoHUid  traces  of 
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antimony  sulphide.  The  soluble  residae,  O'l  p.c. 
on  the  powder,  contained  17  p.  c.  potassium  ferro- 
oyanide,  17  p.c.  ammonium  carbonate,  13  p.c. 
ferric  chloride,  31  p.c.  potassium  carbonate, 
10  p.c.  calcium  chloride,  7  p.c.  copper  sulphate, 
and  5  p.c.  potassium  antimoniate.  The  residue 
contained  no  nitrates,  nitrites,  chlorates, 
cyanides,  or  sulphides.  A  graphited  nitrocel- 
lulose-nitrOfflycenn  powder,  40  :  60,  gave  about 
2  p.c.  of  a  Mintly  alkaline  residue  of  which  only 
about  ^th  was  insoluble  in  water,  and  contained 
graphite  and  oxides  of  iron  and  copper.  The 
soluble  residue  contained  61  p.c.  potassium 
carbonate,  38  p.c.  potassium  chloride,  11  p.c. 
potassium  antimoniate,  and  traces  of  iron  and 
sulphate.  There  were  no  nitrates,  nitrites, 
chlorates,  cyanides,  ferrocyanides,  sulphides,  or 
ammonium  salts  present.  In  the  residues,  the 
antimony,  potassmm,  sulphate,  and  chloride, 
actually  come  from  the  cap  composition,  the 
iron  hugely  from  the  gun  and  the  copper  from 
the  bullet.* 

After  experimenting  with  rarious  solutions, 
Pittius  concludes  that  the  residue  from  the 
powders  are  not  in  themselves  rust  producers, 
out  become  so  after  a  time,  as  they  are  hygro- 
scopic.    Frequent  washing  out  of  the  gun  and 


subsequent  oiling  with  a  viscous  lubricant  will 
be  sufficient  to  prevent  rusting. 

The  erosion  of  the  bore  of  the  guns  caused 
by  smokeless  powders  is  almost  entirely  con- 
ditioned by  the  temperature  developed  in  their 
explosion,  and  not  to  any  corrosive  action  of  the 
products  of  combustion.  It  is  greater  with 
the  powders  containing  nitroglycerin  than  with 
the  pure  nitrocellulose  powders. 

The  gaseous  products  of  combustion  of 
smokeless  powders  are  water  vapour,  carbonic 
acid  gas,  carbonic  oxide,  hydrc^en,  nitrogen, 
and  a  small  quantity  of  marsn  gas.  Sometunes 
oxides  of  nitrogen  are  formed  when  the  explo- 
sion is  imperfect.  They  may  be  always  produced 
at  the  moment  of  explosion  and  be  subs^M^uently 
reduced  by  the  huge  volume  of  carbonic  oxide 
and  hydrogen  at  a  high  temperature. 

The  heat  of  explosion  and  products  of  com- 
bustion of  several  commercial  varieties  of 
smokeless  powder  have  been  determined  by  the 
ordinary  calorimetric  bomb  method,  by  Macnab 
and  Leighton,  and  the  following  table  showing 
some  of  their  results  is  taken  from  a  paper  read 
by  them  before  the  Society  of  Chemical  Industry, 
in    March,    1904    (J.    Soo.    Chem.    Ind.    1904, 
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Under  the  conditions  of  the  experiments  no 
oxides  of  nitrogen  were  formed.  The  authors 
call  attention  to  the  fact  that  the  quantity  of 
heat  developed  in  the  nitrocellulose  powders 
increases  with  the  nitrocellulose  content,  and 
that  a  large  increase  takes  place  when  nitro- 
glycerin is  present.  Other  conclusions  are,  that 
as  the  heat  increases,  the  quantity  of  carbon 
dioxide  increases,  the  carbon  monoxide  and 
hydrogen  decrease,  and  a  larger  quantity  of 
water  vapour  is  formed. 

The  relative  temperatures  of  explosion  of 
these  powders  were  determined  by. a  thermo- 
electric pyrometer  method  described  by  Macnab 
and  Ristori  in  1900  (Proc.  Rcy.  Soc,  66,  221). 
The  order  of  the  powders  according  to  the 
temperature  developed  was,  broadly  speaking, 
the  same  as  that  given  by  the  total  heat  of 
combustion. 

The  constants  of  explosion  of  several  smoke- 
less powders  have  been  exhaustively  examined 
by  Noble,  showing  tiieir  relationship   to  tho 


density  of  loading  (see  Proc.  Roy.  Soc.  1906,  381, 
612  and  1906,  463).  With  the  density  of  charge 
varying  from  0*06  to  0*60,  Noble  found  that,  as 
a  general  rule,  with  increase  of  resulting  tem- 
perature and  pressure,  there  was  at  first  a  slight 
increase  and  then  a  steady  decrease  in  the 
volume  of  the  permanent  gases,  also  a  large 
increase  in  the  volume  of  CO^  and  decrease  in 
the  volume  of  CO.  The  volume  of  H  decreases 
with  increasiim  pressure,  while  that  of  CH4 
rises  rapidly.  He  also  found  that  the  amount  of 
erosion  depended  almost  entirely  on  the  heat 
developed,  and  was  independent  of  the  pres- 
sure. 

Only  a  few  smokeless  powders  can  be  referred 
to  in  any  detail.  With  many  powders  the  details 
of  composition  and  manufacture  are  desired  to 
be  kept  secret ;  and  of  the  details  characteristic 
of  any  powder,  only  thosp  are  given  which  have 
been  already  published. 

The  military  smokeless  powders,  especially, 
are   constantly   undergoing    modifications   and 
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improvements  and  frequently  different  compo- 
sitions,  nitrocelluloee  or  nitrocellulose-nitro- 
glycerin  powders  of  different  deffreea  of  nitration 
and  proportions,  are  in  use  at  tne  same  time  by 
a  country  for  military  purposes,  according  to 
the  calibre  of  the  gun  in  which  they  are  to  be 
used,  and  according  as  the  powder  is  required 
as  a  propellant  or  for  blank  ammunition. 

At  the  present  time  most  countries  use 
nitrocelluloee  powders,  usually  of  the  same 
composition,  but  differing  in  form  of  grain,  for 
small-arm  purposes  and  for  field  guns,  and  in 
the  United  States,  France,  and  Russia  they  are 
used  even  for  the  largest  naval  ffons.  England, 
Italy,  and  Norway  use  nitroglycerin  powdeis 
genenvlly,  and  most  other  countries  use  Uiem  for 
large  naval  guns. 

(1)  Nitrocellulose  Powders. 
Poudre  B.,  or  VieiUe  potoder,  was  the  pioneer 
of  military  smokeless  powders.  As  invented  by 
VieiUe,  in  1886  (M^m.  des  Poudres  et  Salp^tres, 
1908-9),  it  was  a  mixture  of  soluble  and  in- 
soluble nitrocellulose,  thoroughly  gelatinised  with 
a  mixture  of  ether  and  alcohol,  rolled  into  sheets 
and  then  cut  into  strips.  It  sometimes  con- 
tained about  2  p.c.  paraffin.  It  had  a  nitrogen 
content  of  about  127  p.c.  For  a  short  time  a 
smokeless  powder  containing  metallic  nitrates 
was  adopted  in  France,  but  eventuaUy  a  pure 
nitrocellulose  with  a  little  stabiliser  was  adopted 
for  general  use.  Amyl  alcohol  was  tried  as  a 
stabiliser  in  proportions  of  2  p.c.,  and  later 
8  p.c.,  in  the  powders  B.AM,  and  B.AM,,  but 
diphenylamine  was  afterwards  used.  The  nitro- 
cellulose used  in  the  manufacture  contains 
about  40  p.c.  soluble  nitrocellulose,  and  as 
used  is  a  mixture  in  the  requisite  proportions  of 
an  insoluble  nitrocotton  CP^  (coton.  poudre), 
containing  about  12*8  to  13*1  p.c.  nitrogen, 
and  a  soluble  nitrocotton  CPj  containing  about 
12  to  12*5  p.c.  nitrogen.  These  nitrocottons  are 
manufactured  alternatively  bv  one  of  the  three 
usual  processes,  and  after  the  usual  washing, 
boiling,  and  pulping  are  dehydrated  by  alcohol. 
In*  the  incorporation  per  100  parts  of  nitrocotton 
140  to  150  parts  are  used  of  a  mixture  of  1'9 
vols,  of  ether,  66°B.,  sp.gr.  07264,  to  1  vol.  of 
alcohol,  92*5  p.c.  by  weighty  8p.gr.  0*8164, 
including  the  alcohol  present  in  the  nitrocotton 
after  dehydration.  The  diphenylamine,  1*5  to 
2  p.c.  of  the  nitrocotton,  is  added  with  the 
solvent.  The  incorporation  takes  from  1  to  3 
hours,  and  the  *  dough '  is  squirted  through  a 
die,  over  which  is  a  filter  of  fine  wire  gauze  to 
remove  solid  impurities,  to  form  ribbons  of 
from  20  to  150  mm.  in  width,  and  a  thickness 
which  varies  according  to  the  calibre  of  the  gun 
in  which  the  powder  is  to  be  used.  The  riblK>ns 
are  cut  into  lengths,  and  the  strips  are  hung  on 
rods  in  the  solvent  recovery  chambers,  where 
they  first  meet  warm  air  containing  a  h%h  pro- 
portion of  vapours  of  ether  and  alcohol,  and 
are  gradually  moved  forward  against  the  air 
current,  -so  that  they  eventually  meet  air  con- 
taining only  a  small  proportion  of  solvent 
vapours.  This  prevents  the  strips  curling  up 
at  the  edges  by  too  rapid  evaporation  of  the 
solvent  at  first.  Part  of  the  solvent  vapours 
is  removed  from  the  air  by  condensation  at  a 
low  temperature,  and  then,  after  being  heated 
up,    the   air   passes   again   into   the   recovery 


chambers.  After  this  preliminary  dryine  the 
strips,  which  still  contain  15  to  20  p.c.  solvent, 
mostly  alcohol,  are  cut  first  into  nanx>w  ribbons, 
then  into  short  strips  of  the  requisite  size. 
Irregular  grains  are  picked  out  by  hand  from 
the  larger  sizes,  and  sifted  out  from  the  small 
square  flakes  used  for  small  arms.  The  sorted 
grains  are  then  further  dried  for  about  6  hours 
on  trays  in  stoves  at  45^-50°,  then  soaked,  in 
canvas  bags  or  wire  trays,  in  a  tank  of  hot 
water,  the  time  of  soaking  being  about  8  hours, 
and  the  temperature  of  the  water  about  75*^, 
but  the  time  and  temperature  vary  slightly 
with  the  size  of  the  strips.  By  this  soaking 
nearly  all  the  alcohol  is  eliminated.  The 
grains  are  then  drained  and  the  water  finally 
dried  off  in  a  stove.  The  volatile  matter, 
water,  and  residual  solvent,  left  in  the  powder 
is  about  0'8  to  2  p.o.  of  the  powder,  according 
to  the  size  of  the  grains.  If  dried  too  far,  the 
grains  are  exposed  to  moist  air  until  of  the 
requisite  volatile  content.  Finally,  the  grains 
are  thoroughly  blended  before  being  made  up 
into  cartridges. 

The  rate  of  burning  of  the  French  Poudre  B 
is  controlled  not  only  by  the  size  of  grain  and 
content  of  volatile  matter,  but  also  by  varying 
to  some  extent  the  proportions  of  CPi  and  CP, 
in  the  powder.  CPj  is  not  gelatinised  by  the 
solvent,  but  in  the  finished  powder  is  coated 
by  the  gelatinised  CP,.  A  higher  proportion  of 
CPi,  consequently,  gives  not  only  greater  power, 
because  of  its  higher  nitrogen  content,  but  also 
more  rapid  burning,  as  it  is  ungelatimsed.  The 
presence  of  ungelatinised  CP,  renders  the  powders 
slightly  porous,  and  consequently  the  moisture 
content  varies  somewhat  with  the  conditions  of 
storage,  and  the  powdeis  are  also  less  stable  on 
storage  than  the  fully  gelatinised  powders. 

E.  C.  powder,  a  bulk  sporting  powder,  as 
oriffinally  invented  by  Ueid,  was  a  pure  nitro- 
cellulose powder,  superficially  gelatinised  with 
ether-alconol  and  coloured  orange  with  aurine. 
The  E.  C.  powders  are  now  manufactured  by 
the  E.  C.  Powder  Co.  at  Dartford,  under  the 
patents  of  Johnson  and  Borland,  already  men- 
tioned, and  contain  a  more  highly  nitrated 
cotton,  with  potassium  and  barium  nitrates  and 
sometimes  camphor  and  wood  meal. 

WcUsrode  powder,  one  of  the  earliest  granu- 
lated sporting  powders,  made  by  Wolff  and  Co. 
of  Walsrode,  is  a  pure  nitrocellulose  powder 
gelatinised  with  eth^\d  acetate.  The  grains  were 
formed,  and  the  solvent  eliminated  by  adding 
water  to  the  kneaded  maes  and  introducing 
steam,  and  subsequent  boiling  in  water;  the 
grains  were  then  centrifugated  and  dried.  The 
granulation  is  now  effected  differently,  but  the 
essential  treatment  is  the  same.  The  finished 
powder  contains  about  1  p.c.  of  volatile  matter 
and  98'5  p.c.  of  nitrocotton. 

M,  N.,  or  Maxim- Nordenfelt,  povxler  w  an 
American  guncotton  powder  gelatinised  with 
ethyl  acetate. 

Noimal  powder  manufactured  bv  the  Swedish 
Powder  Co.  of  Landskrona,  and  a<}opted  by  the 
Swiss  Government,  is  a  gelatinised  guncotton 
powder  made  in  various  forms.  Ethyl  acetate  is 
the  gelatinising  solvent.  The  small-arm  powder 
was  at  one  time  in  the  form  of  small,  light-grey, 
'  graphited  square  tablets  of  about  1*25  mm.  side. 
But  now  small  cylinders,  of  about  1  mm.  diameter 
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and  length  are  used  It  oontains  abovt  1  *5  p.c. 
of  residual  solvent,  and  about  96  p.c.  guncotton. 
Von  F&r^er  powder.  (Fr.  Pat.  164792,  1884) 
and  Troisdorf  powder  are  gelatinised  nitro- 
cellulose  flake  powders,  the  former  containing  a 
little  calcium  carbonate. 

WetUren  pouxler,  made  by  Cooppal,  and  used 
as  the  Belgian  Service  powder,  was  a  guncotton 
powder,  containing  a  little  calcium  carbonate, 
gelatinised  with  amyl  acetate.  Tt  was.  at  one 
time  a  nitroceUulose-nitroglycerin  powder,  con- 
taining soluble  nitrocellulose  and  about  30  p.c. 
nitroglycerin,  the  small-arm  powder  being  made 
into  graphited  cubes  of  about  1*6  mm.  side. 
The  Belgian  Oovemment  eventually  adopted  a 
powder  similar  to  '  Poudre  B,'  oontainins 
40  to  60  p.c.  soluble  nitrocotton,  and  gelatinised 
with  ether-alcohol.  The  paste  was  rolled  into 
sheets  and  cut  into  strips  or  flakes. 

The  Russian  Government  at  first  used  nitro- 
cellulose powders  containing  various  proportions 
of  insoluble  and  soluble  nitrocotton,  but,  after 
investigation  by  Mendel^fF,  eventually  adopted 
a  nitrocellulose  powder  for  both  naval  and 
military  purposes  made  from  an  almost  com- 
pletely soluble  nitrocotton  containing  a  high 
percentage  of  nitrogen,  about  12 '4  p.c,  termed 
pyrocolTodion.'  Tnis  has  the  advantage  over 
the  mixed  nitrocottons  used  in  France,  that  it 
is  practically  completelv  gelatinised  by  ether- 
alcohol,  and  gives  a  much  more  uniform  colloidal 
product  of  increased  stability  on  storage.  The 
powder  is  manufactured  very  much  on  the  lines 
of  *  Poudre  B,'  and  is  stabilised  with  about 
1  p.c.  diphenylamine. 

The  United  States  service  powder  was  at  one 
time  the  Mcunm-Schupphaus  powder,  composed 
of  80  p.c.  insoluble  nitrocellulose,  19*5  p.c. 
soluble  nitrocellulose,  and  0*5  p.c.  urea.  Anotner 
form  contained  80  p.c  guncotton,  9  p.c.  nitro- 
glycerin, 10  p.c.  collodion  cotton,  and  1  p.c. 
urea.  These  powders  were  gelatinised  with 
acetone.  Nitrocellulose  powders  with  barium 
and  potassium  nitrates,  and  a  nitroglyoerin 
powder,  were  also  used  for  a  time  as  small-arm 
powders.  The  modem  United  States  potcders, 
for  all  purposes,  are  manufactured  from  a  nitro- 
cellulose containing  about  12*5  to  12*7  p.c. 
nitrogen,  about  80  p.c.  being  soluble  nitrocotton, 
that  is  practicallv  a  '  pyrocoUodion.'  The 
nitrocotton,  after  ^he  nitration  and  preliminary 
boiling,  is  pulped  in  water  made  just  alkaline 
with  sodium  carbonate,  and  boiled  in  poachere 
for  several  periods,  carbonate  of  soda  being 
added  only  in  the  first  period.  The  nitrocotton, 
after  alcohol  drying,  is  thoroughly  coUoided 
with  ether-alcohol,  stabilised  with  diphenyl- 
amine, and  pressed  into  short  penorated 
cylinders,  with  usually  one  or,  for  the  larger 
grains,  seven  perforations,  one  central,  and  the 
others  arranged  *  symmetrically,'  the  multi- 
perforated  cylinders  differing  in  web-thickness 
according  to  the  use  of  the  powder.  The 
method  of  solvent  elimination  and  drying  the 
grains  is  similar  to  that  in  use  in  France. 

The  powder  used  in  the  cartridges  for  the 
Mannlicher-Schoenauer  (Austro-Hungarian)  rifle 
is  in  the  form  of  thin  cupped  discs,  of  2  mm.  dia- 
meter, lightly  graphited,  composed  of  soluble 
nitrocelliuose,  with  about  1  p.c.  of  residual 
solvent.  That  for  the  Mauser  (German  and 
Turkish)  rifle  is  of  similar  form  and  composition, 


except  that  a  more  highly  nitrated  cotton  is 
used. 

The  Japanese  use  a  nitrocellidose  powder 
containing  both  soluble  and  insoluble  nitro- 
cotton, the  proportions  of  which  vary  according 
to  the  size  of  the  gun  in  which  the  powder  ia  to 
be  used ;  the  more  rapid  powders,  used  for  small 
arms  and  guns  of  low  ciuibre,  containing  more 
of  the  higUy  nitrated  cotton.  The  Spamsh  and 
Dutch  powders,  both  for  small  arms  and  large 
guns,  are  nitroceUulose  powders  containing 
various  proportions  of  collodion  cotton  and 
guncotton. 

.     (2)  NitroceUulose  Powders  with  Nitrates. 

SchtUtze  powder,  invented  by  Schultze  of 
Potsdapi,  and  now  manufactured  in  England, 
was  one  of  the  earliest  sporting  smokeless 
powders.  It  is  manufactured  from  nitrated 
wood  cellulose,  sometimes  called  *  nitrolignin.' 

Hard  wood  is  cut  into  sheets  and  punched 
into  grains.  The  wood  grains  are  punfled  by 
boiling  with  dilute  sodium  carbonate,  oy  washing 
with  water,  and  treating  with  solution  of 
chloride  of  lime.  They  are  then  washed,  dried, 
and  immersed  in  the  mixture  of  strong  nitric  and 
sulphuric  acids  for  2  or  3  hours,  with  frequent 
stirring,  the  acids  being  kept  cool.  The  nitrated 
wood  IS  freed  from  most  of  the  acid  in  a  centri- 
fugal machine,  washed  with  water,  boiled  with 
dilute  sodium  carbonate,  and  dried.  The  nitro- 
lignin  appears  to  contain  a  laiye  quantity  of 
matters  soluble  in  ether-alcohol  and,  besides 
insoluble  nitrolignin,  some  unconverted  wood. 
It  is  steeped  in  a  solution  of  potassium  and 
barium  nitrates,  and  dried  at  a  low  temperature. 
It  is  a  fibrous,  42-grain,  bulk  powder  containing 
approximately  65  p.c.  nitrated  cellulose,  of 
^niich  40  p.c.  is  soluole  in  ether-alcohol,  30  p.c. 
metallic  nitrates,  up  to  4  p.c.  mineral  jelly,  and 
up  to  2  p.c.  volatile  matter. 

In  later  varieties,  wood  pulp,  treated  by  one 
of  the  usual  chemical  processes  to  remove 
material  other  than  wood  cellulose,  is  used  for 
nitration.  The  nitrated  wood  cellulose  ajid 
nitrate  mixture  ia  formed  into  irregular  grains, 
which  are  treated  with  a  solvent  to  gelatinise 
and  harden  them.  Another  form  of  the  powder. 
Imperial  Schultze,  consists  of  about  80  p.c. 
nitrolignin,  10  p.c.  barium  nitrate,  8  p.c.  vasebne, 
and  2  p.c.  of  volatile  matter.  It  is  less  bulky 
than  the  older  powder,  and  is  said  to  be  quite 
free  from  smoke  and  to  leave  no  residue.  The 
still  more  modem  Cube  powder,  a  gelatinised 
30-grain  bulk  powder,  and  Lightning  powder,  a 
fibrous  33-grain  bulk  powder,  contain  the  same 
ingredients  in  different  proportions  and  differ- 
ently manufactured. 

The  modem  *  E,  C.  poioders,*  manufactured 
by  the  K  C.  Powder  Co.,  as  already  explained, 
belong  to  this  class.  No.  I  contains  about 
2  p.c.  resin.  No.  2  2  p.c.  resin  and  1  p.c.  camphor, 
and  No.  3  6  p.c.  vaseline  and  4  p.c.  camphor. 
The  different  varieties  also  contain  different 
proportions  of  metallic  nitrates  and  nitrocellulose 
of  oifferent  degrees  of  nitration.  The  camphor 
present  in  Nos.  2  and  3  is  added  in  accordance 
with  the  suggestion  of  Johnson  (Eng.  Pat.  8951, 
1S85)  to  use  a  solution  of  camphor  in  a  volatile 
solvent  to  harden  the  fibrous  granules.  No.  1 
was  hardened  by  ether-alcohol. 

Amberite,  as  originally  patented  l^'^Turtis 
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and  Andre  (Eng.  Pat.  11383,  1891),  was  a 
mixture  of  insoluble  and  soluble  nitrocellulose 
with  nitroglycerin.  The  mixed  m'troceUuloees 
were  first  granulated,  and  then  treated  with 
ether-alcohol,  so  that  only  the  soluble  nitro- 
cellulose was  dissolved,  and  on  drying,  cemented 
the  grains  together  and  hardened  their  surface. 
A  small  quantity  of  linseed  oil,  paraffin,  or 
shellac,  was  sometimes  added  as  a  moderant. 

Amberite,  as  now  manufactured  by  Curtis's 
and  Harvey  at  Tonbridge,  contains  a  mixture  of 
potassium  and  barium  nitrates  instead  of  the 
nitroglycerin,  and  a  little  paraffin.  An  analysis 
gave :  13  p.c.  guncotton,  59*5  p.c.  collodion' 
cotton,  19'5  p.c.  barium  nitrate  with  a  little 
potassium  nitrate,  6  p.c.  paraffin,  and  2  p.c. 
volatile  matter. 

CannofifYe,  also  made  by  Curtis's  and  Harvey, 
is  a  similar  powder  to  Amberite,  containing  a 
higher  proportion  of  nitrocellulose  and  a  smaller 
proportion  of  nitrates,  together  with  small  quan- 
tities of  potassium  ferrocyanide  and  lamp-black. 
Resin  was  a  constituent  of  the  earlier  forms. 

Empire  powder  is  a  33-grain  fibrous,  bulk 
powder,  manufactured  by  Nobel's  Explosives 
Co.,  containing  insoluble  and  soluble  nitrocotton, 
about  10  p.c.  metaUic  nitrates,  and  7  p.c. 
mineral  jelly. 

NecniU  is  a  33-grain  sporting  rifle  powder, 
manufactured  by  the  New  Explosives  Co., 
Stowmarket,  containing  about  10  p.c.  metallic 
nitrates  and  6  p.c.  mineral  jelly,  the  nitro- 
oellulof«e  being  lai^ely  insoluble. 

Poudre  pyroxyue  is  a  French  sporting  powder, 
containing  soluble  and  insoluble  nitrocotton 
mixed  with  about  35  p.c.  barium  and  potassium 
nitrates.  The  mixture  is  incorporated  with 
water,  ether  is  then  added,  and  the  mixture 
granulated.  The  grains  are  then  dried  and 
afterwards  glazed  by  means  of  an  ether  spray. 
Poudre  J.  contains  about  83  p.c.  guncotton  and 
17  p.c.  potassium  dichromate.  B,  N.  powder 
was  a  French  military  powder,  similar  to  *  Poudre 
B,'  with  the  addition  of  barium  and  potassium 
nitrate  and  a  little  sodium  carbonate. 

Smokeless  diamond,  a  gelatinised,  33-grain, 
bulk  powder,  manufactured  by  Curtis's  and 
Harvey,  consists  largely  of  insoluble  nitro- 
cellulose, with  about  16  p.c.  metallic  nitrates, 
6  p.c.  charcoal,  and  3  p.c.  mineral  jelly. 

W.  A.  powder  made  by  the  American 
Smokeless  Powder  Co.,  is  a  guncotton-nitro- 
glyoerin  powder  with  barium  and  potassium 
nitrates.  It  is  manufactured  in  the  same  way 
as  cordite,  but  the  powder  for  small  arms  is  cut 
into  short  cylinders. 

One  form  of  U.S.  Naval  powder  is  composed 
of  soluble  nitrocellulose  with  barium  and 
potassium  nitrates,  and  a  form  of  U,S,  Army 
powd^  contains  insoluble  and  soluble  nitro- 
cellulose, nitroglycerin,  metallic  nitrates,  and  a 
moderant.  Some  American  small-arm  powders, 
besides  barium  nitrate,  contain  a  small  quantity 
of  starch.  One  form  of  Belgian  blank  ammuni- 
tion consisted  of  small  light-coloured  trains  of 
soluble  and  insoluble  nitrocotton,  with  about 
25  p.c.  of  barium  nitrate  and  a  little  rosin. 

(3)  NitTocdhdose-Nitroglycerin  Powders. 

BaUistUe,  the  first  nitrofflycerin-nitroceUuloee 
powder,  as  patented  by  Nobel,  was  a  mixture  of 
equal  parts  of  collodion  cotton  and  m'troglycerin 


with  about  10  p.c  camphor.  The  mixture  was 
first  made  with  an  excess  of  nitroglyoerin,  which 
was  afterwards  removed  in  a  press  or  centrifugal 
machine,  and  the  mass  then  thoroughly  m- 
corporated  by  passing  between  steam-heated 
rollers — ^malaxation,  as  Nobel  termed  it. 

In  this  way,  nitrocotton  was  dissolved  in  the 
nitroglycerin,  and  homy,  colloidal  sheets  of 
varying  thickness  obtained,  which  were  after- 

i  wards  cut  up  into  Uiin  squares  or  cubes.  At 
some  factories,  benzene  was  added  to  assist  the 
incorporation,  and  afterwards  removed  by  drying 
the  finished  product. 

Camphor,  suggested  to  Nobel  by  its  use  in 
celluloici,  was  at  nrst  used  to  reduce  the  rate  of 
burning,  and  was  also  found  to  facilitate  solution 

I  of  the  nitrocellulose.  Owing  to  its  slow  eva^ra- 
tion  from  the  finished  explosive,  it  led  to  variable 

{  ballistic  results  being  obtaincMl  from  the  explo- 
sive, and  its  use  was  subsequently  abandoned. 

'  1  to  2  p.c.  of  aniline  or  diphenylamine  is  now 

j  usually  added  to  ballistite  for  the  purposes  of 

.  stabilisation. 

I        BaUistite  is  now  manufactured  by  an  im- 

§  roved   process    invented    by   Lundholm   and 
ayen   (Eng.   Pat.    10376,    1889).    The  nitro- 
j  cotton,  in  the  form  of  fine  powder,  is  suspended 
!  in  water  at  a  temperature  of  about  60^,  the 
,  nitroglycerin,   in  wnich  the  diphenylamine  is 
I  dissolved,  is  added  and  the  mixture  stirred  by 
means   of  compressed   air.    The   nitrofflycerin 
I  gradually  displaces  the  water  and  dissolves  the 
I  nitrocotton,  and,  when  the  solution  is  complete, 
I  the  water  is  partly  drained  off  and  the  remainder 
I  removed  in  a  centrifugal  or  by  pressure,  and  the 
I  mass  allowed  to  ripen.    The  paste  is  then  rolled 
under  heavy  pressure,  between  rollers,  steam 
heated  to  50^-60**  to  complete  the  Incorporation 
and  remove  the  last  traces  of  water.     Tne  great 
advantage  of  tnis  process  is  that  the  dangerous 
and  tedious  drying  of  the  nitrocotton  is  done 
away  with. 

Ballistite  is  the  Service  explosive  of  Italy, 
and  is  used  not  only  in  small  sauares,  small 
perforated  cylinders,  and  larger  cuoes,  but  also 
m  cords,  *  Filite,'  ^d  round  flakes  cut  from  the 
cords.  The  powders  sometimes  contain  a  little 
mineral  jelly.  Ballistite  is  used  for  certain 
military  purposes  in  England,  and  has  been 
adopted  by  some  other  countries  specially  for 


istite,  composed  of  equal  parts  of  nitro- 
glyoerin and  soluble  nitrocellulose,  has  con- 
siderable erosive  effect  on  the  gun,  and  for  the 
huger  guns  a  modified  composition  with  a  lower 
proportion  of  nitroglycerin,  often  40  p.c,  is 
used.  Nitrocotton  with  a  proportion  of  insol- 
uble nitroceUulose  is  also  sometimes  used.  The 
German  cannon  powders  are  ballistities  of 
various  compositions  made  into  the  form  of 
thick  flakes  or  cubes.  Some  of  them  approach 
cordite  in  composition,  that  is,  they  contain  a 
high  proportion  of  insoluble  nitrocotton,  and 
the  grains  are  sometimes  in  the  form  of 
tubes. 

Ballistite  is  dark-brown  in  colour,  and  has  an 
average  density  of  1'6.  It  has  the  consistency 
of  soft  horn,  and  can  easily  be  cut  with  a  knife. 
It  is  bdt  little  affected  by  moisture,  but  is  more 
susceptible  to  heat  than  most  smokeless  powders, 
the  nitroglycerin  tending  to  exude.  The  graJQS 
are  frequently  coated  with  graphite.     It  bums 
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slowly  in  the  open,  and  is  almost  entirely 
smokeless. 

Cordite,  the  English  Service  propellant,  is  so 
named  because  of  its  usual  cord-like  form.  For 
special  purposes,  however,  it  is  made  into  tubes, 
with  single  or  several  perforations,  and  is  some- 
times used  in  the  form  of  tape,  and  in  flakes  made 
by  slicing  cords. 

Compontion. — Cordite  is  essentially  a  mix- 
ture of  nitroglycerin  and  guncotton,  thoroughly 
incorporated  and  gelatinised  by  means  of 
acetone.  The  guncotton  has  a  nitrogen  content 
of  12*8-13*1  P.O.,  and  contains  not  more  than 
12  p.c.  soluole  nitrocellulose.  A  small  pro- 
portion of  mineral  jelly  is  the  third  ingredient. 

Mineral  jelly  was  originally  added  to  prevent 
metallic  fouling  of  the  magazine  rifles  by  the 
bullets,  and  was  also  found  to  diminish  erosion 
by  acting  as  a  restrainer  or  cooling  agent,  to 
improve  the  r^ularity  of  the  burning,  and  act 
as  a  water-proofing  acent. 

It  was  subsequentfy  found  that  cordite  made 
for  blank  purposes  without  mineral  jelly  was 
considerably  less  stable  in  hot  climates  than 
ordinary  cordite,  and  it  is  now  recognised  that 
the  mineral  jelly  contains  constituents,  olefines 
and  naphthenes,  that  stabilise  the  cordite  for  a 
prolonged  period  by  combining  with  the  products 
of  decomposition.  It  also  protects  the  nitro- 
fflycerin  and  nltrocotton  from  atmospheric 
influences. 

The  mineral  jelly  obtained  in  a  particular 
stage  of  the  distillation  of  petroleum,  used  in  the 
manufacture  of  cordite,  is  required  to  have  a 
flash-point  above  204*5''O.  (400°F.),  and  not  to  be 
completely  melted  below  30®.  It  must  be  free 
from  acidity  and  mineral  impurities,  and  have 
a  sp.gr.  of  not  less .  than  0*87  when  melted 
at38^ 

The  guncotton*  used  for  the  manufacture  of 
cordite  usually  contains  from  10  to  12  p.c. 
soluble  nitrocellulose. 

The  original  cordite,  the  manufacture  of 
which  was  commenced  at  the  Royal  Ounpowder 
Factory  in  1890,  was  composed  of  58  p.o.  nitro- 
glycerin, 37  p.c.  guncotton,  and  5  p.c.  mineral 
jelly.  The  composition  was  tlie  same  for  small- 
arms  and  for  the  different  calibred  guns  for 
which  it  was  used,  the  requisite  rate  of  com- 
bustion being  obtained  by  varying  the  diameter 
of  the  cord.  Owing  to  its  nigh  nitroglycerin 
content,  this  cordite  hod  a  high  temperature  of 
explosion,  and  produced  considerable  erosion  in 
guns  of  very  large  calibre,  and  in  1901  its  com- 
position was  mc^fied  for  some  purposes.  This 
modified  composition,  known  as  Cordite  M.D.,' 
contains  30  p.o.  nitroglycerin,  65  p.c.  guncotton, 
and  5  p.c.  mineral  jelly.  The  older  composition  is 
known  as  *  Cordite  Mark  /.* ;  both  varieties  are 
now  in  use.  Cordite  contains  practically  no 
moisture,  but  retains  about  0*4-0*6  p.c.  of 
acetone,  according  to  the  size  of  the  cords. 
Cordite  M.D.,  owing  to  its  smaller  proportion  of 
nitroglycerin,  retains  more  volatile  matter,  about 
0-6  to  1*5  p.c.  Other  modifications  of  cordite 
have  also  been  introduced.  In  one  a  mineral 
jelly  containing  a  higher  percentage  of  un- 
saturated hydrocarbons  is  used  to  increase  the 
stability  of  the  product,  and  another  contains 
soluble  nitrocotton  instead  of  guncotton.  The 
former  has  the  same  proportions  as  M.D.,  in 
the  latter,  in  order  to  obtain  similar  ballistics 


to  those  of  M.D.,  the  proportion  of  nitroglycerin 
is  raised. 

Manufacture:  Drying  the  guncotton, — 
Formerly  the  guncotton  was  dried  in  a  loose 
condition,  but  it  is  now  loosely  compressed  into 
cylinders  3  inches  diameter  and  4^  inches  high, 
containing  about  40  p.c.  moisture.  Guncotton 
dust  formed  in  the  diying  is  the  great  source  of 
danger,  and  its  formation  is  obviated  by  the 
present  method.  The  guncotton  cylinders  are 
dried  in  a  stove  on  wire-gauze  trays,  oy  a  current 
of  air  heated  to  about  40"^,  until  they  contain 
about  0*5  p.c.  moisture.  The  dr3ing  takes  from 
90  to  100  hours. 

Mixing. — ^The  charge  of  the  cooled  dry 
guncotton,  sufficient  for  one  incorporator,  is 
weighed  out  into  a  rubber-lined  canvas  bag, 
carried  to  the  nitroglycerin  filtering  house,  and 
the  requisite  charge  of  nitroglycerin,  which  was 
at  one  time  weighed  out,  is  measured  out  from 
a  lead  burette  through  a  rubber  tube  on  to  the 
guncotton.  The  bag  is  then  carried  to  the 
mixing  house  and  the  contents  roughly  mixed 
by  hand  and  rubbed  through  a  copper  wire  sieve 
of  1-inch  mesh,  or  on  lead-lined  table  perforated 
at  one  end  with  |-inch  holes  through  which  the 
mixture  is  rubbed  into  the  bag  below.  The 
product  at  this  stage  is  known  as  *  Cordite 
jxutte.* 

Incorporating. — ^Part  of  the  acetone  charge 
is  first  poured  into  a  kneading  machine  of  the 
usual  type,  the  machine  started,  and  the  cordite 
paste  and  the  remainder  of  the  acetone,  about 
66  p.c.  of  the  weight  of  the  guncotton  in  all, 
gradually  added.  The  mixture  is  covered  to 
prevent  loss  of  acetone,  and  the  mixture  kneaded 
for  3^  hours.  At  the  end  of  this  time,  the 
chozse  of  mineral  jelly  is  added,  and  the  machine 
run  for  another  3i  hours.  During  the  kneading, 
the  acetone  gradually  dissolves  the  guncotton 
and  nitroglycerin,  and  thoroughly  incorporates 
them  with  the  mineral  jelly.  The  product  is 
called  *  Cordite  daiigh.' 

Pressing. — ^The  cordite  dough  is  conveyed 
in  barrels  to  the  press  house,  where  it  is  'squirted ' 
or  pressed  by  plungers  working  in  cylindrical 
moulds  through  a  die  with  one  or  more  holes, 
according  to  the  diameter  of  the  cord  required. 
A  perforated  plate,  supporting  a  fine  wire  gauze 
diaphragm,  is  placed  above  the  die  to  retain 
mechamcal  impurities.  Three  kinds  of  presses 
are  used  at  Woltham  Abbey — screw  presses  for 
the  smaller  sizes,  and  hydraulic  or  combined 
screw  and  hydraulic  presses  for  the  larger  sizes, 
lihe  smaller-sized  cords  are  wound  automatically 
on  to  reels  as  they  leave  the  die,  the  larger  sizes 
are  cut  into  the  required  lengths. 

The  sizes  of  Service  cordite  refer  to  the 
diameter  of  the  cords  in  hundredths  of  an  inch. 
It  varies  from  size  3}  to  size  50 ;  that  is,  from 
0*0376  iriUh  diameter  used  in  the  303  Service 
rifle  to  0*6  inch  diameter  used  in  heavy  guns. 
The  actual  diameters  are  rather  less  than  the 
nominal  sizes,  as  the  cords  shrink  during  dry- 
ing. 

Drying. — ^The  cordite  is  then  placed  on  the . 
reels,  or  the  larger  sizes  on  trays,  on  open  racks 
in  stoves,  heated  by  steam  pip^s  or  by  a  current 
of  hot  air  at  a  temperature  of  about  40**.  For 
the  smallest  sizes  no  heating  of  the  stove  is 
necessary  in  summer  time.  The  time  required 
for  drying  varies,  according  to  the  diameter  of 
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the  cord,  from  2  to  15  days.  The  drying  is  to 
remove  any  moistare  and  the  greater  part  ol 
the  acetone,  of  which  aboat  15  p.c.  remains  in 
the  pressed  cordite.  The  residual  volatile 
matter  in  Mark  I.  cordite  varies  with  the  size 
of  cord  fi6m  0*4  to  0*6  p.c.  M.D.  cordite 
requires  a  much  lonser  time  for  drying  than 
Mark  I.,  several  months*  heating  being  necessary 
for  the  largest  sizes. 

A  process  for  the  recovery  of  the  acetone  has 
been  patented  by  Robertson  and  Rintoul  (£ng. 
Pat.  25994,  1901),  in  which  the  air,  containing 
only  a  low  percentage  of  acetone,  after  being 
saturated  with  moisture,  is  led  into  a  scrubbinff 
tower  through  which  a  30  p.c.  solution  <3 
sodium  bismphite  trickles.  The  acetone  is 
recovered  by  distillation  at  a  temperature  such 
that  the  biBulphite  is  not  decomposed  and  can 
be  used  again. 

Blending. — ^The  cordite  is  finally  thoroughly 
blended  in  order  to  obtain  average  uniformity 
of  composition  and  ballistics.  The  small-arm 
cordite  is  blended  by  uniformly  winding  the 
cords  from  10  reels  on  to  one  larger  reel,  and 
afterwards  from  six  of  these  ten-stranded  reels  on 
to  one  sixty-stranded  reeL  The  larger  sizes  are 
blended  by  hand,  the  sticks  from  the  drying- 
stove  trays  heins  placed  in  boxes  and  the  con- 
tents of  these  blended  by  combining  a  few 
sticks  from  each  box,  the  operation  being 
repeated. 

Tesiing :  Moisture, — ^The  residual  solvent  or 
moisture  is  determined  on  the  ground  sample, 
precaution  being  taken  to  prevent  loss  of  nitro- 
glycerin. 5  grams  pf  siftings  of  the  same  size 
as  those  used  for  the  Abel  heat  test,  are  heated 
for  2  hours  on  a  water- bath  in  an  aluminium  dish 
covered  with  a  glass  cone,  both  of  specified 
dimensions  (see  Marshall,  J.  Soc.  Chem.  Ind. 
1904,  154). 

Analysis, — ^Weigh  out  2  mms  of  very  fine 
siftings  into  a  Soxhlet  thimble,  and  allow  to 
stand  covered  with  ether  in  the  extractor  over- 
night. Extract  for  2  hours,  then  dry  the 
thimble  and  contents  at  50°  until  the  guncotton 
can  be  removed  to  watch  glasses.  Dry  at  the 
same  temperature  till  the  guncoiUm  is  of  constant 
weight.  The  extracted  guncotton  may  be  sub- 
mitted to  the  usual  tests  for  guncotton. 

Distil  off  the  ether  from  the  extract  and  dis- 
solve out  the  nitroglycerin  with  cold  methyl 
alcohol,  filtering  the  solution.  Dissolve  any 
mineral  jelly  on  the  filter  with  ether  back  into 
the  flask,  distil,  heat  in  a  water-oven,  and  suck 
out  any  traces  of  nitroglycerin  vapours  with  an 
air  current.  Repeat  tul  the  mineral  jetty  is  of 
constant  weight.  The  nitroglycerin  is  usually 
estimated  by  difference. 

Heal  test.— See  Abel's  stability  test. 

Firing  proof  for  velocity  and  pressure  in  a 
gun  of  the  standard  type  for  the  particular  form 
of  cordite  (see  Ballistics  of  a  Propellant). 

Properties, — Cordite  vaiies  in  colour  from 
light  to  dark  brown,  according  to  the  colour  of 
the  mineral  jelly  used.  Cordite  Mark  J.  has  the 
consistency  of  hard  indiarubber.  It  is  some- 
what elastic,  and  can  be  readily  cut  with  a  knife. 
Cordite  M.  D.  is  considerably  £arder,  being  more 
like  horn  and  more  brittle,  and  can  only  oe  cut 
with  difficulty. 

Cordite  has  a  slight  odour  of  acetone,  and  it 
is  poisonous.    It  is  water  repeUant,  and  can  be 


kept  under  water,  salt  or  fresh,  for  some  time 
without  its  explosive  properties  being  affected. 
Even  when  fired  wet  from  a  gun,  the  ballistics 
only  fall  off  to  the  extent  due  to  the  evaporation 
of  the  water.  On  prolonged  cold  storage,  the 
nitroglycerin  exudes  slightly,  but  is  gradually 
reabM»rbed  when  the  temperature  rises.  The 
sp.gr.  of  cordite  Mark  I.  is  about  1-56-1*57,  that 
of  coitlite  M.-D,  being  1*58-1  -59. 

Cordite  does  not  ignite  very  readily,  but 
when  once  ignited  it  bums  slowly  with  a  strong 
yellowish  flame,  which  is  practically  smokeless. 
A  stick  becomes  pointed  at  the  end  as  it  bums, 
and  the  flame  can  be  extinguished  by  blowing 
strongly  on  it.  A  considerable  bulk  of  cordite 
can  be  burned  away  in  the  open  without  any 
explosion.  It  only  bums  explosively  when 
strongly  confined ;  if  an  ignition  of  the  cordite 
confined  in  a  wooden  box  t^kkes  place,  the 
cordite  does  not  explode,  but  bums  quietly,  and 
the  box  is  only  broken  open  to  allow  the  gases 
to  escape. 

Owing  to  the  difficulty  of  ignition  of  cordite, 
a  stronger  cap  of  different  composition  is 
necessary  to  ignite  the  fine  cordite  in  small- 
arm  ammunition  than  was  required  for  black 
powder,  and  to  ensure  the  ignition  of  the  laiger 
sizes  the  charge  of  cordite  has  to  be  primed 
witii  an  ordinary  black  powder  or  guncotton 
*  primer,*  which  passes  on  the  flame  of  the 
igniting  '  tube  *  to  the  chaive. 

Coraite  is  very  insensitive  to  shock,  and 
cannot  be  exploded  by  the  passage  of  a  rifle 
bullet  through  it. 

Exhaustive  trials  under  very  varied  climatic 
conditions  have  proved  that  the  ballistic 
stability  of  cordite  is  very  great. 

The  ballistic  power  of  cordite  is  very  nearly 
four  times  that  of  black  powder,  owing  to  the 
increased  volume  of  gases  liberated  per  unit  of 
weight  and  the  high  temperature  of  the  explo- 
sion. It  can  give  a  pressure,  on  explosion,  of 
more  than  120  tons  per  square  inch,  compared 
with  43  tons,  the  maximum  obtainable  with 
black  powder,  but  in  practice  the  pressure  in  a 
gun  does  not  nearly  attain  this  figure  (not  above 
17  tons  per  square  inch)  owing  to  the  relatively 
large  size  of  the  gun  chamber  compared  with  the 
volume  of  the  cordite. 

The  ballistic  results  of  cordite  are  more 
influenced  by  temperature  than  was  the  case  with 
black  powder,  the  pressure  developed  and 
velocity  of  the  shot  being  greater  with  in- 
creasea  temperature,  but  not  to  the  extent  of 
seriously  modifying  the  shooting  under  Service 
conditions.  The  smaller  the  size  of  cordite,  the 
more  rapid  the  explosion,  and  cordite  bums 
more  quickly  under  high  than  under  low 
pressures. 

The  pressure  due  to  cordite  is  more  gradually 
developed  in  the  gun  than  was  the  case  with 
black  powder,  and  is  better  sustained  The 
heat  of  combustion,  products  of  explosion,  and 
other  explosion  constants  for  Mark  I.  cordite 
were  examined,  in  1893,  by  Deering  at  Woolwich. 
He  worked  with  an  explosion  bomb,  made  of 
gun-steel,  about  1*27  inches  in  thickness  and 
108  c.c.  capacity.  The  following  are  some  of 
the  results  obtained  with  a  cordite  of  the 
composition :  loss,  0*24  p.o. ;  nitroglycerin, 
58*55  p.c;  guncotton,  36*11  p.c. ;  and 
mineral   jelly,   5*10   p.c. ;    the   figures   quoted 
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being  the  averages  of  a  laige  number  of  experi- 
ments : — 


Preasoie  deyeloped»  tons  per 
8q.  inch  (by  cmaher  gauge) 

6-4     1     13 

16 

Vol.  of  perm,  gases  at  O**  and 
760  mm.,  o.c.  per  gm.  cordite 

Volnme  of  total    ditto    ditto 

Water  formed,  gram  per  gram 
cordite      .... 

Quantity  of  heat  developed, 
gram  degrees  C.  per  gram 
cordite :  water,  liquid 

Pltto  ditto:    water,  gaseous 

663-7 
880-7 

0-1767 

1225 
1181 

669-8 
870-7 

0-1621 

1289-1 
1152-t! 

6711 
869-8 

01599 

1242-9 
1167-2 

P.c.comp.perm.gaflee,  vol8.GO, 

H 
N 
CH4 

2.V40 
87-62 
17-48 
19-55 
notdtd. 

28-20 
83-82 
18-66 
1909 
0-84 

With  the  explosion  gases  at  6-4  tons  pressure, 
Beering  calculated  the  specific  heat  to  be  about 
0*403,  and  the  temperature  of  the  gases  about 
2830°  ;  and  with  a  pressure  of  7*0  tons,  a  specific 
heat  of  about  0-366  and  a  temperature  of  3120'*. 
The  explosion  constants  of  cordite  Mark  L  and 
cordite  M.  D.  have  also  been  determined  by 
Robertson,  at  Waltham  Abbey.  The  following 
results  were  obtained  with  a  density  of  loading 
of  0-2  :— 

Ooidlte  Cordite 
Mark  I.    M.D. 
Heat  of  explosion,  calories  per  gram, 

at  constant  voL  :  water,  gaseous.  1166  965 
Total  gases,  0.0.  per  gram,  at  0"  at 

760  mm. :  water,  caseous  .  .  871  920 
Temperature  of  explosion,  ""C.         .  2663    2374 

The  laiger  volume  of  gaseous  products  and 
lower  temperature  explain  why  the  erosive  effect 
of  cordite  M.  D.  is  so  much  less  than  that  of 
oordite  Mark  I.  The  experiments  of  Nobel  have 
already  been  referred  to. 

The  erosive  effects  of  cordite  are  less  than 
those  of  black  powder,  and  of  a  different  charac- 
ter. With  black  powder,  the  surface  of  the  gun 
is  pitted  by  the  corrosive  action  of  the  products 
of  combustion,  whilst  with  cordite  the  surface 
is  smoothly  washed  away,  only  near  the  gun 
chamber,  by  the  passage  of  the  hot  gases 
between  the  projectile  and  the  bore,  before  the 
inertia  of  the  projectile  is  overcome.  Cordite 
M.  D.  gives  far  leas  flame  than  cordite  Mark  J. 
when  lued  in  rifles  or  machine  suns. 

Maxim^s  powder  contains  both  soluble  and 
insoluble  nitrocellulose,  mainly  insoluble,  nitro- 
glyoerin,  castor  oil,  and  origmally  an  alkaline 
carbonate.  Acetone  is  the  solvent  used  for 
gelatinisation.  It  is  made  in  cylindrical  grains 
or  in  cords  of  various  diameters. 

Axite,  made  by  Kynochs,  Ltd.,  is  a  gun- 
cotton-nitroglycerin  powder  with  vaseline  and 
olive  oil,  and  sometimes  potassium  and  barium 
nitrates  and  oxalates,  to  reduce  the  temperature 
of  explosion  and  decrease  metallic  fouling,  made 
in  the  form  of  a  rail-shaped  ribbon.  Its  ballistics 
are  equal  to  those  of  cordite,  and  are  said  to  be 
less  variable  with  changes  of  temperature. 

ModdiU^  a  sporting  rifle  powder  manu- 
factured by  £ley  Bros.,  is  a  gelatinised  mixture 
of  nitrocotton,  of  which  one-third  is  soluble 
nitrocellulose,  and  nitroglycerin  with  about 
4  p.c.  mineral  jelly. 

SoUniU  is  an  Italian  powder  used  instead 


of  ballistite  for  guns  of  large  calibre,  containing 
40  p.c.  insoluble  nitrocellmoee,  30  p.o.  soluble 
nitrocellulose,  and  30  p.o.  nitooglycerin  gelatinised 
with  aoetone.  It  is  stabilised  with  1-3  p.c. 
mineral  jelly,  and  is  in  the  form  of  short  tubes. 

(4)  NitroaUidote-NUro-  Derivaiivt  Powdert. 

Induritef  patented  by  Munro  of  the  United 
SUtee  (Ens.  Pat.  680,  1893),  contains  40  p.c. 
gunootton,  treed  from  lower  nitrates  by  thorough 
extr^tion  with  methyl  alcohol,  and  60  p.c. 
mononitrobenzene,  with  or  without  oxidising 
salts.  The  mixture  is  rolled  into  sheets  and  cut 
into  grains.  The  grains  are  treated  with  hot 
water  or  steam,  which  hardens  or  indurates  them 
to  the  consistency  of  bone :  hence  the  name. 

Du  Pont  powder,  patented  by  Du  Pont  of  the 
United  States  (Eng.  Fat.  16865,  1893),  contains 
nitrocellulose  and  nitrobenzene,  and  sometimes 
potassium  nitrate.  The  nitrocellulose  is  agitated 
m  water,  the  nitrobenzene  added,  and  the  mass 
agitated  until  the  nitrocellulose  is  dissolved  and 
grains  are  formed,  when  the  grains  are  hardened 
by  blowing  in  steam.  In  some  of  the  powders, 
a  little  nitroresin  or  nitroturoentine  was  added 
as  a  moderant.  Later  Du  Pont  nowders  con- 
tained about  40  p.c.  soluble  nitrocellulose,  40  p.c. 
nitroglycerin,  and  20  p.c.  ammonium  picrate, 
the  cyUndrical  grains  being  graphited. 

CoWs  pistol  ammuniiion  contains  a  powder 
in  itke  form  of  thin  graphited  squares,  I  mm. 
side,  consisting  of  guncotton  with  about  5  p.c. 
of  cUnitrob<uizene. 

Fdixiie  is  a  fibrous,  42-grain,  bulk  powder, 
manufactured  by  the  New  Explosives  Co.  at 
Stowmarket,  containing  both  metallic  nitrates 
and  nitrohydrocarbon,  and  about  3  p.c.  vaseline. 
Bed  dor  and  N.  M,  powder  are  powders  of 
different  grade,  the  former  33  grain,  the  latter 
36  grain,  containing  the  same  ingredients  in 
different  proportions. 

Oreener^s  powder  is  a  nitrocellulose-nitro- 
benzene powder  coloured  with  lampblack. 

Rifiette^  manufactured  by  the  Smokeless 
Powder  Co.  of  Warwick,  is  a  nitrocellulose 
powder  gelatinised  by  acetone  containing  a 
small  proportion  of  dinitrotoluene,  and  the 
S.S.  powder,  smokeless  shot-ffun,  of  the  same 
company  is  a  similar  powder  containing  a 
rather  large  proportion  of  barium  nitrate  with 
a  little  potassium  nitrate  and  a  little  wood  meal. 
8,R.,  a  sporting  rifle  variety  of  this  powder, 
is  thoroughly  colloided.  It  contains  mainly 
soluble,  instead  of  insoluble  nitrocellulose,  a 
higher  proportion  of  nitrohvdrocarbon,  about 
20  p.c.  metallic  nitrates,  and  8  p.c.  starch.  It 
was  introduced  in  1890,  and  was  the  firat 
practical  colloidal  smokeless  powder  considered 
for  military  purposes. 

KynocKs  smokeless  powder  is  similar  in 
composition  to  S.S.  powder. 

PlastomeniU  is  a  German  powder  invented 
by  Guttler,  made  by  incorporating  one  part  of 
nitrolignin  with  6  parts  of  fused  ainitrotoluene 
and  granulating  the  fused  mass.  It  may  also 
contain  barium  nitrate. 

Some  forms  of  Norwegian  baUistile  contain 
from  6  to  6  p.c.  nitronaphthalene. 

Ruby  powder  is  a  fibrous,  42-grain,  bulk 
sporting  powder,  manufactured  by  Curtis^s  and 
Ilarvey,  containing  about  60  p.o.  nitrocellulose. 
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mainly  inBoluble,  with  metailio  nitrates,  about 
8  p.c.  nitrohydrocarbon,  and  6  p.c.  starch. 

SmokeUM  fovjd^a  cofUaining  'picraies, 
iisuaUy  ammonium  picrate,  have  been  fre- 
quently  tried,  both  for  sporting  and  military 

Surposes,  but  they  "have  been  practically  aban- 
oned  at  the  present  time.  A  recently  suggested 
fropellant  for  small  arms  and  guns  by^the 
owderite  Explosives  Co.,  of  New  South  Wales 
(Eng.  Pat.  16505,  1016),  is  a  nitrcM^lycerin 
powder  with  1  p.c.  mineral  jelly,  and  2  p.c. 
calcium  picrate.  It  is  claimed  to  be  more 
powerful  than  cordite,  and  quite  stable.  Some 
of  the  early  French  military  smokeless  powders 
contained  picric  acid,  and  at  one  time  a  powder 
containing  about  5  p.c.  ammonium  picrate  was 
tried  in  the  Mauser  rifle  by  Germany. 

The  American  Peyton  powder  was,  at  one 
time,  a  nitrocellulose  and  nitroglycerin  powder 
containing  about  20  p.c.  ammomum  picrate. 

Fulminates. 

Although  the  fulminates  of  many  heavy 
metab  have  been  prepared,  most  of  them  are 
exceedingly  sensitive  and  too  unstable  for  use  in 
explosives.  The  mercury  salt  is  the  only  one 
in  practical  use,  though  silver  ftUminate  has 
been  licensed  for  use  in  toy  fireworks  only. 
Silver  fulminate  is  prepared  in  a  similar  manner 
to  mercury  fulminate.  It  is  more  sensitive  to 
friction  and  percussion  than  the  mercury  com- 
pound, and  has  a  greater  explosive  power. 

Mercttry  fuhniruUe,  discovered  by  Howard  in 
1800,  is  produced  by  the  reaction  which  ensues 
on  mixing  together  alcohol  and  a  solution  of 
mercury  in  excess  of  nitric  acid. 

In  Liebig's  process,  and  Chevalier's  modi- 
fication of  it  as  used  in  France,  the  solution  of 
mercury  in  nitric  acid  is  used  cold ;  in  Chande- 
lon's  process  it  is  used  warm. 

CnevaUer'a  process.  3  parts  by  weight  of 
mercury  (300  grams)  are  dusolved  in  the  cold 
in  30  parts  of  nitric  acid  of  1*34  sp.gr.,  and  the 
solution  is  poured  into  a  flask  containing  19 
parts  of  alcohol  (of  90  p. c.  strength).  After  some 
minutes  an  energetic  reaction  commences,  with 
formation  of  crystals  of  mercury  fulminate. 
Towards  the  end  of  the  operation,  two  successive 
additions  of  2'38  and  1*58  parts  of  alcohol  are 
made;  the  fulminate  obtained  is  thoroughly 
washed  and  dried. 

The  addition  of  too  laige  a  quantity  of  cold 
alcohol  towards  the  end  of  the  operation  is 
stated  to  yield  an  impure  fulminate.  The  yield 
bv  this  process  varies  between  118  and  128  p.c. 
of  the  weight  of  mercury  used. 

ChandSorCe  process  is  the  one  almost 
universally  used,  and  the  original  proportions 
are  usually  closely  adhered  to.  1  part  by 
weight  of  mercury  is  dissolved  in  10  parte  of 
nitnc  add  (8p.gr.  1*4)  at  a  gentle  heat;  the 
solution,  at  a  temperature  of  aMut  SS**,  is  poured 
into  a  capacious  flask  or  retort  (its  capacity  must 
be  at  least  equal  to  sit  times  the  volume  of  the 
liquid)  containing  8*3  parts  of  alcohol  (of  sp.gr. 
0*83).  The  flask  is  connected  by  a  cork  and 
tube  with  a  stoneware  condenser,  to  recover 
spirit. 

In  about  a  quarter  of  an  hour,  the  reaction 
commences  with  a  slight  formation  of  gas 
bubbles;  very  soon  the  liquid  boils,  and  the 
flask    becomes    filled    with   voluminous    white 


vapour.  The  violence  of  the  action  can  be 
checked  by  addiue,  as  required,  a  little  alcohol ; 
for  this  purpose  the  recovered  spirit  after  redis- 
tillation with  caustic  soda  can  be  utihsed.  If 
the  reaction  be  too  much  restrained  in  this  way, 
the  fulminate  is  likely  to  contain  metalfic 
mercury. 

The  mercury  fulminate  is  precipitated 
from  the  liquid  in  small  greyish-coloured  needles. 
When  the  action  is  over,  the  contents  of  the 
retort  are  cooled  down  quickly  and  the  mother 
liquid  poured  off,  the  fulminate  is  filtered  and 
washed,  then  passed  through  a  fide  net  filter 
to  remove  laise  crystals,  and  finally  washed 
on  a  finer  net  filter  until  free  from  acimty.  The 
nitric  acid  liquid,  after  cooling,  does  not  contain 
anv  appreciable  quantity  of  mereury.  The  cal- 
culated^yield  of  fulminate  is  142  per  100  of  mer- 
cury ;  by  this  process  the  mean  yield  is  125  p.c. 
mercury  fulminate. 

A  process  very  similar  to  the  above  is  em- 
ployed in  this  country ;  the  yield  of  fulminate 
IS  about  123  parts  per  100  of  mereury. 

Mereury  fulminate  is  usually  light  brown- 
grey  in  colour.  White  fuhnincUe  of  mereury  is 
manufactured  by  adding  a  little  copper  and 
hydrochloric  acid  or  potassium  chloride  to  the 
solution  of  mercury  nitrate,  before  pouring  it 
into  the  alcohol.  Solonina  (S^itech.  Ges.  Schiess- 
u.  Sprengstoffwesen,  1910,  41,  67)  finds  that 
other  chlorides  have  a  similar  effect,  but  that 
the  use  of  hydrochloric  acid  alone  leads  to  the 
formation  of  a  considerable  quantity  of  oxalic 
acid  which  contaminates  the  fulminate.  He 
finds  that  the  purest  fulminate  results  from  the 
addition  of  cuprous  chloride. 

Mereury  fulminate  is  sometimes  recrystallised 
from  boih'ng  water  or  from  alcohol,  but  this  is 
not  usually  found  necessary.  The  best  method 
of  purification  is  to  dissolve  in  pyridine,  filter 
the  solution,  and  precipitate  by  adding  an 
excess  of  water.  Traces  of  free  mercuiy  can  be 
removed  from  fulminate  by  placing  it  ror  a  few 
days  in  a  vacuum  desiccator. 

Angelico  (Chem.  Zentr.  1901,  ii.  404)  prepares 
mereury  fulminate  by  treating  a  solution  of 
mereury  in  an  excess  of  dilute  nitric  acid  with 
a  strodg  aqueous  solution  of  maionic  acid  and  a 
little  sodium  nitrite  solution.  A  considerable 
rise  of  temperature  takes  place,  with  copious 
evolution  of  carbonic  acid  gas,  and  crystals  of 
fulminate  separate  out.  So  far  as  is  known, 
this  process  nas  not  been  used  on  the  manu- 
facturing scale. 

Fulminate  is  usually  stored  in  linen  bags 
immersed  in  water.  The  explosive  power  of 
I  samples  is  unaffected  even  by  prolonged  storage 
under  these  conditions  at  normal  temperatures. 
Before  use  it  is  usually  washed  through  a  40- 
mesh  sieve.  If  dry  fulminate  is  required,  it  is 
spread  out  on  linen  or  paper,  supported  in 
wooden  frames  with  string-net  bottoms,  and 
dried  in  a  current  of  dry  air,  or  it  ia  spread  out 
on  cloths  on  copper  tables,  varnished  with  copal 
to  prevent  attack  by  the  wet  fulminate,  heated 
either  by  hot  water  or  steam,  at  a  temperature 
of  about  40°,  the  temperature  not  being  allowed 
to  rise  above  45^  Passbuig  of  Breelau  has 
devised  an  apparatus  for  drying  fulminate  of 
mereury  in  a  vacuum.  The  drying  chamber  is 
heated  by  steam,  which  can  be  replaced  by  cold 
water  when  the  fulminate  is  dry.    Explosives 
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only  bum  with  difficulty  in  a  vacuum,  and  there 
is  sufficient  vacuous  space,  with  the  aid  of 
safety  valves,  to  prevent  any  damage,  should  an 
ignition  take  place  of  the  quantity  of  fulminate 
<&ied  at  one  time.  When  dry,  the  fulminate 
is  allowed  to  cool,  any  lumps  are  broken  down 
by  a  soft  pad,  and  the  fulminate  passed  through 
a  muslin  cloth.  The  dry  fulminate  is  stored  in 
papier-mache  cylinders  with  lids. 

Proper<ie>».— Commercial  mercury  fulminate 
is  in  the  form  of  small  crystals,  of  white  or 
pale-brown  colour.  The  crystals  of  most  com- 
mercial samples  all  pass  an  80-mesh  sieve, 
80  p.c.  or  so  pass  a  120-me8h,  and  about  00  p.c. 
pass  a  200-mesh.  Some  very  fine  crystal  dust 
is  usually  present.  It  crystallises  in  well-defined 
octahedra,  which  frequently  twin  along  the 
major  axis,  and  repeated  twinning  to  form  ladder- 
like crystals  is  common.  The  laiger  crystals 
are  usually  truncated  to  such  an  extent  that 
they  form  plates. 

In  a  state  of  purity  it  crystallises  in  white 
silky  needles.  It  is  almost  insoluble  in  cold 
water,  but  soluble  in  130  times  its  weight  of  boil- 
ing water.  It  is  decomposed  slowly  by  boiling 
water,  and  even  at  lower  temperatures  on  pro- 
longed digestion.  The  brown  colour  of  some 
commercial  samples,  attributed  to  the  presence 
of  resinous  impurities,  is  usually  evenly  distri- 
bute throughout  the  crystals,  but  in  some 
samples  it  occurs  mainly  along  the  edges  of  the 
crvstids,  or  in  spots.  The  larger  crystals  gene- 
rally have  the  oarker  colour.  It  is  soluble  in 
pyndine  and  alcohol.  Fulminate  may  be  dis- 
solved to  a  clear  solution  in  ammonia,  and  in 
solutions  of  potassium  cyanide  or  sodium  thio- 
sulphate.  The  primary  reaction  for  the  solution 
in  thiosulphate  is  represented  by  the  equation 

Hg(CNO),+2NaaS,0,+2H.O 

=HgS40,-t-C,N,+4NaOH 

A  small  residue  is  left  from  commercial  samples, 
which  consists  largely  of  free  mercury,  but  also 
contains  mercury  compounds,  containing  carbon 
and  hydrogen,  of  uncertain  composition.  It 
has  a  sweetish  metallic  taste,  and  is  usually 
stated  to  be  very  poisonous.  However,  fungi 
frequently  grow  on  oiuanio  matter,  the  linen 
bags  and  wooden  barrels  in  which  fulminate  is 
stored,  in  contact  with  its  dilute  solution  in 
water,  and  workmen  engaged  in  handling  wet 
fulminate  do  not  show  signs  of  mercury  poison- 
ing. A  non-poisonous  property  would  accord 
more  with  the  fact  that  an  aqueous  solution  of 
fulminate  does  not  give  the  ordinary  reactions 
for  mercury  ionsi 

Its  sp.gr.  is  4*42  (Berthelot  and  Vieille).  The 
bnik  density  of  different  samples  varies  con- 
siderably, and  mainly  according  to  the  size  of 
the  crystak.  It  is  difficult  to  get  very  con- 
cordant results,  as  much  depends  on  the  amount 
of  tapping,  but  comparative  figures  for  fine  and 
coarse  fulminates  were  I  35  and  1  '55  respectively. 
This  variation  is  of  importance  in  charging 
fulminate  detonators  by  measurement.  In  the 
dry  state  it  explodes  violently  by  a  moderate 
blow  or  by  slignt  friction ;  its  sensitiveness  is 
lessened  when  it  is  moistened  with  water.  Large 
crystals  and  complex  crystals  and  dusters  are 
more  sensitive  than  small  crystals.  Thus 
Berthelot  states  that  the  presence  of  30  p.c.  of 
water  prevents  the  decomposition  of  the  ful- 


minate in  fine  powder  by  friction  or  shock,  that 
with  10  p.c.  of  water  it  decomposes  without  de- 
tonation, that  with  5  p.c.  water  only  the  portion 
struck  detonates.  These  results  were,  however, 
obtained  with  small  quantities  of  fulminate,  and 
should  not  be  presumed  on  in  manipulating  the 
substance.  In  small  quantities  it  will  bum 
fiercely  without  explosion  when  ignited,  and 
large  quantities  may  be  safely  destroyed  bv 
burning  it  in  a  train  after  mixing  with  oil. 
Mercury  fulminate,  when  heated  with  a  large 
volume  of  water  under  pressure,  decomposes 
into  metallic  mercury  and  non-explosive  mercurv 
compounds  of  unknown  composition.  Small 
quantities  may  be  destroyed  by  warming  with 
ammonium  sulphide  or  sodium  thiosulphate, 
care  being  taken  that  the  sulphide  or  thio- 
sulphate is  in  sufficient  excess. 

When  only  slightly  confined,  even  between 
sheets  of  paper,  mercury  fulminate  explodes 
violently  wnen  ignited. 

It  is  detonated  by  heat ;  the  temperature  of 
explosion  is  variously  stated  as  187°,  200^  and 
149°.  The  firing-point,  as  usual,  depends  on 
the  form  of  apparatus  and  the  rapidity  of 
heating  up ;  ignition  takes  place  at  a  lower 
temperature  if  the  explosive  oe  slowly  heated 
than  when  heating  up  is  rapid,  and  with  increased 
quantity  of  material,  when  this  is  small,  up  to 
a  limiting  weight.  The  results  are,  no  doubt, 
influenced  by  the  heat  of  decomposition  of  the 
material  decomposing  before  igmtioiL  Wohler 
found  that  with  0*02  gram  of  fulminate  detona- 
tion took  place  after  5  seconds  at  a  temperature 
of  216°. 

It  can  abo  be  exploded  by  a  spark  from  an 
induction  coil  or  by  contact  witn  strong  sul- 
phuric acid.  Fulminate  can  be  exploded  by 
contact  with  a  wire  heated  to  incandescence  by 
means  of  an  electric  current,  but  in  vacu6  only 
the  part  actually  in  contact  fires. 

The  products  of  its  detonation  are  carbonic 
oxide,  mtrogen,  and  metallic  mercury.  Berthe- 
lot and  Vieille  examined  them — ^the  fulminate 
being  detonated  in  an  atmosphere  of  nitrogen — 
and  obtained  in  five  expenments  per  1  ^ram 
fulminate  234*2  c.c.  of  gases,  consisting  of  CO^ 
0-16  vol.,  CO  66-70  vols.,  N  3226  vols.,  H  189 
vols,  per  100  vols.  gas.    This  agrees  with 

HgC,N,02=2CO+2N+Hg 
requiring  236 '6  c.c.  From  these  results  and  from 
an  estimation  of  the  mercury,  they  obtain  for  the 
composition  by  weight  of  mercury  fulminate, 
C  8-36  p.c.,  I^  71-30  p.c.,  N  960  p.c.,  O  1105 
p.c.,  H  0*04  p.c.,  total  100*34,  every  constituent 
navinff  been  estimated.  Th^  confirms  the  ac- 
cepted formula  HgO^NiOt,  requiring  C  8*45  p.c, 
Hg  70-42  p.c.,  N  9-86  p.c.,  O  11-27  p.c.  The  ful- 
nunate  analysed  contained  a  trace  of  metallic 
mercury. 

The'  decomposition  HgC2N202  into 
2CO+2N+Hg 
disengages  4-114*5  Calories  (kgm.-degrees)  of 
heat  at  constant  pressure  per  284  grams  ful- 
minate, the  mercury  supposed  liquid ;  for  mer- 
cury gaseous,  -f  99*1  Cals. ;  or  per  I  kgm. 
fulminate,  403  Cals.  and  349  Cals.  respectively. 
Mercury  fulminate  is  an  endothermic  sub- 
stance ;  in  its  formation  from  its  elements  there 
is  absorption  of  heat,  —62-9  Cals.  per  284  grams, 
or  —221-5  Cals.  per  1  kgm:/  ^-^  ^  ^^"^^ 
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The  pressure  produced  by  the  detonation  of 
mercury  fulminate  in  a  space  entirely  filled 
by  it  has  been  estimated  by  Berthelot  and  Vieille 
in  the  crusher-gauge  apparatus  of  the  former ; 
they  find  it  to  be  more  tnan  twice  that  of  nitro- 
glycerin, and  about  three  times  that  of  gun- 
cotton,  detonated  in  spaces  filled  by  them  (but 
including  the  interstitial  air  of  the  guncotton). 
They  attribute  the  power  of  mercury  fulminate 
in  effecting  detonation  to  the  (greatness  of  this 
pressure,  coupled  with  its  sudden  development 
(Berthelot  and  Vieille,  Annalen,  [211  669,  1880). 

The  main  factor  causing  the  detonative 
character  of  the  explosion  of  mercury  fulminate, 
is,  perhaps,  the  extreme  rapidity  of  the  explo- 
sion, which  is  further  helped  by  the  high  density 
of  the  explosive.  The  effects  of  the  detonation 
of  fulminate  and  fulminate  compositions  are 
always  quite  local.  The  sharpness  of  the 
explosion  is  also  no  doubt  connected  with  the 
fact  that  the  products  of  detonation  do  not 
undergo  dissociation,  and  so  the  explosive  re- 
action is  not  prolonged  by  this  phenomenon,  as 
is  usually  the  case. 

•  The  larger  the  crystals  of  fulminate,  the  more 
easily  can  it  be  detonated  and  the  greater  the 
explosive  effect :  for  this  reason,  brown  or  fpcey 
funttinate  is  sightly  more  powerful  than  white. 

Testing  :  Aieroacape. — ^The  crystals  should 
be  well  defined,  of  uniform  size,  and  free  from 
visible  imparities.  Metallic  mercury  can  some- 
times be  aetected. 

Total  mercury  is  estimated  by  dissolving  the 
sample  in  strong  ammonia  or  a  solution  of 
potassium  cyamde,  precipitating  with  am- 
monium sulphide,  and  weighing  the  mercury 
sulphide  ae  usual.  It  may  lOso  be  estimated  by 
electrolytic  deposition  on  copper.  The  sample 
should  preferably  be  dried  in  an  atmosphere 
saturated  with  mercury  vapour  to  prevent  loss 
of  free  mercury.  Commercial  sampfes  genendly 
contain  about  70*5  p.c.  Hg. 

Fidminaie  is  oetermined  by  the  method 
described  by  Philip  (Zeitsch.  Ges.  Schiess-  n. 
Sprensstoffwesen,  1912,  180,  Ac).  0*3  gram  of 
the  fiuminate  is  dissolved  in  60  c.c.  N/10-thio- 
Bulphate  containing  3  grams  of  potassium 
iodide.    The  following  reactions  take  place  : 

Hg(ONC),+4KI=K,Hgl4+2KONC 
^CONC+2H,0=2HONC+2KOH 
2H0NC4-H,O+2Na,S,O, 

=Na,S40,-}-2NaOH+HCN+HCNO 

The  free  alkali  is  determined  by  N/10  sulphuric 
acid,  and  the  excess  of  thio-  may  also  be  deter- 
mined by  titration  with  N/10  iodine  solution 
and  starch.  Pure  fulminate  should  give  identical 
results  by  the  two  titrations.  Supplies  give 
from  98*6  to  99*6  p.c.  mercury  fulminate  by  this 
method  of  estimation. 

Free  mercury  is  determined  by  dissolving  the 
sam^de  in  0*880  ammonia  or  other  solvent, 
filtering  and  washing  the  residue,  and  deter- 
mining the  mercury  in  it  as  usual.  As  already 
mentioned,  this  refidue  also  contains  some 
mercury  compounds;  an  idea  of  the  quantity 
of  free  mercury  can  be  got  by  examining  the 
residue  on  the  paper  microscopically  &fore 
dissolving  in  acid. 

OmUUe  is  determined  in  the  filtrate  from  the 
mercmy  sulphide  in  the  total  mercury  estima- 
tion, by  adding  NH^a  and  CaClj. 

Vol.  m.— T. 


Carbon  and  nitrogen  may  be  estimated  by  a 
careful  combustion,  if  the  fulminate  is  mixed 
with  a  large  excess  of  copper  oxide.  The 
mercury  is  absorbed  by  gold  leaf  placed  in  the 
calcium  chloride  tube. 

Exjilosive  power  is  found  by  firing  in  lead 
blocks.  20  grains  are  fired,  electricMly,  in  a 
cylindrical  lead  block  6  inches  high  and  4  inches 
in  diameter,  with  an  axicd  cylindrical  hole 
0*26  inch  in  diameter  and  3  inches  deep.  The 
enlargement  of  the  cavity  formed,  measured  by 
running  in  water  from  a  burette,  is  an  index  of 
the  explosive  power,  as  compared  with  that  of 
standard  samples. 

FuLMiNATB  Compositions. 

Mercury  fulminate  is  used  in  detonators,  and 
is  the  active  ingredient  in  igniting  and  detonating 
mixtures,  its  value  depending  on  its  extreme 
sensitiveness  to  friction  and  percussion. 

Igniting  mixtures.  Mercury  fulminate  is  too 
rapid  in  its  action  to  be  used  alone.  On  firing 
a  train  of  fulminate  covered  with  gunpowder  or 
cordite,  the  latter  are  simply  dispersed  without 
being  ignited.  If  the  fulminate  oe  mixed  with 
a  little  potassium  chlorate,  the  rate  of  burning 
is  decreased,  and  the  temperature  and  flame 
increased  by  the  combustion  of  the  carbonic 
oxide,  and  the  powders  are  ignited.  The 
explosion  with  potassium  chlorate  may  bo 
represented  by : 

3HgC,NjOj+2KaO,-2KCl+3Hg-f6C08+3Nj 

A  mixture  of  22*3  p.c.  potassium  chlorate 
and  77*7  p.c.  mercury  fulminate,  i.e.  in  the  pro- 
portion required  for  the  oxidation  of  the  caroon 
to  carbon  dioxide,  f^ives  by  its  explosion  706 
cals.  (mercury,  liquid)  or  663  cals.  (mercury, 
gaseous)  per  1  kgm.  of  mixture.  The  volume  of 
gases  (at  0^  and  760  mm.)  produced  is  183  litres 
per  1  ^m. — less  than  with  the  fulminate  alone  ; 
the  theoretical  pressure  is  very  nec&  that  of 
pure  fulminate.  The  chlorate  renders  the  mix- 
ture very  sensitive  (Berthelot). 

Percussion  caps  were  invented  by  Egg  in 
1816,  Forsyth  having  suggested  the  percussion 
system  of  ignition  iti  1807.  The  cap  sheUs  are 
small  closed  cylinders  usually  of  pure  copper. 
In  the  early  caps,  pure  fulminate  was  used 
agglomerated  by  means  of  wax  or  an  aqueous 
solution  of  gum. 

In  later  igniting  compositions,  mercury 
fulminate  and  potassium  chlorate  were  mixed 
with  other  combustible  substances,  such  as 
antimony  sulphide,  sulphur,  and  mealed  powder, 
to  increase  the  size  of  the  flame  and  ensure 
ignition  of  the  powder.  Powdered  glass  is 
fiequently  added  to  increase  the  frictional 
surfaces  and  sensitiveness  of  the  composition. 
The  best  ignitinz  composition  for  any  particular 
composition  and  form  of  propellant  has  largely 
to  be  found  by  experiment. 

A  cap  composition  must  not  be  too  slow  nor 
too  rapid  in  its  rate  of  burning.  If  too  slow, 
much  of  the  heat  of  combustion  may  be  con- 
veyed to  the  metal  parts  and  irregular  ignition 
of  the  propellant  or  even  miss-fires  may  occur ; 
and,  on  the  other  hand,  if  too  rapid  the  charge 
of  propellant  is  disturbed  and  uneven  ignition 
ana  irregular  firing  results  are  obtained.  There 
should  oe  a  certain  proportion  of  solid  in- 
gredients of  high  specific  heat  in  the  combustion 
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products,  in  order  to  make  ignition  certain.  To 
secure  regularity  of  ignition,  the  ingredients  of 
the  composition  should  be  of  even  size  and  well 
mixed. 

Aluminium  powder  has  been  suggested  by 
Brownsdon  (Eng.  Pat.  23366,  1904)  as  an 
addition  to  increase  the  strength  of  cap  com- 
position, the  metal  being  either  mixed  with  the 
other  ingredients  or  pressed  in  a  layer  on  the 
surface.  Zieger  (Eng.  Pat.  14583, 1900)  suggests 
barium  nitrate,  with  a  little  barium  carbonate, 
as  a  substitute  for  the  potassium  chlorate :  the 
products  are  said  to  act  less  corrosively  on  the 
gun-barrel,  and  the  carbonate  is  said  to  give 
stability  to  the  mixture. 

For  black  gunpowder,  the  English  Service 
cap  composition  was  a  mixture  of  37*5  p.c. 
merctiry  fulminate,  37*5  p.c.  potassium  chlorate, 
ftnd  25  p.c.  antimony  sulphide,  with  in  some 
oases  12*5  p.c.  ground  glass,  the  charge  being 
0*22  to  0-25  fprain  per  cap.  A  mixture  of 
similar  composition  was  used  by  most  other 
countries. 

For  smokeless  powders,  which  are  more 
difficult  of  ignition,  a  slower  mixture  with  a 
longer  flame  is  necessary.  The  Service  com- 
position for  cordite  smidl-arm  ammunition  is 
composed  of  19*05  p.c.  mercury  fulminate, 
33*33  p.c.  potassium  chlorate,  42*86  p.c.  anti- 
mony sulphide,  and  2*38  p.c.  each  sulphur  and 
meafod  powder.  The  charge  per  cap  is  0*6 
grain.  Barium  nitrate  now  replaces  a  large 
proportion  of  the  potassium  chlorate  in  many 
oommercial  cap  compositions,  a  suitable  com- 
position being  40  p.c.  mercury  fulminate,  39  p.c. 
barium  nitrate,  7  p.o.  potassium  chlorate,  and 
14  p.c.  antimony  sulphide.  The  ingredients, 
other  than  fulminate,  are  usually  ground  so  that 
they  pass  a  120-mesh  sieve,  but  it  is  desirable 
dso  tnat  they  should  not  contain  much  dust,  or 
the  sensitiveness  of  the  composition  may  be 
seriously  lowered.  The  presence  of  ffrit,  such 
as  is  frequently  present  in  commercial  samples 
of  antimony  sulphide,  has  a  marked  effect  in 
increasing  tne  sensitiveness  of  these  compositions. 

Mixing  cap  compositions. — ^The  ingredients  of 
cap  compositions  were  formerly  mixed  in  a 
wooden  mortar  for  some  hours,  after  wetting 
with  an  aqueous  solution  of  gum  arable  or  an 
alcoholic  solution  of  gum  benzoin,  or  were  mixed 
by  hand  on  paper  and  afterwards  sifted.  The 
ingredients  are  now  usually  mixed  dry.  In 
England  and  France,  a  so-called  *  jelly  l>ag '  is 
used ;  this  is  a  conical  silk  bag  with  rows  of 
indiarubber  rings  strung  on  cords  passing  from 
top  to  bottom.  The  contents  are  mixed  to- 
gether by  working  the  bag  up  and  down  by 
means  of  a  cord  fastened  to  the  apex  of  the  bi^. 
The  mixing  onlv  takes  a  few  minutes.  In 
Germany,  a  similar  principle  is  used,  but  the 
mixer  is  saucer-shaped  and  contains  india- 
rubber  balls. 

Charging  the  caps. — At  one  time  the  caps 
were  charged  with  the  wet  composition  by 
hand,  but  now  the  charging  is  always  done  by 
a  machine.  The  composition  in  the  cap  shells 
is  compressed  by  a  pressure  of  about  1000  lbs. 
per  square  inch,  and  then  covered  with  shellac 
varnish  or  a  tinfoil  disc,  or  sometimes  both. 

Proof. — ^The  usual  proof  of  caps  comprises 
the  microscopic  and  analytical  examination  of 
the     composition,     photographing     the     flash, 


detonating  in  a  cavity  in  a  lead  bar  and  measur- 
ing the  enlaigement  of  the  cavity  and  noting  ' 
the  comminution  of  the  cap  shell,  and  a  flring 
proof  when  made  up  into  cartridges.  In 
special  examinations,  determinations  are  made 
of  the  total  heat  of  combustion,  temperature, 
and  duration  of  the  flash,  the  volume  of  gaseous 
products  and  their  relation  to  the  solid  product 
of  combustion,  &c.  (For  details,  see  papers  by 
Brownsdon,  J.  Soc.  Chem.  Ind.  1906,  381 ;  and 
Borland,  vbid.  1906,  241.) 

Detonators  may  be  fired  electrically  or  by 
the  flame  from  a  fuse,  and  the  construction 
varies  accordingly,  but  the  detonating  com- 
position is  contained  in  what  are  practically  long 
percussion  caps  made  generally  oi  copper. 

The  charge,  as  in  the  case  of  caps,  was  at 
one  time  pure  fulminate,  and  is  at  tne  present 
time  in  many  Service  detonators,  but  a  mixture 
of  fulminate  with  potassium  chlorate,  and  some- 
times other  ingreoients,  such  as  gunootton,  is 
now  usually  used  in  industrial  detonators.  The 
mixtures  contain  80  to  90  p.o.  mercury  ful- 
minate ;  80  p.c.  fulminate  is  common  in  England, 
90  p.c.  in  the  United  States. 

Hagen  (Zeitsch.  Ges.  Schiess-  u.  Sprengstoff- 
wesen,  1912,  201,  &c.)  states  that  the  addition 
of  potassium  chlorate  increases  the  detonative 
efficiency  of  mercury  fulminate,  owing  to  the 
increased  heat  and  gas  pressure  product ;  but 
Wdhler  (Zeitsch.  angew.  Chem.  1911,  209)  is 
of  the  opinion  that  the  increase  of  total  eneigy 
resulting  from  the  addition  of  the  chlorate  is 
more  than  counterbalanced  by  the  decrease  in 
the  velocity  of  detonation.  Storm  and  Cope 
(U.S.  Bureau  of  Mines,  Tech.  Paper  125,  1916), 
by  practical  experiments  in  their  sand  bomo 
apparatus,  founa  that  80 :  20  fulminate-chlorate 
mixture  had  greater  detonative  power  than  the 
90 :  10  mixture,  and  that  the  latter  in  turn  is 
superior  to  mercury  fulminate  alone.  For 
example,  for  complete  detonation  of  0*4  gram  of 
*  tetryl,*  0*35  gram  of  mercury  fxdminate,  0*30 
gram  of  90 :  10,  or  0*275  gram  of  80 :  20,  ful- 
minate-chlorate mixture  is  required.  If  the 
detonating  composition  be  compressed  very 
highly  in  detonators  it  simply  bums  on  contact 
with  flame,  but  within  the  Umits  of  compression 
used  in  commercial  detonators  the  denee  of 
compression  has  little  or  no  effect  on  the  detona- 
tive power.  The  presence  of  0*75  p.c.  moisture 
in  the  chai^ge  of  a  detonator  filled  with  90 :  10 
composition  was  found  to  have  practically  no 
effect  on  its  detonating  efficiency.  Tests  by 
Taylor  and  Cope  (U.S.  Bureau  of  Mines,  Tech. 
Paper  162,  1917),  carried  out  with  mixtures  of 
mercury  fulminate  with  various  oxygen  carriers, 
did  not  show  any  relationship  Mtween  the 
priming  efficiency  of  the  mixtures  and  any 
property  of  the  oxidising  salt ;  they  all  gave 
equally  efficient  mixtures.  They  found  mercury 
fulminate  to  be  more  efficient  as  a  detonating 
agent  when  uncompressed  than  when  com- 
pressed, whereas  the  efficiency  of  detonators 
containing  lead  azide  increased  with  the  loading 
pressure.  They  conclude  that  the  detonating 
efficiency  of  an  explosive  depends  on  two 
factors,  an  intensity  or  quickness  factor,  depend- 
ing on  the  acceleration  of  the  explosive  reaction, 
and  a  capacity  factor,  the  *  strength  '  of  the 
explosive  as  measured  by  the  sand  bomb 
apparatus,  the  intensity  factor  being  the  more 
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important,  ^ver  acetylide  has  low  detonating 
power,  but  increases  the  efficiency  of  mercury 
fulminate,  probably  due  to  the  low  *  strength  * 
but  ffreat  *  quickness  *  of  its  explosion. 

The  property  of  detonating  another  explosive 
does  not  depend  merely  on  the  violence  of  an 
explosive,  for  Abel  found  that  0*32  gram  of 
mercury  fulminate  would  detonate  guncotton, 
whereas  ten  times  the  weight  of  the  more 
violent  nitrogen  chloride  was  required.  To 
explain  the  value  of  an  explosive  in  initiating 
detonation  in  .other  explosives,  Abel  (Compt. 
rend.  1874,  1228)  advanced  his  theory  of  wave 
synchronism  or  sympathetic  vibration.  Wohler 
and  Matter  (Zeitsch.  Qes.  Schiess-  u.  Spreng- 
stoffwesen,  1907,  181,  Ac),  in  the  case  of 
mercury  fulminate,  attributed  its  value  as  a 
detonant  to  the  pressure  produced  by  the 
kinetic  eneigy  of  the  molecules,  that  is,  that 
it  is  due  primarily  to  the  rate  of  detonation  and 
density  of  the  fulminate,  and  secondarily  to  the 
gas  volume  and  heat  evolved.  Nobel  attributed 
this  property  of  fulminate  to  the  very  intense 
shock  or  pressure  instantaneously  set  up  on  its 
explosion,  and  Berthelot^  as  mentioned  when 
considering  the  properties  of  mercury  fulminate, 
adopted  the  same  view,  but  also  called  attention 
to  the  contributing  fact  that  the  products  of 
explosion  undei*go  little,  if  any,  dissociation.  It 
is  certain  that  velocity  of  detonation  and  power, 
or  total  eneigy,  alone  do  not  -determine  the 
value  of  an  explosive,  as  a  detonant,  otherwise 
nitroglycerin  and  blasting  gelatin  would  fiave 
greater,  instead  of  far  less,  detonating  value  than 
mercurv  fulminate,  and  mercury  fulminate 
would  have  sreater  value  than  its  admixtures 
with  an  oxidising  salt.  It  is  probable  that  all 
these  factors  are  contributory  to  the  property 
of  initiating  detonation,  and  considering  the 
high  value  of  this  property  of  silver,  mercury, 
and  lead  compounds,  fulminates,  azides,  picrates, 
and  acetylides,  it  stUl  seems  that  Abel's  original 
theory,  or  something  analogous  to  it,  is  not 
entirely  to  be  neglected. 

The  detonators  are  charged  and  the  charge 
compressed  as  with  caps,  except  that  detonators 
are  i^ually  compressed  singly,  owing  to  the 
strength  of  the  charge.  A  pressure  of  about 
4000  lbs.  per  square  inch  is  used,  giving  the 
fulminate  or  mixture  a  density  of  2*8.  The 
ingredients  should  be  even  in  size  and  well 
mixed  to  act  efficiently. 

The  following  detonators  are  used  : — 

Description^.  123  45678 
Charge,  grams  .  03  0-4  0-64  0-65  08  lO  1-6  2 

They  vary  in  length,  from  16  to  45  mm.,  and  in 
diameter  from  6-6  to  6*8  mm. 

To  obtain  the  full  effect  from  a  detonating 
explosive,  a  detonator  of  sufficient  power  is 
necessary.  A  No.  3  detonator  is  sufficient  for 
ordinary  dynamite,  but  for  the  modem  safety 
explosives,  such  as  those  of  the  ammonium 
nitrate  class,  at  least  a  No.  6  detonator  is 
necessary  for  effective  detonation  of  the  explo- 
sive. 

As  a  detonating  composition  for  high 
explosives,  which  can  be  fired  with  safety  in 
shells,  Maxim  (Eng.  Pat.  18682,  1894)  proposes 
a  mixture  of  75  to  85  p.c.  of  mercury  fubnmate 
with  15  to  25  p.c.  of  a  blasting  gelatjn^  composed 
of  75  to  85  p.c.  of  nitroglycerin  and  15-25  p.c.  of 


collodion  cotton.  The  admixture  is  aided  by 
the  use  of  acetone,  and  to  decrease  the  sensitive- 
ness the  mixture  is  sometimes  made  of  a  spongy 
nature  by  blowing  air  through  it  whilst  it  is  in 
a  syrupy  condition,  or  nitrobenzene  may  be 
added. 

Otiier  igniting  and  detonating  eompo&itions. 
Many  mixtures,  frequently  not  containing  mer- 
cury fulminate,  have  been  from  time  to  time 
suggested.  The  drawback  to  fuhninato  cap 
compositions  is  that  the  merotiry  in  the  com- 
bustion products  attacks  the  metal  of  the 
cartridge  cases,  causing  them  to  crack  and  be 
unfit  for  further  recharging.  Early  mixtures 
containing  guncotton  and  potassium  chlorate, 
lead  picrate,  Ac,  were  not  very  successful. 
Mixtures  of  mercury  or  lead  thiooyanate  with 
potassium  chlorate,  and  of  meroury  or  lead 
ohromate,  meroury  fulminate,  antimony  sul- 
phide, and  powdered  glass  have  been  proved 
efficient  with  certain  sporting  powders.  A 
mixture  of  82*8  p.c.  of  meroury  fulminate  and 
17*2  p.c.  of  ammonium  perohbrate  was  suggested 
by  Alvisi  (U.S.  Pat.  707493,  1902).  It  was  pro- 
posed by  Bielefeldt  (Eng.  Pat.  20133,  1900)  to 
substitute  all  or  part  of  the  meroury  fulminate 
in  detonating  composition  by  picric  acid,  nitro- 
naphthalene,  nitrocellulose,  &c.  With  safety 
explosives,  he  also  su^ested  the  addition  of 
aluminium  nitrate.  Wohler  (Eng.  Pat.  21065, 
1900)  proposed  the  use  of  high  nitro  derivatives, 
such  as  trinitrotoluene ;  and  Gehre  (Eng.  Pat. 
19402,  1905)  suggested  di-  or  tri-nitromesilylene, 
and  di-  or  tri-nitropseudocumene.  A  little  ful- 
minate is  necessary  to  ensure  detonation,  but 
with  trinitrotoluene  not  more  than  one-tenth  of 
the  usual  quantity.  Trinitrotoluene  detonators 
are  verv  largely  used  in  Germany,  and  the 
Rheinsch-Westfalische  Gesellschaft  have  pa- 
tented the  use  of  tetranitromethylaniline,  or 
*Tetryr  (Eng.  Pat.  13340,  1905).  Swope 
(U.S.  Fat.  1194095,  1916)  suggests  a  compressed 
mixture  of  nitrocellulose,  or  other  nitrocarbo- 
hydrate,  a  thiocyanate,  and  a  chlorate  as  a 
priming  or  detonating  composition. 

As  substitutes  for  merourv  fulminate, 
Angeli  (Fr.  Pat.  327892,  1902)  proposed  the 
barium,  strontium,  or  calcium  salts  of  the 
hydroxamic  acids ;  Wdhler  (Ger.  Pat.  196824, 
1907)  proposed  the  azides  of  silver,  meroury, 
or  other  neayy  metal;  it  is  claimed  that  a 
smaller  quantity  of  these  substances  is  necessary. 
Hyronimus  (Enff.  Pat.  1819,  1908)  suggested  the 
use  of  lead  azidfe.  The  azides  are  coming  into 
increasing  use  for  igniting  and  detonating  com- 
positions. The  Winchester  Repeating  Arms 
Co.  (U.S.  Pat.  1174669,  1916)  suggest  a  mixture 
of  lead  azide,  a  nitro  compound,  such  as  nitro- 
cellulose, and  a  substance  such  as  an  alkaline 
azide,  which  leaves  an  alkaline  residue  on 
ignition;  and  Buell  (U.S.  Pat.  1184316,  1916) 
suggests  sodium  azide,  with  or  without  potassium 
chlorate,  and  antimony  sulphide  as  an  igniting 
charge.  Herz  proposed  nitrodiazobenzene  per- 
chlorate  (Fr.  I>at.  450897,  1913),  and  Von 
Girsewald  (J.  Soc.  Chem.  Ind.  1912,  1058) 
suggested  hexamethylenetriperoxidediamine  as 
detonating  agents.  They  both  have  great 
efficiency,  being  decidedly  superior  to  meroury 
fulminate  or  lead  azide,  but  they  are  gradually 
and  progressively  decomposed  by  the  moisture 
in  the  atmosphere  on  storage.     Buckard  (Eng. 
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Pat.  16405,  1914)  su^eete  their  use  in  compoeite 
detonators,  in  which  these  substances  are 
primed  and  further  protected  by  an  igniting 
charge  of  cap  composition.  The  tetranitrate  of 
pentikerythntol  is  suggested  by  Stettbacher 
(Zeitecli.  Gess.  Schiess-  u.  S^rengstoffwesen, 
1016,  11)  as  suitable  for  use  m  primers  and 
detonators. 

Mixtures,  without  fulminate,  containing 
aluminium,  have  been  proposed  by  Fiihrer  (Eng. 
Pat.  2755,  1901,  and  24812,  1902),  Bielefeldt 
(Eng.  Pat.  7148,  1901),  and  von  Dahmen  (U.S. 
Pat.  702357,  1902),  but  these  mixtures  require 
very  strong  confinement  to  be  effective ;  the 
Westfalisch  -  Anhaltische  Sprengstoff  Actien- 
Geeellschaft  have  patented  mixtures  without 
fulminate,  containing  potassium  chlorate  with 
mono-,  di-,  or  tri-nitrocresol,  &c. ;  and  Biele- 
feldt (En^.  Pat.  23889,  1901)  suggests  a  mixture 
of  potassium  chlorate  with  trinitronaphthalene. 

Compoaiie  ddonators,  in  which  the  main 
base  chaive  is  tetryl,  trinitrotoluene,  or  other 
nitro-  Ixxfy  or  organic  nitrate,  primed  by  mer- 
ourv  fulmmate,  a  fulminate-chlorate  mixture, 
or  lead  azide,  are  now  used  very  largely  instead 
of  a  heavy  charge  of  mercury  fulminate.  For 
example,  a  base  charge  of  0*32  gram  of  tetryl 
primed  with  about  0*32  gram  of  a  9  to  1  ful- 
minate-chlorate mixture  will  make  a  detonator 
of  about  No.  6  power,  and  so  effect  considerable 
saving  of  the  expensive  mercury  fulminate.  In 
reinforced  deUmalors  an  inner  perforated  metal 
shell  is  pressed  down  over  the  cnarge. 

Efficiency. — ^Detonante  have,  by  their  effect 
when  detonated  on  a  lead  plate,  been  placed  in 
the  following  order  of  efBciency  as  regards  their 
value  as  initial  detonante  for  other  explosives, 
by  Wohler  and  Mauer  (Zeitsch.  Ges.  Schiess-  u. 
Sprengstoffwesen,  1907,  265) :  silver  azoimide, 
mercury  fulminate,  trimercuraldehyde  and  a 
perchlorate,  trimercuraldehyde  and  a  chlorate, 
oiazobenzene  nitrate,  nitrogen  sulphide,  sodium 
fulminate,  and  mercury  nitromethane.  Wohler 
and  Matter  (Zeitsch.  Ges.  Schiess-  u.  Sprengstoff- 
wesen, 1907,  245)  found  that  the  detonative 
power  of  a  detonating  charge  depends  on  the^ 
conditions  of  use,  especially  on  the  area  of  con- 
tact surface  between  the  detonator  and  the 
explosive.  By  trial  with  a  No.  8  detonator,  the 
2-gram  charge  of  which  was  compressed  at 
pressures  from  100  to  2000  kgms.  per  square 
cm.,  they  found  at  first  a  decrease  m  the  size 
of  the  cavity  in  the  lead  block  test,  with  increased 
loading  density,  but  still  higher  densities  of 
loading  give  no  difference  in  result. 

The  sand  bomb  test  (see  p.  95)  is  an  excellent 
method  for  comparing  the  efficiency  of  detona- 
tors. 

Othxb  Explosivb  Gomfounds. 

Nitrostarch.  Braconnot  and  Pelouze  first 
nitrated  starch  at  the  same  time  as  cellulose, 
the  explosive  product,  like  nitrocellulose,  being 
originally  called  *xyloIdin.*  Attempts  to  use 
nitrostarch,  from  time  to  time,  for  explosive 
work  failed,  partly  owinff  to  the  instability  of 
the  product,  and  partly  because,  owinc  to  the 
difficulty  in  nitration,  the  product  had  a  con- 
siderably smaller  nitrogen  content  than  nitro- 
cellulose. 

Braconnot  and  Pelouze  carried  out  the 
nitration  with  nitric  acid  alone.     Uchatius  first 


used  a  mixture  of  nitric  and  sulphuric  acids. 
In  his  process  the  starch  was  not  added  directly 
to  the  acid  mixture,  as  it  clotted  together  and 
resisted  nitration,  but  was  dissolved  in  8  parts  of 
cooled  fuming  nitric  acid  and  the  syrupy  solu- 
tion poured,  with  stirring,  into  16  parts  of  con- 
centrated sulphuric  acid.  The  mixture  was 
allowed  to  stand  for  12  hours,  washed,  boiled  with 
a  solution  of  sodium  carbonate,  and  dried  at  60°. 

The  product  was  a  white  powdsr  insoluble 
in  water  and  alcohol,  but  soluole  in  ether.  It 
was  very  hygroscopic  and  readily  decomposed 
spontaneously,  doubtless  because  of  insufficient 
purification.  It  ignited  at  about  175*^,  and  was 
very  explosive. 

Later,  in  America,  Volney  succeeded  in 
nitrating  starch  directly  in  cold  mixed  acids  by 
using  a  special  stirring  apparatus. 

The  Actien-Gesellschait  Dynamit  Nobel,  in 
1891,  patented  the  use  of  nitrostarch  in  smoke- 
less powders  (Eng.  Pat.  6129,  1891),  and  pre- 
parea  it  on  the  manufacturing  scale.  The 
method  of  preparation  is  similar  to  that  of 
Uchatius.  The  well-dried  starch  is  first  dis- 
solved in  10  parts  of  nitric  acid,  of  1*5  sp.gr.,  in 
a  special  apparatus  of  lead,  in  which  the  mixture 
is  well  circulated  bv  means  of  a  paddle  stirrer, 
and  kept  well  cooled  by  means  of  inner  and 
outer  water-jackets.  When  all  the  starch  is 
dissolved,  the  solution  is  introduced  as  a  spray 
from  an  *  atomiser  *  into  five  times  its  weight  of 
mixed  acids,  as  a  rule  waste  acids  from  nitro- 
glycerin manufacture,  containing  70  p.c.  HtSO«, 
10  p.c.  HNO,,  and  20  p.c.  HsO.  The  nitro* 
starch  is  precipitated  as  a  fine  powder,  and  ia 
retained  on  a  filter  of  guncotton  between  two 
perforated  plates,  when  the  waste  acids  are  run 
off  from  the  bottom  of  the  vessel.  The  acid  is 
pressed  out,  and  the  cake  of  nitrostarch  stirred 
m  water  until  neutral.  The  product  is  treated 
for  24  hours  with  a  5  p.c.  solution  of  sodium 
carbonate,  and  finally  stabilised  by  soaking  in  a 
solution  of  aniline.  The  finished  cake  contains 
about  23  p.c.  water  and  1  p.c.  aniline.  The 
nitrostarch  so  obtained  is  a  mixture  of  mono-, 
di-,  and  tetra-nitrates,  when  related  to  G^fit^^m 
as  the  molecule  of  starch — that  is,  up  to  and 
mainly  Ci2Hi«0«(NO,)4,  containing  11*11  p.c. 
nitrogen.  It  is  readily  soluble  in  nitroglycerin, 
even  in  the  cold,  and  forms  gelatinous  to  waxv 
solids  when  sufficient  of  the  mtrostarch  is  added. 

The  penta-  and  hexa-  nitroetarcbes,  on  the 
same  basis,  have  been  prepared  by  Miihlh&usen 
(Dingl.  poly.  J.  1892,  137).  Penianitrostarch 
Ci|Hi»05(N0,)„  containing  12'76  p.c.  nitrogen, 
was  prepared  by  adding  cuy  starch  to  twenty 
times  its  weight  of  a  mixture  of  1  part  of  nitric 
acid,  sp.gr.  1*5,  and  3  parts  of  sulphuric  acid, 
sp.gr.  1*8.  The  product,  stabilised  in  the  usual 
way,  was  freed  from  the  tetranitrate  by  dis- 
solving in  ether-alcohol  and  distilling  off  the 
ether.  The  tetranitrate  remained  in  solution 
in  the  alcohol,  and  the  pentanitrate  was  precipi- 
tated. Hexaniirostarch  Ci,Hi404(NO,)„  con- 
taining 14*14  p.c.  nitrosen,  was  prepared,  mixed 
with  uie  pentanitrate,  l)y  dissolving  dry  starch 
in  ten  times  its  weight  of  nitric  acid,  sp.gr.  1  *5, 
standing  24  hours,  and  pouring  the  solution  into 
five  times  its  weight  of  sulphuric  acid,  sp.gr.  1*77. 
A  nitrostarch  containing  16*5  p.c.  nitrogen, 
corresponding  to  an  octonitraie  of  the  composition 
CisHi202(NO,),,  was  prepared  by  Hough  in  the 
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United  States  in  1904  (U.S.  Pat.  751076,  1904) 
by  injecting  dried  maize  starcli  below  the  siuface 
of  an  acia  miztoie  consisting  of  3  parts  of 
strong  nitric  acid,  2  parts  of  strong  sulphuric 
acid,  and  sufficient  Nordhausen  sulfuric  acid, 
containing  40  p.a  SO,,  to  give  an  excess  of  2  to 
3  p.c.  of  unhydrated  SO,.  The  temperature  is 
kept  at  7**  to  10%  and  Nordhausen  acid  is  added 
daring  the  nitration  to  keep  up  the  strength  of 
the  miztuTOL  The  nitrated  starch  is  filter^  o£f, 
washed,  and  treated  with  hot  dilute  ammonia 
to  dissolve  out  lower  nitrates  and  stabilise  the 
product.  The  final  product  is  an  orange- 
c(4oured  powder,  soluble  in  ether-alcohol. 
Subsequently,  Hohnes  (U.S.  Pat.  779422,  1906) 
stabilised  the  product  by  dissolying  in  a  mixture 
of  alcohol  ana  acetone,  and  then  evaporating  off 
the  acetone.  The  impurities  and  lower  nitrates 
remain  in  solution  in  the  alcohol. 

This  nitrostaich  is  used  in  several  American 
smokeless  powders,  and  was  also  for  a  time 
tried  as  a  constituent  in  a  U.S.  Service  powder. 

The  production  of  so  highly  nitrated  a  starch 
as  claimed  by  Hough  has  been  questioned  by 
Beri  and  Butler  (Zeitsch.  ees.  Schiess-  u.  Spreng- 
stofiFw.  1910,  82).  Using  Hough's  metho^  they 
failed  to  obtain  a  product  With  a  higher  nitrogen 
content  than  13*44  p.c.  A  stable  nitrostarch 
containing  14  p.c.  nitrogen  was  prepared  by 
Will  and  Lenze  (Ber.  1898,  68)  by  dissolving 
dried  starch  in  cold  nitric  acid  of  sp.gr.  1*62, 
standing  for  24  hours,  and  gradually  adding 
sulphnnc  acid.  The  product  was  washed  with 
water,  then  cold  alcohol,  and  finally  hot  alcohol, 
and  further  purified  by  dissolving  in  a  mixture 
of  acetone  and  alcohol,  and  precipitating  by 
evaporating  off  the  acetone.  The  ignition-point 
of  the  product,  194%  was  considerably  higher 
than  those  of  the  eariier  products  of  the  Nobel 
Co.,  and  of  Hough,  which  ranged  from  120^ 
to  176% 

Properties. — ^Nitrostarch  is  a  white  powder, 
readily  soluble  in  acetone  and  ethyl  acetate,  but 
all  preparations  ar^  not  soluble  in  ether-alcohol. 
It  is  soluble  in  nitroglycerin,  but  does  not 
gelatinise  it  as  collodion  cotton  does.  Berl  and 
Butler  (/.r.),  by  comparing  the  viscosities  of  the 
solutions  in  acetone,  showed  that  the  molecular 
complexity  of  nitrostarch  is  very  small  as  com- 
pared with  that  of  nitrocellulose,  which  explains 
the  non-gelatinisation  of  nitroglycerin.  Sapo- 
shinkoff  (J.  Russ.  Phys.  Chem.  Soc.  1903,  126), 
by  boiUng-point  determinations  of  solutions  in 
acetone,  concluded  that  the  molecular  weight  of 
nitrostarch  containing  13*4  p.c.  nitrogen  corre- 
sponds to  a  0,, formula. 

Besides  being  more  difficult  to  manufacture 
and  less  stable  than  nitrocellulose,  nitrostarch 
is  decidedly  more  hygroscopic,  but  its  manu- 
facture has  been  improved,  and  many  suggestions 
have  been  made  for  its  use  in  explosives,  especi- 
afly  in  the  United  States.  A  more  stable 
product,  for  example,  is  stated  by  Sadtler 
(U.S.  Pat.  1211761,  1917)  to  be  obtained  by 
preliminarv  treatment  of  the  starch  with  a 
solution  o£  caustic  soda,  and  then  with  nascent 
oxygen,  to  swell  the  grains  and  remove  im- 
purities. After  nitration,  the  first  stabilisation 
IS  carried  out,  as  has  been  found  best  with 
nitrooeOulose,  by  boiling  the  product  in  the 
presence  of  a  small  amount  of  residual  acid. 
Some  mixtures  that  have  been  suggested  are : 


Pieters  (U.S.  Pat.  1048578,  1912),  a  blasting 
explosive  containing  20  p.a  nitrostareh,  76  p.c. 
ammonium  nitrate,  4  p.o.  nitrobenzene,  and 
1  p.c.  asphalt ;  Bronstein  and  Waller  (U.S.  Pat. 
1188244,  &c.,  1916),  several  explosives  con- 
sisting of  mixtures  of  nitrostareh  with  ammonium 
nitrate,  barium  nitrate,  trinitrotoluene,  and 
sulphur;  and  Treese  (U.S.  Pat.  1266976,  1918), 
a  blasting  explosive  containing  26  p.c.  nitro- 
stareh, 11  p.c.  potassium  nitrate,  22  p.c.  potas- 
sium chlorate,  13  p.c.  yellow  wax,  7  p.c.  soup 
stock,  and  21  p.c.  sulphur. 

Nitrodeztrin,  prepared  similarly  to  nitro- 
stareh, has  been  proposed  for  use  with  am- 
monium nitrate  in  safety  explosives,  mixed  with 
a  littie  resin. 

Niiromannite  or  NilromannUol,  a  nitric  ester 
0«Hg(NO,)g,  prepared  by  the  action  of  the  usual 
mixed  acids  on  tne  hexahydrio  alcohol  mannitol, 
extracted  from  manna,  the  dried  sap  of  the 
manna  ash  {Frtannue  Omtts)  (Linn.).  The 
nitrated  product,  after  being  well  washed,  and 
dried  at  40°,  crystallises  from  ether  or  alcohol 
in  needle-shapea  crystals,  which  are  insoluble 
in  water.  It  is  a  very  sensitive  and  highlv 
explosive  compound,  exploding  at  about  300  , 
and  has  been  suggested  as  a  substitute  for 
meroury  fulminate.  It  is  more  sensitive  to 
friction  and  shock  than  nitroglycerin,  and  nearly 
as  powerful  and  local  in  its  effects  as  fulminate. 
It  is  stable  when  thoroughly  purified,  but  this 
purification  is  difficult  to  obtain  on  the  large 
scale,  and  the  product  is  usually  very  liable  to 
spontaneous  decomposition. 

Nitrosugare.  ^tiro«icc^ro5e,nitro-canesugar9 
or  *  fulminating  sugar,*  was  first  obtained  by 
Schonbein,  by  nitrating  cane  sugar  with  a 
mixture  of  1  part  of  strong  nitric  acid  and  2  parts 
of  strong  sulphuric  acid  at  12"",  washing,  and 
dnring.  It  is  a  white,  amorphous  powder, 
soluble  in  water,  alcohol,  and  ether.  On  gentiy 
heating,  it  softens,  and  can  be  kneaded,  but  on 
strongly  heating,  it  explodes  violently.  It  is 
very  sensitive  and  has  been  proposed  for  use  in 
pereussion  caps.  It  is,  however,  deliquescent, 
and,  as  prepared  up  to  thepresent,  very  unstable. 
Ck)cking  and  Kynoch  Expl.  Co.  (Eng.  P^t. 
2836,  1911)  suggest  the  nitration  of  a  solution 
of  20  parts  of  cane  sugar,  or  invert  sugar,  in  80 
parts  glycerol,  with  an  anhydrous  mixture  of 
64  parts  of  sulphuric  acid,  and  46  parts  of  nitric 
acia.  The  manufacture  is  carried  out  as  with 
nitroglycerin,  but  more  thorough  washing  is 
necessary  for  complete  stabilisation.  The  pro- 
duct is  given  successively  2  washings  with  water, 
6  with  a  2  p.c.  solution  of  sodium  carbonate, 
and  2  final  washings  with  a  0*2  p.c.  solution  of 
sodium  carbonate,  all  at  40°.  The  nitrated 
mixture  is  suggested  for  replacing  nitroglycerin 
in  blasting  gelatin,  gelatin  dynamite,  and 
gelignite.  Nitrolaciose  is  similar  to  nitro- 
saccharose,  but  can  be  crystallised  from  its 
solution  in  alcohol  or  ether.  It  has  similar 
violently  explosive  properties,  and  is  equaUv 
sensitive  and  unstable.  Nilroglucose,  with 
vegetable  fibre  and  potassium  chlorate  and 
nitrate,  is  a  constituent  of  KeiVs  explosive^  and 
solid  and  liquid  nitro  products,  obtained  from 
molasses,  have  also  been  proposed. 

Oiher    nitro    exflosiveSt    prepared    by    tlle^ 
nitration  of  a  great  variety  of  organic  substance^ 
such  as  wood,  flax,  hemp,  jute,  gelatin,  resin. 
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ooal,  &c.,  have  been  prepared,  and  several  have 
been  already  mentionecl  as  constituents  of 
various  explosive  mixtures. 

Amino,  and  amino-niiro  exvloeive  com- 
pounds. Ammonium  nitrate  may  be  considered 
as  the  simplest  of  the  amino-nitro  compounds. 
Olveocoll  nitrate,  the  nitrate  of  aminoacetio 
aoid,  has  been  used  in  a  propellant,  and  good 
Insults  obtained.  Its  explosion  may  be  repre- 
sented by: 

CH,(NH,)-COOHHNO,=3H,04-2CO+N, 

and  its  explosion  constants  have  been  compared 
with  those  of  picric  acid  by  de  la  Roque  (Rev. 
de  Chem.  indus.  11,  6).  The  Westfalish-Anhalt- 
Sprengptoff.  A.  G.  (Ger.  Pat.  203190,  1907) 
suggested  the  dinitrodialkylamideB  for  use  in 
explosives.  The  nitrates  of  the  aromatic  amines, 
like  aniline  nitrate,  are  used  as  constituents  (for 
example,  Geipek  (Fr.  Pat.  341021,  1904)  mixes 
the  latter  with  ammonium  nitrate),  but  they  do 
not  contain  sufficient  oxygen  to  form  explosives 
by  themselves.  Hermann  (Ger.  Pat.  176072, 
1906)  proposes  condensation  products  of  form- 
aldehyde and  the  aromatic  amines. 

Picramic  acid  and  the  picranuttes,  and  the 
corresponding  reduction  products  of  trinitro- 
crasol,  were  proposed  by  Turpin  in  potassium 
nitrate  mixtures  (Fr.  Pat.  185034,  1887). 
Glaessen  (Fr.  Pat.  356696,  1905)  proposed 
tetranitromethylaniline  and  the  ethyl  com- 
pound, as  detonatinff  explosives,  and  Will 
(U.S.  Pat.  827768, 1906)  uses  the  same  compound 
mixed  with  mercury  fulminate.  Nitramines  of 
the  anthraquinone  series  of  various  degrees  of 
nitration  and  explosibility  have  been  suggested 
by  SchoU  (Ber.  1904,  4427),  and  von  Schroetter 
(£ng.  Pat.  8166,  1907)  proposed  hexanitrodi- 
phenylamine  and  its  salts,  alone  or  in  mixtures. 
Nitro  derivatives  of  the  condensation  products 
obtained  by  heating  primary  aromatic  amines 
with  oxalic  add,  ana  the  nitro  derivatives  of 
aromatic  diamines,  such  as  pentanitrodimethyl- 
metaphenylenediamine,  have  been  claimed  by 
the  Soo.  Anon.  d'Explosifs,  &c.  (Fr.  Pat.  391106 
and  391107,  1907). 

The  nitration  of  aniline  directly  gives  only 
poor  yields  of  nitro  derivatives,  owing  to  second- 
ary reactions,  and  the  nitranilines  have  not  been 
much  used  in  commereial  explosives.  Ortho- 
and  para-nitraniline  can  be  prepckred  by  the 
nitration  of  acetanilide,  and  then  removing  the 
acetyl  groups  (Holleman,  Hartog,  and  v.  d. 
Unaeti,  Ber.  1911,  704),  and  metanitraniline 
by  the  partial  reduction  of  metadinitrobenzene. 
Tine  mononitranilines  can  be  readily  further 
nitrated.  2.4.6-trinitraniline,  or  picramidef  is 
a  powerful  explosive,  readily  obtained  by  the 
further  nitration  of  orthonitraniline,  or  by  the 
aotion  of  ammonia  on  trinitrochlorbenzene. 

Tetranitraniline,  the  four  nitro  groups  being 
in  the  2.3.4.6-  positions,  was  obtained  by  Flur- 
scheim  (8th  Int.  Cong.  App.  Chem.  1912)  by 
the  reduction  of  metadinitrobenzene  with 
aqueous  sodium  bisulphide,  the  product  being 
readily  nitrated  by  mixed  acids  at  a  temperature 
not  higher  than  70°.  Its  direct  production  from 
aniline  is  described  by  van  Duin  and  van  Lennep 
(Roc.  trav.  chim.  1917,  37,  &c.).  Thcv  dis- 
solved 26  grams  of  aniline  in  700  c.c.  of  cone, 
sulphuric  acid,  then  cooled  to  —6°,  and  added  a 
mixture  of  16  c.c.  of  nitric  acid  of  sp.gr.  1-49 


with  80  C.C.  of  cone,  sulphuric  acid.  The 
mixture  was  kept  in  the  cooling  mixture  for 
2  hours,  and  then  117  grams  of  potassium 
nitrate  were  added,  the  temperature  being  kept 
below  60°.  The  mixture,  after  standing  for  a 
day,  was  then  heated  to  60°  for  11  hours,  and 
acain  allowed  to  stand  for  a  day.  The  crystals 
of  tetranitraniline  were  then  filtered  ofiF,  and 
washed  first  with  60  p.c.  sulphuric  acid,  and 
finally  with  water,  and  dried. 

The  product,  melting  at  about  207°,  is  best 
crystallised  from  acetic  acid.  It  gives  yellow 
crystals,  melting  at  about  216°,  but  it  does  not 
melt  without  some  decomposition.  It  is  stated 
to  be  stable,  but  on  boiling  with  water,  or  if  re- 
orystalliBed  from  acetone  containing  water,  it 
is  converted  into  trinitroaminophenm,  and  it  is 
doubtful,  even  when  pure,  whether  it  will 
stand  prolonged  storage.  Fliirscheim  states 
that  it  has  an  explosive  power,  as  measured  by 
the  lead  block  test,  greater  than  that  of  any 
other  solid  coinpoun^  but  inferior  to  that  of 
nitroglycerin.  It  is  detonated  by  a  weight  of 
6  kilos  falling  36  cms.  It  is  readily  detonated, 
when  loose  or  compressed,  either  alone  or  when 
mixed  with  nitrates. 

Tetryl,  or  Tetralite,  is  an  explosive  com- 

Sound  of  this  class  used  in  large  quantities  in 
etonators,  and  as  a  *  priming  '  or  intermediary 
detonating  lu^cnt  for  the  lees  sensitive  hign 
explosives.  It  is  made  by  nitrating  methyl-  or 
more  usually  dimethyl-aniline,  and  its  com- 
mereial name  was  given  on  the  supposition  that 
it  was  tetranitromethylaniline.  it  is  actually 
trinitrophenylmethylnitramine 

C,H,(NO,),NCH,NO, 

one  of  the  nitro  groups  being  in  the  side  chain, 
the  other  three  being  symmetrically  placed  in 
the  nucleus.  A  specially  purified  form  of  the 
explosive  is  known  in  the  British  Service  as 
*  Composition  exploding,'  or  *  C.  E.* 

Manufacture. — ^The  explosive  ia  liable  to  be 
of  inferior  stability,  and  it. is  very  necessary 
that  the  materials  used  in  its  manufacture 
should  be  as  free  as  possible  from  foreign  matter. 
The  following  method  of  manufacture  is  given 
by  Langenscheidt  (Zeitsch.  Ges.  Schiess-  u. 
Sprenffstoffw.  1912,  446) :  the  nitration  is 
carried  out  in  one  stage  in  a  jacketed  enamelled- 
iron  pot,  fitted  with  an  enamelled  stirrer  and  a 
thermometer.  100  kg.  of  dimethylaniline, 
boiling  very  closely  at  190°,  is  very  slowly  run 
into  1000  kg.  of  pure  lead-free  97  to  98  p.c. 
sulphuric  acid,  the  mixture  being  kept  stirred 
and  cooled.  This  solution,  whith  should  be  of 
a  clear  light-brown  colour,  is  without  standing 
run  slowly  into  430  kg.  of  nitric  acid  of  47°B. 
strength,  sp.gr.  1*483,  kept  stirred,  and  at  a 
temperature  of  40°.  The  reaction  is  violent, 
and  the  temperature  is  carefully  kept  below 
44°,  whilst  two-thirds  of  the  sulphuric  acid 
solution  are  run  in,  after  which  it  is  allowed  to 
gradually  rise  to  56°.  The  time  taken  for 
addition  of  the  charge  is  8  to  9  hours,  after 
which  the  nitration  is  completed  by  further 
stirring  for  2  hours  at  a  temperature  of  63°-66°. 
The  nitric  acid  must  not  be  stronger  than 
stated,  or  large  and  leRs  pure  crystals  are  pro- 
duced. The  mixture  is  allowed  to  cool  over- 
night, and  the  waste  acids  are  run  off.  The 
crystals  are  washed  on  a  vacuum  filter,  fiist  with 
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dilate  sulphuric  acid,  and  then  with  water  until 
quite  free  from  acidity,  and  rapidly  dried.  The 
crude  product  melts  at  about  126°-127^ 

Puriiicalion. — ^It  is  necessary  to  further 
purify  tne  product.  This  is  done  by  recrystalli- 
sation  from  a  suitable  solvent,  frequently 
benzene  of  a  high  degree  of  purity.  The  crude 
tetryl  is  dissolved  in  the  boiling  benzene,  the 
solution    filtered,    and   allowed    to    crystallise 

T'dlv  in  a  cooled  pan,  the  mother  liquor  run 
the  crystals  washed  with  benzene,  and 
dried  in  the  washing  vesseL  The  benzene  is 
recovered  by  distillation  under  precautions,  as 
the  oontained  impurities  are  of  an  unstable  and 
explosive  character.  It  is  also  purified  by 
czystallising  from  its  solution  in  acetone,  and 
an  inferior  grade  from  nitric  acid.  The  last 
traces  of  acid  can  be  removed  by  boiling  with 
water,  but  prolonged  boiling  causes  appreciable 
decomposition  wiw  the  formation  of  picric  acid. 

Properties, — ^The  purified  tetryl  is  in  the 
form  of  very  fine  pale-yeUow  crystalline  powder. 
It  is  practically  insoluble  in  water,  but  readily 
soluble  in  acetone,  ether,  and  benzene,  the  best 
solvent  being  benzene.  The  melting-point  of 
pure  tetryl  is  129'!^  It  is  distinctly  more 
sensitive  to  blow  than  picric  acid,  being  deton- 
ated on  an  anvil  by  a  blow  from  a  hammer,  and 
is  also  more  powerful.  According  to  Lan^en- 
Bcheidt,  it  can  be  exploded  by  a  6  1^.  weight 
falling  30  cms.  When  strongly  heated  it  bums 
fiercely  with  a  very  hot  but  smokeless  flame, 
and  *  puffs  off '  when  projected  on  to  a  red-hot 
iron  plate.  It  is  readily  detonated  by  a  small 
chaise  of  fulminate.  It  is  not  only  a  very 
powerful  explosive,  but  has  great  shattering 
power,  its  velocity  of  detonation  being  of  the 
order  of  7000  metres  per  second.  When  com- 
pressed to  a  density  of  1'6  its  detonation  velocity 
is  7200  metres  per  second,  being  slightly  higher 
than  that  of  picric  acid  at  a  density  of  1*6.  It 
is  an  excellent  initiator  of  detonation  in  lees 
sensitive  explosives,  being  used  for  this  purpose 
either  as  crystalline  powder,  granulated  or 
'corned,'  or  compressed  into  pellets.  It  is 
characterised  by  its  high  nitrogen  content, 
25*5  p.e.,  as  compared  with  the  18*5  p.c.  of 
trinitrotoluene,  and  is  endothermic.  It  has 
been  used  to  some  extent  in  explosive  mixtures, 
for  example,  in  the  ammonium  nitrate  explosive 
*  Fortes.  It  is  non-poisonous,  but  it  has  an 
extremely  irritant  action  on  the  skin  and 
muoouB  membranes,  some  persons  being  more 
susceptible  than  otheis.  In  some  cases  a  most 
painful  rash  is  produced,  for  which  one  of  the 
best  remedies  is  boro-calamine  lotion. 

HexanitrodipkenyJamine 

(C,H,(N02),),NH 

has  been  used  to  some  extent  as  a  high  explosive 
for  bombs  by  the  Germans,  usually  with  the 
addition  of  a  little  trinitrotoluene.  It  is  a 
stable  light-yeUow  powder,  melting  at  238°.  It 
is  insoluble  in  water,  and  not  at  all  readily 
soluble  in  the  usual  organic  solvente.  It  can 
be  recrystollisei/  from  boiling  glacial  acetic  acid. 
It  has  about  the  same  power  and  sensitiveness 
as  picric  acid,  and  has  the  same  drawback: 
that  it  k  acid  and  readily  forms  sensitive  salts 
with  metals.  It  has  an  extremely  irritent 
action  on  the  skin. 

IHam  easptoHwe  compounda.     All  the  diazo 


derivatives  are  very  sensitive  explosive  com- 
pounds.  '  Chromate  de  hetizine  diazoUe ' 
CeHcNjHCrOf  is  one  of  a  class  of  explosive 
compounds  proposed  as  detonants  by  Caro  and 
Griess  (£ng.  Fat.  1956,  1866).  The  diazo 
compounds  generally  are  too  sensitive  and 
highly  dangerous  to  be  used  in  practical  ex- 
plosives. 

Azo  compounds.  The  azo  compounds  are 
more  stable  than  the  diazo  compounds.  They 
do  not  form  explosives  in  themsSves,  but  have 
been  proposea  in  mixtures.  For  example, 
Girard  (Fr.  Pat.  349635,  1904)  uses  azobenzene 
mixed  with  dinitrotoluene  or  picric  acid  <n 
chlorate  and  ammonium  nitrate  mixtures,  in 
order  to  lower  the  melting-point  of  the  nitro 
compound,  and  effect  incorporation  at  a  lower 
temperature. 

Hydrazines.  Hydrazine  chlorate  and  per- 
chlorate  have  been  prepared  by  Salvadori  (Gazz. 
chim.  ital.  1907,  ii.  32) ;  they  are  highly  explosive 
and  sensitive  compounds,  the  perchlorate  being 
the  more  steble. 

Hydrazoic  add,  or  azoimide  HN,,  is  one  of 
the  most  explosive  substances  known.  It  is  a 
volatile  liquid,  the  vapour  of  which  detonates  on 
contact  with  a  flame.  The  aqueous  solution  of 
the  acid  forms  metallic  salts  ;  those  of  the  heavy 
metals  being  extremely  explosive.  With  am- 
monia it  forms  a  white  crystaUine  solid  HNj'NH,, 
which  is  less  explosive.  It  bums  away  rapidly 
but  not  explosively,  unless  confined. 

Azides.  The  heavy  metal  salts  of  hydrazoic 
acid,  such  as  lead  and  silver  azide,  are  sensitive 
explosives,  and  have  considerable  detonative 
power.  The  lead  salt  has  greater  power  than 
mercury  fulminate  in  initiating  the  explosion 
of  many  nitro  explosives,  and  has  been  in- 
creasingly used  in  recent  years  in  composite 
detonators,  especially  in  Grermany.  Nickefazide 
is  also  particularly  sensitive  to  friction,  and  is 
violently  explosive.  The  azides  have  been 
prepared,  and  their  explosive  properties  studied 
oy  Wohler.  The  insoluble  azides  are  prepared 
by  double  decomposition  from  sodium  azide, 
which  is  manufactured  either  by  the  sodamide 
or  hydrazine  process,  and  the  soluble  azides  by 
the  action  of  hydrazoic  acid  on  the  carbonates 
or  basic  oxides  of  the  metals  in  the  presence  of 
ether  (Ber.  1917,  586).  The  soluble  azides  are 
readily  hydrolysed  in  solution  giving  basic 
preoipitotee.  The  sensitiveness  of  the  azides 
to  heat  and  percussion  has  been  determined  by 
Wohler  and  Martin  (Zeitsch.  angew.  Chem. 
1917,  33).  They  found  that  the  azides  of  metals 
of  low  atomic  weight  are  more  hygroscopic,  and 
have  generally  lower  temperatures  of  ignition 
than  ULOse  of  high  atomic  weight,  and  that  the 
azides  of  the  alkaline  metals  exploded  without 
true  detonation.  Some  of  the  explosion  tem- 
peratures found  were :  calcium  azide,  158° ; 
nickel  azide,  200°  ;  mercury  azide,  281°  ;  silver 
azide,  297°;  lead  azide,  327°.  As  usual,  the 
results  depended  on  the  conditions  of  experiment, 
and  the  ignition  temperatures  quoted  were  the 
temperatures  at  which  0*02  sram  of  the  sidt 
detonated  after  an  interval  of  5  seconds.  The 
azides  of  lithium,  sodium,  and  potassium  could 
not  be  exploded  by  percussion,  the  azides  of 
barium,  strontium,  and  calcium  only  exploded 
with  flame,  but  the  azides  of  tho  heavier  metals 
gave  true  detonation  with  sufficient  blow.     In 
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thin  labors  the  Bensitiveness  of  the  azideB  to 
peroufision  was  in  the  same  direction  as  the 
sensitiveness  to  friction,  the  azides  of  the  heavy 
metals  being  the  more  sensitive.  Contrary  to 
the  results  obtained  with  most  explosives,  the 
azides  of  lead  and  merouiy  were  found  to  be  more 
sensitive  in  thick  than  m  thiir  layers,  a  result 
which  accords  with  the  property  stated  to  be 
shown  by  their  laige  crystals  of  spontaneous 
detonation. 

Letid  azide  PbN«  is  manufactured  on  the 
large  scale  from  the  sodium  salt  by  double 
decom|)osition  with  a  soluble  lead  salt,  such  as 
lead  mtrate  or  acetate.  The  solutions  of  the 
two  salts  are  kept  stronglv  agitated  so  that  the 
lead  azide  is  precipitated  in  the  form  of  fine 
crystals.  The  precipitated  crystals  are  well 
washed  with  water  till  free  from  impurities,  and 
dried  in  a  current  of  dry  air  at  about  60^. 

Lead  azide  is  less  sensitive  to  friction  or 
blow  than  mercury  fulminate,  the  large  crystals 
being  more  sensitive  than  the  small,  and  it  has 
a  considerably  higher  ignition  point.  It  is  not 
rendered  less  sensitive  by  wetting  with  water. 
It  is  quite  stable,  except  in  the  presence  of  acid 
fumes.  Stettbacher  (Zieitsch.  ges.  Schiess-  u. 
Sprengstoffw.  1914,  341)  gives  the  heat  of  de- 
composition of  lead  azide  as  364  calories  per 
gram,  and  the  temperature  of  explosion  as 
3483^.  It  is  practically  the  only  explosive  in 
actual  use  that  is  not  an  instance  of  oxidation. 

The  explosive  properties  of  the  nitrogen 
halogen  compounds  are  well  known,  but  these 
compounds  are  unsuitable  for  practical  explo- 
sives. 

Acetylene  compounds.  Many  of  the  com- 
pounds formed  by  the  action  of  acetylene  on 
metallic  oxides  and  salts  are  violent  explosives, 
and  have  been  proposed  as  detonating  explo- 
sives. The  white  solid  obtained  by  passing 
acetylene  into  an  acid  solution  of  silver  nitrate 
has  been  claimed  by  the  Soci^t^  Anon.  Dynam. 
Nobel  (Fr.  Pat.  321285,  1902)  as  a  substitute  for 
mercury  fulminate  in  chlorate  detonating 
mixtures,  and  that  obtained  from  an  am- 
moniacal  solution  of  mercury  nitrate  has  been 
proposed  by  Venier  (Fr.  Pat.  364461, '1906)  for 
a  similar  purpose.  The  explosive  properties 
of  these  two  varieties  of  silver  acetylide  have 
been  examined  by  Eggert  (Chem.  Zeit.  1918, 
199).  He  attributes  the  difference  in  their 
explosive  properties  to  the  presence  of  occluded 
impurities,  silver  nitrate  and  oxide  in  the  acid 
and  ammonia  products  respectively,  and  the 
gas  they  yield  on  detonation.  He  found  the 
acid  product  gave  more  saseous  product  and 
greater  explosive  effect,  and  also  that  the  *  acid  ' 
silver  acetylide  has  greater  disruptive  power  than 
silver  fulminate,  but  less  than  silver  azide,  and 
attributes  the  differences  to  differences  in  velocity 
of  detonation. 

Safbtt  Explosives. 
Prior  to  about  1880,  black  gunpowder 
and  dynamite  were  almost  the  only  explosives 
used  in  mines  and  quarries ;  the  former  for 
mining  soft  coal  or  obtaining  large  blocks  of 
rock,  the  latter  for  the  harder  materials  and 
where  shattering  effects  were  desired.  At  the 
present  time,  idthough  gunpowder  is  used  in 
this  country  to  the  extent  of  more  than  half 
the  total  weight  of  mining  explosives,  kieselguhr 


dynamite  has  been  laigely  displaced  by  blasting 
ffelatin,  and  a  laige  variety  oi  other  explosives 
have  come  into  use,  more  especially  the  so- 
caJled  *  safety  explosives  *  used  in  *  fiery  '  coal- 
mines. The  use  of  gunpowder  in  these  mines  is 
everywhere  prohibited. 

The  following  table,  taken  from  the  39th 
Annual  Report  of  H.M.  Inspector  of  Explosives, 
gives  the  amount  of  different  explosives  used  in 
mines  and  quarries  in  Great  Britain  in  1913  : — 


Explosive 

Quantity 
used,  lbs. 

P.C. 

of  total 

Permitted  explosives 

.    11,061,231 

33-0 

Gunpowder   . 

17,060,874 

601 

Gelignite 

3,960,173 

12-0 

Gelatine  Dynamite 

474,922 

1-4 

Blasting  Gelatine  . 
Roslin  Giant  Powder 

297,907 

0-9 

247,871 

0-7 

Cheddite 

187,226 

0-6 

Nobel  Polarite 

149,593 

0-6 

Blastine 

122,590 

0-4 

Saxonite        .   * 

85,606 

0-3 

Dynamite,    Stonax,   and 

Matagnite  Gehitine 

23,947 

01 

Of  the  'permitted  explosives,'  those  most 
used,  in  order  of  quantity,  were :  Bobbinite, 
Samsonite,  Arkite,  Ammonite,  Bellite,  Monobel 
Powder,  Ripjpite,  Roburite,  Stow-ite,  Ammonal, 
Westfalite,  Swalite,  Faversham  Powder,  Car- 
bonite,  Excellite,  Bexite,  Cornish  Powder, 
Kentite,  Abboite,  Permonite,  Dynobel,  St. 
Helens  Powder,  Fracturite,  Negro  Powder, 
Fortex,  Stomonal,  Dreadnought  Powder,  Cam- 
brite,  Britonite,  Dominite,  Minite,  Superite, 
and  as  many  other  varieties  used  in  smaller 
quantities. 

Owins  to  an  ever-increasing  number  of  coal- 
mine explosions,  due  to  the  ignition  of  fire  damp 
or  dust  by  the  firing  of  shots,  the  British 
Government  appointed  a  Commission,  which 
recommended  that  the  explosive  should  be  sur- 
rounded by  a  jacket  of  water,  but  no  attempt 
was  made  to  devise  a  safety  explosive.  Subse- 
quent to  the  English  Commission,  several  of  the 
Governments  on  the  Continent  also  appointed 
Commissions,  but  the  factors  which  render  an 
explosive  safe  to  use  in  contact  with  inflammable 
mixtures  were  not  definitely  settled,  and  even 
now  they  are  not  known  with  certainty.  It  has 
been  found  impossible  to  devise  an  explosive 
that  is  absolutely  safe  under  all  conditions,  and 
at  the  present  time  there  is,  in  this  country,  no 
special  definition  of  a  '  safety  explosive,'  except 
that  it  must  pass  the  Home  Ofiice  tests  and  be 
placed  on  the  *  permitted  Ust.' 

According  to  the  French  Commission,  in  1888, 
the  factors  Setermining  the  ignition  of  inflam- 
mable mixtures  are  the  temperature  of  explosion 
of  the  explosive  and  the  duration  of  the  flash. 
They  found  that  a  mixture  of  marsh  gss  and  air 
ignited  at  650°,  but  that  at  this  temperature  the 
ignition  was  delayed  ten  seconds,  and  a  much 
higher  temperature  was  permissible,  if  of  short 
duration.  A  safety  expk»ive  had  to  fulfil  the 
conditions  that  the  products  of  explosion  were 
free  from  inflammabk  substances,  and  that  the 
calculated  temperature  of  explosion  should  bo 
below  1600°.  Explosives  having  a  high  tem- 
perature of  explosion,  such  as  nitroglycerin 
3200°,  guncotton  2600°,  and  collodion  cotton 
2060°,  should  be  mixed  with  a  material  having 
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a  low  temperaturo  of  explosion,  such  as  ammo- 
nium nitrate,  1130°,  so  that  the  mixture  comes 
within  the  prescribed  limit.  Thiee  classes  of 
safety  explosives  were  introduced,  the  '  Grisou- 
tinos  '  containing  nitroglycerin  and  ammonium 
nitrate,  '  Blasting  Powder  P  *  containing  collo- 
dion cotton  and  ammonium  nitrate,  and  the 
'  Grisounites  '  containing  nitrohydrocarbons  and 
ammonium  nitrate. 

This  temperature  limit  cannot,  however,  be  | 
rigidly  applied ;  for  '  carbonite,'  the  first  safety 
explosive,  invented  in  1885,  and  at  the  present 
time  one  of  the  safest,  had  a  temperature  of 
explosion  well  above  this  limit.  According  to 
Bichel,  the  inventor  of  carbonite,  the  calculated 
temperature  of  the  explosion  is  of  no  value  in 
determining  safety,  but  the  maximum  tempera- 
ture of  the  products  of  combustion,  the  length 
and  duration  of  the  flame,  and  the  velocity  of 
detonation,  are  the  determining  factors.  The 
amount  of  the  explosive  used  and  the  physical 
and  chemical  nature  of  the  products  of  com- 
bustion, for  example,  the  proportion  of  incan- 
descent solid  particles,  are  of  great  importance 
(Gluckauf,  1904,  35). 

The  Prussian  Ck>mmission  came  to  the  con- 
clusion that  the  quicker  the  explosion,  the 
greater  the  safety ;  consequently,  that  kieselguhr 
djrnamite  and  gunootton  were  safe,  and  that 
fulminate  detonators  could  not  ignite  pit  gas. 
But  this  view  is  no  longer  held  to  be  true  in  all 
cases ;  for  *  bobbinite,  a  slow  black  powder 
mixture,  is  one  of  the  safest  and  most  extensively 
used  safety  explosives,  whilst  blasting  gelatin  is 
not  safe. 

The  Austrian  Committee  defined  a  safety 
explosive  as  one  that  gives  a  short,  but  not 
bright,  flame,  and  one  that  passes  the  usual 
gaUei^  tests.  Von  Lauer,  in  Austria,  stated 
that  bore-hole  shots  that  have  done  their  work 
never  ignite  pit  gas,  and  that  the  risk  arises 
from  blown-out  shots  and  fissured  coal,  but  this 
contention  has  not  held  eood  in  all  cases.  Gutt- 
mann  considered  that  the  risk  of  a  blown-out 
shot  is  frequently  due  to  the  rapidity  of  the 
explosion  being  sufficient  to  ignite  the  gas 
mixture,  owing  to  the  heat  produced  by  the 
compression  and  friction  set  up  in  the  atmo- 
sphere by  the  explosion  gases. 

Testing  gaUenes, — ^The  question  as  to  whether 
explosives  are  suitable  for  use  in  fiery  mines  is 
now  chiefly  decided  hy  submitting  them  to  a 
practical  test,  which  is  intended  to  simulate, 
more  or  less,  the  conditions  of  use  in  these 
mines.     The  exact  nature  of  the  test  varies  in  ; 
different  countries,  and  the  severity  of  the  test  | 
has,  from  time  to  time,  been  increased  as  the  , 
factors  determining  safety  have  become  better 
understood,    and    the    manufacture    of    safetv 
explosives  consequently  become  more  perfected. 
Explosives  at  one  time  *  permitted  *  are  occa- 
sionally removed  from  the  list,  as  the  conditions 
of  test  are  made  more  stringent. 

.  The  test  consists  in  firing  a  number  of  shots 
under  definite  conditions  into  an  explosive 
mixture  contained  in  a  long  gallery,  the  explosive 
passing  the  test  when  no  explosion  occurs. 
Most  countries  have  one  or  more  official  testing 
stations,  and  many  manufacturers  of  explosives 
have  their  own  testing  ealleriee. 

A  testing  gallery,  based  on  a  private  one 
at  Hebbum  Colliery  belonging  to  some  north- 


country  private  manufacturers,  was  established 
at  Woolwich  in  consequence  of  the  Coal  Minos 
Regulation  Act,  1896,  to  test  explosives  pro> 
posed  for  use  in  coal-mines.  This  was  amended 
by  the  Coal  Mines  Order  of  August,  1905,  and 
by  a  later  Memo,  in  May,  1912,  in  which  the 
tests  for  *  permitted '  explosives  were  revised, 
with  the  result  that  the  testing  station  was 
removed  from  Woolwich  to  Rotherham.  Those 
that  pass  this  test  are  put  on  the  list  of  *  per- 
mittea  explosives^  which  indicates,  not  that  they 
are  absolutely  safe  under  aU  conditions  of  use, 
but  that  they  are  safer  than  those  not  on 
the  list.  It  is,  indeed,  recognised  that  all 
explosives,  used  under  certain  conditions  and  in 
sufficient  quantity,  will  ignite  mixtures  of  pit  gas 
or  coal-dust  and  air. 

In  testing,  a  given  weight  of  the  explosive  is 
fired  from  a  gun  into  a  miirture  of  85  p.c.  air  and 
15  p.c.  coal  gas.  The  shot  is  *  stemmed '  with  a 
definite  length  of  dried  pottery  clay.  These 
conditions  at  Woolwich  are  not  intended  to 
exactly  imitate  the  actual  conditions  obtaining 
in  a  fiery  mine,  but  rather  to  give  a  severe  test 
which  can  be  uniformly  reproduced  at  any  time. 
It  is  for  this  reason  that  coal-dust  is  not  employed 
in  the  Woolwich  test. 

The  Woolwich  testing  galleiv  is  an  iron  tube 
2  feet  6  inches  in  diameter  and  28  feet  in  length, 
with  seven  safety-valve  orifices  at  equal  intervals 
along  the  top  of  the  tube,  to  allow  the  escape  of 
the  gas  following  an  explosion.  The  shot  is  fired 
from  a  gun  at  a  definite  angle  with  the  roof. 
Such  a  weight  of  the  explosive  is  fired  as  is 
equivalent  in  strength  to  4  ozs.  of  dynamite  No.  1. 
The  charge  was  determined  previous  to  1900  by 
finding  the  weights  necessary  to  sive  equal  en- 
largements in  the  lead-block  test,  out  since  that 
time  the  relative  strengths  of  the  various 
explosives  has  been  measured  by  a  ballistic 
pendulum  test,  which  has  been  found  to  give 
more  accurate  results.  One  of  the  guns  is 
charged  with  the  explosive  and  fired  from  a  fixed 
distance  into  the  muzzle  of  a  5-ton  mortar  of 
13 -inch  calibre  suspended  in  an  iron  framework 
from  an  overhead  beam.  The  swing  of  the 
mortar  gives  a  measure  of  the  strength  of  the 
explosive. 

If  the  gas  mixture  does  not  fire  in  20  shots, 
10  shots  with  12  inches*  stemming  and  10  shots 
with  9  inches'  stemming,  no  explosive  being  left 
unconsumed,  the  explosive  is  considered  safe. 
The  size  of  detonator  and  nature  of  the  wrapping 
to  be  used  with  the  explosive  are  defined,  as 
these  are  found  to  materially  affect  the  results. 
For  instance,  explosives  containing  sulphur  are 
much  less  safe  in  a  lead  alloy  case  than  in  a 
paper  wrapper. 

Any  explosive,  if  fired  in  sufficient  quantity 
and  unstemmed  into  a  mixture  of  coal  gas  and 
air,  would  cause  the  ignition  of  the  mixture, 
and  as  early  as  1903,  Watteyne,  of  the  Belgian 
testing  station  at  Frameries,  suggested  that  the 
highest  charge  which  in  a  given  number  of 
shots  failed  to  ignite  the  mixture  used  in  the 
testing  gallery,  called  the  *  chaige-limite,* 
should  be  taken  as  a  measure  of  safety  of  the 
explosive,  and  some  idea  of  the  order  of  safety 
of  different  explosives  obtained.  This  idea  was 
generally  adopted  except  in  England,  and  this  and 
other  differences  in  the  conditions  of  testing  led 
to  the  English  and  Continental  systems  giving 
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very  different  results,  and  many  explosives 
passed  by  the  one  were  condemned  by  the  other. 
The  present  system  of  testing  in  England  con- 
forms more  closely  to  Continental  practice. 

In  1912  the  conditions  of  testing  in  England 
were  altered,  and  a  more  modem  station  was 
erected  at  Rotherham,  the  old  station  at  Wool- 
wich being  dosed  in  February,  1911.  The 
Rotherham  gallery  is  an  iron  tube,  5  feet  in 
diameter,  and  60  feet  long.  The  bore  of  the 
cannon  ia  4  feet  long  and  2  inches  in  diameter. 
The  capacity  of  the  gallery  is  354  cubic  feet,  and 
the  proportion  of  coal  gas  used  in  the  mixture 
is  13*5  p.  c.  Coal-dust  is  also  used,  40  ozs.  being 
spread  on  a  board  in  the  first  10  feet  in  front  of 
tne  cannon,  and  a  further  80  ozs.  placed  in 
heaps  along  the  remaining  40  feet  of  the  gallery. 
The  coal  used  is  of  a  particular  quality,  giving 
2*4  p.c.  moisture,  29*6  volatile  matter,  66*4  p.c. 
fixea  carbon,  and  3*94  p.c.  ash,  and  is  ^und 
to  pass  a  160-mesh  sieve.  No  tamping  is  used 
in  this  test,  the  charge  beins  fired  directly  into 
the  explosive  mixture  of  coalsaSy  coal-dust,  and 
air.  The  largest  chaige  which  ^ils  to  fiie  the 
mixture  in  one  of  five  shots  is  known  as  the 
*  maximum  *  charge,  and  this  must  not  be  less 
than  8  ozs.  The  explosives  are  made  up  into 
cartridges  of  1|  inch  diameter,  so  that  they 
occupy  only  half  the  sectional  area  of  the  bore. 

The  ballistic  pendulum  at  Rotherham  weigh.*} 
6  tons  1  cwt.,  and  has  a  bore  of  13  inches  ;  the 
radius  of  swing  is  7  feet  8  inches,  and  the  bear- 
ings are  made  as  frictionlees  as  possible.  A 
charge  of  4  dzs.  of  the  explosive  is  loaded  into  a 
cannon,  stemmed  with  cmy,  and  fired  close  up 
into  the  month  of  the  pendulum,  the  back  swing 
of  which  is  recorded  in  inches. 

On  the  Continent,  similar  testing  stations 
exist,  the  first  testing  station  being  built  by  the 
Prussian    Government    at    Neunkirchen.     The 
galleries  are  long  wooden  or  iron  tubes,  round  I 
r  or  oval  in  section,    but   usually   considerably  ' 
larger  in  section  than  the  Woolwich  gallery. 
At  first  the  explosives  were  suspended  in  the 
gas  mixture  for  firing,  but  the  mixture  under 
these  conditions  always  fired,  and  the  method  < 
of  firing  into  the  mixture  from  a  small  cannon, 
was  adopted.     The  galleries  vary  in  sensitiveness  ' 
according    to    their    diameter,    material,    and 
situation ;  and  the  results  obtained  at  one  gallery 
are  not  directly  comparable  with  those  obtained 
at  others.     A  particular  gallery  will  also  give 
irregular  results  on  certain  days,  for  reasons  that 
have    not    been    explained, "  but    atmospheric  I 
pressure  is  probably  a  considerable  factor,  and  I 
results    obtained   on   these   days    have   to   be ' 
neglected.     The    explosive    mixture    generally 
used   is   prepared   with   natural   pit  gas,    but  | 
occasionally  artificially  prepared  methane,  coal  | 
gas,  or  even  benzene  vapour  is  used,  and  usually 
coal-dust  is  susnended  in  the  explosion  mixture. 
Coal-dust  is  saia  not  to  increase  the  sensitiveness 
of  the  mixtures,  but  causes  the  ignition  to  be 
more  violent  and  therefore  more  visible.  Beylinff  ' 
showed  experimentally  (Gluckauf,   1908,   1717) 
that  all  explosives  ignite  either  coal-dust  or  a 
gas  mixture  more  readily  than  a  combination  ! 
of  the  two,  and  in  Germany  safety  explosives  are  I 
not  now  tested,  as  formerly,  in  a  gas  mixture  ' 
containing  coal-dust,  but  in  fire-damp  (8  to  9  | 
p.c.)  and  coal-dust  mixtures  separately.     The 
cannons  ased  vary  in  bore,  and  it  naa  been  found 


that  the  narrower  the  bore  of  the  cannon,  the 

easier    the    ignition.     At    the    United    States 

testing  station  at  Pittsburgh,  the  gallery  is  a 

steel  cylinder,  100  feet  long,  and  6)  feet  diameter. 

The  gallery  is  filled  with  either  coal  gas  and  air, 

coal-dust  and  air,  or  coal  gas,  coal-dust  and  air. 

The  Belgian  gallery  at  fYameries  is  a  wooden 

'  cylinder,  30  metres  long,  and  2  square  metres  in 

I  sectional    area.     The    Dore   of    the    cannon    is 

46  cm.  long  and  6'6  cm.  diameter.     A  mixture 

I  of  coal  gas,  coal-dust,  and  air  is  used. 

The  general  method  in  use  is  to  find  the 
chargt'UmiU,  or  maximum  charge  of  the  explo- 
sive which,  in  a  series  of  10  shots,  just  fails 
to  fire  the  explosive  mixture,  the  charge  being 
unstemmed.  The  conditions  for  use  of  *per- 
mitted  '  explosives  are  frequently  defined.  Tney 
must  be  used  with  a  certain  No.  detonator, 
j  an  explosive  ceases  to  be  '  permitted '  if  it  is 
I  frozen,  and  the  nature  of  the  wrapping  and 
stemming,  combustible  or  otherwise,  may  be 
laid  down 

Compoiition, — By  far  the  greater  number  of 
safety  ei^osives  are  either  nitroglycerin  mix- 
tures 'or  ammonium  nitrate  mixtures.     Some- 
times  the  mixtures  contain   both   ammonium 
I  nitrate  and  nitroglycerin,  so  as  to  combine  the 
I  advantages    of    the    two    typos.     Some    black 
powder  and  chlorate  and  perchlorate  mixtures 
.  are  also  used.    The  proportion  of  oxygen  is 
frequently  kept  low  so  as  to  reduce  the  tem- 
perature of  combustion  by  burning  the  carbon 
to  monoxide  only,  but  the  objection  to  this  ia  the 
poisonous  and  combustible  nature  of  this  product. 

The  nitroglycerin  explosives,  containing  a 
little  nitrocotton  to  gelatinise  them,  have  a  high 
charging  density,  are  readily  detonated,  and  are 
waterproof.  The  latter  quality  enables  them 
to  be  used  in  damp  or  wet  bore  holes.  They 
are  plastic  and  can  be  well  rammed  into  the  bore 
holes,  thus  assuring  a  maximum  effect.  They 
are  specially  useful  in  bbuting  the  harder 
materials.  The  safety  of  these  explosives  varies 
inversely  with  the  proportion  of  nitroglycerin, 
and  the  maximum  permissible  is  about  30  p.c. 
The  nitroglycerin  explosives  are  not  so  safe 
against  percussion,  such  as  an  accidental  blow, 
or  too  hard  ramming,  as  the  ammonium  nitrate 
explosives ;  and  when  so  ignited  not  only  does  the 
whole  cartridge  explode,  but  the  explosion  may 
be  communicated  to  the  adjacent  cartridges. 
Another  drawback  is  their  liability  to  freeze.  ^ 

The  ammonium  nitrate  explosives,  which 
ffive  a  large  volume  of  gas  at  a  comparatively 
low  temperature,  are  very  safe,  because  of  the 
laige  amount  of  water  contained  in  the  products 
of  explosion,  but  they  are  difficult  to  detonate 
completely,  and  usually  their  hygroscopic  nature 
necessitates  the  use  of  a  waterproof  wrapper. 
They  are  so  difficult  to  ignite  and  so  insensitive 
to  percussion,  that  their  transport  is  quite  safe, 
but  their  charging  density  is  low  and  their  effect 
less  than  that  of  the  nitroglycerin  explosives. 
When  ammonium  nitrate  explosives  do  fire  by 
percussion,  only  that  portion  actually  struck  is 
ignited.  They  necessitate  the  use  of  large  bore 
holes,  and  are  consequently  best  adapted  for 
blasting  soft  materials.  Ammonium  nitrate 
itself  is  quite  safe  in  any  quantity,  and  the 
safety  of  mixtures  prepared  with  it  depends  on 
the  nature  and  proportion  of  the  combustible 
material.  ^y' '"""  uy  ^  ^  ^^  .^ 
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Ammoniiun  nitrate  exploeiyes  containing  a 
small  percentage  of  nitrocellulose,  have  WGa 
thoaght,  esDecudly  in  Austria,  to  be  amongst 
the  safest,  oat  they  are  not  permitted  in  tnis 
coontry.  The  reason  for  this  is  that  they  are 
liable  to  slowly  decompose  and  become  acid, 
and  the  liberated  acid  and  ammonia  attack  and 
decompose  the  nitrocellulose. 

Both  Dautriche  and  Taffanel  have  estab- 
lished  that,  by  the  addition  of  potassium 
nitrate  to  safety  exploeiyes,  the  factor  of  safety 
in  pit  gas  mixtures  is  considerably  increased, 
whether  the  temperature  of  explosion  be  high 
or  low.  The  heat  of  combustion  is  oonsiderably 
lowered,  whilst  the  explosiye  force  is  not  appre> 
ciaUy  diminished  (Taffanel,  Zeitsch.  Ges.  Schiess- 
u.  Snrengstoffw.  1910,  305,  Ac). 

Safety  ingredienLn,~^lii  safety  explosiyes,  the 
ingreoientB  are  so  proportioned  that  the  carbon  is 
mainly  converted  into  carbon  monoxide.  This 
reduces  the  temperature  of  the  explosion  without 
sensibly  diminishing  the  explosiye  force,  owing 
to  the  increased  volume  of  gases  produced 
The  principle  of  safety  explosives  is,  further,  so 
to  arrange  the  nature  and  proportion  of  the 
ingredients  that  a  sufficient  volume  of  non- 
inflammable  gas,  such  as  water  vapour,  carbon 
dioxide,  nitrogen,  ammonia,  &c.,  is  produced 
to  dilute  the  carbon  monoxide  and  prevent  its 
contact  with  the  air  until  its  temperature  has 
fallen  below  the  ignition-point. 

As  already  mentioned,  the  first  suggested 
remedy  for  the  prevention  of  the  ignition  of  fire- 
damp was  to  surround  the  cartridge  with  a 
water-jacket.  Subsequently  it  was  U)und  that 
tamping  the  explosive  with  wet  moss,  sawdust 
saturated  with  a  solution  of  alum  or  ammonium 
chloride,  sand,  or  clay  added  considerably  to 
the  safetjr ;  tamping  even  with  only  1  inch  of 
dry  sand  was  shown  by  Guttmann  to  double 
the  safety. 

The  use  of  wet  tamping  materials  led  to  the 
use  of  salts  containing;  large  quantities  of  water 
of  crystallisation,  sucn  as  sodium  carbonate  and 
magnesium  sulphate,  or  salts  which  liberate 
much  water  at  the  temperature  of  explosion, 
such  as  ammonium  oxalate. 

A  large  percentage  of  sodium  carbonate  is 
used  in  wetter  dynamite'  and  *  Grisoutine,* 
and  ammonium  oxalate  in  *securite.*  Mag- 
nesium sulphate  has  not  been  much  usml 
because  of  its  effect  on  the  miners. 

Another  class  of  additions  is  salts  which 
dissociate  and  absorb  heat  at  the  tenijperaturo 
of  explosion.  Examples  of  this  class  are 
the  potassium  dichromate  in  *  dahmenite ' 
potassium  permanganate  in  *roburite,'  and 
ammonium  chloride  in  '  antigrison.'  The  use 
of  ammonium  chloride  led  to  the  production  of 
hydrochloric  acid  in  the  mine  gases,  and  it  was 
consequently  mixed  with  an  equivalent  quantity 
of  sodium  or  potassium  nitrate ;  or  better,  the 
alkali  chlorides  are  themselveB  used  (Bichel,  Fr. 
Pat.  327868,  1902). 

Modem  German  safety  explosives  contain 
large  proportions  of  potassium  or  sodium 
chloride,  and  these  explosives  are  very  safe, 
especially  in  coal-dust  mixtures,  but  are  not  so 
powerful  as  the  older  exploeiyes. 

The  use  of  materials  which  absorb  heat  on 
decomposition,  such  as  wood  pulp  and  rye  flour, 
has  been  found  to  confer  great  safety  on  explo- 


sive mixtures  containing  them,  such  as  *  car- 
bonite '  and  *  gelignite.' 

The  good  effect  of  wood  meal  led  to  the 
manufacture  of  those  safety  black  powders,  like 
Argus  powder  and  earthquake  powder,  con* 
taining  a  high  pereentage  of  volatile  matter  {aee 
Curtis  and  others,  Eng.  Pat.  17878,  1898,  and 
6523,  1899).  Some  of  the  good  effect  of  these 
slack-burnt  charcoals  has  eAa6  been  attributed 
to  their  reduced  content  of  solid  matter.-  Curtis 
and  others  (Eng.  Pat.  6756,  1898)  claimed  the 
use  of  a  layer  of  sodium  bicarbonate  in  front  of 
ah  ordinary  gunpowder  charge,  the  safety  action 
depending  on  the  liberation  of  carbon  dioxide. 
The  Westfalisch.-Anhalt.  Sprengstoff.  Actien- 
Geeelb.  (En^.  Pat.  3334,  1902)  compound  an 
explosiye  mixture  so  as  to  produce  a  large 
volume  of  ammonia  on  detonation;  Beschke 
(Eng.  Pat.  25780, 1905)  suggests  copper  oxalate ; 
von  Dahman  (Eng.  Pat.  7562,  1898)  suggests 
the  use  of  acetic,  citric,  or  tartaric  acia  and 
their  salts  with  such  explosives  as  roburite; 
Callenberg  (Fr.  Pat.  322946,  1902)  proposes  to 
€kdd  turpentine  chloride;  Macnab  proposed  to 
insert  a  glass  tube  containing  aqueous  ammonia 
into  the  gunpowder  cartridge. 

Testino  Exflosivbs. 

The  explosive  characteristics  of  a  powder 
depend  primarily  on  its  chemical  nature.  The 
analysis  of  explosives  is  consequently  of  great 
importance.  As  far  as  space  would  permit,  an 
outline  of  the  analysis  has  already  been  given 
under  the  individual  explosives. 

The  purity  of  the  ingredients,  size  of  the 
grain,  intimacy  of  the  a£nixture  and  density, 
also  largely  influence  the  character  of  the 
explosive.  A  microscopic  examination  of  a 
mechanical  mixture,  as  with  the  cap  composi- 
tion, is  of  value. 

An  eye  inspection  of  explosives  that  have 
been  in  store  should  be  made  for  any  sign  of' 
efflorescence  and  deliquescence  or  exudation,  if 
a  nitroglycerin  explosive;  and  for  sisus  of 
cracking  or  breaking  down,  in  nitrooelluloee 
powders ;  or  local  patches  of  discoloration  in 
nitro  powders  generally.  The  development  of 
acidity,  as  shown  by  the  reddening  of  blue 
litmus  paper,  often  indicates  decomposition. 

Stability  Tests  for  Nitro  Explosives. 

One  of  the  most  desirable  properties  in 
explosives,  whether  for  use  as  propellants  or 
disruptives,  is  that  they  shall  be  chemically 
stable  under  all  the  conditions  of  climate, 
storage,  and  transport  that  they  may  have  to 
withstand.  All  mtro  explosives  undergo  de- 
composition at  temperatures  below,  in  some 
cases  considerably  below,  their  exploding-points, 
even  when  pure,  and  many  of  them  are  liable  to 
contain  traces  of  acids  and  impurities  that  are 
much  iess  stable.  The  decomposition  of  these 
impurities  leads  to  the  production  of  higher 
oxides  of  nitrogen  which  act  catalytically  on  the 
explosive  itself,  and  may  lead  to  the  spontaneous 
ignition  of  the  latter. 

The  extensive  use  of  guncotton,  dynamites, 
smokeless  powders,  and  other  nitro  explosives 
necessitates  the  use  of  tests  that  will  not  only 
determine  the  stability  of  the  ingredients  them- 
selves, but  also  detect  the  presence  of  any  un- 
stable   impurities.      The    test   should   also    be 
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simple  and  reliabLe,  and  only  take  a  short  time 
to  cajry  out.  No  single  test  has  been  devised 
that  is  univeiBally  applicable  and  will  satisfy  all 
these  requiremente,  and  it  is  usual  to  employ 
two,  three,  or  more  of  the  numerous  tests  that 
have  been  worked  out  and  to  form  a  definite 
conclnsion  on  the  combined  results. 

VieiUa  concluded  from  his  results  with  the 
French  *  Poudre  B/  that  the  life  of  a  propellant 
oould  be  calculated  from  the  rule  that  a  life  of 
1  hour  at  lOO'*^!  day  at  Id^'^l  month  at 
40*=  1  year  at  17-6^  This  rule  is  expressed  by 
the  formula  LisL^l'lO'"^,  whore  L^  is  the  life 

at  the  storage  temperature  t°,  and  Lr  the  life 
at  the  temperature  T*  of  the  stability  test.  The 
rule  is  approximately  true  with  the  reservation 
that  the  coefficient  I'lO  varies  slightly  with  the 
nature  of  the  propellant,  its  composition,  and 
method  of  manufacture. 

Unless  otherwise  mentioned,  the  teste  apply 
only  to  nitrocellulose  or  nitrocdlulose  powders. 

Deflagration  teM. — One  of  the  earnest  tests 
was  that  devised  by  Hess.  The  explosive  was 
heated  at  a  fixed  high  temperature,  and  the  time 
of  evolution  of  coloured  fumes  and  also  of  firing 
was  noted.  In  a  modified  test,  the  explosive 
was  heated  under  pressure  at  75°  till  explosion 
took  place.  This  test,  which  is,  at  best,  only  a 
very  rough  indication  of  stability,  is  not  much 
used  at  the  present  time,  but  is  the  basis  of 
several  other  tests. 

Fume  teH, — ^The  test,  devised  by  Thomas, 
consists  in  heating  a  definite  weight  of  the 
explosive  at  a  definite  elevated  temperature 
until  brown  fumes  appear,  the  stabih'ty  of 
the  explosive  being  judged  by  the  time  taken. 
The  method  of  carr3ring  out  the  test  with  gun- 
cotton  is  as  follows  :  2*5  grams  are  weighed  out 
into  a  well-cleaned  glass  tube,  32  cm.  x  1*6  cm., 
and  pressed  down  to  a  height  of  4  cm.  The 
tube  IS  closed  by  a  well-fitting  glass  stopper  and 

E laced  to  a  depth  of  10  cm.  in  an  oil-bath, 
eated  to  135*.  At  the  end  of  10  minutes,  any 
moisture  condensed  on  the  upper  part  of  the 
tube  is  wiped  out.  A  standard  tint  for  fixing 
the  end  of  test  is  made  by  fillins  a  tube  with  a 
solution  containing  8  mgms.  of  potassium  di- 
chromate  and  0'4  gram  of  cobalt  sulphate  per 
litre.  The  test  is  an  official  one  in  France  and 
Holland,  and  is  frequently  used  in  combination 
with  other  tests ;  the  temperature  of  the  test 
being  varied. 

An  objection  to  it  is  the  length  of  time  it 
takes  for  completion ;  for  example,  as  used  in 
Holland,  guncotton  heated  for  10  hours  a  day 
at  05*  requires  21  days  before  red  fumes  are 
developed. 

Am  heat  tesi  is  the  English  official  heat  test 
applied  to  nitro  explosives  generally,  and  is 
defined  by  the  £i4>l<»i^es  Act,  1875.  The 
principle  of  the  test  is  to  note  the  time  required 
to  produce  a  standard  discoloration  of  a  tost 
potassium  iodide-starch  paper,  when  the  explo- 
sive is  heated  under  specified  conditions.  The 
explosive  is  woiffhed  out  into  to^ -tubes,  about 
5^  to  5^  inches  long,  and  holding  20  to  22  c.c. 
when  filled  to  a  height  of  5  inchm,  which  are 
closed  by  an  indianibber  stopper,  fitted  with  a 
glass  roa  terminating  in  a  platinum  wire  hook. 
On  the  hook  is  suspended  a  test  paper,  about 
10  X  20  mm.,  the  upper  half  of  which  is  moistened 


with  a  mixture  of  equal  parts  of  glycerol  and 
water.  The  test  papers,  on  the  correct  prepara- 
tion and  sensitiveness  of  which  the  test  depends, 
are  now  made  by  the  Home  Office  and  by  the. 
War  Office,  and  suppb'ed  to  manufacturers  of 
explosives.  The  test-tubes  are  pUced  to  a 
depth  of  3  inches  below  the  cover,  in  a  water- 
bath,  the  temperature  of  which  is  carefully 
regulated,  at  usually  160*  or  180*F.  The  water- 
bath  is  a  spherical  copper  vessel,  about  8  inches 
in  diameter,  fitted  with  a  cover  having  a  number, 
usually  six,  of  circular  holes,  fitted  on  the  under 
side  with  clips  to  take  the  tubes.  The  bath  is 
fitted  with  a  thermometer,  the  bulb  dipping 
22  inches  into  the  bath,  and  usually  some  form  of 
temperature  regulator.  The  test  is  complete 
when  the  faint  brown  line  which  appears  at  the 
junction  of  the  wet  and  drv  parts  of  the  test 
paper,  which  is  adjusted  to  be  f  inch  above  the 
cover,  is  equal  in  tint  to  the  brown  line  on  a 
standard-tint  paper.  This  standard  tint  is  a 
line  drawn  on  paper  of  similar  make  to  unpre- 
pared test  papers,  with  a  solution  of  caramel  in 
water  of  defined  strength. 

The  English  Government  specifications  re- 
auire  that  nitroglycerin  displaced  by  water  from 
aynamite,  shall  stand  for  15  minutes  at  160*F. 
(71*0.) ;  blasting  gelatin  and  gelatin  dynamite 
10  minutes  at  100*F. ;  cordite  and  ballistite,  15 
minutes  at  180*F.  (82*C.) ;  guncotton  and  tonite, 
10  minutes  at  170*F.  (76*6%.) ;  and  gelatinised 
guncotton  preparations  for  15  minutes  at  180*F. 
Smokeless  powders  are  ground  in  a  mill  and 
sifted*  and  the  portion  retained  between  two 
sieves  having  holes  equal  to  14  and  21  B.W.G. 
respectively  is  used  for  the  test. 

In  the  United  States,  the  first  appearance  of 
a  brown  line  is  taken  as  the  end  of  the  test,  and 
the  specified  times  are  nitroglycerin,  15  minutes 
at  160*F. ;  blasting  gelatin  dynamite,  10 
minutes  at  lfiO*F. ;  nitrocellulose  for  the  Annv 
40  minutes,  for  the  Navy  30  minutes,  at  150*F. 
(65*5*0.) ;  guncotton  from  compressed  blocks, 
10  minutes  at  .150*F. ;  nitrocelluloee  powders, 
10  minutes  at  100°F.,  and  nitroglycenn-nitro- 
cellulose  powders,  20  minutes  at  150*F. 

In  Germany,  zinc  iodide  is  used  instead  of 
potassium  iodide  in  the  preparation  of  the  test 
papers,  which  are  more  sensitive  than  those 
prepared  with  potassium  iodide. 

This  test  is  perhaps  the  most  generally 
applicable  and  most  frequently  used.  Objec- 
tions that  have  been  raised  to  it  are  that  it  is 
purely  empirical,  and  depends  laigely  on  the 
conditions  of  its  application,  and  further  that  it 
is  really  a  test  for  traces  of  unstable  impurities, 
and  not  of  the  absolute  stability  of  the  explosive 
itself. 

Guttmann,  in  1897,  pointed  out  that  the  Abel 
test  could  be  masked  and  falsified.  With  an 
explosive  containing  residual  solvent,  such  as 
acetone,  the  test  depends  on  decomposition  of 
the  nitro  compounos,  combined  with  the  re- 
tarding influence  of  the  solvent.  In  a  similar 
way,  the  small  quantities  of  stabih'sers  added  to 
j  nitro  explosives  influence  the  time  of  test. 

This  is  of  little  importance  so  lon^  as  these 

masking  agents  are  recognised  constituents  of 

I  the  explosive  and  present  in  their  normal  amount, 

I  or  are  extracted  before  the  test  is  taken,  as  the 

.  limits  of  the  test  are  fixedpaccordlngly«^^  -^^ 
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Mercuric  chloride,  which  has  a  very  strong 
maskiiig  influence  on  the  heat  test  (as  little  as 
one  part  in  60,000  appreciably  lengthens  the 
heat  test  of  cordite)  is,  in  some  countries,  a 
recognised  constituent  of  certain  guncotton 
explosives,  with  the  idea  of  sterilising  them,  but 
its  use  is  not  permitted  in  this  country. 

Modifications  of  the  Abel  test  have  been 
suggested,  principally  with  a' view  of  obviating 
the  influence  of  masking  agents.  Guttmann 
(J.  Soc.  Chem.  Ind.  1897,  §87),  for  example,  pro- 
posed a  test  paper  treated  with  diphen^laxnine 
dissolved  in  sulphuric  acid,  which  gives  an 
intense  blue  colour  with  traces  of  nitrous  acid ; 
and  Hoitsema  (Zeitsch.  angew.  Chem.  1899,  706) 
proposed  the  same  reagent  used  in  a  different 
manner.  This  indicator  works  well  with  gun- 
cotton  explosives,  but  with  nitrc^lycerin  explo- 
sives the  results  are  erratic,  and  they  can  also  be 
readily  masked. 

Metaphenylenediamine  was  si^ested  as  the 
best  reagent  by  Spica,  in  1899,  but  this  again 
does  not  seem  to  work  well  with  nitrocellukise- 
nitrofflyoerin  explosives,  and  neither  of  the  pro- 
I>osea  modifications  has  been  adopted. 

SUvered-vessel  test. — ^This  test  was  devised  at 
the  Royal  Gunpowder  Factory,  Waltham  Abbey, 
to  give  an  idea  of  the  amount  of  deterioration 
that  a  sample  of  cordite  had  suffered,  and  from 
this  to  judge  the  further  leng^th  of  time  it  would 
be  safe  to  store  the  cordite  at  any  given  tem- 
perature. 

A  silvered  vacuum-jacketed  flask  is  filled 
with  the  ground  sample  of  cordite  and  exposed 
in  a  bath  heated  to  a  constant  temperature  of 
80^.  .Readings  of  a  thermometer,  tne  bulb  of 
which  is  in  the  centre  of  the  cordite,  are  taken 
at  intervals  until  the  temperature  rises  2°  above 
that  of  the  bath.  The  time  taken  for  this  rise 
of  temperature  of  2°  is  a  measure  of  the  stability 
of  the  cordite.  The  flask  is  fitted  with  a  side 
tube  in  the' neck,  and  the  appearance  of  brown 
fumes  in  this  tube  indicates  the  active  de- 
composition of  the  cordite,  and  serves  as  a 
warning  that  the  test  is  near  completion! 

From  the  time  of  the  test  in  hours,  using  a 
factor  that  has  been  established  connecting  rate 
of  increase  of  deterioration  of  cordite  with  rise 
in  temperature,  the  length  of  serviceable  life  of 
the  cordite  at  any  particular  temperature  can 
be  calculated. 

A  newly  made  Mark  I.  cordite  has  a  S.-V. 
test  of  from  600  to  600  hours. 

Oerman  test, — ^In  this  test,  which  is  largely 
uBed  on  the  Ck>ntinent  and  is  one  of  the  American 
Service  tests,  2*6  grams  of  the  air-dry  explosive 
are  heated  in  a  glass  tube  loosely  closed  with  a 
perforated  cork  at  a  fixed  temperature,  until  a 
folded  piece  of  litmus  paper,  nxed  at  0*6  inch 
above  the  explosive,  is  completely  reddened. 
The  temperature  of  the  test  is  136°.  The  time 
limits  are  fixed  by  tests  with  standard  samples 
of  the  particular  explosive.  Besides  the  time 
of  complete  reddening  of  the  litmus,  the  time 
of  the  appearance  of  brown  fumes  and  the 
time  before  the  sample  explodes,  are  also 
noted. 

The  American  limits  for  this  test  are :  for 
nitrocellulose  and  nitroglycerin  powders,  com- 
plete reddening  over  30  minutes,  brown  fumes 
over  46  minutes,  explosion  over  6  hours ;  and 
for  coUoided  nitroceUuloso,  complete  reddening 


over  76  minutes,  brown  fumes  over  2  hours,  and 
explosion  over  6  hours. 

Vieille  test, — This  test  is  the  French  Service 
test.  10  grams  of  the  explosive  are  weighed  out, 
and  a  piece  of  standard  blue  litmus  paper  is  also 
introduced  into  a  class  tube  which  is  closed  as 
tightly  as  possible  by  means  of  a  clamped  well- 
fitting  stopper.  The  tube  is  heated  in  a  bath 
maintained  at  HO''.  When  the  litmus  paper  is 
completely  reddened,  the  time  is  noted  and  the 
tube  cooled.  The  sample  with  a  fresh  piece  of 
litmus  paper  is  introduced  into  a  second  tube 
and  the  neating  continued.  This  process  is 
repeated  until  a  period  of  less  than  an  hour  is 
taken  to  completely  redden  the  litmus  paper. 
The  sum  of  the  number  of  hours  of  the  pre- 
vious  heatings  is  then  taken  as  the  time  of 
the  test. 

Vieille  found  that,  as  the  temperature  of  the 
test  was  raised,  the  time  is  reduced  in  arith- 
metical progression,  and  concluded  that  110°  is 
the  best  temperature  for  giving  reliable  results 
within  a  reasonable  time. 

'Poudre  B*  has  a  VieiUe  test  of  approxi- 
mately 60  hours. 

There  is  a  gradual  loss  of  nitrogen  from  the 
powder  during  the  test  which  Vieille  found  to  be 
approximately  0-009  p.c.  nitrogen  per  hour, 
during  a  test  of  100  hours  (M6m.  des  Poudres  et 
Salp^tres,  1909,  71).  The  decrease  in  the 
nitrogen  content,  and  the  time  taken  to  first 
redden  the  test  paper,  are  both  considered  in 
conjunction  with  the  total  time  of  the  test  in 
sentencing  a  powder. 

Will  test. — ^This  test  gives  a  quantitative  idea 
of  the  stability  of  a  nitrocellulose,  and  is  very 
largely  used  in  conjunction  with  such  teste  as 
the  Abel  test.  The  test,  which  is  fully  described 
by  Will  in  the  Mitt,  aus  der  Centralstelle  f. 
Wissensch.  Tech.  Untersuchungen,  1900,  [2]  6, 
and  1902,  [3]  34,  is  based  on  the  measurement  of 
the  nitrogen  evolved  from  guncotton  when 
heated  at  a  temperature  of  136°.  2^  grams  of 
the  drv  nitrocellulose,  or  3}  grams  of  moist 
nitrocellulose  as  it  leaves  the  centrifugal 
machines,  are  weighed  out  into  a  ^lass  decom- 
position tube  and  compressed  to  a  nven  volume. 
This  tube  is  connected  at  one  end  with  a  pre- 
heating glass  coil,  and  is  fitted  at  the  other  end 
with  a  well  ground-in  exit  tube.  The  tube  is 
placed  in  an  oil-bath  fitted  with  a  stirrer,  the 
temperature  of  which  is  carefully  regulated  to 
136  .  To  remove  the  products  of  decomposition 
as  fast  as  thev  are  formed,  a  uniform  current 
of  purified,  air-free,  carbon  dioxide  is  passed 
over  the  heated  nitrocellulose  at  a  rate  of  about 
26  c.c.  per  minute.  The  gases  after  passins 
over  heated  copper  gauze,  contained  in  a  heated 
Copper  U-tube,  to  reduce  the  oxides  of  nitrogen, 
are  collected  over  caustic  potash  in  a  gas 
burette,  with  a  special  zigzag  arrangement  to 
give  thorough  absorption  of  the  carbon  dioxide. 
The  column  of  the  nitrogen  collected  is  read 
off  first  after  30  minutes,  then  after  every 
16  minutes  for  a  period  of  about  4  hours,  the 
caustic  soda  being  frequently  renewed.  Explo- 
sions may  occur,  and  die  oil-bath  is  surrounded 
by  a  strong  screen.  The  results  are  plotted  on 
a  curve.  The  gas  from  a  stable  nitrocellulose 
should  be  evolved  at  a  uniform  rate,  and,  if  this 
is  so,  Will  considers  that  the  sample  is^  normal, 
or  has  attained  a  *  b'mit  state '  of  purification. 
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With  unstable  samplee,   the  gas  evolution  is 
much  greater  at  first  than  later  in  the  test. 

To  interpret  the  results  given  by  any  nitro- 
cellulose explosive,  a  set  of  standard  curves  must 
be  obtained  from  well-purified  samples  for 
purposes  of  comparison.  English  Service  gun- 
cottons  average  an  evolution  of  7*5  mgms. 
:k  1  mgm.  of  nitrogen  per  4  hours  (Robertson). 

Beis8  test. — This  is  a  modification  of  the  Will 
test,  in  which  the  decomposition  is  effected  at 
136°  in  vacud. 

This  modification  is  the  one  usually  applied 
to  high  explosives  of  the  nitro  class,  the  tem- 
perature of  the  bath  and  time  of  heating  varying 
^  with  the  explosive.  The  decomposition  tube  is 
'  connected  by  means  of  a  well-fitting  stopper, 
having  a  mercury  lute  with  a  long  mercury 
manometer  tube  in  which  the  gas  volumes  are 
read  off  at  intervals  for  some  days,  and  the 
results,  corrected  to  N.P.T.,  plotted  and  inter- 
preted by  reference  to  curves  obtained  from 
standard  samples. 

ObermaUer  test. — This  test  is  similar  to  the 
last,  except  that  the  gas  volumes  are  not  calcu- 
lated, but  the-  pressures  exerted  by  the  evolved 
gas,  the  volume  of  whicfi  is  kept  constant,  are 
recorded.  The  rate  at  which  the  pressure 
increases  is  taken  as  a  measure  of  the  decom- 
position, and  so  of  the  instability  of  the 
explosive.  For  nitrocellulose,  the  temperature 
of  the  test  is  140°.  Mittasch  (Zeitsch.  angew. 
Chem.  1903,  929)  describee  a  similar  test  in 
which  the  gas  evolution  is  automatically  re- 
corded. 

Bergmann  and  Junk  test. — ^This  test  gives 
very  rdiable  results,  and  has  been  lanelv  used, 
especially  in  Germany.  2  grams  oi  tne  dry 
nitrocellulose  are  weighed  out  into  a  tube 
36  cm.  long  and  2  cm.  wide,  and  pressed  down. 
The  decomposition  tube  is  connected  with  a 
ground-class  stopper  connected  with  an  absorp- 
tion bulb  containing  water.  The  explosive  is 
heated  for  2  hours  in  a  bath,  kept  at  a  constant 
temperature  of  132°  by  boiling  amyl  alcohol. 
The  decomposition  tube  is  then  allowed  to  cool, 
and  the  water  to  flow  back  on  the  explosive. 
The  contents  of  the  tube  and  apparatus  are 
washed  and  filtered,  the  filtrate  oxidised  with 
permanganate,  and  the  nitrogen  estimated  as 
nitric  oxide  by  the  Schulze-Tienuum  method. 
The  limits  of  gas  evolution  fixed  are  2 '5  c.c.  of 
NO  per  gram  guncotton,  or  2  c.c.  per  gram 
coUoaion  cotton.  This  test  is  considerably 
influenced  by  the  amount  of  moisture  present  in 
the  sample. ' 

8y  test. — ^This  is  a  U.S.  Service  test  («r.  Amer. 
Gheni.  Soc.  1906,  649).  1  to  4  grams  of  the 
explosive  are  weighed  out  on  a  covered  watch 
glass  cuid  heated  in  an  air-bath,  maintained  aZ 
a  constant  temperature  of  116°  by  a  boiling 
mixture  of  xylene  and  toluene.  After  8  hourr 
heating,  the  watch  glass  is  cooled  and  weighed, 
and  the  process  repeated  daily  for  some  six  days 
or  more.  The  daily  loss  in  weight,  mgms.  per 
1-gram  sample,  is  plotted  out,  and  comparison 
made  with  standard  curves.  The  advantages 
claimed  for  this  test  are  that  whole  pieces  of 
the  powder  are  tested,  and  that  all  volatile 
products  of  decomposition  are  determined. 

Jacqui  leM  is  a  modification  of  the  above, 
made  in  order  to  reduce  the  time  of  the  test 
(Zeitsch.  Cos.  Schiess-  u.  Sprengstoffwesen,  1900, 


396).    The  sample  is  heated  at  130°-140°,  and 
weighed  after  successive  2  hours*  heating. 

-Intensity  of  Action  of  Explosives. 

The  intensitv  of  action  of  an  explosive  de- 
pends on  the  volume  of  gases  product,  on  their 
temperature,  and  on  the  velocity  of  explosion 
or  detonation  of  the  substance. 

Closed-vessel  experiments. — ^The  *  stren^h  *  of 
an  explosive  may  be  calculated  by  Berwelot's 
'characteristic  product,'  QV^,  where  Q  is  the 
heat  of  explosion  of  uinit  weight,  and  V^  the 
calculated  volume  of  the  gaseous  products  of 
explosion  at  0°  and  760  mm.  pressure.  The 
results  BO  obtained  are  generally  in  the  same 
direction  as  the  results  experimentally  obtained 
for  'strength'  by  the  lead  block  test.  The 
volume  of  permanent  gases  and  the  quantity  of 
heat  evolv^  have  been  determined  fcft  many  of 
the  more  important  explosives  ;  but  the  eases  col- 
lected and  examined  are  those  remaining  after 
cooling  down  to  atmospheric  tempraatures,  not 
those  existing  at  the  period  of  maximum  tem- 
perature. The  uncertainty  as  to  the  nature  and 
the  specific  heat  of  the  products  of  explosion  at 
the  high  temperatures  produced,  renders  the 
calculation  of  quantity  of  heat  into  temperature 
hazardous.  The  experiments  are  carried  out 
with  different  densities  of  chaive  in  some  form 
of  steel  bomb,  similar  to  Berthelot's  oalorimetric 
bomb,  as  used  in  the  experiments  of  Abel, 
Noble,  Deering,  Maonab,  and  others  already 
mentioned,  details  of  which  are  given  in  the 
papers  referred  to. 

The  pressures  developed  in  the  bomb  are 
usually  measured  by  a  crusher  gauge.  .This 
consists  of  a  small  steel  cylinder,  olosed  at  one 
end,  into  which  a  collar  screws  eas-tight.  A 
piston  working  through  the  collar  fits  against  a 
small  cylinder  of  copper  resting  on  the  oottom 
of  the  cylinder  chamoer.  On  fimc  the  explo- 
sive, the  gas  pressure  acting  on  the  end  of  the 
piston  compresses  and  shortens  the  copper 
cylinder.  Tne  pressure  in  tons  per  square  indi 
corresponding  to  the  reduction  in  length  of  the 
cylinder,  accurately  measured  on  a  micrometer 
scale,  is  obtained  from  tables  compiled  from  the 
compressions  produced  by  various  statical 
pressures.  Other  methods  of  measuring  the 
pressure  are  used.  Deering  checked  the  results 
obtained  with  the  crusher  gauge  bv  closing  an 
orifice  of  the  bomb  with  a  steel  ball  held  in 
position  by  heavy  lead  cylinders.  The  weight 
was  ^radiuUly  reduced  until  the  pressure  was 
suf&cient  to  lift  the  load  Several  pressure 
gauges  have  been  invented  for  directly  measuring 
the  pressure.  For  example,  Bichel  (EIng.  Pa£ 
18273,  1898)  has  designed  a  gauge,  fitted  into 
the  explosion  vessel,  which  recor£  the  pressure 
developed  by  means  of  a  pencil  working  on  a 
drum,  rotating  bv  clockwork.  Some  knowledge 
of  the  rapidity  of  the  explosive  is  also  obtained 
by  the  steepness  of  the  curve  recorded,  and  the 
pressure  of  the  cooled  gases  is  indicated  when 
the  curve  becomes  horizontal.  From  the  latter 
and  the  volume  of  the  chamber,  the  volume  of 
permanent  gases  can  be  calculated.  Petavel 
(Proc.  Roy.  Soc.  1906,  492)  describes  a  method 
of  measuring  the  pressure  developed  by  explo- 
sives by  means  of  a  specially  constructed  mano- 
meter which  records  photographically  on  a 
revolving  cylinder,    ^'y^'^^^  ^y  ^-'^^^■^'«- 
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The  attempts  of  Macnab  and  Ristori  to  | 
experimentally  meaBure  the  temperature  of ' 
explosion  have  been  already  refened  to.  Bichel  i 
has  attempted  to  obtain  an  idea  of  the  tem-  i 
perature  of  explosion  by  taking  speotnim 
photographs  of  the  flames  produced  on  detona- 
tion. 

Information  of  value,  concerning  the  intensity 
of  action  of  explosives,  may  be  obtained  by 
detonating  a  charge  (a  pound  or  so  in  weight) 
buried  in  earth,  and  observing  the  size  of  the 
crater;  or  by  noting  the  reaction  effects  (the 
dimensions  of  the  crater)  produced  on  undis- 
turbed earth,  or  the  bulse  or  hole  produced  in 
wrought-iron  plates,  by  &e  detonation  on  them 
of  the  explosive ;  comparison  being  made  with 
an  equal  weight  of  guncotton  or  other  known 
explosive,  the  charges  having  the  same  area  and 
shape  (most  conveniently  cyundrical). 

Lead  cylinder  method  :  Trauzl  test, — ^In  this 
method  the  enlai^ement  of  the  cavity  in  a  lead 
block  of  given  dimensions  gives  a  measure  of  the 
power  of  the  explosive.  Abers  results,  quoted 
m-this  article,  were  obtained  by  tins  method, 
using  cylinders  of  soft,  pure  leckd,  12  inches  high 
and  12  inches  in  diameter,  with  a  central  cylindri- 
cal hole  7  inches  deep  and  1  '3  inches  in  diameter, 
in  which  1  oz.  of  explosive  is  detonated.  With 
cylinders  of  these  dimensions,  no  cracking 
through  of  the  bottom  is  to  be  anticipated ;  the 
diameter  of  the  bore  hole  just  takes  a  service 

1  oz.  dry  guncotton  primer,  which  is  used  as 
a  standard  of  reference.  The  lead  cylinder  is 
placed  on  a  stout  iron  plate,  the  weighed  explo- 
sive (cast  or  compressea  into  a  cake,  or  rammed 
to  a  known  volume  in  the  bore  hole,  according 
to  circumstances)  with*  a  mereury  fulminate 
detonator  (or  suitable  priming  such  as  will 
produce  a  maximum  effect  on  detonation) 
msezted  into  it  is  placed  at  the  bottom  of  the 
bore  hole,  thd  latter  filled  with  fine  sand  poured 
into  it  without  pressure,  and  the  detonator  fired 
electrically  or  by  safety  fuse.  The  volume  of 
the  cavity  produced  is  ascertained  by  means  of 
water  and  a  graduated  vessel,  and  the  volume 
of  the  bore  hole  being  deducted  gives  the  enlarge- 
ment. With  an  imknown  explosive,  several 
experiments  are  necessary  to  ascertain  the  beet 
conditions  of  detonation.  This  test  is  only 
reliable  for  the  comparison  of  explosives  of  the 
same  type,  and  the  results  obtained  with  slow- 
acting  explosives  are  of  little  value.  The  higher 
the  velocity  of  detonation,  the  greater  the 
expansive  effect. 

Standard  conditions  for  carrying  out  this  test 
were  suggested  by  the  6th  Inter.  Congress  of 
Applied  OhemiBtry,  Berlin,  1903.  The  standard 
dimensions  of  the  lead  cylinder  are,  height 
200  mm.,  diameter  200  mm.,  with  an  axial  l:^re 
hole  125  mm.  deep  and  25  mm.  diameter.  The 
lead  must  be  pure  and  soft  and  the  cylindere 
used  in  a  series  of  tests  must  be  cast  from  the 
same  melt.  The  temperature  of  the  cylinder 
must  be  uniform  throughout  and  between  15° 
and  20°.  10  grams  of  the  explosive  are  formed 
into  a  cartridge  25  mm.  in  diameter  by  wrapping 
in  tinfoil,  weighing  80-100  grams  per  square 
metre.    An  electric  detonator  with  a  charge  of 

2  grams  is  placed  in  the  midst  of  the  explosive. 
The  charffe  is  gently  pressed  to  the  bottom  of 
the  bore  hole  uy  means  of  a  wooden  stick  and 
the  bore  hole  filled  up  with  dry  quartz  sand. 


After  firing,  the  cavity  is  brushed  out  and  finally 
measured. 

Sand  bomb  method. — ^This  method  of  testing 
the  explosive  power  was  developed  for  detonating 
explosives  by  Storm  and  Cope  (U.S.  Bureau  m. 
Mines,  Tech.  Paper  125).  A  detonator  charged 
with  the  explosive  under  examination  is  fired, 
by  means  of  a  length  of  safety  fuse  or  electrically, 
in  the  centre  of  100  grams  of  sand  contained  m 
a  cylindrical  steel  bomb,  21  cm.  x9  cm.,  cavity 
15  cm.  x3'l  cm.,fittM  with  a  loose  cover  per- 
forated for  the  firing  fuse  or  wires.  The  sand 
used  is  a  pure  quartz  sand,  passing  a  20-meeh 
sieve,  and  retained  on  a  30-mesh  sieve*  After 
the  detonator  has  been  fired  the  sand  is  sieved 
through  a  nest  of  five  sieves  of  30-,  40-,  60-,  80-, 
and  100-mesh  to  the  linear  inch,  and  the  strength 
of  the  detonating  charge  determined  by  the 
ccAnminution.  '  It  was  found  that  the  total 
weight  of  sand  that  passes  the  30-mesh  sieve 
after  the  test  is  a  measure  of  the  strength  of  the 
explosive.  Storm  and  Cope  found  that  the  quan- 
tities of  pulverised  sand  are  directly  propor- 
tional to  the  weiffht  of  explosive  chai^  in  the 
detonator,  and  a&o  showed,  for  instance,  that 
the  strength  of  mereury  fulminate  and  ful- 
minate-chlorate mixtures  of  different  proportions 
as  indicated  by  this  test,  was  in  the  same  direc- 
tion as  their  relative  efficiencies  in  initiating 
detonation  in  other  explosives. 

Abbot*s  ring  apparatus. — Many  of  the  earlier 
values  for  the  intensity  of  action  of  explosives 
were  obtained  by  Abtiot  in  the  ring  apparatus 
described  in  his  classical  report  upon  *  experi- 
ments and  investigations  to  develop  a  system 
of  submarine  mines  *  (Washington,  1881).  The 
explosive  was  contained  in  a  suitable  case  fixed 
in  the  centre  of  a  wrought-iron  ring  4  feet  in 
diameter  into  which  six  lead  crusher  gauges 
were  fixed  at  equal  intervals.  The  apparatus 
was  submeii^ed  in  de^  water,  and  the  explosive 
fired  electncally.  The  explosive  force  was 
obtained  as  usual  from  the  shortening  of  the 
lead  cylinders. 

McRoberts  has  described  a  method  of  com- 
paring explosives  by  the  reaction  effect  their 
detonation  produces  on  a  pendulum-hung  mortar 
weighing  about  600  lbs.  The  distance  from  the 
centre  of  suspension  to  centre  of  trunnions  is 
exactly  10  feet ;  the  mortar  is  set  with  its  axis 
horizontal.  10  grams  of  explosive  are  placed  in 
a  small  recess  Mhind  the  chamber  for  the  pro- 
jectile ;  the  latter  weighs  about  40  lbs.  ana  fits 
the  bore  gas-tight.  The  explosive  is  fired  by 
means  of  a  fuse  and  detonator ;  the  angle  of  re- 
coil of  the  mortar  is  Inarked  on  a  graduated 
index  by  a  pencil  which  the  former  carries.  The 
work  done  Dy  the  explosive  is  twice  that  done  in 
raising  the  mortar  through  the  versed  sine  of 
the  angle  of  recoil;  this  is  expressed  in  foot- 
pounds. 

Detonative  power  and  Bensitivenen  to  detona- 
tion. The  sand  bomb  apparatus  used  for 
detonating  the  explosive  power  is  adapted  for 
determining  the  detonative  power  or  sensitive- 
ness to  detonation  of  explosives,  as  worked  out 
by  Taylor  and  Cope  (U.S.  Bureau  of  Mines, 
Tech.  raper  145).  In  this  method  a  composite 
detonator,  containing  a  fixed  base  charge  of 
some  nitro  explosive,  say  trinitrotoluene  or 
*tetryl,*  is  primed  with  diminishing  quantities 
of  the  detonating  explosive,  whose  detonating 
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power  is  to  be  tested,  and  fired  in  the  bomb,  the 
minimum  quantity  of  the  priming  explosive 
necessary  to  give  certain  and  complete  detona- 
tion determined.  The  relative  sensitiveness  of 
various  explosives  to  the  initiation  of  the  same 
detonant  may  also  be  determined  in  the  same 
way,  by  using  them  as  base  charaes  in  a  parallel 
series  of  trius.  0*4  gram  of  the  explosive  is 
weighed  out  into  a  copper  detonator  shell,  say 
6  mm.  diameter,  and  ligjitly  compressed  by 
means  of  a  glass  rod.  The  priming  charge  is 
then  introduced,  covered  with  a  thin  perforated 
copper  reinforcinff  cap,  0  mm.  long  with  2 '3  mm. 
perforations,  and  pressed  down  with  a  loading 
pressure  of  200  atmospheres  per  sauare  inch. 
Incomplete  detonation  is  indicated  by  a  small 
comminuting  efifect  on  the  sand,  and  the  presence 
of  part  of  the  unaltered  base  charge  in  tne  sand. 
For  example,  by  this  method  it  was  found  that 
trinitrotoluene  is  less  sensitive  to  detonation 
than  tetryl,  the  minimum  charse  of  a  priming 
composition  of  0  : 1  fulminate-cnlorate  required 
for  certain  and  complete  detonation  was  for 
trinitrotoluene  0*26  gram,  and  for  ^tetiyl' 
0*19  sram.  The  sensitiveness  of  trinitrotoluene 
was  found  to  be  increased  by  admixture  with 
*  tetryl '  in  proportion  to  the  amount  added. 
Lead  azide  was  lound  to  be  a  particularly  good 
detonant  for  tetryl. 

The  *  Esop  test  *  is  another  method  of 
determining  the  detonating  power  of  explosives, 
the  principle  of  which  is  to  determine  that 
mixture  of  picric  acid  with  olive  oil  containing 
the  highest  proportion  of  oil  that  the  detonator 
will  just  detonate. 

Veloelty  of  detonation.  The  old  method  of 
determining  the  rate  of  detonation  was  to  place 
a  number  of  cartridges  end  to  end,  pressed 
well  in  contact  with  one  another,  so  as  to  form 
a  continuous  length  of  the  explosive.  This  cord 
of  explosive  was  fired  at  one  end  by  some 
efficient  detonating  agent,  and  the  time  of  ex- 
plosion was  taken  by  a  Bouleng^  electro-ballistic 
chronograph,  as  described  under  *  Ballistics  of 
a  propellant,'  the  two  electric  currents  being 
successively  interrupted  by  the  firing  of  the  two 
ends  of  the  cord. 

The  results  of  numerous  experimenters 
showed  that  the  velocity  of  detonation  increased, 
up  to  a  certain  point,  with  the  diameter  of  the 
train  of  explosive.  These  experiments  required 
a  large  bulk  of  explosive,  the  train  of  explosive 
being  usually  about  3  cms.  in  diameter  and 
35  metres  in  length,  so  that  they  were  both 
costly  and  dangerous  to  carry  out. 

meUtgang'^  recorder, — ^An  improved,  purely 
electrical  method  of  determining  the  velocity  of 
detonation  was  described  by  Mettegang,  at  the 
5th  Inter.  Congress  of  Applied  Chemistry,  Berlin, 
1903.  It  is  a  modification  of  Siemens'  apparatus 
for  measuring  small  intervals  of  time.  The 
method  depends  on  the  consecutive  interruption 
of  two  wires,  carrying  a  divided  current,  junning 
through  two  ends  of  a  lon^  cartridge  and  con- 
nected with  a  sparking  induction  coil.  The 
main  current  passes  tmrough  a  resistance  of 
electric  lamps,  and  to  ensure  a  high  potential, 
no  iron  core  is  used  in  the  primary.  Any  change 
in  the  tension  of  the  current  passing  through  the 
primary  coil  sets  up  an  induced  current  m  the 
secondary  coil.  One  terminal  of  the  secondary 
coil  is  connected  to  the  bearing  of  a  revolving 


drum  coated  with  lampblack,  the  other  terminal 
ending  in  a  fine  platinum  point.  The  induced 
currents  cause  sparks  from  the  platinum  point 
which  are  recorded  as  tiny  specks  on  the 
blackened  surface  of  the  drum.  From  the 
space  between  these  specks  and  the  speed  of 
the  drum,  the  time  of  detonation  of  the  explo- 
sion train  is  found.  The  cartridges  of  the 
explosive  are  3  cms.  in  diameter,  and  a  total 
length  of  3  to  4  metres  is  used,  the  cartridges 
being  enclosed  in  an  iron  pipe  and  buried  in  sand. 

The  highest  rate  of  detonation  recorded  in 
experiments  with  numerous  explosives  is  about 
8000  metres  per  second.  A  4-metre  length 
of  explosive  would  therefore  detonate  in  ^^^  of 
a  second,  and  with  a  rotary  speed  of  25  metres 
per  second  the  markings  on  the  drum  would  be 
12 '5  mm.  apcut. 

The  velocity  of  detonation  of  explosives  has 
been  determined  by  Dautriche  (Compt.  rend. 
1906,  143,  641),  by  a  method  dependiiu;  on  the 
use  of  detonating  filaments,  which  haa  a  con- 
stant and  determined  velocity  of  detonation  of 
6500  metres  per  second. 

Two  equal  lengths  of  the  filament  are 
detonated,  one  of  which  is  cut,  and  a  tube  filled 
with  the  explosive  is  interposed.  One  end  of 
each  filament  is  fixed  to  a  detonating  charge  of 
fulminate,  the  other  ends  are  bound  together 
and  fixed  on  a  lead  plate.  The  retardation  of 
the  velocity  of  detonation  of  the  filament  with 
the  length  of  explosive  introduced,  causes  the 
displacement  of  a  depression  mark  on  a  sheet  of 
lead  from  the  position  given  when  two  equal 
uncut  filaments  are  used.  This  displacement 
with  the  known  velocity  of  detonation  of  the 
filaments  give  the  time  of  detonation  of  the 
given  length  of  the  explosive. 

Sensitiveness  to  percussion.  The  relative 
sensitiveness  of  explosives  to  direct  blow  is 
usually  determined  by  finding  the  height  at 
which  a  falling  weight  just  fails  to  fire  or  explode 
them  in  one  of  several  triaLs,  and  is  frequently 
expressed  in  terms  of  the  sensitiveness  of  an 
explosive  of  the  same  type  taken  as  a  standard, 
say  picric  acid  for  high  explosives.  Weights 
of  different  mass  are  used  for  explosives  of 
different  type,  a  5-kilo  weight  being  common  for 
high  explosives,  in  the  form  of  a  cylinder,  with 
a  plane  strikinK  face,  and  fitted  at  the  sides 
with  pulley  wheels  which  run  down  vertical 
guiding  rails.  The  explosive  is  spread  evenly 
on  the  face  of  a  heavy  steel  anvu,  sometimes 
being  covered  with  a  steel  disc,  or  the  layer  may 
be  spread  between  two  discs.  With  the  less 
sensitive  explosives  a  partial  explosion  or  igni- 
tion occurs  with  a  considerably  less  blow  than 
that  required  to  ffive  complete  detonation,  and 
it  is  frequentlv  difficult  to  say  with  certainty 
whether  any  decomposition  has  taken  place  or 
not.  In  these  cafles  the  limiting  blow  has  to 
be  fixed  by  a  spark  or  faint  flash,  oy  smoke,  or  a 
stain  on  the  anvil,  or  even  the  odour  of  decom- 
position products  rather  than  by  noise  of  explo- 
sion, ana  the  results  at  the  beet  are  only  approxi- 
mate. 

A  sharper  result  is  obtained  with  detonating 
explosives,  and  a  more  quantitative  result  can 
be  obtained  by  the  following  method :  the 
explosive  in  a  very  thin  but  continuous  layer  is 
placed  on  a  dead-hardened  and  surfaced  steel 
olock  and  covered  with  a  small  steel  cylindrical 
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striker  enlarged  at  the  head  and  tapered  at  the 
base  to  gi^  a  circular  striking  surface,  say, 
0*2  inch  in  diameter,  which  is  asain  dead- 
hardened  and  truly  planed.  This  striker, 
which  is  pressed  well  down  on  the  explosive,  is 
held  in  a  vertical  position  by  means  of  a  steel 
collar,  in  which  the  fit  is  good  without  offering 
fuiy  noticeable  friction.  The  blow  communi- 
cated through  the  striker  is  obtained  by  dropping 
a  steel  bail,  falling  freely  and  electrically 
released  from  a  pointed  magnet  of  just  sufficient 
strength  to  support  it,  on  to  the  centre  of  the  top 
surface  of  the  striker.  The  fall  of  the  ball,  the 
weight  of  which  is  selected  according  to  the 
sensitiveness  of  the  explosive,  is  determined  by 
adjusting  the  electro-magnet  fixed  in  a  damp 
working  on  a  rod  graduated  in  tenths  of  a  foot. 
The  shortest  fall  is  determined,  to  one-tenth  of 
a  foot,  which  does  cause  ignition  or  explosion  in 
at  least  one  out  of  five  attempts,  and  also  the 
lonsest  fall  which  does  not  cause  ignition  or 
explosion  in  each  out  of  five  successive  attempts. 
From  these  falls  the  blows  in  foot-pounds  per 
square  inch  are  calculated,  and  a  mean  in  round 
figures  is  recorded  as  the  sensitiveness  of  the 
explosive.  This  method  eliminates  such  in- 
fluanoing  factors  as  friction  of  the  pulley-wheels 
on  the  guides,  the  resistance  of  burred  edges 
on  the  <usos,  and  the  blow  of  the  falling  weight 
not  being  truly  given  by  the  full  striking  surface, 
and  it  is  only  necessary  to  carefully  adjust  the 
layer  of  explosive  to  not  only  obtain  concordant 
results,  but  also  a  quantitative  idea  of  the  blow 
required  for  ignition  or  explosion  under  the 
conditions  of  the  test. 

Detonator  caps  are  tested  by  the  fall,  to  a 
limiting  height,  at  a  small  weight  with  a  striking 
steel  pointer. 

Sanslttvaness  to  trietfon.  No  satisfactory 
quantitative  method  of  testing  the  sensitiveness 
of  explosives  to  pure  friction  has  been  devised 
One  qualitative  method  is  to  rub  the  explosive 
between  two  surfaces  of  sand-paper  fixea  to  a 
board  and  a  sliding  block  of  wood  respectively, 
the  latter  being  suitably  weighted.  This  method 
is  far  from  satisfactory ;  mercury  fulminate,  for 
instance,  majr  frequently  be  reduced  to  fine 
powdft-  by  this  means  without  firing. 

The  tensitiveness  to  a  glancing  mow  is  more 
nsuallv  taken  as  a  measure  of  the  comparative 
sensitiveness  of  explosives  to  friction,  but  this, 
again,  can  only  be  determined  approximately. 
The  method  usually  adopted,  in  which  the 
personal  factor  is  considerable,  is  to  determine 
the  number  of  ignitions  or  explosions  obtained 
in  a  series  of  hard  glancing  blows  with  a  box- 
wood mallet  or  steel  hammer  of  given  weight 
on  a  thin  lajrer  of  the  explosive  spread  out  on  a 
wooden  floor,  and  on  a  stone  and  steel  anvil 
sHematively. 

As  with  sensitiveness  to  direct  impact,  the 
exploBive  must  be  at  approximately  normal  tem- 
perature when  testedC  as  the  sensitiveness  is 
mcieaaed  with  rise  of  temperature. 

8flnstthran6M  to  hett  The  temperature  of 
isnition  of  an  explosive  is  very  dependent  on 
the  conditions  of  the  test.  When  slowly  heated 
the  iffnition-point  is  lower  than  when  the  heat 
is  suddenly  applied,  the  heat  of  decomposition 
of  the  explosive  causing  its  temperature  to  rise 
locally  above  the  recoraed  temperature^to  the 
ignition-point.  The  ignition-point  should  be 
Vol.  m.— T. 


taken  as  the  temperature  at  which  a  not  too 
small  quantity,  not  less  than  0*02  gram,  ignites 
after  it  can  reasonably  be  expected  to  have 
reached  the  recorded  temperature,  kept  constant, 
say,  after  not  longer  than  5  seconds.  The 
explosive  is  usually  -placed  in  a  lightly  covered 
thick  glass  tube  immersed  in  a  bath  of  air,  oil, 
or  fusible  metal.  Another  useful  form  of 
apparatus  is  a  long  copper  bar  of  square  section 
in  which  two  holes  are  drilled  symmetrically 
with  respect  to  the  end  of  the  bar,  into  which 
respectively  a  thermometer  and  small  glass  tube 
fit  doselv,  so  that  the  centre  of  the  thermometer 
bulb  and  the  bottom  of  the  explosion  tube  are 
on  a  level  with  the  axis  of  the  bar.  The  tem- 
perature can  be  readily  controlled  by  adjusting 
the  size  of  the  heating  flame  and  its  distance 
from  the  thermometer  and  explosion  tube. 
The  approximate  temperature  of  ignition  is 
first  determined  by  gradually  heating  np  the 
bath  or  bar  until  the  explosive  fires,  ana  then 
the  firizig-point  determined  by  trials  with  ^h 
quantities  of  explosive  heateid  at  definite  tem- 
peratures, noting  the  lowest  temperature  at  which 
explosion  occurs  under  the  conditions  given. 

Charaeter  and  duration  of  flame.  The  photo- 
graphing of  the  flame  of  explosives  was  first 
attempted  by  Schoeneweg,  the  inventor  of 
securite,  and  is  now  very  lugely  used  in  deter- 
mining the  chuacter  of  the  flames  of  mining 
explosives,  propellants,  and  cap  compositions. 

In  testing  the  flame  of  explosives,  they  are 
fired  at  night  from  a  vertical  steel  cannon  with 
a  graduatM  scale  placed  behind  it.  The  flame 
is  photoffraphed  upon  a  drum  covered  with  a 
sensitised  film,  rotating  between  screw  pivots 
in  a  guide  bracket,  contained  inside  a  box  pro- 
vided with  a  quartz  camera  lens  for  focussing 
the  ultra-violet  TAyB  attending  extreme  heat. 
With  the  drum  at  rest,  the  leiu[th  of  the  flame 
is  obtained.  To  obtain  the  duration  of  the 
flame,  the  drum,  which  is  motor-driven,  is  set 
in  motion,  and  as  soon  as  the  required  speed  is 
obtained,  the  shot  is  fired  electrically.  From 
the  speed  of  the  drum  and  the  lateral  extension 
of  the  blurred  image  of  the  flame,  the  duration 
of  the  flame  is  obtained.  According  to  Bichel, 
the  limit  values  for  the  length  of  flame  of  a 
safety  explosive  lie  between  0*4  and  2*24  metres, 
and  the  limit  values  for  the  duration  of  flame 
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between   j^   and   ^^   of   a  second.      Coal 

carbonite  and  blasting  gelatin  were  taken  as 
representing  the  two  extremes. 

Bichel  compares  the  *  after-flame  ratio  *  of 
different  explosives,  that  is,  the  ratio  of  the 
velocity  of  detonation,  taken  as  unity,  to  the 
duration  of  the  flame,  as  an  indication  of  their 
safety.  This  ratio  for  coal  carbonite  is  1 :  8*7, 
and  for  blasting  gelatin  1 :  883,  so  that  Bichel 
concludes  that  the  former  is  100  times  as  safe 
as  the  latter.  The  flame  of  all  explosives  out- 
lasts the  time  of  detonation,  but  that  of  the 
safer  explosives  does  so  in  much  less  degree  than 
those  of  the  less  safe. 

Ballisties  ot  a  propellant.  So  far  as  explo- 
sives are  concerned,  only  the  internal  ballistics 
are  meant  when  ballistics  are  referred  to,  that  is, 
the  phenomena  which  take  place  from  the  time 
ignition  is  brought  about  until  the  projectile  is 
clear  of  the  iimuence  of  the  explosion  gases. 
The  ballistics  concern  principally  the  pressures 
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developed  in  the  gun  and  the  muzzle  velocity 
of  the  projectile.    They  can  be  calculated  witn  ^ 
some  degree  of  accuracy  for  any  particular  gun, 
with  any  special  nature  and  form  of  propellant,  | 
knowing   the  gravimetric   density   of  loading,  ' 
that  is,  the  ratio  of  the  volume  of  the  powder  to  , 
the   capacity   of   the   gun   chamber,    and  the 
chemical  composition  and  rate  of  burning  of  the 
powder.    When  explosion  first  takes  place,  the 
gun  chamber  may  be  looked  upon  as  a  closed 
vessel,  so  that  the  intensity  of  the  initial  chamber 
pressure  and  the  rapidity  with  which  it  de- 
velops, depend  directly  on  the  loading  density. 
The  pressures  obtained  in  a  closed  vessel  are, 
however,  never  attained,  owing  to  the  motion  of 
the    projectile    enlarging    the    chamber    and 
lowermg  the  gravimemc  density. 

In  practice,  the  pressures  attained  in  tiie 
boi^  01  a  gun  are  measured  experimentally  by 
means  of  crusher  gauges,  which  are  screwed  into 
the  bore  of  the  gun  at  regular  intervals,  but  in 
the  ordinaiy  proof  testing  of  a  propellant  only 
the  '  maximum  chamber  pressures  are  deter- 
mined by  means  of  a  crusher  gauge  placed  in 
the  chamber.  These  crusher  {gauges  have 
already  been  described  in  connection  with  the 
measurement  of  closed- vessel  pressures. 

In  proving  propellants,  the  velocity  that  a 
« given  charge  will  impart  to  a  projectile  in  a 
particular  gun,  is  determined  by  means  of 
a  Bouleng6  chronograph  or  some  modification 
of  this  apparatus.  The  time  taken  by  the  pro- 
jectile to  pass  over  a  known  distance  is  deter- 
mined in  terms  of  the  space  passed  through  by 
a  freely  falling  body  in  the  same  time.  The 
projectile  cuts  through  wires  stretched  on  two 
frames  a  known  distance  apart.  The  cuttine 
of  the  wire  on  the  first  frame  liberates  a  roa 
suspended  by  an  electro-magnet.  The  cutting 
of  the  wire  on  the  second  frame  puts  into  action, 
by  means  of  a  second  dropping  rod  falling 
through  a  shorter  distance,  a  Imife  ed^e,  which 
makes  a  nick  in  the  first  falling  rod.  From  the 
space  fallen  through  by  the  marked  rod,  the 
time  for  the  projectile  to  pass  over  the  distance 
between  the  two  screens  can  be  calculated. 

In  testing  the  ballistics  of  nitro  propellants, 
they  are  heated  to  a  definite  temperature  for 
some  time  beforo  firing. 

Bibliography. — ^A  chronological  bibliography 
on  explosives  up  to  the  year  1895  will  be  found 
in  the  second  volume  of  Guttmann's  The  Manu- 
facture of  Explosives. 
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EXTRACTION  APPARATUS.  The  object  of 
extraction  is  to  dissolve  out  some  constituent 
or  constituents  from  a  substance  by  treating  it 
with  a  solvent.  When  the  substance  is  a  solid 
it  may  be  allowed  to  soak  in  the  solvent 
at  ordinary  temperatures  {maceration)  or  at 
higher  temperatures  (digestion),  the  solution 
being  after  a  time  poured  off,  both  methods 
hemst  included  under  the  term  infusion;  a 
thira  method  is  to  boil  the  substance  with  the 
solvent  (decoction) ;  and  a  fourth  is  to  allow  the 
solvent  to  descend  through  a  column  of  the  sub- 
stance placed  in  a  suitable  vessel  (percdUUian 
or  displacement).  The  treatment  when  the 
substance  is  a  liquid  will  be  considered  further  on. 

SoUdf. 

Procenes  of  extraction  are  involved  in  many 
of  the  large  industries ;  for  instance,  in  brewing ; 
in  the  *  diffusion '  process  of  obtaining  sugar 
from  sugar  beet  or  sugar  cane  ;  in  the  '  lixivia- 
tion '  employed  in  the  manufacture  of  various 
inorganic  salts,  &c.,  &c. ;  and  descriptions  of 
them  will  be  found  elsewhere.  Besides  these, 
extraction  apparatuses  arc  employed  in  the  labo- 
ratory^ of  a  small  size  for  quantitative  work, 
and  on  a  larger  scale  for  making  various  pre- 
parations ;  in  the  manufactory  they  are  used 
for  preparing  medicinal  extracts,  alkaloids, 
dyestufis,  tamiing  materials,  and  volatile  oils, 
and  in  removing  oil  from  seeds  and  fat  from 
bones.  A  mathematioal  discussion  of  the  pro- 
cesses of  extraction  of  solids,  including  cases 
of  the  coufUer  current  system,  is  given  by  Hawley 
in  J.  Ind.  Eng.  Chem.  1917,  9,  866;  1920,  12, 
493.    See  also  Lewis,  on  p.  110. 

When  water  is  the  solvent  employed,  the 
operation  may  be  conducted  in  a  laige  nan 
inade  of  copper  or  nickel  or  enamell^  iron 
fixed  in  an  outer  jacket  of  iron,  so  that  a  space 
is  left  between  the  pan  and  the  jacket  through 
which  steam  can  oe  made  to  circulate  and 
heat  the  contents  of  the  pan.  Such  pans  are 
either  fixed  and  have  a  pipe  and  tap  at  the 
bottom  to  draw  off  the  solution,  as  shown  in 
section  (Fig.  1),  or^else^they  are  movable  about 
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an  axis  (Fig.  2),  so  that  the  pan  can  be  tilted  and 
the  solution  poured  off ;  in  these,  the  axes  on 
which  the  pan  rotates  are  tubular  to  permit 
steam  to  enter  and  escape  from  the  space  be- 
tween the  pan  and  its  iron  jacket.  When  the 
infusion  has  been  continued  for  a  suitable  time, 
and  the  liquid  has  been  drained  off,  the  residue 
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is  placed  in  a  canTas  bag  and  subjected  to  strong 
preHSure  in  a  screw  press,  in  oider  to  squeese 
ont  as  far  as  possible  the  last  portions  of  the 
solution.  A  common  form  of  press  consists  of 
a  base  to  which  two  upiishts  with  a  cross  bar  at 
top  are  fixed;  in  a  threaa  cut  through  the  centre 
of  the  cross  bar  works  a  powerful  vertical  screw. 
Between  the  uprights  is  a  strong  metal  or 
wooden  cylinder  perforated  with  a  number  of 
holes ;  in  this  the  bag  of  residue  is  placed,  and 
on  top  is  placed  a  tmck  plate  whicn  transfers 
the  pressure  exerted  by  tne  screw  to  the  bag 
and  its  contents.  The  cylinder  rests  in  a  tray 
of  a  somewhat  wider  diameter,  and  provided 
with  a  spout ;  this  tray  collects  and  conducts  off 
the  expressed  liquid  to  a  vessel  placed  beneath 
the  SDOut.  Instead  of  pressing  the  residue,  it 
may  oe  infused  several  times  more  with  water 
until  it  is  completely  exhausted  of  the  desired 
constituents,  but  this  method  involves  .a  large 
amount  of  subsequent  evaporation.  The  solu- 
tions obtained  by  the  above  processes  are  next 
strained  through  conical  ba^  of  linen  or  flannel, 
and  then  evaporated  down  m  jacketed  pans  like 
those  previously  described,  the  liquid  being  kept 
in  mo^on  by  a  mechanical  stirrer. 

In  many  cases,  evaporation  at  temperatures 

near    100®    has    an    injurious 

effect  on  the  substances  in 
solution,  and  some  arrangement 
for  evaporation  in  a  partial 
vacuum  is  adopted ;  this  enables 
the  evaporation  to  be  conducted 
at  a  lower  temperature  than 
when  the  liquid  is  subjected 
to  the  pressure  of  the  atmo- 
sphere. 

In  the  process  of  percolation 
or  displacemerU,  the  powdered 
substance  is  placed  in  a  lonff 
cylindrical  or  conical  vessel 
(Fig.  3),  and  rests  on  a  per- 
-.  forated   disc   placed   near  the 

'"^-  ^*  bottom    and    which    can     be 

covered  with  a  piece  of  linen 
or  flannel.  A  conical  vessel  is  preferable  to  a 
cylindrical  one,  as  the  mass  adjusts  itself  more 
readily  to  the  vessel  when  any  change  of 
volume  occurs ;  in  a  cylinder,  if  the  mass 
swells  on  absorbing  the  solvent,  it  is  apt  to 
become  so  tightly  packed  that  the  liquid  cannot 
pass,  or,  if  it  contracts  owing  to  the  removal  of 
soluble  constituents,  it  is  more  liable  to  form 
cracks  and  channels.  A  second  perforated  disc 
of  linen  or  of  paper  pierced  with  noles  is  laid  on 
top  of  the  BUDstance  to  distribute  the  solvent 
umformly.  It  is  often  advisable  to  damp  the 
powder  with  about  half  its  volume  of  the 
solvent  before  packing  it  into  the  percolator, 
otherwise  some  portions  may  be  found  to  have 
escaped  getting  wet  during  tne  whole  operation. 
Care  must  be  taken  in  pacmng  that  the  substance 
is  throughout  in  as  uniform  state  of  compression 
as  possiole,  or  else  the  solvent  will  pass  more 
freely  through  the  loosely  packed  portions. 
Different  suratances  require  to  be  packed  with 
different  degrees  of  tightness ;  and  when  alcohol 
or  ether  are  the  solvents  employed,  the  packing 
may  be  tighter  than  in  the  case  of  water,  as  they 
do  not  cause  such  a  swelling  of  the  substance  as 
water  does.  The  conical  vessel  is  supported  in 
a  circular  hole  cut  in  a  table  or  wooden  stand,  a 


vessel  is  placed  underneath  to  receive  the  solu- 
tion, and  the  solvent  is  poured  from  time  to  time 
on  the  top.  A  row  of  such  percolators  can  be 
arranged  so  that  the  solution  from  the  first  is 

EourMl  on  to  the  next  and  so  on  along  the  row, 
y  which  plan  the  liquid  from  the  last  will  be  a 
strong  solution,  and  the  percolators  that  are 
more  neariy  exhausted  will  receive  the  weaker 
and  therefore  more  active  liquids.  This  is  a 
typical  case  of  the  counter-curretU  system. 

Glass  percolators  are  also  used  consisting  of 
an  upper  vessel  to  hold  the  sabstanoe  and  of  a 
lower  vessel  to  catch  the  solution.  The 
upper  vessel  is  stoppered  to  prevent  loss  of 
alcohol  or  ether  vapour,  but  there  must  be  a 
small  aperture  to  allow  air  to  enter  in  order  to 
prevent  a  partial  vacuum  being  formed.  In 
extracting  some  plant  materials  cold  pereolation 
is  found  preferable  to  hot  extraction  as  the 
desired  constituent  is  obtained  with  less  trouble* 
some  and  undeaired  substances  accompanying  it 
and  so  is  easier  to  purify. 

For  some  purposes,  more  elaborate  forms  of 
aqueous  extraction  apparatus  are  preferable.  Of 
these  the  following  is  an  example  : — 

Hanig  and  Eetnhard^s  apparatus  (Fig.  4). — 
This  is  designed  for  extracting  dyewoods,  &c.,  by 
the  action  oJE  steam  and  water,  a  and  B  are  two 
similar  vessels  (▲  is  shown  in  section)  which  can 
be  made  to  revolve  about  the  axes  xy,  xy,  by 
means  of  the  gearing  o,  o,  so  as  to  facilitate 
filling  and  emptying.  The  axes  are  tubular  and 
serve  for  conducting  steam  and  water.  In  com- 
munication with  the  axis  x  are  two  pipes  having 
taps  a'  and  a :  one  ascends  and  leaos  into  the 
upper  part  of  the  vessel,  and  the  other  descends, 
and,  passing  through  the  bottom  of  the  vessel, 
leads  to  a  perforated  pipe,  g,  which  forms  a 
ring  underneath  a  periorated  false  bottom,  A. 
Communicating  with  the  axis  y  is  a  pipe  which 
descends  and,  K)llowing  the  dotted  lines,  joins  on 
to  the  back  of  the  thiee-way  tap  6.  This  tap  h 
communicates  with  the  space  beneath  the  false 
bottom  and  also  with  the  air.  Another  three- 
way  tap,  c,  affords  means  of  communication  be- 
tween the  two  axes  v>  y*  and  also  with  a  pipe  at 
the  back  indicated  by  the  circle  of  dots.  The 
covers  of  a  and  b  can  readily  be  taken  off  and 
fastened  on  again  by  the  row  of  screws  «,  a,  a. 
These  covers  form  the  condensing  apparatus ; 
inside  they  possess  one  or  more  flat  Horizontal 
coils  w,  Wf  to  which  water  enters  through  the 
tube  m,  and  escapes  through  n,  and  then  flows 
over  the  whole  lid,  forming  a  layer  on  the  top, 
and  is  thence  conducted  awav.  e  and  /  are 
openings  for  air  and  safety  valves,  and  d,  cf,  d 
are  taps  for  ascertaining  the  level  of  the  liquid 
inside  the  vessel. 

To  work  the  apparatus  ▲  and  b  are  filled 
with  the  substance  to  be  extracted,  and  the 
coven  are  fastened  on.  A  suitable  quantity  of 
hot  water  is  introduced  into  A  through  the  tap  c, 
placed  in  such  a  position  that  it  passes  down 
the  pipe  t  and  through  the  tap  b  into  a.  Steam 
is  now  passed  in  through  the  axis  ar,  and  through 
the  valve  corresponding  to  a,  and  escapes  through 
the  perforations  of  the  pipe  g,  heating  the  wat-er 
and  the  substance  and  ascending  to  the  top, 
where  it  is  condensed  and  flows  as  liquid  back  to 
the  bottom  again.  The  action  is  further  accele- 
rated by  opening  the  valve  corresponding  to  a', 
and  pasAing  steam  in  at  the  top  of  the  apparatus. 
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The  first  few  solutions,  which  are  strong,  are 
drawn  off  by  the  tap  6,  then  the  later  and  weaker 
ones  are  forced  by  the  pressure  of  the  steam  into 
the  vessel  b,  the  taps  b  and  c  being  placed  so  as 
to  lead  to  that  vessel,  a  is  then  emptied  and 
refilled  with  fresh  material,  and  b  is  now  worked 
in  the  same  way  that  a  was.  By  proceeding  in 
this  way  alternately  with  a  and'B,  the  later  and 
weaker  solutions  from  one  vessel  come  into  con- 
tact with  fresh  material  in  the  other  and  become 
strong,andthus  economy  in  evaporation  is  effected 
(D.  R.  P.  18922, 1881 ;  and  Dingl.  poly.  J.  1882, 
246,  22,  a  later  form  of  that  in  D.  R.  P.  10771, 
1880 ;  and  Dingl.  poly.  J.  1880,  238,  332). 

In  the  laboratory  most  extractions  are  made 
with  non-aqueous  solvents,  but  those  of  tanning 
materials  are  made  with  water.    For  descrip- 


tions of  the  methods,  see  the  article  on  Leather  ; 
and  see  Procter's  Leather  Lidustries  Lab.  Book 
of  Anal,  and  Exp.  Methods,  1908.  Other 
references  are :  Wollny  (Zeitsch.  anal.  Chem. 
1885,  24,  50) ;  Koch  (Dingl.  Poly.  J.  1888,  267, 
515);  von  Schroeder  (Zeitsch.  anal.  Chem.  1886, 
26, 132) ;  Boegh  (J.  Soc.  Chem.  Ind.  1899, 1 8, 303), 
comparative  results  with  various  apparatuses ; 
Veitch  (J.  Amer.  Chem.  Soc.  1905,  27,  724; 
and  1906,  28,  605),  recommends  using  water 
in  adaptations  of  Zulkowski's  or  £>xhlet's 
apparatus;  Rogers  {ibid.  1900,  28,  194); 
Wilson  (J.  Soc.  Chem.  Ind.  1912,  31,  97)  de- 
scribes a  form  in  which  non-volatile  solvents 
can  be  made  to  circulate  over  the  material  by 
means  of  a  vacuum  pump  ;  Benson  and  Thomp- 
son (J.  Ind.  Eng.  Chem.  1915,  7,  915). 
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Solvents  other  thak  Water. 

When  solvents  other  than  water  are  used 
it  becomes  desirable  to  avoid  the  loss  that  would 
be  involved  in  pouring  off  the  solvent  and 
pressing  l^e  residue,  and  also  to  make  a  minimum 
of  solvent  do  a  maximum  of  dissolving  :  various 
forms  of  apparatus  have  been  devised  to  attain 
these  ends,  the  principle  involved  being  to  distil 
off  the  solvent  from  tne  solution  and  use  it  over 
and  over  again,  and  most  of  the  forms  are  arranged 
so  as  to  work  automatically  and  to  require  but 
little  attention.  In  general,  they  consist  of  a 
receiver  in  which  the  solvent  is  boiled,  and  to 
which  the  solution  of  the  extracted  constituents 
returns,  of  an  extraction  vessel  in  which  the 
substance  is  placed,  and  of  a  tube  or  space  to 
conduct  the  vapour  to  a  condenser,  whidi  cooLb 
and  returns  the  liquefied  solvent  to  the  extrac- 
tion vesseL  If  this  tube  ia  made  to  pass  outside 
the  extraction  vessel,  the  extraction  goes  on 
in  the  cold,  or  nearly  so ;  but  if  the  vapour 
encircles  the  extraction  vessel,  or  if  the  tube 
passes  through  the  material,  the  solvent  action 
IS  increased  by  heat  which  may  or  may  not  be 
desirable. 

There  are  three  main  plans  on  which  they 
are  constructed,  namely  : — 

A.  Percolation. 

B.  Continuous  infusion*  In  this  plan  the 
substance  is  alwavs  immersed  in  the  solvent  and 


in  most  forms  the  solution  leaves  the  extraction 
vessel  at  the  bottom,  rises,  and  overflows  back 
to  the  receiver. 

C.  Intermittent  infusion.  This  plan  has  the 
advantage  of  removing  one  lot  of  solution  and 
bringing  quite  fresh  solvent  into  contact  with 
the  sumtance  from  time  to  time ;  since  1879 
it  has  been  brought  to  a  high  degree  of  perfection 
bv  exchanging  the  overflow  tube  of  the  second 
plan  for  a  siphon,  which  makes  the  action  an 
automatic  one,  the  improvement  being  due 
to  Soxhlet  and  Szombathy. 

The  number  of  forms  for  laboratory  use  that 
have  been  described  in  chemical  journals,  taking 
those  for  solids  and  liquids  together,  amounts 
to  over  200.  Some  of  them  are  triumphs  of 
glass-blowing,  but  promise  to  be  very  fragile  and 
difficult  to  clean,  especially  those  designed  for 
extracting  liquids.  Difficulties  have  been  met 
in  various  wa}^.  If  corks  are  used  for  making 
junctions,  there  is  the  possibility  of  their 
yielding  matter  to  the  solvent^  and  a  previous 
extraction  with  solvents  may  be  required, 
which  does  not  improve  their  qualities  ;  if  large, 
they  have  pores  wnich  allow  the  escape  of  some 
of  the  vapour.  A  covering  of  tinfoil  is  one 
remedy  proposed,  another  is  the  use  of  chrome- 
gelatin  recommended  by  Neumann  (Ber.  1885, 
18,  3064).  The  cork  is  smeared  with  a  pre- 
paration made  by  di^pl^y^  4j0iB^j«^f  gelatin 
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in  52  parts  of  boiling  water,  filtering,  and  adding 
1  part  of  ammonium  dichromate,  and  is  then 
ezjpoeed  to  light  for  2  days,  which  renders  the 
mixture  insoluble  in  water,  ether,  and  benzene. 
Another  alternative  is  to  use  ground  glass 
stoppers  and  joints,  as  in  the  apparatuses  of 
Sanders,  Jerwitz,  von  der  Heide,  and  others ; 
these  are  apt  to  jam  and  break.  A  third  plan 
is  to  employ  mercury  seals,  as  in  Schwarz's 
apparatus,  and  in  Knorr's.  It  is  much  in  favour 
in  the  United  States.  A  simple  way  of  making 
a  mercury  joint  is  given  by  Leather  (J.  Soc. 
Chem.  Ind.  1889,  8,  81).  When  mercury  is  used, 
all  minute  globules  of  it  must  be  carefully 
removed  berore  weighing  a  vessel,  as  their 
weight  is  considerable. 

To  prevent  portions  of  the  substance  being 
washed  into  the  receiver,  it  is  often  necessary 
to  enclose  it  in  a  cartridge  of  filter  paper,  or 
in  a  holder  of  filter  paper  shaped  like  a  thimble  ; 
such  thimbles  are  now  manufactured  for  the 
purpose.  Boeck  (J.  Ind.  Eng.  Chem.  1912,  4, 
303)  recommends  a  thimble  made  of  alundum 
(that  is  bauxite  fused  in  an  electric  furnace)  fired 
with  some  suitable  ceramic  bonding  material,  it 
can  be  made  as  porous  as  desired.  Forbes 
{ibid,  544)  finds  that  alundum  vessels  alter  a 
little  in  weight  by  varying  treatment.  Alumi- 
nium cups  perforated  at  the  bottom  to  hold  the 
thimble  or  the  substance  directly,  have  been 
described  (Richardson  and  Scherubel,  ibid.  220  ; 
and  Bersch,  J.  Soc.  Chem.  Ind.  1901,  20,  389). 

Various  accessory  devices  have  been  added 
to  the  Soxhlet  and  other  forms ;  the  object  of 
some  bein£  to  divert  at  will  the  stream  of  con- 
densed solvent  from  returning  to  the  receiver 
and  to  collect  it  apart.  In  this  way,  at  the  end 
of  an  extraction,  the  solvent  can  be  distilled 
off  and  recovered  without  disconneoting  the 
apparatus.  Such  are  those  of  Shenstone  (Chem. 
Soc.  Trans.  1883,  43,  123);  WoUny  (Zeitsch. 
anal.  Chem.  1885,  24,  49) ;  Fresenius- Offenbach 
(Zeitsch.  angew.  Chem.  1896,  485);  Chatelan 
(Chem.  Zeit.  1901,  25,  612);  van  Leeuwen 
{ibid,  1907,  31,  350) ;    R.  von  der  Heide  {ibid. 

1911,  35,  631);  Friedrichs  (J.  Amer.  Chem. 
Soc.  '1912,  34,  1509  ;  and  Zeitsch.  angew.  Chem. 

1912,  25,  2208).  Further,  a  tap  can  be  attached 
either  to  the  bottom  of  the  extraction  vessel, 
or  somewhere  on  the  tubes,  so  that  some  of  the 
solution  can  be  drawn  off  for  testing,  as  described 
by  Lewkowitsch  (Chem.  Soc.  Trans.  1889,  55, 
359);  Landsiedl  (Chem.  Zeit.  1902,  26, 
274);  Stein  {ibid.  1909,  33,  1115);  Taurke 
{^nd.  1912,  36,  214) ;  Schmid  {ibid.  1249).  In 
order  to  leckd  ether  down  from  the  end  of  the 
condenser  to  the  substance.  Bain  (J.  Ind.  Eng. 
Chem.  1910,  2,  455)  employs  a  silk  cord  with  a 
glass  bob  at  the  end ;  sealed  in  this  bob  is  a 
piece  of  iron  wire,  so  that  by  means  of  a  magnet 
it  can  be  drawn  to  the  side  to  wash  particles 
down.  It  \a  sometimes  advantageous  to  attach 
a  calcium  chloride  drying  tube  at  the  top  of 
the  condenser  to  prevent  the  ether  absorbing 
water. 

Below  are  given  descriptions  of  well-known 
or  typical  apparatuses,  and  also  references  to 
other  forms  that  have  been  described.  Appa- 
ratuses suitable  for  the  laboratory  are  taken 
first,  and  are$  for  the  most  part,  grouped  on  the 
classification  given  above,  then  follow  some 
examples  of  manufacturing  plant. 


A.  Percolation  Forma. 


ZuUcawski's  apparatus  (Fig.  6).— The  sub- 
stance is  placed  in  the  extraction  vessel  b,  and  is 
supported  by  a  plug  of  cotton  wool,  p.  The 
vapour  of  the  solvent,  as  it  boils  off  from  the 
flask  B,  passes  upwards  through  the  side  tube  t, 
which  is  fused  on  to  B,  and  then  passes  through 
the  adaptor  c  to  a  condenser.  The  condensed 
liquid  flows  back  iChd  percolates  tfaroiu;h  the 
substance  in  e,  and  drops  again  into  b  (Zeitsch. 
anal.  Chem.  1873,  12,  303). 

Maly  (Annalen,  1875,  175,  80),  Wolfbauer 
(Ber.  der  Versuchsstationen,  Wien,  1878,  1), 
Weigelt  (Repertoriiun  der  anal.  Chem.  1881,  1, 
7),  and  Fluckiger  (Zeitsch.  anal.  Chem.  1882,  21, 
467)  have  described  apparatuses  which  resemble 
or  else  are  modifications  of  that  of  Zulkowski. 

DrechseTa  apparatus  (Fig.  6).— A  folded  filter, 
having  double  the  usual  number  of  folds,  so  that 
it  may  fit  well  to  the  sides  of  the  vessel,  is  placed 
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in  the  glatss  globe  b,  and  on  this  paper  the  sub- 
stance to  be  extracted  is  putc  The  solvent  is 
placed  in  the  flask  b,  whicn  has  a  tube  t  fused 
mto  its  side ;  on  warming  b  the  vapour  ascending 
through  t  and  thitough  the  tube  m,  which  is  hela 
in  contact  with  ^  by  a  cork  and  is  fused  on  to 
the  glass  apparatus  c,  passes  on  to  a  reflux 
condenser  connected  with  o  by  the  tube  r.  The 
condensed  liquid  flows  back  into  o,  and  is  led  by 
the  tube  n  into  the  globe  b  where  it  falls  on  the 
substance,  and  after  having  percolated  through 
it  returns  to  b  again  (J.  pr.  Chem.  1877,  123, 
350). 

Weyl's  apparatus  (Zeitschrif t  fiir  Instrumen- 
tenkunde,  1885,  5,  126)  is  an  arrangement  like 
Drechsel's,  but  by  the  employment  of  mercury 
joints  an  ordinary  funnel  can  be  used  instead  of 
the  glass  globe  b. 

Gwiggner's  apparatus  (Zeitsch.  an^ew.  Chem. 
1902,  15,  882)  consists  of  a  vessel  m  which  a 
funnel  with  the  filter  paper  in  position  can  be 
placed  and  the  substance  on  the  filter  extracted 
by  a  volatile  solvent.  The  vapour  of  the  solvent 
rises  between  the  funnel  and  the  outer  vessel, 
and  when  condensed  drops  from  a  ring  of  points 
on  to  the  edge  of  the  filter  paper.  It  is  useful 
for  extracting  sulphur  from  precipitates  and  in 
other  analytical  operations. 

ToUens*  apparatus  (Fig.  7).-;-Thi8  is  an  im- 
provement on  an  earlier  form  which  was  described 
by  ToUens  (Zeitsch.  anal.  Chem.  1875,  14,  82). 
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The  substance  is  placed  in  the  inner  tube  i,  which 
is  slightly  contracted  at  the  bottom  /,  and  then 
spread  out  into  a  rim  over  which  a  piece  of  filter 
paper  is  bi^.  This  tube  i  is  placed  in  a  wider 
tube  B,  and  rests  on  a  bit  of  bent  glass  rod  at  /, 
which  prevents  it  from  closing  the  aperture  into 
the  narrower  part  t.  The  neck  t  is  fitted  by 
means  of  a  conk  into  a  flask  containing  the  sol- 
vent, the  vapour  of  which  ascends  through  the 
space  between  i  and  b,  and  then  through  c  to  the 
condenser.  The  condensed  liquid  drops  into  i, 
and  after  percolating  through  the  substance 
passes  through  the  filter  paper  and  back  into  the 
flask  again  (Zeitsch.  anal.  Chem.  1878,  17,  320). 
A  form,  having  an  extraction  tube  with  a 
pointed  lower  extremity,  is  described  by  Dunstan 
and  Short  (Pharm.  J.  1883,  [3]  13,  663). 

Schulze  and  von  Rampach*s  apparatus 
resembles  Tollens*,  with  the  exception  tnat  the 
inner  tube  i,  in  which  the  substance  is  placed, 
passes  through  and  is  held  in  its  place  oy  the 
cork  at  the  top  of  the  outer  tube  E.  The  inner 
tube  I  is  connected  with  a  condenser,  and  is 

E erf  orated  just  below  the  cork  with  one  or  more 
oles  through  which  the  vapour  passes  up  to  the 
condenser  (Zeitsch.  anal.  Onem.  1878,  17,  171). 

Scheibler's  1st  apparatus  (D.  R.  P.  3573, 
1878,  and  7463,  1879  ;  DingLpoly.  J.  1879,  234, 
128),  and  also  those  of  West-Knights  (The 
Analyst,  1883,  8,  65)  and  of  Bensemann  (Beper- 
torium  der  analytischen  Chemie,  1886,  6,  390) 
differ  but  little  from  Schulze  and  von  Rampach's. 

Knorr's  apparatus  (Fig.  8). — ^This  is  much 
used  in  the  United  States,  and  was  published 
by  the  Association  of  Official  A^cultural 
Chemists.  It  avoids  the  use  of  corks  and 
ground  glass  joints,  b  is  a  little  flask  made  by 
softening  the  glass  round  about  the  neck  of  an 
ordinary  flask  and  pressing  the  neck  in  so  as  to 
form  a  little  depression.  Kesting  on  this  neck 
by  small  projections  p,  there  is  placed  either  a 
tube  B,  with  an  internal  siphon,  or  a  simple 
percolating  tube,  ending  below  in  a  point,  and 
naving  a  perforated  }3atinum  disc  sealed  in 
near  the  point  to  support  the  substance.  A 
long  covermg  tube  o  (snown  on  half  the  scale  of 
B  and  b)  comes  down  over  the  percolator  or 
siphon  tube  and  fits  into  the  depression  in  b 
the  junction  being  made  tight  by  a  little  mer- 
cury. B  is  held  m  position  by  an  indiarubber 
band  passing  underneath  it,  and  attached  to  the 
two  projections  g,  q,  on  the  covering  tube.  The 
latter  is  attached  by  fusion  to  the  condenser, 
and  the  indiarubber  stopper  of  the  condenser 
is  either  put  on  before  the  fusion,  or  else  is  slit 
half  way  throuffh,  so  that  it  can  faie  put  on  later. 
«  is  a  kttle  siphon  to  remove  any  solvent  that 
may  collect  between  the  cover  and  the  flask 
neck.  At  the  end  of  the  extraction  by  means  of 
an  adapter  fitting,  into  the  meroury  joint  the 
solvent  can  be  distilled  off  and  recovered 
(U.S.A.  Bept.  A^^c.  Chem.  Division  Bull.  28, 
1890,  96 ;  and  Wiley's  Princs.  and  Prac.  of 
Agric.  Anal.  Vol.  3). 

Variations  of  Knorr's  form  are  given  by 
Carr  (J.  Amer.  Chem.  Soo.  1894,  16,  868), 
Wheeler  and  HartweU  {ibid.  1901,  23,  338), 
Frapa  (Amer.  Chem.  J.  1907,  37,  85),  Dubois  and 
Robison  (J.  Amer.  Chem.  Soc.  1908,  30,  797), 
Sy  (J.  Ind.  Eng.  Chem.  1909,  1,  314),  Ames  and 
Bowser  (J.  Amer.  Chem.  Soc.  1909,  31,  947), 
^*?*rancis  (J.  Ind.  Eng.  Chem.  191 1«  3, 673). 


Wiley's  appanUus  (Fig.  9). — ^This  is  a  com- 
pact apparatus  used  in  the  United  States,  it 
avoids  all  corks  and  joints.     It  consists  of  a 
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lai^e  test-tube  closed  by  the  brass  plate  p, 
which  has  a  ground  undeisurface  resting  on  the 
ground  edffe  of  the  test  tube.  Attached  to  p 
is  the  metallic  condenser  c,  made  of  four  sections, 
each  formed  of  two  cones  fastened  base  to  base ; 
the  cross  plates  shown  are  ciroular  and  direct 
the  current  of  water  against  the  sides.  The 
substance  resting  on  asbestos  is  contained  in  the 
crucible  b,  which  has  a  removable  perforated 
bottom,  and  hangs  from  hooks  at  the  bottom 
of  the  condenser.  The  extract  can  either  be 
collected  and  weighed  in  the  test  tube:  or  a 
little  flask  b,  with  a  funnel  /  above  it,  can  be 
used ;  in  the  latter  case  a  little  meroury  is  put 
in  to  fill  the  space  between  b  and  the  test  tube. 
The  solvent  is  introduced  by  means  of  a  small 
funnel  through  the  tube  g,  which  is  closed  when 
j  the  solvent  has  boiled  for  a  short  time  and  has 
driven  out  the  air  (J.  Anal,  and  App.  Chem. 
'  1893,  7,  65).  The  apparatus,  and  a  way  of 
j  arranging  it  in  batteries,  is  given  in  Wiley's 
I  Princs.  and  Pract.  of  Agric.  AnaL  1914,  3,  70. 

The  foUowing  are  some  other  small  appa- 

ratuses  :   West-Knights  (Analyst,  1883,  8,  65) ; 

Thomas  and  Dugan  (J.  Amer.  Chem.  Soc.  1905, 

27,  293),  for  removing  bitumen  from  asphaltic 

mixtures  ;  Jackson  and  Zanetti  (Amer.  Chem.  J. 

1907,  38,  461),  a  little  percolating  tube  is  placed 

in  the  flask  of  solvent  and  under  the  end  of  the 

condenser;    dacher  (Analyst,  1910,  35,  349); 

Ford  (J.   Amer.   Chem.   Soc.    1912,   34,   552); 

Richardson  and  Scherubel  (J.  Ind.  Ehig.  Chem. 

1912,    4,    220);     Cary-Curr   and   CotUe    {ibid. 

535  and  856),  for  testing  rubber  compounds 

used  on  wires  ;  Walker  and  Bailey  {ibid,  1914,  6» 

497) ;   Stokes  (Analyst,  1914,  39,  295) ;   Besson 

(Chem.  Zeit.  1915,  39,  860). 

I        One  disadvantage  in  the  percolation  appara- 

'  tus  is  that  the  drops  from  the  condenser  always 

I  fall  on  nearly  the  same  spot  of  the  surface  of 

I  the  substance,  so  that  some  portions  do  not  get 

'  such  a  good  chance  of  being  extracted  as  othezs. 

To  remedy  this,  Barbier  (J.  Pharm.  Chim.  1878, 
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[4 J  27,  200)  employed  an  apparatus  in  which  a 
siphon  in  a  vessel  above  the  percolator  pours  a 
considerable  volume  of  the  solvent  from  time  to 
time  on  the  substance,  so  that  the  surf ac-e  of  the 
latter  becomes  covered  with  a  l^er  of  liquid. 
The  apparatuses  of  Gu^rin  (J.  Pharm.  Chim. 
1879,  [4]  30,  611),  Stockbridge  (Ghem.  Centr. 
1885,  [3]  16,  280),  and  of  WoUny  are  others  that 
adopt  this  plan,  and  that  of  the  last-mentioned 
is  given  below  as  a  type  of  the  class. 

Woanff*8  appanUiLS  (Fig.  10). — ^This  consists 
of  a  receiving  flask  B  to  contain  the  solvent,  and 
two  other  pieces  shown  in  section  in  the  figure. 
These  bits  are  united  together  by  the  mercunr 
joints  a,  b,  c,  d,  which  are  provided  with  smul 
tubes  to  permit  of  their  being  emptied  without 
tilting  the  apparatus.  The  top  jomt  d  connects 
the  apparatus  with  the  condenser.  The  sub- 
stance to  be  extracted  is  placed  in  the  tube  b  ;  I 
it  should  be  contained  in  a  cartridge  of  filter- 
paper  so  as  to  allow  the  vapour  of  the  solvent 
to  pass.  The  vapour  ascends  the  tube  p,  and  | 
then  passes  downwards  through  x,  heating  the 
substance  on  its  way,  into  the  space  f,  whence 
it  escapes  up  the  tube  t  to  the  condenser.  The 
condensed  liquid  oollecte  in  the  vessel  v,  and 
is  siphoned  off  from  time  to  time  by  the  tube  s, 
thus  ensuring  the  complete  extraction  of  the 
substance.  The  solution  returns  through  F  and 
the  long  tube  q  to  the  flask  again.  In  cases 
where  boiling  the  solution  injures  the  dissolved 
constituents,  vapour  of  the  solvent  can  be 
introduced  through  the  side  tube  r  from  another 
vessel  of  solvent  heated  separately,  and  the 
flask  B  can  be  left  cold  (Zeitsch.  anal.  Ghem. 
1885,  24,  48).  Selector  (J.  Ind.  Eng.  Ghem. 
1915,  7, 871)  describes  a  modernised  form  on  the 
same  plan  and  less  complicated  than  the  above. 

Von  Bibra  (von  Gorup-Besanez's  Anleitung 
zur  zoo^hem.  Analyse,  1850, 353)  and  Hoffmann 
(Zeitsoh.  anal  Ghem.  1867, 6, 370),  by  alternately 
heating  and  cooling  the  receiving  flask,  make  the 
solvent  pass  through  the  substance.  Gawa- 
lowski  (Zeitsch.  anoL  Ghem.  1883,  22,  528) 
provides  a  tap  on  the  side  tube  up  which  the 
vapour  ascends,  in  a  form  like  Zulkowski's ;  if 
this  is  closed  from  time  to  time,  and  the  source 
of  heat  is  removed,  the  contraction  in  the  flask 
sucks  the  Liquid  back  through  the  substance. 
He  also  employs  underneath  an  arrangement 
like  Ihechs^'s,  whereby  perfect  filtration  is 
attained. 

Mohr's  apparatus  (Mohr's  Lehrbuch  der 
Pharm.  Technik,  1847,  108)  is  an  early  form 
often  referred  to  in  older  chemical  literature; 
it  employs  a  Wonlfe*s  bottle  with  metal  vessels 
above.  Other  old  forms  ore  those  of  Payen 
(Ann.  Chim.  1845,  [3]  13,  50);  Schloesing 
{ihid.  1847,  [3]  19,  239) ;  Kopp(Gompte6  rendus 
des  Travaux  de  Chimie  par  iJaurent  et  Gerhordt, 
1849,  5,  305) ;  Amaudon  (H  Nuovo  Gimento, 
1858,  8,  260);  Jaoobi  (Dingl.  poly.  J.  1862, 
164,  343);  and  Storoh  (Zeitsch.  anal.  Ghem. 
1868,  7,  68),  who  constructs  a  simple  form  by 
ptftising  the  substance  in  a  broken  retort  beak 
and  embedding  a  tube  in  it  through  which  the 
vi4K>ur  of  the  solvent  ascends  to  the  condenser. 

References  to  other  authors  who  have  de- 
scribed fomu  of  percolation  apparatus  are : 
Vohl  (DingL  pdy.  J.  1871,  200,  236),  for  oU 
seedi;  Gerber  (Ber.  1876,  9,  656),  for  milk 
analysis;    C^azeneove  and  Gaillol   (J.   Pharm. 


Chim.  1877,  [4]  25,  265) ;  Tsohlopowitz  (Zeitsch. 
anal.  Ghem.  1870,  18,  441);  Biechele  (Corre- 
spondenz-Blatt  des  Vereins  analytischer  Ghemi- 
ker,  2,  70) ;  Wolff  {ibid,  91) ;  Guichard  and 
Damoiseau  (Repertoire  de  Pharmaoie,  1880,  8, 
97) :  Gantter  (DingL  poly.  J.  1880,  236,  221) ; 
Medicus  (Zeitsch.  anal  (5hem.  1880,  19,  163) ; 
Thorn  (D.  R.  P.  14523,  1880,  and  DingL  poly.  J. 

1882,  243,  248 ;  and  with  later  improvements, 
D.  R.  P.  18850,  1881,  and  DingL  poly.  J.  1882, 
246,   374);     Dunstan   and   Short   (Pharm.   J. 

1883,  r3]  13,  663) ;  Kreusler  (Ghetn.  Zeit.  1884, 
8,  1323) ;  Thresh  (Pharm.  J.  1884,  [3]  15,  281) ; 
Will  {ibid,  363) ;  Waite  {ibid,  376) ;  Johnson 
(Ghem.  News,  1885,  52,  39  and  82) ;  Foerster 
(Zeitsch.  Anal.  Ghem.  1888,  27,  30  and  173) ; 
Neubauer  (DingL  poly.  J.  1888,  267,  513; 
Bemtrop  (Zeitsch.  angew.  Ghem.  1902,  15,  121), 
for  bread  analysis ;  Lohmann  (Ghem.  Zeit.  1905, 
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29,  365) ;  Pescheok  (Zeitsch.  angew.  Ghem.  1906, 
19,  1513) ;  Record  (Ghem.  News,  1908,  97,  280) ; 
Gebhard  and  Thompson  {ibid.  1909,  99,  124) ; 
Prager  (Zeitsch.  5ffentl.  Ghem.  1909,  15,  396) ; 
Kodi  and  Garr  (J.  Amer.  Ghem.  Soc.  1909,  31, 
1341) ;  Lenz  (Arbeiten  Pharm.  Tnst.  Univ. 
Berlin,  1909,  7,  289) ;  Bomemann  (Ghem.  Zeit. 
1914,  38,  833),  for  fine  powders,  such  as  asphalt 
meaJ;  Griffiths- Jones  (Analyst,  1919,  44,  45), 
the  tube  up  which  the  vapour  ascends  passes 
from  the  cork  of  the  receiver  up  above  the 
condenser,  then  bends  over  and  passes  down 
inside  the  condenser  to  the  level  of  the  water 
intake,  the  extraction  thimble  is  attached  to 
the  condenser  and  is  inside  the  receiver. 

B.  Contintums  Infusion  Forma, 
8eheihler*s  2nd  apparatus  (Fig.  11). — As  the 
first  apparatus  could  not  be  constructed  wider 
to  hold  large  quantities  without  danger  of  the 
solvent  percolating  in  one  channel  through 
the  substance,  and  leaving  part  unextract^, 
Scheibler  desisrned  a  modification  involving  con- 
tinuous infusion  with  an  overflow.  The  ap- 
paratus (shown  in  section  in  the  figure)  is  made 
of  metal,  and  the  substance  is  placed  in  the 
innermost  tube  b,  which  is  clased  at  the  bottom 
with  a  piece  of  wire  gauze  >vith  a1ayfe^^  cotton 
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wool»  p,  above  it.  This  tube  slightly  widenB 
at  ^e  top  and  is  ground  into  the  top  of  the  outer 
vessd  80  as  to  be  removable.  The  outer  vessel 
is  composed  of  two  tubes  which  are  permanently 
united  at  the  neck  a ;  the  outside  one  ends  below 
in  a  funnel  which  fits  into  the  vessel  of  solvent ; 
the  inner  one  is  closed  below,  the  bottom  being 
bent  up  as  shown ;  it  has  two  rows  of  perfora- 
tions in  it  near  the  top.  The  innermost  tube  has 
one  row  of  perforations  just  below  the  neck.  The 
vapour  passes  up  the  outer  space  and  through  the 
perforations  to  a  condenser  fitted  to  the  neck  of 
the  innermost  tube,  the  condensed  liquid  drops 
on  to  the  substance,  descends  through  it,  then 
passes  up  the  space  between  b  and  the  next 
tube,  and  overflows  through  the  lower  row  of 
perforations  and  so  back  into  the  vessel  of 
solvent  again  (D.  R.  P.  9481,  1879). 

Rem^'s  apparatus  (Chem.  Zeit.  1887,  11« 
936)  is  also  an  overflow  apparatus,  but  is  so 
arranged  that  the  substance  is  placed  in  the 
outside  vessel  and  the  liquid  rises  and  overflows, 
and  the  vapour  ascends  through  tubes  in  the 
centre. 

Budde  (J.  Soc.  Chem.  Ind.  1914,  33,.  184) 
found  that  when  using  heavy  solvents  to 
extract  waxes  or  fats  the  solution  is  lighter  than 
the  solvent,  and  floats  on  the  latter.  He  fot 
over  the  difficulty  by  means  of  a  tube  somethmg 
like  b'  in  Yoder*s  apparatus  (Fig.  28),  but  in 
which  the  narrow  side  tube  extends  riffht  up 
to  the  condenser  and  ends  there  in  a  tunnel. 
In  this  way  the  column  of  heavy  solvent  in  the 
aide  tube  forces  the  light  solution  to  overflow 
from  the  top  of  the  wide  part  of  b'  in  which  the 
substance  is  put.  Caspari  {ibid,  1913,  32,  1042) 
describes  an  apparatus  tor  separating  the  pectous 
part  of  indiamober  bypetroleum-ether ;  it  would 
also  meet  Budde's  difficulty. 

Scheibler's   3ni   apparatus   (Fig.    12).— This 
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was  used  in  isolating  vanillin  from  raw  beetroot 
sugar.  The  substance  to  be  extracted  is  placed 
in  the  vessel  b  (an  elutriating  vessel  such  as  is 
used  in  the  mechanical  ani^is  of  soils)  and 
rests  on  a  plug  of  cotton  wool  b.  The  solvent  is 
poured  on  to  it,  until  some  escapes  from  the 
tube  t  into  the  flask  b  which  is  phkced  on  a 
water-bath.  The  vapour  of  the  solvent  is 
conducted  by  the  tube  p  back  into  b.  whence  it 
passes  through  c  to  a  reflux  condenser.  The 
condensed  liquid  flows  back  through  £  on  to  the 
bstanoe  in  b,  thus  causing  a  constant  overflow 
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of  liquid  from  the  end  of  t,  carrying  with  it  the 
soluble  constituents  of  the  substance,  which  thus 
accumulate  in  b  (Ber.  1880,  13,  338a). 

References  to  other  continuous  infusion  ap- 
paratuses are :  Wynter  Blyth  (Chem.  Soc. 
Trans.  1880,  37,  140) ;  Johnstone  (The  Analyst, 
1886,  10,  81) ;  Stoddart  {ibid.  108) ;  Schmidt 
and  H&nisch  (D.  R.  P.  42763,  1887  ;  and  Dingl. 

oly.  J.  1888, 268, 664) ;  Gookel  (Zeitsch.  angew. 

hem.  1897,  683) ;  Landsiedl  (Chem.  Zeit.  1902, 
:26,  274)  for  use  with  solvents  of  either  high  or 
low  boiling-point;  Warren  (C!hem.  News,  1906, 
93,  228),  used  in  indiarubber  works;  Hahn 
(Chem.  Zeit.  1913,  37,  880) ;  Pinkus  (Biochem. 
Zeitsch.  1914,  60,  311). 

C.  ItUermiUetU  Infusion  Forma, 
Avid  and  Pickle's  apparatus  (Fig.  13).— The 
substance  to  be  extracted  is  placed,  together 
with  the  solvent,  in  the  large  bolt-head  flask  b, 
which  is  heated  in  a  water-bath.  The  vapour 
passes  up  the  wide  tube  d,  which  is  provided  with 
a  wide  Dore  tap  c,  and  is  cooled  by  a  reflux 
condenser  attached  to  the  top.  «  is  a  lon£  tube 
ending  in  b  in  a  small  thistle  funnel  packed  with 
cotton  wool  and  covered  with  fine  muslin  or 
cotton  cloth  ;  the  other  end  of  s  passes  into  the 
receiving  flask  b.  A  fairly  wide  tube,  t,  passes 
from  the  tube  d  at  a  point  above  the  tap  c  down 
into  the  receiving  flask  B.  When  the  solvent  has 
become  saturated,  the  tap  o  is  closed  for  a 
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moment,  the  pressure  of  the  vapour  then  drives 
the  solution  through  the  cotton  wool,  and  fills 
the  tube  s,  which  now  acts  as  a  siphon.  The 
solvent  is  now  boiled  off  from  R,  and  passing  up  t 
is  condensed  and  returned  to  b.  The  operation 
is  repeated  until  the  extraction  is  complete.  With 
some  solvents,  a  joint  of  wide  indiarubber 
tubing  can  be  used  instead  of  the  tap  o,  the 
tubing  being  pinched  when  it  is  desired  to  fill 
the  siphon  (Chem.  News,  1909,  99,  242).  The 
authors  find  that  if  the  tube  d  is  continued  down 
into  the  flask  b  to  a  level  a  little  above  the 
thistle  funnel,  and  is  given  a  somewhat  flanged 
termination,  the  apparatus  will  work  auto- 
maticall}'.  When  vapour  is  boiled  off  from  R, 
it  collects  in  D,  forming  a  small  column,  which, 
when  it  has  reached  a  certun  height,  forces  the 
liquid  into  the  siphon,  which  then  empties  b, 
and  the  process  is  repeated! '^'y  ^-'^^^'^^ 
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Schwaeizler  (J.  PbaniL  China.  1853,  [3]  24, 
134),  Schid  (AnnaleD,  1858»  105,  257),  and 
Simon  (Zeitsch.  uuJ.  CheoL  1873,  12,  179)  have 
alao  described  appvataBes  in  which  the  presBore 
of  heated  vrnpour  is  med  to  force  the  solution 
from  one  yessei  to  another. 

References  to  other  i^paiatuses  of  the  inter- 
mittent infosion  group  are  :  Daubrawa  ( Viertel- 
jahxschrift  for  practische  Pharmacie,  1859,  8,  ; 
36) ;  Fleurv  (J.  Pharm.  Chim.  1862,  [3]  41, 282) ; 
Bailow  (Ghem.  News,  1888,  57,  56). 

SaxhUi  and  Szombaiky*s  apparatMS  (Fig.  14). 
— ^This  was  the  first  apparatus  to  introduce  the 
use  of  the  siphon  to  effect  automatic  inter- 
mittent infusion.  The  substance  to  be  extracted,  | 
contained  in  a  cartridge  of  filter  paper,  is  placed  ' 
in  the  wide  tube  x,  at  the  bottom  of  which  a 
tube,  3,  bent  so  as  to  for%i  a  siphon,  is  fused  on. 
Another  tube,  n,  not  quite  so  wide  as  b,  is  fused 
on  to  the  bottom  of  the  latter,  without^  however, 
opening  into  it.  The  down  tube  of  the  siphon 
s  passes  through  the  side  of  n,  and  is  sealed  in 
by  fusion.  A  reflux  condenser  is  fitted  to  the 
top  of  X,  and  the  tube  n  is  fixed  by  a  cork  into  a 
vessel  of  the  solvent.  On  boilii:^  the  solvent, 
the  vapour  ascends  tl^ou^h  n  and  through  the 
side  tube  i,  which  is  sealed  mto  both  n  and  B,and  | 
reaches  the  condenser,  whence  the  condensed 
liquid  drops  back  into  B  and  accumulates  until , 
it  rises  to  the  level  of  the  top  of  the  siphon  «, 
when  the  siphon  flows  and  empties  the  liquid 
contents  of  B  into  the  vessel  beneath;  ■  then 
fills  again,  and  its  liquid  contents  are  siphoned 
off  every  tune  the  level  reaches  the  top  of  the 
siphon  tube.  The  top  of  the  cartridge  should 
be  below  the  level  of  the  top  of  the  siphon,  so 
that  it  may  be  comoletely  immersed  in  the 
solvent,  and  it  shoula  rest  on  a  plug  of  glass 
wool  or  strip  ol  metal  bent  into  a  riiur  so  that 
the  opening  to  the  siphon  may  not  be  closed 
(DingL  poly.  J.  1879,  &2,  461). 

Soxhlet  and  Szombathy's  plan  is  now  very 
widely  adopted,  and  many  variations  of  it  have 
been  devised.  Lewkowitsch  (Chem.  Soo.  Trans. 
1889,  55,  359)  attaches  a  tap  to  the  siphon  just 
before  it  enters  the  tube  n  in  Fig.  14,  so  that  a 
little  of  the  solution  can  be  drawn  off  to  test  the 

grogress  of  the  extraction.  The  siphon  may 
e  placed  between  the  extraction  vessd  b  and 
an  outer  vessel  or  inside  the  extraction  vessel ; 
the  risk  of  breakage  is  thus  diminished,  and  the 
material  and  solvent  are  warmed  by  the  ascend- 
ing vapour.  The  following  are  references 
and  descriptions  of  various  forms  having  the 
siphon  all,  or  mostly,  in  the  air:  Wollny 
(kitsch,  anal.  Ohem.  1885,  24,  51);  Boess- 
neck's  2nd  apparatus  (Ohem.  Zeit.  1890,  14, 
870) ;  Christ  Kob  &  Co.  {ibid.  1901,  25,  379), 
a  form  having  a  perforated  glass  plate  fused 
in  position  just  above  the  place  where  the  siphon 
is  attached  to  b  in  Fig.  14 ;  Landsiedl  ((Unem. 
Zeit.  1902,  26,  274)  forms  with  movable  interior 
vessels  ;  Silberrad  (Chem.  News,  1911,  104,  54), 
like  Fig.  14,  but  the  main  tube  b  rises  very 
high  and  contains  a  pendent  condenser ;  Kardos 
and  Schiller  (Chem.  Zeit.  1913,  37,  920),  for 
powdery  materials,  the  solvent  drops  into  a 
central  tube  full  of  holes  and  covered  with  cloth 
and  embedded  in  the  powder,  whence  it  passes 
into  the  powder ;  Freund  {ibid.  1914,  38,  802), 
a  clever  form  easily  made  from  common  appa- 
ratus. 


Clatunixer  and  WoUma^s  apparatus  (Fig.  15). 
— ^In  this,  the  bottom  of  the  inner  tube  ■  is 
drawn  out,  and  to  it  a  siphon  tube  ia  sealed  on, 
as  shown  in  the  figure.  The  tube  x  and  its 
siphon  fit  loosely  into  an  outer  tube,  t,  which  is 
fitted  into  a  vessel  of  the  solvent  below  and  leads 
to  a  condenser  above.  The  substance  to  be 
extracted  is  placed  in  b,  and  the  mode  of  woridng 
is  similar  to  that  of  the  previous  apparatus. 
The  vapour  pasaiuff  up  in  the  space  between 
X  and  T  maintains  the  substance  and  the  solvent 
at  a  temperature  approaching  the  boiling-point 
of  the  latter  (Zeitsch.  anal.  Chem.  1881,  20,  81). 

An  objection  to  this  form  raised  by  Wollny 
is  that  as  the  siphon  is  in  ihe  hot  vapour  the 


Fio.  15. 


Fio.  16. 


solvent  in  it  may  boil  and  hinder  the  siphoning 
action,  and  he  describes  forms  in  which  the 
substance  is  heated  yet  the  siphon  is  cool 
(Zeitsch.  anal.  Chem.  1885,  24.  48).  When  the 
solvent  is  a  mixture  of  liquids  of  different 
boiling-points,  such  as  petroleum-ether,  the 
more  volatile  portions  tend  to  collect  and  boil 
in  the  extraction  vessel,  while  the  siphon  is 
superheated  by  the  vapours  of  the  high  boiling 

gortions  and  does  not  act  (Ford,  J.  Amer.  Chem. 
oo.  1912,  34,  552). 
FrHhling*a  apparatus  (Fig.  16). — ^A  cylin- 
drical tube,  B,  resembling  a  tube  for  d^ing 
filters,  is  open  at  the  bottom,  but  a  little  above 
the  bottom  it  is  closed  by  a  conical  diaphragm, 
throuffh  the  apex  of  which  passes  the  longer  leg 
of  a  bttle  siphon,  which  is  thus  held  in  position 
in  B  ;  it  lies  close  to  the  side.  This  tube  contains 
the  material  to  be  extracted,  held  in  filter  paper. 
The  end  of  the  siphon  does  not  quite  reach  to 
the  bottom  of  b,  so  that  b  can  be  placed  upright 
on  the  balance  pan,  and  weighed;  it  can  be 
closed  with  a  ground-in  stopper  during  weighing. 
B  is  slipped  into  the  outer  tube  t,  which  is 
closed  by  a  light  hollow  glass  stopper  through 
which  runs  the  tube  of  the  conoonser.  Tne 
vapour  t)f  the  solvent  passes  up  the  side  tube  /, 
is  condensed,  and  the  liquid  when  siphoned 
from  B  returns  down  the  narrow  tube  in  the 
interior  of  n  (Zeitsch.  angew.  Chem.  1889,  242). 
Somewhat  similar  is  an  arrangement  of  Bain 
(J.  Ind.  £ng.  Chem.  1910,  2,  455),  he  uses  as  a 
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percolator  a  little  weighing  bottle  whioh  can 
be  closed  by  ground-on  caps  at  each  end;  in 
one  end  is  a  snort  movable  elass  inset  carrying 
a  stretched  filter-paper  on  ii^ch  the  substance 
rests. 

The  feature  of  having  the  siphon  inside  the 
apparatus  is  adopted  in  the  following  forms : 
Blount  (Analyst,  1888,  13,  126);  Fresenius- 
Offenbach  (Zeitsch.  angew.  Chem.  1896,  485) ; 
Sinnhold  (Chem.  Zeit.  1901,  25,  423) ;  in  this 
the  vapour  passes  up  a  tube  in  the  centre  of  a 
globular  extraction  vessel  terminating  below  in 
a  wide  tube.  The  inner  tube  is  ground  into  the 
wide  tube,  and  has  the  siphon  fi^ed  into  it  with 
the  long  leg  passing  down  the  centre,  the  bend 
and  short  Ictg  being  in  the  globular  vessel.  The 
apparatus  is  less  &agile  tluin  other  forms,  and 
the  inner  tube  and  siphon  can  be  removed  in  one 
piece  for  cleaning.  Chatelan  (Chem.  Zeit. 
1901,  25,  612)  bends  the  delivery  tube  of  the 
condenser  slightly  to  one  side,  so  that  by  twisting 
the  condenser  round,  the  solvent  can  be  made  to 
fall  either  on  the  material  or  into  the  orifice  of  a 
tube  passing  through  the  side  of  the  extraction 
vessel  near  the  top.  When  in  the  latter 
position,  the  solvent  is  run  off  through  a  tap  on 
the  side  tube,  and  the  necessity  is  avoided  of 
disconnecting  the  receiving  flask  and  distilling 
off  the  solvent  in  a  separate  apparatus.  Land- 
siedl  (Chem.  Zeit.  1902,  26,  275)  describes  forms 
with  movable  interior  vessels  for  hot  extraction. 
Radermacher  {ibid,  1 177).  Hesse  (ibid,  1904, 28, 
18)  uses  a  cork  in  a  tubulure  at  the  bottom  of 
the  inner  tube  to  hold  the  siphon  in  its  place, 
thus  making  a  very  cheap  form ;  the  cork  can 
be  coated  with  chromgelatm.  Pescheck  (Zeitsch. 
angew.  Chem.  1906,  19,  1513),  a  form  with 
movable  interior  vessels  for  percolation  or  inter- 
mittent infusion.  Vigreux  (Bull.  Soc.  Chlm. 
1909,  [4]  5,  699).  Walpole  (Chem.  News,  1910, 
102,  129),  a  form  somewhat  resembling  Knorr's 
(Fig.  8).  Aron  (Biochem.  Zeitsch.  1913, 50, 386) 
Beadle  and  Stevens  (Analyst,  1913,  38,  143),  a 
compact  form  made  out  of  an  Erlenmayer  flask 
with  a  long  neck  holding  a  pendent  condenser. 
Thar  (Biochem.  Zeitsch.  1914,  58,  503).  Twiss 
andMoCowan(J.  Soc.  Chem,  Ind.  1917,-36,692), 
a  form  much  like  Blount's. 

King*s  apparalus  (Pig.  17). — In  this  the 
siphon  is  differently  constructed.  Into  the 
bottom  of  the  wide  tube  b  there  is  fused  the  long 
narrow  tube  t,  whioh  jb  ground  off  at  an  angle  at 
its  upper  end.  A  tube,  s,  slightly  wider  than  U 
and  closed  at  one  end,  is  inverted  over  t,  and 
rests  on  the  upper  end  of  the  latter  :  it  does  not 

Suite  reach  to  the  bottom  of  B.  The  tube  b 
ips  into  a  stUl  wider  one,  f,  which  is  dented  in 
in  several  places  at  d,  in  order  that  the  dents 
may  support  b  and  prevent  it  closing  the 
narrower  part  of  f.  The  substance  to  be  ex- 
tracted is  placed  in  b,  and  rests  on  a  plug  of 
glass  wool  at  the  bottom.  It  is  fitted  up  as  in 
the  two  previous  apparatuses,  and  when  the 
liquid  in  E  rises  to  tne  top  of  «,  8  and  t  form  a 
siphcm  and  draw  off  the  liquid  into  the  vessel 
below  (Chem.  News,  1888,  57,  235).  Masojidek 
(Zeitschrift  fur  Zuckerindustrie  in  'Bohmen, 
1881,  6,  51)  and  Boessneck  (Chem.  Zeit.  1887, 
11,  1600)  had  previously  described  apparatuses 
on  the  same  plan  as  King's.  Thorpe  and 
Robinson  (Chem.  Soc.  Trans.  1890,  57,  44) 
employ  an  open-topped  bell-jar  inverted  with  a 


siphon  of  this  form  to  make  a  capacious  ap- 
paratus. 

In  JerwitK*s  apparatus  and  in  Sanders's 
apparatus,  the  difficulty  of  the  cork  ha  avoided 
by  causing  the  condensed  solvent  to  enter  the 
extraction  vessel  at  the  side  instead  of  at  the 
top ;  a  light  glass  stopper  can  then  be  used  to 
close  the  top  of  the  extraction  vessel,  and  the 
material  undergoing  extraction  can  easily  be 
removed  when  extraction  is  complete,  and  fresh 
material  introduced  without  disooimecting  the 
condenser. 

Jertviiz^s  apparatus  (Fig.  18). — ^In  using  this 
the  receiving  flask  t  is  attached  to  the  bottom 
of  the  condenser  and  is  held  on  by  spiral  springs. 
The  cartridge  of  material  to  be  extracted  is 
placed  in  we  extraction  vessel  a;  ether  is 
poured  in  up  to  the  ISvel  b,  and  the  vessel  is 
closed  by  the  glass  stopper  H,  which  is  held  in 
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position  by  spiral  springs.  The  tap  b  is  then 
opened,  and  the  ether  is  siphoned  over  into  t. 
On  heating  t  in  a  water-bath,  the  ether  vapour 
ascends  to  k,  and  is  there  cooled  by  a  current 
of  water  circulating  in  the  outer  space.  The 
condensed  ether  is  prevented  by  the  projecting 
tube  J  from  flowing  straight  down  into  f,  and  is 
conducted  through  l  into  A,  where  it  collects  and 
is  siphoned  off  intermittently  through  o.  When 
the  extraction  is  oomplete,the  stopcock  b  is  closed 
and  the  ether  from  F  is  driven  off  and  collected 
in  ▲.  F  is  then  removed,  b  is  opened,  and  the 
ether  is  siphoned  off  into  another  vessel  The 
stopper  H  IS  then  removed,  and  the  cartridge  of 
exhausted  material  \a  taken  out  by  long  tongs 
or  a  wire  hook.  At  the  top  of  the  appw»tus,  a 
calcium  chloride  tube,  o,  prevents  access  of 
moisture  to  the  ether,  and  the  little  tube  d 
containing  mercury  and  a  plu^  of  cotton  wool 
acts  as  a  safety  valve  should  o  get  clogged 
(Chem.  News,  1901,  83,  229). 

Sanders^s  apparatus  (Fig.  19). — ^In  this 
apparatus,  the  material  is  placed  in  the  ex- 
traction vessel  A,  which  is  closed  by  the  glass 
stopper  H  and  is  held  in  a  sloping  position.  The 
receiving  flask  containing  the  solvent  is  attached 
to  the  tube  F,  the  taps  b  and  o  are  dosed,  and  on 
heating  the  flask,  the  vapour  of  the  solvent 
passes  up  the  tube  F  and  through  the  upper  part 
of  A  to  the  side  tube  b,  which  leads  to  a  reflux 
condenser.  When  a  is  nearly  filled  with  the 
condensed  solvent,  the  siphon  s  discharges  the 
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soJution  into  the  receiving  flask,  and  continues 
to  work  intermiUently  as  in  similar  apparatuses. 
When  the  extraction  is  complete,  the  tap  o  is 
opened  and  the  solvent  is  collected  at  the  end 
of  the  tube  L  If  the  tap  b  is  left  open  during 
the  opeiation,  continuous  percolation  instead  m  , 
intermittent  infusion  is  eneoted.  In  a  simpler  I 
form,  the  tan  b  and  the  cross  connection  between 
the  1^;b  of  the  siphon  are  absent.  The  appara- 
tus can  be  maoe  on  a  laige  scale  of  tinned 
copper,  the  extncting  vessel  having  the 
capacity  of  one  litre  (Chem.  Soc.  Proc.   1910, 

26,  227). 

When  oil  seed  is  crushed  for  analvsis  some 
of  the  oil  is  lost  in  the  machine.  Max  Lehmann 
(Chem.  Zeit.  1894, 18, 412),  to  meet  the  difficulty, 
designed  a  very  small  mill  in  which  6  grams  can 
be  crushed,  and  then  the  lower  part  of  it  con- 
taining the  meal  can  bo  put  in  a  Soxhlet  for 
extraction.  Another  uncommon  apparatus  is 
that  of  a  Lehmann  (Pfluger's  Archiv  PhysioL 
1903,  97,  419  and  606)  for  extracting  the  fat 
from  animal  tissues,  yeast,  &c. ;  it  is  com- 
posed of  a  bottle  with  stoppered  mouths  at  top 
and  bottom,  in  which  the  substance  is  placea, 
together  with  the  solvent  and  a  numoer  of 
porcelain  balls.  This  is  rotated  in  a  motor,  and 
18  then  made  to  form  part  of  a  Soxhlet  apparatus. 

Large  Forms. 

Apparatuses  designed  to  deal  with  several 

poonds  of  substance  are  described  bv :   Thorpe 

and  Robinpon  (Chem.  Soo.  Trans.  1890,  57,  41). 

to  hold  14  lbs.  of  bark ;  Buss  (Chem.  Zeit.  1903, 

27,  813),  for  the  hot  extraction  of  several  kilo- 
snuDs;  Jackson  and  C3arke  (Amer.  Chem.  J. 
1909,  42,  287),  for  18  kilograms  of  turmeric ; 
Roberts  (ibid,  1910,  43,  418),  a  battery  of  cells 
in  series  for  charges  of  3  kilograms  of  com 
meal;  Halle  (Biochem.  Zeitsch.  1911,  36,  245), 
to  hold  2  kilograms;  Schmidt  (J.  Ind.  Eng. 
Chem.  1916,  8,  165),  to  remove  fat  from  several 
pounds;  McNair  (ibid.  838),  it  resembles  a 
Wiley's  apparatus  (Fig.  9)  made  on  a  very  lai^e 
scale,  with  a  bucket  in  place  of  the  crucible; 
Schwalbe  and  Schulz  (Chem.  Zeit.  1918,  42, 194), 
for  4  to  6  litres  of  material. 

Manujaciuring  Forms, 
BoUCa  ajyparatua  (Figs.  20  and  21).— This 
is  employed  for  extracting  oil  from  seeds  hj 
means  of  carbon  disulphide.  The  solvent  is 
stored  in  a  reservoir,  which  is  kept  immersed  in 
water  to  check  evaporation.  A  pipe  from  an 
elevated  water  reservoir  enters  at  the  top  of  the 
carbon  disulphide  reservoir,  and  another  pipe 
commnnicating  with  the  extractor  passes 
through  the  top  of  the  reservoir  and  descends 
neariy  to  the  bottom,  so  that  when  the  tap  of 
the  water  pipe  is  opened,  the  carbon  disulphide 
is  forced  mto  the  extractor.  The  latter  is  a 
cylindrical  vessel,  shown  in  section  in  Fig.  20 ; 
it  is  provided  with  a  perforated  false  bottom,  t, 
rapported  bv  struts  o,  o.  The  false  bottom  f  is 
ooVered  with  sackcloth,  and  on  it  the  ground 
seed  or  oil  cake  is  placed  and  filled  in  up  to 
another  perforated  plate,  j,  also  covered  with 
■aokcloth.  The  top  of  the  extractor  is  fastened 
on  with  screw  clamps  so  as  to  be  readily  re- 
movaUe.  At  the  bottom  is  a  T-piece,  com- 
municating by  the  opening  b  with  the  cc^bon 
disulphide  nservoir  and,  b^  the  branch  c,  with 


a  steam  boiler.  When  filled  and  closed,  carbon 
disulphide  is  forced  in  through  b,  and  when  it 
has  dissolved  the  oil,  fresh  carbon  disulphide  is 
forced  in  at  b,  causing  the  first  charge  to  over- 
flow down  the  pipe  L,  the  entrance  to  which 
is  protected  with  a  strainer,  and  to  pass  to  the 
distilling  apparatus.    A  gauge,   Q,   shows  the 


level  of  the  liquid,  and  also  allows  samples  to 
be  drawn.  The  material  is  treated  some  three 
times  or  so  with  the  fresh  solvent  until  a  sample 
taken  at  q  is  found  to  be  free  from  oil ;  half  of 
the  last  charge  is  then  conducted  through  the 


tap  B,  and  a  pipe  connected  with  it  to  another 
similar  extractor,  and  the  other  half  is  returned 
to  the  carbon  disulphide  reservoir.  In  order  to 
recover  the  last  portions  of  solvent  adhering  to 
the  material,  the  valve  n  is  opened  and  steam  is 
sent  in  through  o ;  the  carbon  disulphide  i? 
thus    boiled    of!   and    passes  through -i^^^lw-a 
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coDdenser.  When  all  carbon  disulphide  is  driven 
off»  the  taps  b  and  d  are  opened ;  the  former 
allows  the  steam  to  escape  and  the  latter  allows 
the  condensed  water  to  nm  off.  The  cover  is 
then  removed  and  the  extractor  is  emptied  and 
refilled  with  fresh  material. 

The  diBtilling  anparatns,  shown  in  section  in 
Fiff.  21,  is  a  cylindrical  vessel,  into  which  the 
solution  of  oil  is  introduced  tlurough  .the  tap  b 
and  pipe  attached  which  descends  neariy  to  the 
bottom.  The  vessel  is  half  filled  with  liquid, 
the  level  being  ascertained  by  the  gauges,  f»  f. 
At  the  bottom  of  the  vessel  are  two  steun  coils  ; 
the  lower  one  is  perforated  with  a  number  of 
small  holes  and  is  fed  by  the  tap  h;  the  upper 
one  is  not  perforated,  and  is  fed  by  the  tap  J, 
and  the  condensed  water  from^it^escapes  through 
the  tap  L.  At  first,  steam 
is  slowly  passed  through 
the  upper  coil  and  heats 
the  caroon  disulphide,  the 
vapours  of  which  pass  by 
the  wide  tube  c  to  a 
special  form  of  condenser ; 
when  nearly  all  the  car- 
bon disulphide  has  escaped, 
steam  is  passed  through  h, 
and,  escaping  by  the  per- 
forations through  the  oil, 
removes  the  last  traces  of 
the  solvent.  The  tap  d 
allows  the  steam  to  escape 
at  the  end  of  the  distilla- 
tion. The  oil  is  finally  run 
off  through  the  tap  k  to  a 
reservoir,  where  it  is  allowed 
to  stand  until  the  condensed 
water  has  separated  in  a 
layer  (Schaedier*s  Techno- 
logie  der  Fette  und  Oele, 
1883,  i.  292).  ' 

Leuner^s  apparatus  (Fig. 
22). — This  is  employed  for 
removing  fat  from  bones. 
The  bones  are  filled  into  the 
cylindrical  vessel  a  (shown 
in  section  in  the  figure), 
and  rest  on  the  perforated 
false  bottom  aa ;  then  all 
the  tape  are  closed  except 
p,  and  steam  is  injected  through  the  pipe 
6 ;  when  all  the  ur  is  expelled,  p  is  clos^, 
and  the  bones  are  kept  in  contact  with 
steam  under  pressure  for  a  time.  Steam  is 
then  shut  off,  and  the  taps  p  and  one  attached 
to  the  tube  d  are  opened,  and  the  condensed 
water  is  drawn  off.  In  the  cylindrical  vessel  B 
there  are  placed  equal  volumes  of  water  and 
petroleum  naphtha  or  other  volatile  solvent ; 
taps  p  and  d  are  closed,  and  taps  g  and  t  are 
opened,  as  also  are  the  tans  q  and  r,  to  allow 
the  water  and  solvent  to  now  into  a  ;  q  and  r 
are  then  closed,  and  an  equal  volume  of  water 
is  introduced  into  b.  Steam  is  now  passed 
through  the  pipe  re,  and  this  heats  the  water 
which  forms  the  lower  layer  in  a,  and  the  heat 
is  communicated  to  the  upper  layer  of  solvent. 
The  vapour  rises  through  tne  bones  and  passes 
through  the  pipe  ss  to  the  small  vessel  o,  and 
thence  to  the  reflux  condenser  containined  in  d. 
The  condensed  liquid  collects  in  c  until  it 
roaches  the  opening  into  9,  when  it  flows  back 


into  A  and  is  spread  over  the  bones  by  the 
arrangement  shown  at  the  top.  Anv  vapour 
that  IB  not  condensed  passes  through  the  pipe  I, 
and  is  led  under  the  surface  of  the  water  in  b, 
which  is  provided  with  a  small  condenser  b  to 
prevent  tne  escape  of  vapour  of  the  solvent  to 
the  air.  The  bones  are  thus  subjected  at  the 
same  time  to  the  action  of  steam  and  petroleum 


Fio.  22 


vapour  and  also  of  liquid  petroleum.  After 
this  action  has  gone  on  for  some  time,  the 
tap  g  is  closed  and  h  is  opened;  the  vapour 
evolved  from  a  then  passes  to  a  second  condenser, 
which  is  contained  in  D  and  communicates  with 
i  G — ^it  is  indicated  by  dotted  lines — and  the  tap 
I  k  is  opened ;  this  allows  the  solvent  to  flow 
from  c  down  the  tube  nn  and  collect  in  B.  The 
heating  is  continued  until  all  the  solvent  is 
driven  off  and  water  only  enteis  c ;  this  can  be 
seen  by  glazed  apertures  in  that  vessel.  When 
this  occurs,  the  operation  is  finished,  and  a 
mixture  of  fat  and  of  aqueous  liquid  is  drawn  off 
by  the  pipe  d,  and  the  latter  is  used  in  preparing 
glue  (D.  R.  P.  17181,  1881 ;  and  J.  Soc.  Chem. 
Ind.  1882,  1,  155). 

Men's  apparatus  (Fig.  23). — ^This  apparatus 
I  is  designed  for  the  extraction  of  various  sub- 
stances with  volatile  solvents ;  it  can  also  be 
used  with  animal  charcoal  for  decolourising  pur- 
poses. It  consists  of  an  inner  vessel,  s^  which 
IS  open  at  the  top  and  is  contained^i5a  ^osed 
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outer  yesBel  B.  The  subBtenoe  is  filled  into  b 
through  the  manhole  a,  and  at  the  end  of  the 
operation  it  is  removed  through  the  manhole  b. 
Tne  solvent  is  stored  in  a  reservoir  a,  which 
forms  the  lower  part  of  the  condensing  vessel  t, 
and  is  divided  from  the  upper  part  by  the  par- 
tition d.  The  extractor  m  is  filled  with  solvent 
by  opening  the  tap  i.  When  the  level  of  the 
liquid  rises  as  high  as  the  top  of  the  siphon  s, 
the  latter  begins  to  act  and  runs  off  the  liquid 
from  B  into  &e  outer  vessel  B.    The  entrance  to 


Fio.  23. 

the  siphon  is  protected  by  the  sieve  arrangement 
shown  at  the  bottom  of  b.  Steam  is  made  to 
circulate  through  the  coil  eu  at  the  bottom  of  b  ; 
this  causes  the  solvent  to  boil,  and  its  vapour 
circulates  in  the  space  between  b  and  b,  warming 
the  latter  and  its  contents,  and  then  passes  to  the 
condensing  tubes  c,  c,  e,  round  which  water  is 
circulating.  The  condensed  liquid  falls  back 
into  B,  and  when  the  level  again  reaches  that 
of  the  top  of  the  siphon  the  siphoning-off  is 
repeated  and  so  on  over  and  over  again.  The 
suDstance  is  thus  submitted  to  intermittent 
infusion.  Samples  can  be  drawn  off  at  u,  and 
when  the  extraction  is  found  to  be  complete, 
the  water  that  surrounds  the  tubes  c,  c,  c  is 
withdrawn.  The  solvent 
then  boils  off,  and  after 
condensation  in  the  worm  w 
returns  to  the  reservoir  s. 
The  extract  is  drawn  off  by 
the  tap  V.  By  regulating 
the  tap  ft,  the  suostance 
can  be  made  to  undeigo 
continuous  instead  of  inters 
mittent  infusion,  if  desired 
(D.  R.  P.  20742,  1882 ;  and  J. 
Soc.  Chem.  Ind.  1883, 2, 234). 

Van  XJrk  (Pharnu  Week- 
bhui,  1919,  56,  1301)  de- 
scribes a  simple  apparatus. 

See  also  the  article 
on  Oils,  and  Ubbelohde's 
Handbuch  der  Chemie  und 
Technologic  der  Ole  und 
Fette,  1008,  i.  674,  &c., 
where  the  extraction  of  oils 
on  the  manufacturing  scale 
is  dealt  with  at  some  length. 

The  extraction  of  the 
volatile    oils    to  which    the  Fio.  25. 


odour  of  flowers  is  due,  forma  an  important 
industry ;  the  apnaratus  employed  is  simple  in 
principfe,  the  oiuy  complexity  being  in  the 
arrangement  of  the  battery  of  extracting  vessels, 
reservoirs  of  solvent,  and  stills  (Me  Gildemeister, 
Die  Athetischen  Ole,  2d.  ed.  1910,  266). 

Oamier's  apparatM  (Figs.  24,  25,  and  26), 
however,  presents  some  novelty ;  it  consists  of 
a  cylinder,  c,  revolving  on  a  horizontal  axis 
inside  a  cylindrical  venel,  y;  the  end  plates 
B,  B  of  the  revolving  cylinder  present  a  number 
of  circular  rings  (Fig.  25),  each  of  which  is  united 
to  the  correspondii^  ring  at  the  other  end  by  a 
number  of  rods  forming  an  open  framework 
(Fig.  26).  Into  the  frames  formed  by  the  rods 
long  cylindrical  baskets  B,  B  of  open  work  con* 
taining  the  flowers  can  be  thrust  through  a 
manhole,  m,  at  the  end  of  the  cylindrical  vessel. 
When  all  the  baskets  are  in  position,  the  manhole 
is  dosed,  and  enough  solvent  is  introduced 
throuffh  w  to  cover  the  lowest  basket.  The 
oylinctor  is  then  made  to  revolve,  and  thus  one 
iMsket  of  flowers  after  another  is  immersed 
in  the  solvent ;  as  the  cylinder  has  no  outer  wall, 
the  solvent  can  move  freely  through  the  baskets. 
Heat  can  be  applied  by  passing  steam  through 
the  spiral  pipe  pp,  and  Uie  vapours  of  the  solvent 
pass  by  tne  still  head  s  to  the  condenser  x. 
When  extraction  is  complete,  the  solution  is 
drawn  off  by  the  tap  t.  At  the  end  of  the 
I  operation,  steam  can  be  blown  into  the  apparatus 
'  through  the  tap  u,  and  the  last  remnants  of  the 
;  solvent  can  thus  be  driven  off  and  condensed 
in  K.  By  this  apparatus,  many  baskets  of 
flowers  can  be  extracted  by  the  same  com- 
paratively small  quantity  of  solvent  (Fr.  Pat. 
1904,  342534  ;  Gildemeister,  Ic,  271). 

Bxtraction  plant,  solvents  and  methods  on 
the  manufacturmg  scale  are  discussed  by  Pooley 
in  The  Chemical  Age,  1920,  2,  121. 

Liquids. 
A  substance  held  in  solution  or  susfjension 
by  a  liquid  can  often  be  removed  by  treating  the 
liquid  with  a  solvent  that  is  not  misoible  with  it. 
In  the  rest  of  this  article  '  Uquid  *  will  always  be 
used  to  denote  the  liquid  submitted  to  extraction. 
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The  ordinary  prooeduro  is  to  shake  the  liquid 
and  the  Bolvent  yigorouBly  together  in  a  separa- 
tor, which  is  a  pear-shaped  or  cylindrical  glass 
vessel  terminating  in  a  stoppered  tnbuluie  at 
its  broad  or  top  end,  and  in  a  stopcock  and  short 
tube  at  its  narrow  or  lower  end.  After  shaking, 
the  vessel  is  allowed  to  stand  until  the  liquid 
and  the  solvent  have  separated  into  two  layers. 
The  stopper  is  then  removed,  and  the  lowermost 
layer  tapped  off  by  means  of  the  stopcock  and 
tuDe.  This  treatment  is  repeated  with  fresh 
solvent  until  the  liquid  has  given  up  as  much  b£ 
possible  of  the  dissolved  or  suspended  substance 
it  contained. 

The  mathematical  aspect  of  the  process  is 
discussed  by  Marden  and  Elliott  (J.  Ind.  Eng. 
Chem.  1014,  6,  315  and  028),  and  they  give  the 
formnl8»— 

<da  \fi  C, 

where  a  is  the  volume  of  the  aqueous  solution 
containing  the  substance;  e  is  the  volume  of 
the  solvent  used  to  extract  it,  the  same  volume 
of  flesh  solvent  being  used  for  each  eztractioiv; 
x^  is  the  concentration  in  the  aqueous  liquid 
(that  is,  the  amount  of  substance  in  unit  volume^ 
before  commencing  the  extraction;  x^  is  the 
concentration  in  the  aqueous  liquid  after  n 
extractions;  C^  is  the  concentration  in  unit 
volume  of  the  aqueous  li(^uid  after  an  extraction ; 
and  0|  is  the  concentration  in  the  same  volume 
of  the  solvent  after  the  extraction.  The  law  of 
distribution  of  a  substance  between  two  immis- 
cible solvents  states  that  after  shaking  until 
equilibrium  is  established,  the  value  of  d,  the 
diBtribution  ratio,  as  defined  above,  is  constant 
for  a  given  temperature,  irrespective  of  the 
amounts  of  substance  present,  provided  the 
substance  does  not  polymerise.  The  law  does 
not  hold  good,  however,  for  wide  variations  in 
concentration,  and  corrections  must  be  made 
for  the  amounts  that  the  solvents  dissolve  of 
each  other.  From  the  equations  it  follows  that 
the  smsJler  d  is,  the  fewer  extractions  will  be 
required  to  reduce  the  amount  of  substance 
left  in  the  aqueous  solution  to  an  unimportant 
quantity;  and  it  d  ia  known,  the  number  of 
extractions  required  to  attain  this  can  be 
calculated.  The  authors  have 'determined  d  in 
the  case  of  the  alkaloids  and  of  some  other 
substances.  Another  mathematical  discussion 
of  the  subject  but  for  solids  and  gases  is  given 
in  Lewis's  Principles  of  Counter  Current  Extrac- 
tion (J.  Ind.  Eng.  Chem.  1016,  8,  825).  Pinnow 
(Zeit^ch.  Nahr.  Genuasm.  1010,  37,  40)  has 
investigated  the  extraction  by  ether  and  the 
distribution  coefficients  between  ether  and  water 
of  various  organic  acids. 

Various  forms  of  apparatus  have  been 
devised  to  effect  the  extraction  by  automatic 
processes  similar  to  those  employcMd  for  solids. 
Two  different  cases  arise  :  one  when  the  solvent 
is  heavier  than  the  liquid,  and  the  other  when 
it  is  lighter.  In  the  first  case,  the  heavier 
solvent  must  pass  as  a  rain  of  drons  through 
the  liquid  and  escape  up  a  side  tune  when  a 
certain  amount  has  collected,  the  column  of 
liquid  balancing  a  shorter  column  of  solvent  in 
the  side  tube.  In  the  second  case,  a  column  of 
the  solvent  must  be  caused  to  accumulate  in  a 
tube  until   it  acquires  sufficient  pressure  for 


some  to  escape  at  the  bottom  and  pass  up 
through  the  uquid.  It  is  important  that  the 
apparatus  be  so  designed  as  to  allow  a  column 
of  sufficient  height  to  collect. 

A  third  plan  is  to  boil  the  solvent  and  force 
the  vapour  through  the  liquid ;  for  this  great 
efficiency  is  claimed,  but  it  obviously  requires 
great  care  in  adjusting  the  apparatus  and  rate 
of  working  to  the  particular  uquid  and  solvent, 
and  the  sucking  back  of  the  liquid  into  the 
boiling  vessel  ^en  the  latter  cools  has  to  be 
guarded  against.  A  cooling  worm,  through 
which  a  current  of  water  flows,  is  usuaUy 
immersed  in  the  liquid  so  as  to  help  condense 
the  vapour  of  the  solvent  and  control  the 
temperature. 

The  name  *  perforation '  has  been  used  for 
all  three  plans  by  some  writers,  but  it  is  not  at 
all  appropriate,  as  they  are  not  processes  of 
making  holes.  Perpluination  would  be  more  suit- 
able for  the  first  two,  and  injection  for  the  third. 

Various  practical  points  have  to  be  attended 
to :  thus  regular  boiling  in  the  leceiving  vessel 
must  be  ensured  by  means  of  fragments  of  clay 

Eipe,  or  one  of  the  usual  devices.  When  a 
eavy  solvent  is  used  some  should  first  bo 
poured  into  the  extraction  vessel  before  adding 
the  liquid  so  as  to  prevent  any  of  the  latter 
entering  the  side  tube.  A  tendency  of  the 
liquid  and  solvent  to  form  an  emulsion  is  apt 
to  cause  difficulties  in  carrying  out  the  extrac- 
tion. When  this  happens  vanous  plans  can  be 
tried,  such  as  allowing  time  for  the  liquid  and 
solvent  to  separate,  or  gentle  warming,  or 
dilution  of  the  liquid.  Wollny  (Zeitsch.  anal. 
Chem.  1885^  24,  53)  says  that  at  a  boiling  tem- 
perature an  emulsion  is  lees  likely  to  form.  If 
an  obstinate  emulsion  has  formed,  sucking 
through  a  fine  pored  or  hardened  filter,  or 
rotating  in  a  centrifugal  apparatus,  can  be  tried 
to  effect  a  separation.  Some  authors  state, 
however,  that  warmth  promotes  emulsification. 
Self  (Pharm.  J.  1015,  05,  164)  discusses  the 
merits  of  various  solvents  as  extracting  agents 
and  methods  of  dealing  with  emulsification. 
He  recommends  shaking  with  more  of  the 
solvent  as  the  best  way  of  breaking  an  emulsion. 
Malfatti  (Zeitsch.  anal.  Chem.  1808,  37,  374), 
dealing  with  urine,  which  is  prone  to  form 
emulsions,  makes  it  descend  a  spiral  of  woollen 
thread  wound  round  a  long  central  tube  placed 
in  an  outer  tube  up  which  ether  ascends. 

Kempf  (Chem.  Zeit.  1010,  34,  1365;  and 
in  Abderhalden's  Handbuch  Biochem.  Arbeits- 
methoden)  gives  the  ifoUowing  points  of 
importance  in  the  practical  working  of  ex- 
traction by  ether:  (A)  In  arranging  for  the 
heights  of  the  liquid  and  of  the  column  of 
ether  allowance  must  be  made  for  the  increases 
in  volume  and  chanffes  in  relative  density  due 
to  (a)  expansion  by  rise  of  temperature ;  (p)  the 
liquid  dissolving  some  ether  and  so  increasing 
in  volume  it  may  be  as  much  as  10  p.c. ;  (c)  the 
liquid  in  the  funnel  tube  at  the  start  being 
pushed  down  and  so  raising  the  level  of  the 
liquid  in  the  extraction  vessel ;  {d)  the  drops 
of  ether  rieing  through  the  liquid  also  adding 
to  the  rise  of  level.  (B)  The  ether  will  dissolve 
a  certain  amount  of  water  and  transfer  it  to 
the  receiver ;  ether  can  also  dissolve  and  transfer 
a  small  amount  of  sulphuric  acid  from  a  liquid 
containing  it.     (C)  If  the  ether  boils  slowly  the 
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effect  of  a  fracUoiiating  apparatus  is  produced, 
and  water  accumulates  in  toe  receiver  and  may 
separate  as  a  layer.  Rapid  boiling  of  the  ether 
diminishes  this 'accumulation  as  water  vapour 
then  accompanies  that  of  the  ether.  (D)  The 
ether  shouM  be  as  pure  as  possible,  especially 
for  extracting  fat  or  aliphatic  acids  or  com- 
pounds easily  acted  on.  Commercial  ether, 
especially  if  it  has  been  long  exposed  to  light, 
is  apt  to  contain  H^O^  and  organic  peroxides, 
alcohol,  aldehydes,  and  acids.  The  alcohol 
would  make  esters  with  strong  oivanic  acids, 
and  the  peroxides  would  resinify  easily  oxidisable 
substances ;  they  have  even  been  known  to 
detonate  when  the  solution  was  evaporated. 
If  the  extraction  is  lengthy  it  is  well  to  carry 
it  on  in  a  dark  room  to  diminish  oxidation. 
Tchemiac  (Ohem.  Soc.  Trans.  1910,  115,  1092) 
suggests  saturating  an  aqi 
sodium  chloride  to  diminish  the  loss'  of  ether 
caused  by  some  being  dissolved. 

The  forms  of  apparatus  may  bo  grouped 
into   those  for  small  quantities   of   liquid  in 
which  the  extraction  vessel  is  placed  vertically 
over  the  receiver  in  which  the  solvent  is  boiled 
and  to  which  the  solution  returns,  and  those  for 
larger  quantities  in  which  the  receiver  is  situated 
alongside  the  extraction  vessel     Another  diver- 
sity is  that  in  some  the  hot  vapour  surrounds 
the  extraction  vessel  and  so  heats  the  liquid  , 
during   extraction,    whilst   in   others    the    hot  ' 
vapour  passes  up  a  side  tube  and  so  the  liquid 
remains  comparatively  cool.     A  third  diversity  ; 
is  that  in  some  the  floating  solvent  overflows  ' 
back  into  the  receiver,  whilst  in  others  it  is  i 
siphoned  back.  j 

Apparatus  of  the  Perpluviation  Type.  , 
Schwarz^M  apjnralus  (Fig.  27). — ^This  appears  ! 
to  have  been  the  first  apparatus  designed  for  the 
automatic  extraction  of  liquids.     The  liquid  is  j 
placed  in  the  flask  x,  and  the  solvent,  which  ' 
must  be  lighter  than  the  liquid,  is  placed  in  the  i 
receiving   flask   B,   and  is   there    Doiled.     The  | 
vapour  ascends  through  the  tube  t  to  the  upper  { 
vessel  V,  and  thence  through  the  tube  c  to  a 
reflux  condenser.     The  condensed  solvent  de-  | 
scends  the  tube  p,  then  rises  through  the  liquid 
in  X,  and  collects  as  a  layer  above  it  untu  it 
reaches  the  opening  into  the  side  tube  q,  when 
it  overflows  and  returns  to  the  flask  B.     This 
circulation  goes  on  automatically,  and  when  on 
testing  a  drop  of  the  overflowing  solvent,  the 
extraction  is  found  to  bo  oomiHete,  water  is 

Soured  down  y  until  all  the  solvent  overflows 
own  q  into  B ;  the  parts  are  then  disconnected, 
X  is  emptied,  and  by  reconnecting  and  heating  b, 
the  solvent  can  bo  distilled  offinto  b,  leaving 
the  desired  substance  in  B.  At  a  and  b  are 
meroury  joints,  which  enable  connection  and 
disconnection  to  be  readily  made  (Zeitsch.  anal. 
Chem.  1884,  23,  368). 

Toder*8  apparatus  (Fig.  28). — ^This  is  a  simple 
form  of  apparatus  which  was  used  to  extract 
certain  oi^anic  acids  from  aqueous  solutions  by 
means  of  ether.  The  liquid  is  placed  in  the 
inner  vessel  E,  which  is  supported  at  d  by  three 
dents  in  the  outer  tube.  The  vapour  of  the 
solvent  passes  up  from  the  receiver  through  the 
hole  h.  If  the  solvent  is  lighter  than  .the  liquid 
the  long  funnel  tube  f  is  used.     This  is  closed  at 


in  the  end,  which  is  slightly  enlarsed.  The 
solvent  from  the  condenser  c  passes  down  this 
tube,  then  escaping  throuffh  the  perforations,  it 
ascends  through  the  liquid,  overnows,  and  runs 
back  into  the  receiver.  The  perforations  must 
be  small  enough  to  prevent  too  rapid  a  flow  of 
solvent,  even  when  there  is  rapid  condensation, 
or  else  some  of  the  liquid  may  be  carried  over. 
For  heavy  solvents,  such  as  chloroform,  the 
inner  vessel  is  shaped  like  k'  and  the  funnel 
tube  /  is  omitted,  or  else  shortened  so  as  only 
just  to  reach  the  surface  of  the  liquid  in  m',  and 
is  suspended  from  the  top ;  the  solvent  passes 
downwards  through  the  liauid,  then  up  the 
narrow  side  tube,  and  overnows.  When  com- 
mencing, some  of  the  solvent  must  be  poured 
into  x' before  pouring  in  the  liquid,  so  that  the 
f,  115,  1U9Z)  side  tube  may  contain  solvent  and  not  the 
Uquid  with    liquid  (J.  Ind.  JSng.  Chem.  1911,  3,  641). 

Van  Rijn's  apparatus  resembles  Yoder\ 
bat  the  iimer  vessel  has  three  constrictions,  so 
that  it  takes  the  form  of  three  bulbs  and  a 
cylindrical  upper  portion,  and  there  are  holes 
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in  the  upper  portion  for  the  overflow  of  the 
solvent.  At  tne  lowest  constriction  there  is  a 
mark  denoting  the  top  of  a  definite  volume 
in  the  lowest  bulb  (Ber.  1895, 28, 2387).  Baum's 
apparatus  for  use  with  heavy  solvents  is  like 
Yoder's,  but  the  vessels  are  wider  (Chem.  Zeit. 
1904,  28,  1172).  Lenz*s  apparatus  is  much  like 
Yoder*s,  but  to  avoid  using  a  cork  ho  closes  the  top 
of  the  wide  outer  tube  loosely  with  a  metal  con- 
denser, which  partly  rests  on  and  partly  enters 
into  it,  and  which  hias  a  pointed  end  to  condense 
the  vapour  and  drop  the  solvent  into  the  funnel. 
The  bottom  of  the  funnel  tube  is  notched  instead 
of  being  closed  and  perforated.  For  heavy  sol- 
vents the  tube  x'  is  covered  with  a  cup-shaped 
piece  of  nickel  wire  gauze.  By  substituting  for 
X  a  tube  ending  beneath  in  an  open  point  it  can 
be  used  as  a  pereolation  apparatus  for  solids 
(Arbeiten  aus  oem  Pharm.  Inst.  Univ.  Berlin, 
1909,  7,  289). 

SchacherVs  apvamtua  (Fig.  29). — This  is  for 

use  with  light  solvents,  the  liquid  is  placed  in 

the  bottom,  except  for  some  small  perforations  '  the  extraction  vessel  x,  "filling ""H  up  €o  dhV" 
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bottom  of  the  neck ;  if  insufficient  to  do  this, 
it  can  be  dilated.  The  solvent  is  boiled  in  the 
receiver  b,  and  the  vapour  passes  up  the  tube  t 
to  the  condenser  at  c ;  the  condensed  solvent 
drops  into  the  funnel  tube  /,  and  when  the 
column  is  sufficiently  hieh,  it  passes  up  in  drops 
through  the  liquid,  collects  m  the  neck  of  E, 
and  overflows  back  into  b. 
Corks  can  be  avoided  by 
using  ground  -  in  joints 
(Zeitech.  Nahr.  Genussm. 
1901,  4,  674). 

Flake's  apparatus  (Fig. 
30). — ^For  laree  volumes  of 

liquid  Fiske  has  described 

Y  T.l  *^  apparatus  which,  with 
/T  >^  the  exception  of  the  trap 
'  ^    beneath  the  condenser,  can 

be  fitted  up  with  ordinary 
pieces  of  apparatus.  The 
ether  or  other  light  solvent 
is  boiled  in  the  distilling 
flask  B,  and  the  vapour 
ascends  through  a  bulb  c 
to  a  condenser.  The  tube  t 
IB  sealed  into  this  bulb,  and 
nses  a  short  way  into  it,  so 
that  the  returning  con- 
densed solvent  is  trapped 
and  led  off  by  the  tube  p  to 
the  bottom  of  a  common 
distilling  flask  e,  contain- 
ing the  liquid,  which  should 
reach  up  to  the  bottom  of  the  neck.  The 
solvent  passes  up  through  the  liquid,  col- 
lects in  the  neck  of  s,  and  overflows  through 
the  tube  q  back  into  b.  The  liquid,  when 
sufficiently  extracted,  is  drawn  off  by  the 
siphon  s,  and  fresh  liquid  is  introduced  through 
the|funnel  tube  /,  which  should  end  below  the 
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surface  of  the  liquid,  so  that  vapour  cannot 
escape  that  way.  In  an  experiment  with  this 
apparatus  540  c.c.  of  an  aqueous  solution  con- 
taining 6 '4  p.c.  of  succinic  acid  yielded  67  p.c. 
of  the  acid  to  ether  \n2h  hours  (Amer.  Chem.  J. 
1909,  41,  610). 

Bowman's    apparatus    (Chem.    Soo.    Proc. 


1906,  22,  24)  is  somewhat  on  the  same  plan  as 
Fiske's. 

Friedrichs^  apparatus  (Fig.  31). — ^In  order 
that  the  drops  of  a  light  solvent  may  traverse 
as  long  a  path  as  possible  as  they  rise  to  the 
surface  of  the  liquid,  Friedrichs  makes  use  of  a 
glass  contrivance  s,  the  surface  of  which  is 
shaped  like  the  thread  of  a  screw.  His  con- 
denser, only  the  bottom  of  which  is  shown  in 
the  figure,  also  employs  a  screw  device.  The 
vapour  of  the  solvent  passes  from  the  receiver 
B  up  the  side  tube  t,  to  the  condenser  c,  and  the 
liquefied  solvent  falls  into  the  funnel  tube  /, 
and  escapes  by  apertures  at  the  bottom  beneath 
the  screw  contrivance,  and  then  follows  a 
winding  course  along  the  thread  till  it  collects 
above  the  liquid  and  is  siphoned  off  by  the 
tube  s.  The  funnel  tube  /  passes  down  the 
centre  of  s,  into  which  no  liquid  enters.  The 
siphon  tube  s  runs  outside  the  extraction  vessel 
until  it  reaches  e,  where  it  passes  into  the 
bottom  tube  and  returns  the  solvent  to  the 
receiver.  The  side  funnel  r  and 
the  tap  T  serve  to  introduce  and  c, 

remove  liquid  from  the  extraction 
vessel  as  required  (J.  Amer.  Chem. 
Soo.  1912,  34,  286;  and  Zeitsch. 
an^ew.  Chem.  1912,  26,  168). 
Fnedrichs  has  also  described  a 
somewhat  similar  form,  but  with 
the  receiving  flask  at  the  side,  in 
Zeitsch.  anal.  Chem.  1911,  60, 
766 ;  and  an  apparatus  for  using 
liquefied  gases  as  solvents  for  ex- 
traction at  low  temperatures  in 
Zeitsch.  anflew.  Chem.  1913,  26, 
Aufsatz.  201 ;  and  in  J.  Amer. 
Chem.  Soo.  1913,  36,  244. 

Kempf's  apparatus  attains  the 
same  end  as  ]^edrichs*,  namely,  a 
long  course  for  the  drops  of  solvent 
rising  through  the  liquid,  by  sur- 
rounding the  funnel  tube  with  a 
flat  glass  spiral  winding  upwards 
like  turret  stairs.  This  is  placed 
in  an  extraction  vessel,  with  holes 
near  the  top  for  overflow,  and  this, 
in  turn,  is  placed  in  an  outer  vessel, 
as  in  Yoder's  and  van  Rijn*B 
forms  (Chem.  Zeit.  1910,  34,  1366). 
and  Steudel  (2ieitsch.  physiol.  Chem. 
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Kutscher 

1903,  39, 

473)  wind  a  elass  spiral,  apparently  of  thin  rod, 
round  the  funnel  tube.  Kempf  (Chem.  Zeit. 
1913,  37,  774)  describes  a  form  in  which  the 
liquid  is  kept  cool  by  circulating  water  round  it ; 
in  this,  too,  a  spiral  is  used. 

A  third  plan  of  increasing  the  path  of  the 
drops  of  solvent  is  to  place  the  liquid  in  a  spiral 
tube  and  make  the  solvent  divided  into  small 
drops  ascend  through  it,  and  then  collect  and 
return  to  the  receiver.  This  is  adopted  by 
Partheil  and  Rose  (2^itsch.  Nahr.  Genussm. 
1902,  5, 1049) ;  by  Jerusalem  (Biochem.  Zeitsch. 
1908,  12,  379),  who  gives  directions  for  extract- 
ing pap-like  materi^ ;  and  in  Koolman*8  2nd 
apparatus  {ibid.  1911,  34,  4S1). 

C,  von  der  Heide's  apparatus  (Fig.  32).— Tn 
this  a  fourth  way  of  increasing  the  duration  of 
contact  between  the  rising  light  solvent  and  the 
liquid  is  adopted,  namely,  by  means  of  a  series 
of  inverted  cups  fused  on  to  the  funnel  tube  /, 
which  fits  into  the  extraction  vesseKiigoiTtaining 
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the  liquid.  The  vapour  from  the  solvent  rises 
up  the  side  tube  t,  and  passes  through  the  hole  h, 
wnich  oorresponds  to  a  similar  hole  h'  in  the 
funnel  tube  / ;  thence  it  passes  to  the  condensing 
cup  c,  in  which  is  placed  a  condensing  spiral  of 
twelve  turns  closely  wound  round  a  central 
cylinder  (not  shown  in  the  figure).  The  lique- 
fied solvent  escapes  from  the  notched  end  of 
f,  and  works  its  way  from  one  cup  to  another 
through  the  small  holes  on  alternate  sides  shown 
in  them ;  as  these  are  low  down  in  the  cups  a 
little  solvent  is  held  in  each  cup.  After  collecting 
above  the  liquid  the  solvent  overflows  through  q 
back  to  the  receiver.  Von  der  Heide  also 
describes  a  still  more  complicated  apparatus 
for  either  light  or  heavy  solvents  in  which  the 
cup  device  is  employed,  and  further  gives  a 
third  apparatus  of  the  hot  vapour  injection  type 
(Zeitsch.  Nahr.  Genussm.  1909,  17,  315).     Aron 


revolving  stirrer  is  described  by  Zelmanowitx 
(Biochem.  Zeitsch.  1906,  1,  253)  for  extracting 
large  volumes  of  aaueous  liquid  with  light 
solvents,  and  a  simplincation  of  this  is  described 
by  Tolmacz  (Chem.  Zeit.  1913,  37,  1381). 

The  following  are  references  to  other  appa- 
ratuses for  extracting  liquids  by  perpluviation. 
When  the  so^ent  is  heavier  than  Uie  liquid : 
Stephani  and  Bocker  (Ber.  1902,  35,  2698),  the 
solvent  rains  through  the  liquid,  collects,  and 
passes  down  to  the  receiver  through  a  tube 
with  a  tap,  which  has  to  be  adjusted  so  that 
just  as  much  flows  down  as  falls  in  from  the 
condenser.  A  pad  of  glass  wool  can  be  inserted 
to  break  up  emulsions.  It  can  also  be  used 
for  solids.  Pr^rs  apparatus  (Zeitsch.  anal. 
Chem-  1901,  40,  785),  that  of  Berlin  (D.  R.  P. 
251459,  1911),  and  that  of  Greenwald  (J.  Ind. 
£ng.  Chem.  1915,  7,  621),  are  ingenious  and 
coinpaot. 

When  the  solvent  is  lighter  than  the  liquid  : 

Neumann's  2nd  apparatus  (Ber.  1885,  18,  3061). 

Eiloart's  2nd  apparatus  (Chem.  News,  1886,  53, 

281),  it  resembles  that  in  Fig.  34,  except  that 

I  the  tubes  are  arranged  so  that  the  vapour  goes 

I  to  the  condenser  ana  the  liquefied  solvent  passes 

I  down  into  s.     Kurbatow  (J.  Russ.  Phys.  Chem. 

Soc.  1894,  26,  [1]  39 ;  and  Ber.  1894,  27,  314b). 

I  Wroblewski's    1st    apparatus    (Zeitsch.    anal. 

Chem.   1897,  36,  671).     Foerster  (Chem.  Zeit. 

1898,  22,  421)  uses  a  tall  cylindrical  jar  to  hold 
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(Biochem.  Zeitsch.  1913,  60,  386),  like  von  der 
Heide,  employs  inverted  cups. 

A  fifth  way  of  increasing  the  contact  is  to 
employ  a  current  of  air  or  other  gas ;  this  is  used 
in  Koolman's  first  apparatus  (Biochem.  Zeitsch. 
1911, 34, 481),  and  by  Berl  {see  below).  Emde's 
method  (Apoth.  Zeit.  Berlin,  1909,  24,  663) 
differs  from  all  others  by  making  the  liquid  pass 
through  the  solvent  wliich  is  placed  in  a  sepa- 
rator. The  liquid  enters  in  smaU  drops  from  a 
jet  just  penetrating  the  upper  surface  of  the 
solvent,  collects  at  the  bottom,  and  escapes 
through  the  tap  and  up  a  side  tube,  whence  it 
can  he  made  to  pass  similarly  through  other 
separators.  Meeker  (8th  Int.  Congress  of 
Applied  Chem  1912,  17,  45)  describes  a  seventh 
ana  very  original  way,  especially  adapted  to 
prevent  emulsification.  The  solvent  and  liquid 
form  two  layers  in  a  suitable  vessel,  in  which 
there  are  two  propellers  on  a  vertical  shaft,  one 
in  each  layer.  Tnese  propellers  are  so  shaped 
as  to  thrust  in  opposite  directions,  the  lower  one 
thrusting  upwards  and  the  upper  one  down- 
wards. It  is  claimed  that  at  a  suitable  rate  of 
rotation  of  the  shaft  fresh  surfaces  of  liquid 
and  solvent  can  be  brought  into  contact  without 
the  formation  of  emulsions.  A  form  with  a 
Vol.  III.— r. 


the  liquid ;  he  gives  particulars  about  extracting 
with  ether  soap  solutions  obtained  from  fats 
to  eet' cholesterol  and  phytosterol.  Kumagawa 
and  Suto's  apparatus  (Beitr.  Chem.  Physiol. 
Pathol.  1903,  4,  185)  is  somewhat  like  Yoder*s, 
but  with  much  more  glass-blower's  work. 
Saiki  (J.  Biol.  Chem.  Baltimore,  1909,  7,  21) 
adapts  an  ordinary  Soxhlet  (Fig.  14)  for  liquids 
by  slipping  in  a  smaU  bottle  with  a  funnel  tube 
standing  in  it.  Bacon  and  Dunbar  (J.  Ihd. 
£ng.  Chem.  1911,  3,  930)  use  a  flask  having  a 
very  wide  neck  about  16  inches  long,  in  which 
is  hung  a  test  tube  containing  the  liquid  and 
f  uimel  tube,  in  this  neck  there  is  also  contained 

,  the  condenser  hanging  from  an  enlargement  of 

I  its  top,  thus  there  are  no  corks  or  joints. 

I        Wnen  the  solvent  is  either  heavier  or  lighter 

i  than  the  liquid :    Wollny  (Zeitsch.  anal.  Cnem. 

I  1885,  24,  54  and  202).      Grauer  (Dingl.  poly.  J. 

:  1886,  262,  475)  forms  on  a  manufacturing  scale. 

I  Diepolder  (Ber.  1897,  30,  1797),  Gockel  (Zeitsch. 

I  angew.   Chem.    1897,   683),   and  Hahn  (Chem. 

I  Zeit.  1913,  37,  880)  forms  with  movable  interior 
vessels,  Landsiedl  (Chem.  Zeit.  1902,  26,  274), 
several  forms  with  movable  interior  vessels  for 
use  with  solvents  of  high  or  low  boiling-points. 

Apparatus  of  the  Injection  Type. 
MameWs  apparatus  (Fig.  33). — ^In  this 
apparatus  the  plan  of  forcing  the  hot  vapour  of 
the  solvent  through  the  liquid  is  adopted.  It 
is  somewhat  like  iSoxhlet's  apparatus,  but  the 
siphon  8  is  attached  at  a  point  rather  more  than 
halfway  up  the  side  of  the  extraction  vessel  £, 
and  reaches  to  the  bottom  of  the  receiver  B  to 
prevent  the  vapour  escaping  that  way,  also  the 
tube  t,  which  conducts  the  hot  vapour  from  B 
bends  over  and  reaches  nearly  to  the  bottom 
of  E.  Thus  the  hot  vapour  is  forced  through  the 
liquid,  and  the  condensed  solvent  collects  above 
the  surface  of  the  liquid  until  the  siphortMs 
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filled  and  put  in  action.  There  is  a  condenser 
at  o,  which  liquefies  escaping  vapour  and 
returns  the  solvent  to  b.  A  similar  apparatus, 
bfut  easier  to  fit  up,  employs  instead  of  x  a 
similar  vessel  having  no  siphon,  but  a  lon^ 
central  tube  passing  down  through  a  corked 
opening  at  k,  and  reaching  from  a  point  far  up 
in  B  to  the  bottom  of  b,  so  that  the  floating  solvent 
flows  down  it  into  B.  The  top  of  this  tube  can 
be  bent  over  for  a  short  distance  if  a  siphoning 
action  is  desired.  The  side  tube  t  passes 
through  the  cork  of  B,  thus  no  glas8-blower*s 
work  ui  required  (Gazz.  chim.  itaL  1906,  36,  123). 

Pelizzas  apparatus  is  an  injection  form 
somewhat  like  tlameli*s,  but  the  floating  solvent 
instead  of  being  siphoned  off,  returns  down  a 
central  tube,  and  the  tube  supplying  the  vapour 
bends  down  outside  the  extraction  vessel  and 
enters  at  the  bottom  ;  further,  there  is  a  close- 
flttinff  outer  casing  fused  on  to  b,  through 
which  water  circulates  on  its  way  to  the  con- 
denser (Chem.  Zeit.  1904,  28,  186).  Moreschi 
and  Siemoni's  apparatus  resembles  Mameli's, 
but  the  tube  in  the  extraction  vessel  down 
which  the  vapour  passes  is  surrounded  by  a 
condensing  jacket  through  which  cold  water 
can  be  m^le  to  circulate  (Rend.  Soc.  Chim.  Ital. 
1913,  5,  169). 

EiloarCa  \ti  apparalus  (Fig.  34). — ^In  this 
the  liquid  is  contained  in  the  tall  jar  B.  The 
vapour  of  a  light  solvent,  which  is  boiled  in  the 
flask  B,  is  forced  through  the  liquid  by  means 
of  the  long  tube  /,  t,  which  terminates  in  a  small 
inverted  fuimel  attached  by  fusion.  The  mouth 
of  this  funnel  is  covered  with  a  piece  of  platinum 
foil  perforated  with  holes.  The  top  of  the  jar 
is  tightly  corked,  and  the  solvent,  wnich  collects 
as  a  laver  on  the  liquid,  is  forced  up  the  tube  p 
to  the  bottom  part  of  a  condenser  o,  and  returns 
to  B  down  the  tube  g.  (It  would  be  better  if  the^ 
cork  at  the  bottom  of  o  could  be  avoided  by 
some  glass  contrivance.)  The  tube  /  is  given 
considerable  heisht  to  prevent  any  of  the  liquid 
in  B  being  sucked  back  when  B  cools  (Chem. 
News,  1886,  63,  281). 

Neumann,  in  1885,  described  his  1st  appw^tus 
in  which  ether  vapour  is  forced  into  the  liquid 
contained  in  a  tall  cylindrical  jar  and  the  floating 
ether  is  siphoned  iM^ck  into  the  receiving  flask 
(Ber.  1885,  18,  3061). 

Pip  emplo}^  a  vessel  somewhat  resembling 
an  invertea  gas  jar,  but  having  a  small  extra 
tuhulure*near  the  main  tubulure.  The  liquid 
is  contained  in  this  jar,  and  the  vapour  o!  a 
light  solvent  from  a  receiving  flask  at  the  side 
is  forced  in  at  the  bottom  through  a  cork  and 
tube  fixed  in  the  main  tubulure,  and  is  distri- 
buted tiirough  a  perforated  porcelain  plate.  A 
tube  which  passes  through  the  small  tubulure 
and  reaches  to  a  point  aTOve  the  surface  of  the 
liquid,  leads  the  kquefied  solvent  back  into  the 
receiving  flask.  The  tube  supplying  the  vapour 
rises  outside  the  jar  and  well  al>ove  it  and  then 
bends  down  to  reach  the  cork.  There  is  a  cork 
cover  that  supports  a  winding  cooling  tube  in 
the  liquid  and  a  funnel  (Chem.  Zeit.  1903,  27, 
700). 

Woany'a  apparaivs  (Fiar.  36).— In  this 
apparatus  an  idea  is  borrowed  from  the  Bunsen 
burner,  namely,  to  force  a  jet  of  vapour  and  a 
jet  of  condensed  solvent  up  through  a  tube 
immersed  in  the  liquid,  thus  attaining  a  close 


intermixture.  The  apparatus  is  connected  bv 
mercury  joints :  below  to  a  receiving  vess^ 
and  al>ove  to  a  condenser.  The  vapour  of  the 
solvent,  which  can  be  introduced  if  so  desired 
by  the  side  tube  p  instead  of  from  the  receiving 
vessel,  passes  up  the  tube  t,  which  rises  neariy 
to  the  top  of  the  apparatus,  bends  down  forming 
an  inverted  U,  enters  the  extraction  vessel  b  at 
the  bottom,  and  terminates  in  a  jet.  A  funnel 
tube  /  conducts  the  liquefied  solvent  from  the 
condenser  and  delivers  it  by  a  jet  alongside  the 
vapour  jet  in  the  miTina  tube  m,  in  which  an 
intimate  mixture  of  liqmd  and  solvent  is  made 
and  overflows  at  the  top.  The  tube  m  is 
surrounded  at  the  top  b^  a  wider  tube  w. 
When  the  solvent  is  heavier  than  the  liquid 
the  tube  q  is  employed,  and  is  placed  over  the 
exit  tube  «,  whicn  reaches  down  nearly  to  the 
bottom  of  the  receiving  vessel;    the  pressure 
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of  the  liquid  then  supports  a  column  of  solvent, 
indicated  in  the  fifl;ure  by  the  shading,  as  high 
as  the  top  of  s,  and  the  solvent  flows  off  down  s. 
The  Uqmd  is  not  shown  in  the  figure.  There 
is  no  siphoning  action  as  g  is  open  at  the  top. 
When  the  solvent  is  lighter  than  the  liquid  the 
tube  q  is  removed ;  the  solvent  now  floats  on 
the  surface  of  the  liquid  and  runs  off  down  the 
tube  s.  The  loose  parts  are  suspended  from  the 
upper  edge  by  platinum  wire.  Wollny  states 
that  the  apparatus  is  suiteble  when  the  solvent 
and  liquid  separate  quickly  after  intermixture, 
and  that  an  emulsion  is  not  so  likely  to  form  at 
boiling  temperature  as  when  the  liquid  and 
solvent  are  cold.  [Other  authors  state,  how- 
ever, that  warmth  promotes  emulsification.] 
In  case  of  an  emulsion  forming,  he  suggests 
leading  aside  the  condensed  solvent  out  oi  the 
apparatus  for  a  time  and  allowing  vapour  only 
to  pass  in  as  a  means  of  effecting  separation. 
He  also  describes  several  other  somewhat 
similar  forms  of  apparatus  (Zeitsch.  anaL  Chem. 
I  1885,  24,  47  and  202). 

Berrs  apparatus  is  on  the  same  plan  as 
Wollny*s,  but  is  even  more  complicatea.  In  it 
the  vapour  of  a  light  solvent  and  a  current  of 
air  or  some  other  gas  are  forced  up  a  glass  spiral 
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immened  in  the  liquid,  so  that  some  of  the 
liquid  accompanies  them,  the  mixture  is  dis- 
clukTged  at  the  top  of  the  spiral  and  falling  back 
rejoins  the  main  body  of  the  liquid  (Chem.  Zeit. 
1910,  Zi,  429). 

The  following  are  references  to  other  injec- 
tion forms  :  Hagemann  (Ber.  1893, 26, 1976),  for 
heavy  or  light  solvents.  Wroblewski's  2nd 
apparatus  (Zeitsch.  anal.  Chem.  1897,  36,  672), 
for  light  solvents,  the  Jtube  that  convevs  the 
overflowing  solvent  back  to  the  receiver  dips  to 
form  a  U-tube  and  rises  again  to  enter  the 
receiver.  There  is  a  tap  at  the  bottom  of  the 
U-tube,  so  that  any  drops  of  the  liquid  that 
come  over  can  be  removed  before  reaching  the 
receiver,  and  also  portions  of  the  solvent  can  be 
taken  for  testing.    Lentz  (Chem.  Zeit.  1901,  26, 


820),  for  chloroform,  it  can  be  easily  fitted  up 
with  ordinaiy  apparatus.  Fritsch  (Chem.  Zeit. 
1909,  33,  769),  for  use  with  ether,  the  liquid  is 
contained  in  an  inverted  Woulfe's  bottle,  or  by 

Eutting  calcium  chloride  solution  instead  of  the 
quid  it  can  be  used  to  purify  ether.  C.  von 
der  Heide  (Zeitsch.  Nahr.  Qenussm.  1909,  17, 
316).  Tchemiac  (Chem.  8oc.  Trans.  1919,  116, 
1090),  an  elaborate  apparatus  for  forcing  ether 
vapour  from  one  flask  into  an  a<}ueoQ3  liquid 
contained  in  another,  which  is  inmiersed  in 
waiter  so  that  it  can  be  kept  cold  or  allowed  to 
get  warm  as  desired.  A  device  is  emploved  by 
which  any  aqueous  liquid  carried  away  Dy  the 
ether  is  returned  to  the  extraction  flask  and  does 
not  reach  the  receiving  flask.  When  in  good  order 
it  can  be  left  to  work  overnight.  H.  H.  R. 


F 


F-ACID.  2-Naphthylamine-7-sulphonic  acid 
V.  Naphthalxnb. 

FACTIS  {Faktis,  FaUice,  Parafactis),  A 
general  term  applied  to  so-caUed  rubber  sub- 
stitutes prepared  from  oils. 

White  substitute  is  made  by  stirrii^  sulphur 
monochloride  into  linseed,  rape-seed,  reflned 
colza  oil,  or  other  unsaturated  oil  with  or 
without  admixture  of  petroleum  spirit.  A  con- 
siderable rise  of  temperature  occurs ;  the  oil 
thickens,  and,  when  the  reaction  has  pro- 
ceeded far  enough,  the  whole  is  poured  mto 
trays,  and  solidifies  to  an  elastic  solid,  somewhat 
resembling  rubber.  It  is  necessary  to  control 
the  temperature,  and  therefore  only  limited 
charges  of  material  are  used. 

The  product  is  an  additive  compound  of  the 
oil  and  sulphur  monochloride,  and  consists 
mainly  of  the  glvcerides  of  fatty  acids  containing 
chlorine  and  sulphur  (Ulzer  and  Horn,  Jahresb. 
Ohem.  Technol.  1890,  1177 ;  Henriques,  Chem. 
Zeit.  1893,  707). 

Dark  or  Freneh  substitute  is  obtained  by 
heating  a  vegetable  oil  to  200^  and  stirring  in 
sulphur.  The  liquid  thickens,  and  on  cooling 
sohdifies  to  a  black  elastic  solid.  It  is  sometimes 
prepared  from  rape-seed  oil  or  cotton-seed  oil 
which  has  previously  been  partially  oxidised  by 
treatment  with  air  at  a  high  temperature  (v.,  e.g., 
£ng.  Pat.  16163,  1899).  Substitutes  manu- 
factured from  these  *  blown  oils  *  have  a  sp.gr. 
less  than  1,  and  are  accordingly  known  as 
*  floating  substitutes  *  (v.  AltschuL  Zeitech. 
angewTChem.  1896,  636). 

A  wet  method  of  manufacture  consists  in 
oxidising  the  oil  with  dilute  nitric  acid  at  lOO*', 
and  Uien  adding  colophony,  spirit  of  tuipentine, 
sodium  chloride,  ana  sodium  polysulphide,  and 
boiling  till  the  factis  has  the  proper  consistency. 
It  is  then  finally  washed,  dried,  and  rolled  {v. 
Lutenaf.  Rev.  Prod.  Chim.  3,  147;  J.  8oc. 
Chem.  Ind.  1900,  673). 

These  preparations,  however,  have  only  a 
limited  application  as  rubber  substitutes  because 
of  their  small  elasticity  and  insolubility  in  the 
usual  rubber  solvents.  Also  they  are  easily  hydro- 
lysed  by  steam  and  other  agents.  If  excess  of 
oil  and  sulphur  are  first  removed  from  the  factis 
by  treatment  with  carbon  disulphide,  acetone, 
&c,  they  may  be  incorporated  with  a  proportion 


of  pure  rubber,  and  their  usefulness  much  in- 
creased (Ditmar,  Fr.  Pat.  377638,  1907 ;  J.  Soc. 
Chem.  Ind.  1907,  1058 ;  v.  aUo  Chercheffsky, 
D.  R.  P.  218226,  1908;  J.  Soc.  Chem.  Ind. 
1910,  440;  and  Heil  and  Each,  Manufacture 
of  Rubber  Goods,  110). 

FAHLORE.  A  partial  translation  of  the  old 
German  name  FahUrz,  applied,  like  the  term 
'  grev-copper-ore,'  to  minerals  of  the  tetra- 
hednte  group.  These  are  essentially  sulphanti- 
monites  or  sulpharsenites  of  copper  with  the 
general  formula  R'jR'"S„  where  K'  represente 
copper  and  silver,  and  R'^'  antimony,  arsenic, 
or,  exceptionally,  bismuth.  In  many  instances, 
however,  small  amounts  of  iron  and  zinc  (less 
often  mercury,  lead,  or  cobalt)  are  also  present, 
and  the  formula  then  becomes 

R',R'"S,+n(6R"SR'",S,) 

where  R''  represents  iron,  &c.,  and  n  is  a  small 
fraction  usuaUy  i^^  or  i  (Prior  and  Spencer, 
Min.  Mas.  1899,  xii..  202).  A  Kretschmer 
(Zeits.  I&yst.  Min.  1910,  xlviii.  484)  gives 
several  now  analyses  and  writes  the  formula 
in  the  form  (R'^  R"y)»^'"^8-f-»*  ^^''^  ^  *^^ 
wide  range  of  isomorphous  replacement,  the 
actual  composition  of  fahlore  is  extremely 
variable,  as  is  illustrated  by  the  following 
analjrses.  Further,  owing  to  the  fact  that 
fahlore  usually  forms  intimate  inteigrowths 
with  other  mineraL>,  more  particularly  copper- 
pyrites,  it  is  probable  that  many  of  the  older 
analyses  were  made  on  material  which  was  not 
ideally  pure. 
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FAHLORE. 


I,  Tetrahedrite  from  Freeney  d'Oisans,  Is^re, 
France  (G.  T.  Prior,  1899) ;  II,  tetrahedrite  from 
Horhausen,  Rhenish  Pruasia  (G.  T.  Prior, 
1899) ;  III,  tetrahedrite  from  Wolfach,  Baden 
(G.  T.  Prior,  1899) ;  IV,  tennantite  (*  binnite  *) 
from  Binnenthal,  Switzerland  (G.  T.  Prior, 
1899) ;  y,  aigentiferouB  tetrahedrite  (freibergite) 
from  Freiberg,  Saxony  (H.  Rose,  1829) ;  VI, 
mercurial  tetrahedrite  (schwartzite)  from 
Schwarz,  Tyrol  (Weidenbusch,  1849). 

Many  of  the  names  which  have  been  appUed 
to  the  *mineralB  of  this  group  express  these 
differences  in  composition.  Tetrahedrite  (Fr. 
Panabas^)  and  tennantite  denote  the  antimonial 
and  arsenical  series  respectively,  and  these  are 
usually  regarded  as  species ;  other  names  take 
the  rank  of  varieties  under  these.  For  example, 
freibergite  {Qer.  WeisaffilU'gerz)  is  a  variety  of 
tetrahedrite  containing  much  silver;  schwart- 
zite is  a  mercurial  tetrahedrite ;  and  malinowskite 
one  containing  lead.  In  the  arsenical  series,  or 
tennantite,  the  names  sandbei^erite  and  kupfer- 
blende  are  applied  to  varieties  rich  in  zinc ; 
rionite  and  annivite  to  those  containing  bis- 
muth. 

Although  differing  so  widely  in  chemical 
composition,  all  varieties  of  fahlore  are  identical 
crystallcM^phically,  the  type  of  symmetry  being 
that  of  the  tetrahedral  class  of  the  cubic  system. 
A  pronounced  tetrahedral  habit  of  the  crystals 
is  extremely  characteristic  of  the  antimonial 
members  (hence  the  name  tetrahedrite),  whilst 
in  the  arsenical  series  (tennantite)  this  is  often 
somewhat  masked  by  the  greater  development  of 
the  rhombic  dodecahedron.  The  colour  is  iron- 
black  to  steel-grey,  and  the  lustre  metallic  and 
often  brilliant.  The  fracture  of  i>ure  material 
is  typically  conchoidal,  with  a  brilliant  lustre. 
The  streak  is  usually  black,  but  in  some  speci- 
mens (those  containing  but  little  iron)  it  is 
dark  reddish-brown ;  hardness,  4 ;  sp.gr.  4*4- 
51. 

Fahlore  occurs  in  mineral-veins  in  associa- 
tion with  other  metallic  minerals.  Beautifully 
crystaUised  specimens  have  been  found  in  many 
mining  districts,  notably  at  the  Herodsfoot  Mine 
near  Liskeard  in  GomwaU,  Glausthal  in  the 
Harz  Mountains,  Kapnik  in  Hungary,  &c.  In 
the  massive  condition  it  is,  at  times,  found  in 
some  abundance,  e.g.  in  Nevada  and  Utah,  and 
it  is  then  an  important  ore  of  copjper.  The  bulk 
of  the  rich  silver  ores  of  Bolivia  and  Peru 
consist  of  aigentiferous  tetrahedrite. 

L.  J.  S. 

FARINA,  or  POTATO  STARCH.  The  starch 
of  the  potato,  Solanum  tvberosum  (Linn.).  The 
tubers  are  placed  in  a  cylinder  furnished  with 
teeth  by  means  of  which  the  starch  cells  are 
lacerated  whilst  the  mass  of  potatoes  is  reduced 
to  a  stiff  pulp.  The  starch  granules  are  washed 
out  and  allowed  to  settle  in  vessels  of  water, 
when  the  water  is  drawn  off.  The  moist  starch, 
after  being  separated  from  the  cellulose,  is  dried 
and  broken  up  between  iron  rollers.  It  is  then 
ready  for  its  purpose,  which  is  in  the  main  the 
sizing  of  textiles. 

&  a  material  for  the  purpose  of  sizine,  farina 
produces  when  boiled  a  thicker  paste  than  any 
other  starch  ;  consequently,  a  small  amount  of 
it  will  furnish  a  liquor  of  the  same  density 
as  a  much  larger  quantity  of,  for  instance, 
wheaten^ flour.     On  the  other  hand,  the  starch 


cells  of  the  potato  being  exceptionally  large,  a 
certain  amount  of  coarseness  is  felt  in  cotton 
goods  stiffened  by  it.  For  this  reason,  it  is 
seldom  used  with  China  clay  alone,  but  is  usually 
mixed  with  a  greater  or  smaller  proportion  of 
flour.  It  is  claimed  for  farina  that,  since  the 
potato  contains  a  small  amount  of  nitrogenous 
matter,  it  is  not  so  prone  to  induce  mildew  in 
cotton  ^oods  as  are  other  forms  of  starch. 

Farina  has  a  glistening  appearance  and  a 
crisp  feeling  when  pressed  between  the  Angers. 
It  contains  a  larser  proportion  of  moisture  than 
any  other  starcn,  varying  from  17  to  20  p.c. 
The  granules  are  very  characteristic,  being  for 
the  most  part  large,  though  irregular  in  size, 
and  resembling  an  oyster-snell  in  form,  being, 
moreover,  marked  with  similar  eccentric  rings. 

The  following  is  the  average  composition  of 
ordinary  commercial  farina : — 

Water 16-72 

Cellulose          ....  0*36 

Ash 0-22 

Starch 82*70 


100-00 


Farina  is  preferred  to  other  starches  for  the 
manufacture  Of  British  gum,  its  great  punty 
Tn«.lring  it  especially  suitable  for  this  purpose 
(v.  Stabgh). 

FARNESOL,  an  alcohol  found  by  Haarmann 
and  Reimer  in  the  oil  of  quassia  flowers.  It  is 
found  also  in  Peru  and  tolu  balsam  and  pal- 
marosa  oil,  and  also,  by  Elze  (Chem.  Zeit.  1910, 
34,  857),  in  cananga  oil  from  Java.  It  is 
optically  inactive  ;  sp.gr.  0*985  at  15°,  and  boils 
at  145^-146''  at  3  mm. 

FAST  ACID  FUCHSOf,  -SCARLET  v.  Azo- 

OOLOUBIMO  MATTEBS. 

FAST-BLACK,    -GREEK     M    v.    Oxazine 

COLOUBINO  HATTERS. 

FAST  BLUES  t;.  Indulinss. 

FAST  BORDEAUX  t;.  Azo-  coLOURiNa  mat- 

TSBS. 

FAST  BROWN  N,  ACID  BROWN,  NAPH- 
THYLAMINE    BROVTN    t;.    Azo-    goloxtbino 

HAFTEBS. 

FAST  COTTON  BLUE,   -BROWN  v.  Azo- 

OOIiOUBINO  MATTEBS. 

FAST  PONCEAU  B  and  2B,  BIEBRICH 
SCARLET,  PONCEAU  3R  or  8R  B,  v.  Azo- 

OOLOUBINO  BCATTEBS. 

FAST  REDS  or  ROCELUN,  RUBIDOfE, 
ORSEILLINE  t*.  Azo-  coloubino  iiATriBS. 

FAST  SCARLET  v.  Azo-  coloubino  matters. 

FAST  SULPHONE  VIOLETS  v,  Azo-  coloub- 
ino MATTEBS. 

FAST  YELLOW  v.  Azo-  coloubing  mattebs. 

FAT  LUTE  V.  Lutes. 

VATTY  ACIDS.  A  numerous  and  impor- 
tant group  of  acids  of  the  general  formula 
CnHjnOj,  certain  members  of  which  are  essential 
constituents  of  the  animal  and  vegetable  fats. 
The  lowest  term  of  the  series  is  formic  acid 
H'COOH ;  the  highest  term  at  present  known 
is  dicetylic  acid  C,4H,,0,.  Aa  the  radical 
CnHjn+linay  exist  in  a  variety  of  modifications, 
it  follows  that  the  fatty  acids  are  also  capable  of 
existing  in  numerous  isomeric  forms.  The  fatty 
acids  mav,  like  the  monovalent  alcohols,  bo 
distinguished  as  pjima^^  ^s^^jgn^ry,  and 
tertiary.     The    secondaiy    acids    ar^  usually 
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tenned  iao-addSf  whilst  the  acids  containing  the 
groups  CH,'CH.*CH,-. .  .  are  called  normal acM2«. 

!Aie  natiiralfv  occurring  fatty  acids  are  found 
partly  free  ana  partly  in  the  form  of  esters, 
formic  acid  is  found  in  ants,  caterpillars,  and 
in  the  stinging-nettle ;  butyric  acid  in  butter,  in 
perspiration,  and,  combined  with  hexyl  alcohol, 
in  the  fruit  of  Ueracleum  viUosum  (Fisch.) ; 
cerotic  acid  in  bees-wax  ;  stearic  acid  in  animal 
fats,  kG.  The  higher  members  of  the  series,  in 
combination  with  glycerol,  forming  the  so-called 
glycerides,  constitute  the  greater  part  of  the 
more  important  animal  and  vegetable  fats  and 
oils  and  the  different  varieties  of  the  waxes. 

The  lower  members  of  the  series,  formic, 
acetic,  propionic,  acids,  &c.,  are  mobile  volatile 
liquids,  miscibie  with  water,  alcohol,  and  ether  in 
all  proportions.  As  the  number  of  carbon  atoms 
increases,  they  become  less  soluble  in  water,  more 
oily  and  viscid,  and  less  volatile.  Thus  oenan- 
thylic  {htploic)  acid  CfHj^O,  is  insoluble  in 
water;  capric  {decylk)  acid  Cifi^fi^  is  solid 
at  ordinaiy  temperatures ;  whilst  lauric  acid 
CigHjiOs  and  the  higher  homologues  cannot  be 
distilled  under  ordinary  pressure  without  decom> 
position. 

The  most  important  general  methods  of 
obtaining  these  acids  are  : 

(1)  By  the  oxidation  of  the  primary  alcohols 
or  flJdehydes,  e,g.  ethyl  alcohol  ^  acetic  acid. 

(2)  By  the  addition  of  hydrogen  to  the  un- 
saturated monocarboxylio  acids,  e.g.  acrylic  acid 
»>  propionic  acid. 

(3)  jBy  the  reduction  at  high  temperatures  of 
bydroxy-acids  with  hydriodio  acid  or  of  halc^en 
substituted  acids  with  sodium  amalgam,  e,g, 
a-hydroxypropionic  acid  »>  propionic  acid. 

#(4)  By  beating  the  acid  mtriies  with  acid  or 
alkali,  e,g.  acetomtrile  ->  acetic  acid. 

(5)  By  decomposing  ketones  through  oxida- 
tion with  potassium  permanganate,  eg,  penta- 
deoylmethylketone  (obtained  from  palmitic 
acid)  ->  pentadecylic  and  acetic  acids. 

(6)  By  decomposing  unsaturated  acids  by 
fusion  with  caustic  potash,  €,g,  oleic  acid 
->  palmitic  and  acetic  acids. 

(v)  By  deconiposing  the  mono-  and  dialkyl- 
acetoacetio  esters  with  concentrated  potash  solu- 
tion, e,g,  diheptylacetoacetio  ester  ->  diheptyl- 
acetio  acid. 

(8)  By  heating  dicarboxylic  acids,  in  which 
the  two  carboxyl  groups  are  in  union  with  the 
same  carbon  atom ;  e.g,  dicetylmalonic  acid 
->  dioetylic  acid. 

The  more  important  transformations  which 
the  fatty  acids  can  be  made  to  undei^o  are  as 
follows : — 

(1)  Acids  and  alcohols  yield  esters  in  the 
presence  of  hydrochloric  or  sulphuric  acids. 

(2)  The  halogens  react,  producing  substitu- 
tion products. 

(3)  Acids  or  their  salts,  when  acted  on  by 
the  chlorides  of  phosphorus,  yield  CLcid  chlorides 
and  (icid  anhpdruies, 

(4)  The  ammonium  salts  of  the  acids  split  off 
water  and  become  acid  amides  and  acid  ntlrHes, 

(5)  Primary  amines  are  produced  by  the 
reduction  of  the  acid  nitriles  and  by  the  action 
of  bromine  and  sodium  hydroxide  on  the  acid 
amides.  In  the  latter  case,  carbon  dioxide  is 
evolved  and  the  primary  amine  of  the  next 
lower  acid  is  produced. 


(6)  When  the  calcium  salts  are  distilled 
with  calcium  formate,  aldehydes  are  produced, 
but,  when  distilled  alone,  the  calcium  salts  yield 
ketones, 

(7)  Paraffins  are  produced  by  the  reduction 
of  the  higher  fattv  acids  with  hydriodic  acid,  by 
the  electrolysis  of  concentrated  solutions  of  the 
potassium  salts  of  the  acids  and  by  the  dis- 
tillation of  the  calcium  salts  with  soda  lime. 

The  various  members  of  the  fatty  acid  series 
are  described  under  their  sepcurate  headings. 

FAVERSHAM  POWDER  v.  Ezflgsivbs. 

FAVIER'S  EXPLOSIVE  v.  Ezflosivss. 

FAYALTTE  v,  Olivinb. 

FAYENCE  V,  Pottery  and  Poboblain. 

FEATHER-ALUM.  A  name  (Ger.  Feder- 
alaun)  applied  by  Klaproth  in  1802  to  the  iron- 
alum  (Fe804Al2(SO«)„24H,0)  now  known  as 
halotrichite  {q.v,).  Like  alunogen  (9. v.),  kalinite 
(potash-alum),  pickeringite  (magnesia^um),  &c. , 
it  occurs  as  a  delicately  fibrous  efflorescence  on 
shale  and  some  other  rocks ;  and  it  is  possible 
that  these  species  also  may  have  at  one  time  or 
another  been  included  under  the  indefinite 
term  *  feather-alum.*  L.  J.  8. 

FEATHER-ORE.  A  popular  term  {Qer. 
Federerz)  applied  to  a  number  of  finely  fibrous 
minerals,  which  possess  in  common  a  lead-grey 
colour  with  metallic  lustre.  The  material  forms 
delicate    tufts     or    felt-like    masses.      Brittle 

*  feather-ore  *  is  referable  to  jamesonite  {q,v,), 
since  this  possesses  a  good  cleavage  perpendicular 
to  the  length  of  the  fibres.  On  the  other  hand, 
flexible  'roather-ore'  may  be  stibnite  (Sb,S,), 
plumosite  (2PbS*8b2S3),  or  one  of  the  several 
other  fibrous  sulphantimonites  of  lead  (Spencer, 

:  Min.  Maff.  1907,  14,  207).  L,  J.  S. 

'  FECuLOSE  is  the  term  by  which  the  various 
commercial  starch  esters  are  designated.  They 
are  best  formed  by  the  action  of  glacial  acetic 
acid  on  starch,  and  then  washing  the  product 
with  cold  water  to  free  ii  from  uncombined  acid. 
By  varying  the  starch  base  and  the  time  and 
temperature  of  the  reaction,  or  the  concentration 
of  the  acid,  an  endless  variety  of  products  may 
be  obtained  according  to  the  purpose  for  which 
they  are  required' 

Feculose  differs  little  in  appearance  or  in 
ordinary  chemical  properties  Irom  ordinary 
starch.  On  boiling  with  water,  it  gives  a  clear 
homogeneous  solution  which  does  not  set  or 
revert  on  standing,  gives  the  usual  blue  colour 
with  iodine,  and  does  not  reduce  BarreswiFs 
(Fehling's)  solution.  When  a  little  of  the  solu- 
tion is  allowed  to  dry  on  a  clean  glass  plate,  it 
forms  a  clear  flexible  film  equal  to  4^hat  of  the 
finest  gelatin.  The  washed  feculose  is  neutral 
or  slightly  acid,  and  reacts  with  most  chemical 
reagents  more  readily  than  ordinary  starch. 

Uses. — ^Feculose  has  been  described  as  an 
ideal  substitute  for  gelatin  and  vegetable  ^ums. 
It  has  been  applied  as  a  special  textile  finish  to 
confer  lustre  and  substance  to  textiles  in  the 
form  of  yam  or  cloth  and  also  as  an  excellent 
dressing  for  linen,  lace,  and  silk.  It  is  also  em- 
ployed in  dyeing  and  French  cleaning ;  in 
confectionery  for  making  jujubes  and  other 
sweets,  and  in  paper  coating  as  a  size  in  place  of 

•  chromo '  glue  or  casein.  The  surface  produced 
in  the  latter  case  has  excellent  printing  qualities. 

A  permanent  solution  of  feculose  cai^^^ 
obtained   by  varying   the   original  process   of 
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manufacture,  and  by  various  subsidiary  treat- 
mentB  it  can  be  made  to  fidfil  a  lurge  range  of 
technical  requirements  (Traquair,  J.  SocT^em. 
Ind.  1909,  288;  Farrell,  J.  Soc.  Dyers,  Dec. 
1908). 

FEEDING  STUFFS.  Under  this  head  will 
bo  considered  the  principal  articles  in  use  as 
food  for  live  stock. 

The  main  constituents  of  feeding  stuffs, 
apart  from  water,  are  (1)  nitrogenous  bodies, 
subdivided  into  albuminoid  or  proteid  sub- 
stances and  non-elbuminoid  bodies,  such  as 
amides ;  (2)  oil  or  fat ;  (3)  carbohydrates,  in- 
cluding easily  digestible  substances  like  susar 
or  starch,  and  indigestible  or  less  easily  digestible 
bodies  of  the  cellulose  type ;  (4)  the  so-called 
'mineral*  constituents  which  constitute  the 
*  ash '  left  on  incineration.  There  are  also 
frequently  present  other  bodies,  such  aa  resinous 
matters,  colouring  matters,  enzymes,  and  traces 
of  gluoosides  and  organic  bases  of  the  alkaloidal 
type  ;  but  these  exist  in  relatively  small  quan- 
tities, and  are  usually  ignored  in  commercial 
analyses.  Small  quantities  of  neutral  or  acid 
oiganio  salts  are  also  found  in  roots  and  green 
fodder  crops. 

Albuminoids  or  Proteins.  These  are  bodies 
consisting  of  highly  complex  molecules  built  up 
by  the  union  of  numerous  amino-acids  (see 
article  on  Pbotbiks,  vol.  iv.).  The  various 
proportions  in  which  these  amino-acids  are 
combined,  and  the  presence  or  absence  of  some 
one  or  other  of  them  in  the  complex  molecule, 
results  in  there  being  a  laige  variety  of  proteins 
or  albuminoids ;  so  that  the  proteins  in  one 
food  may  possess  different  properties  from  those 
in  another  food.  The  albuminoids  of  wheat, 
for  example,  have  properties  which  sharply 
distinguish  them  from  those  of  other  cereals, 
such  as  barley,  oats,  or  maize,  and  the  albu- 
minoids of  the  leguminous  grains  differ  from 
those  found  in  any  of  these.  The  detailed 
study  of  the  albuminoids  has  engased  much 
attention  at  the  hands  of  physiological  chemists, 
and  is  gradually  throwing  light  on  much  that 
has  been  obscure  as  to  the  relative  feeding  value 
for  different  purposes  of  albuminoids  derived 
from  different  sources.  Practical  experience 
shows  that  a  mixed  diet  is  often  productive  of 
better  results  than  a  simpler  diet  which  may 
supply  the  same  agzr^ate  quantity  of  nitro- 
geneous  matter.  Of  the  various  amino-acids 
constituting  the  i^buminoid  molecules,  some 
few,  such  as  tryptophane,  cystine,  arginine,  and 
histidine,  even  though  present  in  relatively 
small  proportions,  appear  to  be  essential  to 
satisfactory  nutrition,  and  an  albuminoid 
material  lacking  in  one  of  these  essentials  con- 
sequently needs  to  be  supplemented  by  another 
in  which  the  missing  factor  is  present.  For 
example,  the  albuminoids  of  maize  appear  to 
be  destitute  of,  or  ]poor  in,  tryptophane.  This 
affords  an  explanation  of  the  fact  that  maize, 
while  a  satisfactory  food  for  stock  in  conjunction 
with  other  foods,  is  unsatisfactory  when  siven 
alone,  its  albuminoids,  owin^  to  the  lack  of 
tryptophane,  being  but  impenectly  assimilated. 
The  addition,  however,  of  a  smaU  quantity  of 
other  food  containing  albuminoids  of  which 
tryptophane  happens  to  be  a  constituent, 
renders  the  maize  protein  assimilable,  and 
enables  the  animal  to  obtain  the  full  advantage  ! 


of  the  feeding  matter  contained  in  the  maize. 
Albuminoids  consist  of  carbon,  hydrogen, 
oxysen,  nitrogen,  and  a  small  quantity  of 
sulphur.  On  the  average,  they  contain  16  p.c. 
of  nitrogen,  and  are  usually  calculated  from  the 
nitrogen  present  on  this  assumption.  In  some 
foods  {see  infra)  the  proportion  of  non-albuminoid 
nitrogenous  compounds  is  sufficient  to  make  it 
desirable  to  separate  these  in  analysis,  and  to 
calculate  the  a&uminoids  from  the  true  proteid 
nitrogen  only.  But  in  most  concentrated  foods 
it  is  conventional  and  sufficiently  near  for 
practical  purposes,  to  calculate  the  albuminoida 
Dy  multiplying  the  total  nitrogen  present  by  6  25. 

The  chief  function  of  albuminoids  in  food  is 
to  build  up  the  nitrogenous  tissue  of  the  growing 
animal,  and  to  replace  the  daily  nitrogenous 
waste  due  to  the  normal  processes  of  meta- 
bolism. Hence  they  have  long  been  called 
*  flesh-formers,'  in  contradistinction  to  fat  and 
carbohydnites.  Albuminoids,  however,  are  also 
capable  of  being  partially  transformed  into  fat, 
and  also  of  generating  heat  and  motive  energy 
by  their  oxidation.  These  functions,  however, 
are  mainly  performed  by  fat  and  carbohydrates. 

The  digestion  of  albuminoids  is  effected 
mainly  by  the  action  of  pepsin,  secreted  by  the 
stomach  and  of  trypsin,  which  is  a  constituent 
of  the  i>ancreatic  juice.  By  these  ferments, 
they  are  converted  into  soluble  bodies,  peptones 
and  albumoees,  and  finally  broken  down  into 
their  constituent  amino-acids,  which  are  then 
absorbed  into  the  animal  system,  forming  the 
materials  for  the  reconstruction  of  the  various 
proteins  or  albuminoids  of  the  body,  or  used 
directly  for  the  production  of  energy. 

The  non-albuminoid  nitrogenous  constitu- 
ents of  food,  chiefly  amides,  are  soluble  and 
need  no  digestion.  They  do  not  form  muscular 
tissue,  like  the  albuminoids,  but  they  yield  heat 
and  energy,  and  to  some  extent  help  to  preserve 
the  nitn^enous  constituents  of  the  body  itself 
from  waste. 

Oil  or  Fat.  A  large  number  of  fats  are  found 
in  ve^table  tissue.  For  the  main  part  they 
are  triglycerides  of  one  or  other  of  the  series 
of  bodies  known  as  the  *  fatty  Acids  ' ;  but  they 
also  include  in  some  cases  small  quantities  of 
wax  or  fat  in  which  the  glyceryl  radical  is  re- 
placed by  that  of  some  soBd  alcohol  like  phyto- 
sterol  Lecithin,  which  is  present  in  small 
quantities  in  some  vegetable  substances,  is  a  fat 
containing  nitrogen  and  phosphorus.  In  the 
analysis  m  feeding  stuffs,  the  matter  extractable 
by  ether  is  usually  assumed  to  be  fat,  though  in 
the  case  of  some  foods  small  quantities  of 
resinous  bodies  are  included  in  the  extract,  as 
well  as  chlorophyll. 

The  function  of  fat  as  a  food  is  to  build  up 
the  fat  of  the  body  and  to  furnish  heat  and  energy 
on  its  oxidation  or  combustion  in  the  blood. 

Fat  is  digested  and  rendered  absorbable  in^ 
the  blood  mainly  by  the  action  of  bile,  aided  by 
the  pancreatic  secretions  and  those  of  various 
intestinal  glands. 

Carbohydrates.  Sugars  of  various  types 
occur  in  feeding  stuffs,  sometimes  in  insignificant 
quantity,  as  in  ordinary  grain,  sometimeB  in 
large  quantity,  as  in  some  roots,  the  feeding 
value  of  which  lies  principally  in  these  con- 
stituents. Thus  mangolds  and  beets  contain 
sucrose  or  cane  sugar,  whilst  turnips  contain 
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deztroee  or  *  grape  sugar.*  In  addition  to  sugars 
of  the  hezo6e  type,  some  fodder  plants  yield 
sugars  of  the  pentose  type.  Sugars,  being 
soluble,  need  no    digestion.* 

Starch,  which  is  practically  perhaps  the  most 
important  of  the  carbohydrates,  consists  of 
organised  cells  which  are  insoluble  in  cold  water 
thouffh  capable  of  being  gelatinised  and  partially 
dissolyed  by  boiling  water.  Starch  is  con- 
vertible by  mineral  acids  into  sugar  (dextrose), 
and  is  resolved  by  certain  ferments,  both 
vegetable  and  animal,  into  the  soluble  bodies 
maltose  {malt  sugar),  and  dextrin,  a  viscous 
body  devoid  of  sweetness.  The  latter  resolu- 
tion is  effected  by  the  ferment  plyalin  in  the 
saliva,  and  also  by  a  ferment  contained  in 
the  pancreatic  juice.  The  acid  secretions  of 
the  stomach  also  act  on  starch,  and  the  maltose 
and  dextrin  are  further  modified  into  dextrose 
durinff  passage  through  the  intestines. 

Ceualose.  Numerous  substances  are  grouped 
under  this  head.  The  typical  form  of  cellulose 
is  cotton.  Material  of  this  nature  forms  the 
coating  of  vegetable  cells,  and  consequently  the 
whole  skeleton '  of  a  plant.  But  it  is  modified 
in  oomnosition  in  different  tissues,  and  sometimes 
partially  assumes  a  woody  form,  as  in  straw  and 
nay.  In  food  analyses,  the  various  forms  of 
oeUnloee  are  called  fibre,'  and  are  determined 
by  boiling  the  food  successively  in  weak  mineral 
acid  and  weak  alkali,  and  extracting  with 
alcohol  and  ether.  The  residue  is  usually 
described  as  *  fibre  *  or  *  crude  fibre,'  or  some- 
times  as  '  indigestible  fibre.'  The  last  descrip- 
tion was  given  on  the  assumption  that  the 
artificial  digestion  referred  to  was  equivalent  in 
ultimate  e&ct  to  the  digestive  processes  of  the 
animal  But  modem  research  has  shown  that 
bodies  of  the  cellulose  type  which  resist  the 
solvent  treatments  referred  to  are  to  a  variable 
extent  partially  digestible,  especially  by  rumi- 
nantB.  This  digestion  is  probably  mainly 
effected  by  the  action  of  bacteria  in  the  large 
intestine.  A  ruminant  can  digest  much  more 
c^nlose  than  a  horse,  and  a  horse  much  more 
than  a  pig.  The  very  thorough  mastication  of 
the  raminant  better  prepares  the  fibre  for  such 
digestion  as  is  possible  than  does  the  imperfect 
mastication  of  the  horse  or  the  still  more  im- 
-peifect  mastication  of  the  pig,  apart  from  the 
anatomical  differences  in  the  digestive  tracts  of 
the  respective  animals  and  the  relative  abun- 
dance of  bacteria  capable  of  effecting  cellulose 
digestion.  How  mucii  the  physical  or  mechani- 
ctd  condition  of  the  fibre  has  to  do  with  its 
digestion  has  been  demonstrated  by  Kellner, 
who  found  that,  when  straw  fibre  was  dis- 
integrated by  boiling  with  soda  Ive  under  pres- 
sme  (as  in  the  preparation  of  fibre  for  paper 
making),  the  fibre  had  a  digestibility  coefficient 
of  66  to  60  p.o.,  whereas,  in  the  unprepared 
stnw,   it  was  only  42  p.c.    But  the  energy 

rit  by  the  animal  in  the  partial  digestion 
some  forms  of  fibrous  foods  sometimes 
exceeds  the  energy-producing  value  of  the 
material  digested,  so  that  ^a  result  of  the 
digesticm  process  may  sometimes  be  of  even 
negative  value. 

Other  insoluble  carbohydrates  are  those  of 
the  pentosan  type,  which  yield  pentose  susars 
on  treatment  with  acids,  but  the  conditions 
affecting  their  digestion  are  not  well  understood. 


and  the  feeding  value  of  the  pentoses  which 
theyyield'is  probably  smalL 

The  function  of  carbohydrates  is  to  supply 
the  main  quantity  of  fuel  for  the  generation  of 
heat  and  the  production  of  mechanical  force, 
and,  when  these  necessary  requirements  are 
fulfilled,  the  excess  serves  to  build  up  fat  in 
the  body. 

Mineral  matters,  or  *ash  constituents,'  are 
I  the  residues  left  on  incineration  of  the  hetero- 
I  geneous  mass  of  organic  compounds  and  salts 
I  contained  in  the  food.  Probably  most  of  the 
!  '  mineral '  matter  thus  obtained  exists  in  the 
t  food  in  oiyranic  combination.  The  chief  con- 
I  stituents  of  the  ash  are  phosphoric  add,  sul- 
I  phuric  add,  caldum,  potassium,  and  magnesium, 
I  with  smaller  quantities  of  iron,  sodium,  and 
chlorine,  and  traces  of  fluorine.  Silica  is  also  a 
I  larve  constituent  of  straw,  and  is  found  in  grass. 
I  Other  elements  are  no  doubt  commonly  present 
I  in  minute  traces. 

The  function  of  *  mineral '  matters  in  food  is 
I  to  build  up  the  main  substance  of  the  animal 
'  skeleton  and  to  provide  the  material  necessary 
I  for  forming  the  saline  constituents  and  inorsanio 
I  adds  of  the  blood,  gastric  juice,  and  other  fluids 
and  secretions  of  the  body,  as  well  as  to  supply 
I  elements,  such  as  phosphorus,  sulphur  and  uon, 
'  which  form  integrsu  parts  of  the  blood  corpuscles 
I  and  of  muscular  and  other  tissues. 
.        The  general  composition   of  some   of  the 
I  various  feeding  stufb  m  common  use  is  stated  in 
:  the  accompanying  tables.    The  items  given  are 
I  moisture  (t.e.  loss  on  drying  at  100°C.),  oil  (ether 
extract),  albuminoids,  digestible  carbohydrates, 
I  fibre   and   mineral   matter   (ash).     The   term 
'  *  digestible '  as  applied  to  carbohydrates  here 
I  merely    means    rendered    86luble    during    the 
I  process  of  successive  boiling  in  weak  mineral 
I  add  and  weak  alkali  (for  details  see  Methods  of 
I  analysis,     infra).     The     auestion     of     actual 
'  digestibility  by  the,  animal  will  be  considered 
I  further  on.    The  term   *  albuminoids,'   except 
where  otherwise  specified,  means  total  nitrogen 
I  multiplied  by  6*25,  as  is  conventional  for  the 
purpose  of  commercial  analysis.    It  has  been 
{  already  pointed   out  that  the   whole   of   the 
I  nitrogen  m  foods  is  not  present  in  the  proteid 
form,  some  portion  being  in  the  form  of  amides 
I  or  similar  bodies,  but  that  in  what  are  generally 
!  called  *  concentrated '  foods,  such  as  seeds  and 
seed  products,  the  proportion  of  non-albuminoid 
I  nitrogen   is   relatively  small,   and   not  worth 
I  differentiation  for  the  ordinary  practical  pur- 
'  Ppses  of  comparison  of  one  sample  with  anotner. 
For  instance,  in  barley,  oats,  maize,  wheat,  and 
I  rye,  the  actual  albuminoid  nitrogen  is  from  90 
to  96  p.c.  of  the  total  nitroaen ;  m  cotton  cake, 
I  linseea   cake,    and   ground-nut   cake,    and   in 
!  brewers'  grains,  about  96  p.c. ;  jn  peas  and  beans, 
about  90  p.c. ;  in  rice  meal  (rice  oran),  about  92 
p.c.  ;  and  in^  wheat  bran,  about  86  p.c.   In  straw 
(a  ripened  stem,  it  may  be  noted),  the  proportion 
is  about  90  p.c.    In  meadow  hay  it  is  less, 
namely,  about  87  p.o.    In  young  or  immature 
grass  or  dover,  the  proportion  is  only  from 
about  70  to  75  p.a,  and  m  grass  or  clover  pre- 
served in  the  moist  state  as  sflage  it  may  be  only 
50  to  60  p.c.,  owinfl  to  partiiJ  degradation  of 
the  albummoids  by  fermentatioiL    &  roots,  the 
proportion  of  albuminoid  to  total  nitrogen  may 
fall  bdow  40  p.o.  (as  in  mangolds).    In  turnips. 
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oarrotB,  and  potatoes,  it  is  from  about  50  to  60 
p.c,  and  in  cabbages  probably  about  ^0  p.o. 

Before  referring  to  the  tabulated  statement 
of  composition  of  various  foods,  the  reader  should 
bear  in  mind  that  the  anal3r8e8  given  are  in  most 
cases  typical  only  of  the  average  composition  of 
each,  and  that  considerable  differences  occur 
between  different  samples,  which  is,  indeed,  the 
reason  why  many  of  them  are  ordinarily  sub- 
jected to  analysis  for  the  purposes  of  commercial 
transactions.  These  variations  are  often  con- 
siderable even  in  natural  grains  such  as  oats, 
but  are  especially  notable  in  the  case  of  what 
may  be  called  'manufactured'  feeding  stuffs 
such  as  oil  cakes.  The  feeding  value  of  these  is 
laigely  affected  by  the  extent  to  which  the  oil 
has  fa!een  pressed  from  the  seed.  Thus  linseed 
cake,  if  liohtly  pressed,  may  contain  15  or  16  p.c. 
of  oil.  Under  medium  pressure,  it  may  contain 
12  p.c,  and  would  still  bo  regarded  as  rich  in  oil. 
Very  commonly  it  is  pressed  down  to  10  p.c, 
while  very  heavily  pressed  cake  has  often  only 
7  or  8  p.c.  of  oil,  and  sometimes,  though  rarely, 
as  little  as  5  or  6  p.c.  Sometimes  (or  often  m 
the  case  of  cotton  cake)  the  cake  is  ground  and 
sold  as  meal.  In  such  cases,  it  is  especially 
important  to  have  regard  to  the  oil,  as  oil  is 
largely  extracted  from  some  seeds,  not  by 
pressure,  but  by  exhausting  the  finely  ground 
seed  with  a  volatile  solvent  such  as  petroleum 
spirit,  in  which  case  it  may  have  only  1  p.c.  of 
oil.  This  process  is  largely  applied  to  rape  seed, 
soya  beans  and  pahn-kemels.  Again,  in  the  case 
of  linseed  or  rape  cake,  the  percentage  of  albumi- 
noids varies  largely  with  the  variety  of  seed  from 
which  the  cake  is  made.  Linseed  cake,  made 
from  East  Indian  linseed,  may  contain  from 
about  25  to  about  30  p.c.  of  albuminoids  ;  coke 
from  Russian  linseed,  about  27  to  about  35  p.c  ; 
whilst  cake  made  from  American  Western  linseed 
sometimes  contains  nearly  40  p.c.  of  albuminoids. 
The  composition  of  undecorticated  cotton-seed 
cake  varies  according  to  whether  it  is  made  from 
the  larffe  smooth  Egyptian  seed  or  from  the 
small  Uiick-shelled  and  cotton-coated  Indian 
variety.  In  the  case  of  decorticated  cotton- 
seed cake — made  from  American  woolly  seed 
stripped  of  its  husk  or  *  hull  ^ — ^the  qufuity  of 
the  cake  or  meal  depends  largely  upon  the 
perfection  with  which  the  shelling  process  has 
been  carried  out.  Ofteji  the  separated  shells 
are  ground  and  partially  put  back  after  the 
decorticated  seed  naa  been  crushed  in  the  mills 
and  the  cakes  reground  to  meal.  Some  foods 
are  residual  portions  of  grains,  the  main  part  of 
which  is  used  for  human  food — as,  for  example, 
wheat-bran,  rice  meal  (really  rice-bran),  and 
numerous  foods  made  from  various  fractions 
of  the  maize  kernel.  These  are  necessarily  of 
variable  composition,  according  to  the  method 
and  degree  of  separation  from  the  other  parts  of 
the  ffrain. 

Owing  to  the  importance  of  albuminoids  in 
feeding,  and  to  their  special  value  for  milch 
cows,  and  for  balancing;  the  natural  poverty  in 
albuminoids  of  natural  fodders  such  as  roots, 
*  concentrated  *  food  stuffs  are  sometimes  graded 
according  to  their  richness  in  albuminoids. 
Thus,  decorticated  cotton  cake  or  meal,  ground- 
nut (Arachis)  cake,  and  soya- bean  cake  or  meal, 
may  bo  described  as  very  rich  in  albuminoids 
(40  to  50  p.c.) ;   linseed  cake  and  rape  cake  as 


rich  (say  25  to  35  p.c) ;  undecorticated  cotton 
cake,  beans,  peas,  and  dried  brewers*  grains  as 
moderately  rich  (20  to  25  p.c.) ;  whilst  wheat, 
oats,  rye,  oarley,  maize,  feeding  flour,  rice  meal, 
bran,  pollards,  and  millet,  would  be  described 
as  relatively  poor  in  albuminoids  (10  to  18  p.c.). 

In  the  case  of  fodder  crops,  such  as  grass  and 
hay,  the  composition  varies  much  with  the  stage 
of  ffrowth  at  which  they  are  cut,  as  well  as 
with  the  species  of  plants  which  constitute 
them. 

The  relative  manurial  value  of  the  excret-a 
jdelded  by  the  consumption  of  feeding  stuffs 
depends  largely  on  the  proportion  of  nitrogen 
they  contain,  and  to  a  minor  extent  on  the 
phosphoric  acid  and  potash  contflfcined  in  their 
ash.  This  aspect  of  uieir  value  is  too  complex 
to  be  entered  upon  here.  A  very  full  discussion 
of  this  part  of  the  subject  by  Voelcker  and  Hall 
in  the  light  of  modem  investigation,  especially 
with  r^ard  to  the  question  of  compensation  for 
unexhausted  manurial  value  under  the  Agri- 
cultural Holdings  Act,  will  be  found  in  the 
Journal  of  the  Koyal  Agricultural  Society  for 
1902  and  1913. 

Digestibility  of  feeding  stolb.  It  never 
happens  in  practice  that  an  animal  digests  the 
whole  even  of  the  potentially  digestible  matters 
in  its  food.  The  quantity  digested  depends  not 
only  on  the  inherent  potential  digestibility  of 
the  food,  but  also  on  the  species,  age,  condition, 
and  individual  constitution  of  the  animal,  and 
the  quantity  and  quality  of  the  food  supplied  to 
it.  A  laige  number  of  experiments  have,  how- 
ever, been  carried  out,  chiefly  in  Gfermany  and 
in  America,  to  ascertain  as  nearly  as  is  practi- 
cable the  proportion  of  the  various  kinds  of 
nutritive  matter  actually  digested  in  most  of 
the  feeding  stuffs  in  use  on  the  farm,  the  experi- 
ments having  been  made  with  the  various  farm 
animals,  ruminant  and  non-ruminant.  The 
composition  of  the  food  supplied  to  the  animal 
is  ascertained  bv  analysis  and  its  quantity 
weighed.  The  f  eces  are  collected,  weighea, 
and  analysed,  and  the  difference  gives  the 
quantity  of  each  constituent  digested.  The 
experiments  are  carried  on  for  a  sufficient  length 
of  time  to  eliminate  as  far  as  possible  errors  due 
to  previous  feeding,  the  results  for  the  first  few 
days  being  neglected.  The  results,  especially 
in  the  case  of  poor  and  bulky  foods,  are  vitiated 
to  some  extent  by  such  of  the  secretions  of  the 
alimentary  canal  as  are  voided  with  the  excreta  ; 
while  the  results  obtained  with  concentrated 
foods  are  complicated,  and  probably  vitiated 
by  the  fact  that  such  foods,  in  the  case  of  rumi- 
nants, must  necessarily  be  mixed  with  large 
quantities  of  bulky  fibrous  fodder,  any  varia- 
tions in  the  digestion  of  which,  brought  about 
by  the  different  conditions  of  feeding,  become 
credited  to  the  account  of  the  concentrated  food, 
which  cannot  be  tried  by  itself.  Despite  these 
and  other  sources  of  inexactness,  the  study  of 
the  results  of  a  number  of  experiments  gives 
the  nearest  approach  we  can  get  to  a  faithful 
estimate  of  what  proportions  of  albuminoids  or  of 
fat  or  of  carbohydrates  wiU  probably  be  digested 
and  utilised  in  the  average  circumstances  of 
farm  feeding,  and  much  credit  is  due  to  such 
investigators  as  Kuhn,  Wolff,  Kellner,  Zuntz, 
Armsby,  and  others  for  their  long  and  patient 
labours  in  this  field  of  work,  in  which  the  pursuit 
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— 

UaULnn 

Ofl 
or  fat 

AlbQ- 
minoidfl 
(stotal 
Ditrogen 

x«25) 

car  bo- 
M-dratosi 

Fibre 

MfaMial 

matter 
(aah) 

Sander 

tiUckMis 

matter 

in  ash 

Gotten  cake,  decorticated 

90 

11-5 

44-0 

S3H> 

5-6 

7-0 

_ 

Eg^tianseed 
Do./do.,  from  Bombay  seed 

13*5 

65 

22-5 

330 

190 

6-5 

0-4 

120 

4*5 

190 

35-5 

22-0 

7-0 

1*5 

Soya-bean  cake 

125 

7-0 

42-0 

28-5 

4-5 

5*6 

0-6 

Earth-nut    (arachis)  cake,    de- 

cortksated    .... 

90 

lOO 

510 

21-3 

3-6 

6^ 

1-3 

Do.,  do.,  undecortkated 

8-7 

8-2 

320 

24-6 

21-5 

6*0 

1*5 

Unaeed-^ke   .... 

11-5 

11-0 

28-0 

34-5 

8-5 

6*5 

1-0 

Sunflower-seed  cake 

70 

lOO 

30-5 

24-5 

21-0 

7«0 

1*0 

Poppy-seed  cake 

10-5 

8-5 

38-5 

20-5 

9*0 

13-0 

1*3 

Rape  cake        .... 

10-5 

10-0 

33-0 

29-8 

9*0 

7-7 

2-0 

Sesam^cake    .         •         •         • 

9-0 

12-0 

39K) 

23K) 

6-0 

12-0 

2-0 

Beans,  F"glw>* 

14-0 

1-5 

25-5 

49-5 

6*6 

3-0 

Peas,       do.              ... 

14-0 

1-7 

22-5 

53-3 

6*6 

3K) 

— 

Gocoannt  (copra)  cake 

90 

10-0 

210 

42-5 

12*0 

5-6 

0-3 

Palm  kernel  cake  or  meal  (pressed 

— not  solvent -extracted) 

too 

90 

16-0 

41-2 

20*0 

3*8 

_ 

Do.,  do.,  soWent-extracted 

10-0 

1-8 

17-4 

45-0 

21*7 

4*1 

.^ 

Dried  brewers*  grains 

10-0 

7-0 

200 

42-5 

16-0 

4-6 

.^ 

Wet         do.         do. 

700 

1*8 

5-3 

11-4 

4*3 

1*2 



Wheat  bran     . 

130 

4-0 

14-0 

55-5 

8*0 

6-5 

.^ 

Do.     pollards 

13-0 

5-0 

IC-O 

67-0 

5-0 

4-0 

.^ 

Do.     middlings 

12-0 

4-0 

160 

61-0 

4-0 

ZO 



Wheat    . 

13-5 

1-9 

12-0 

68-9 

1*9 

1-8 



OaU 

13-5 

4-5 

11-5 

58-5 

9*0 

3-0 



Rye 

13*4 

1-7 

11-5 

69-5 

1*9 

2K) 

»_ 

Barfey    . 

14-3 

2-5 

11-0 

66-2 

4*5 

2-5 



Maize 

130 

4-5 

100 

69-6 

1*5 

1-4 



Rice  meal  or  rice  bran,  Rangoon . 

8-5 

16-5 

12-5 

48-7 

60 

8-8 

1*8 

Do.,  do..  English    . 

104) 

10-0 

115 

54-0 

6*6 

8*0 

2*4 

Fish-moal                •         • 

140 

65 

65-0 

— 

•5 

25-0» 

Dried  yeast 

7-4 

1-0 

46-5 

33^ 

22 

101) 

*■  Chiefly  calcium  phosphate  and  a  little  salt. 
AVXSAGB  OB  TtPIOAL   GOIIPOSITION  OF  MoiST  OB  BULKY    FaBM   FoDDERS.* 


Nitrogenous 

• 

Moisture 

Oil  or 

fat 

substance 

Digestible 
carbo- 

Fibre 

Mineral 
matter 

Non- 
albn- 
miDoid 

Albu- 
nUnold 

hydrates' 

(ash) 

Pasture  mss       .         .         .         . 

76-7 

0*9 

2*9 

1*1 

10*9 

5*2 

2*3 

Clover  (about  to  flower) 

810 

0*7 

2*6 

0-8 

8*1 

52 

1*6 

Meadow  hay,  rich 

15*0 

2*3 

10*2 

1*8 

39-6 

240 

7-2 

medium . 

160 

2*2 

8*0 

1*2 

42*0 

25*4 

6*2 

poor 

14*0 

20 

6*3 

0*5 

411 

31*0 

51 

Ck>ver  hay,  medium 
Oat  straw   . 

16*0 
14*5 

2*6 
20 

10-5 

2-5 

37-2 
37*0 

250 
36*8 

6*3 
6*7 

A-O 

Wheat  straw 

13*6 

1*3 

3*3 

39*4 

371 

5-3 

Barley  straw 

14*2 

1*5 

3-6 

39*1 

360 

5*7 

Bean  straw 

18*4 

M 

81 

31*0 

360 

5*4 

Pea  straw   . 

Maize,  silaee 
Mangolds,  large    . 

13*6 
791 

1*6 
0*8 

9*0 

83-7 
11*0 

85*5 
60 

6-6 
1*4 

^   1*0 

0-7  ^ 

890 

0-1 

0-4 

0*8 

7*7 

10 

1*0 

„       small  . 

87*0 

0*1 

0*4 

0*0 

10*2 

0*8 

0-9 

Swedes 

89-3 

0*2 

0*7 

0-7 

7*2 

M 

0*8 

Turnips       .         • 

91*5 

0-2 

0*6 

0*6 

6*7 

0-9 

0*7 

Potetoes 

760 

0*2 

1*2 

0*9 

210 

0-7 

1-0 

Field  cabbages     . 

86*7 

0-7 

1-7 

0-8 

7*1 

2*4 

1-6, 

Carrots 

87*0 

0*2 

0*7 

0-6 

9-3 

1*3 

IK)  I 

> 

*  By  *  digestible'  is  here  meant  dissolved  by  successive  boiling  in  acid  and  alkali  (u§  Method*  of  antUvtit, 
infra). 

*  Compiled  chiefly  from  averages  calculated  and  tabulated  bv  R.  Warinston. 
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of  truth  ia  impeded  by  bo  many  pitfalls  and 
obstadeB.  Ruminants  have  a  better  power  of 
digestion  than  hones,  especially  for  fibrous 
foods,  and  in  this  respect  horses  are  better 
digesters  than  pigs.  The  following  figures, 
extracted  from  a  table  compiled  by  Kellner, 
show  the  average  results  obtained  with  ruminant 
animals  as  regards  the  quantity  of  albuminoids, 
fat,  *  soluble  carbohydrates,  and  fibre,  out  of 
100  parts  of  each  of  these  constituents,  when 
supplied  in  the  form  of  the  more  common 
ieeaing  stufis.  By  *  soluble  '  carbohydrates  are 
here  meant  those  dissolved  by  successive 
boilinff  with  dilute  acid  and  dilute  alkali,  usually 
termed  in  commercial  analyses  *  digestible.* 
As  the  latter  word  would  here  be  ambu^uous,  the 
alternative  term  *  soluble '  is  used,  (m  Geiman 
works  this  item  of  *  soluble '  carbohydrates  is 


usually  rendered  as  *  nitrogen-free  extract.') 
It  will  be  noticed  that  with  some  foods*  the 
experiments  have  been  too  few,  having  regard 
to  the  difficulty  of  such  work,  to  lend  any  very 
strong  validity  to  the  figures.  In  other  cases, 
the  number  of  trials  encenders  more  confidence 
in  the  probable  ffenenu  truth  of  the  average 
figures,  out  it  wiQ  be  seen  even  in  these  cases 
that  the  range  from  minimum  to  maximum 
quantities  digested  in  the  experiments  averaged 
is  sometimes  wide. 

Energy  equivalents  of  feeding  stuffs.  The 
ultimate  physiological  value  of  any  food  consti- 
tuent is  largely  dependent  upon  the  quantity  of 
potential  eneigy  producible  by  its  oxidation  in 
the  system,  or  l>y  the  oxidation  of  the  equivalent 
body  substance  that  it  replaces.  This  enerey 
may  be  manifest  in  maintaming  the  heat  of  tnc 
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Matters  diguUd  out  of  100 
9pec\ 

varU  of  each  constitueni  when  supplied  in  the 
fied  in  thefirel  column  {from  KeUner). 

feeding  stuff 

Nitro- 

'Solable* 

Number 

_ 

FM 

senous 

carbo-          Fibre 

of  inves- 

substance 

hydrates 

tlcotioni 

Ootton  cake,  decorticated 

(Range 
( Average 

93-100 
94 

84-96 
86 

44-71 
67 

0-100 
28 

{ 

14 

Ootton  oake,  undeoortksated 

j  Range 

*    }  Average 

JRange 

8^100 
93 

72-77 

77 

46-60 
62 

2-24 

18 

\ 

10 

Soyabeans    . 

86-94 
90 

87-91 
89 

62-76- 
69 

0-71 
36 

1 

\ 

4 

Earth-nut  (arachis)  oake  . 

Range 
•    I  Average 

86-97 
90 

84 

69-98 

84 

0-32 
9 

\ 

7 

Linseed  cake  . 

Range 
•    (Average 

86-97 
92 

8(^-00 
86 

60-96 
78 

0-92 
32 

14 

Sunflower-seed  oake 

.      Average 

88 

90 

71 

30 

4 

Poppy-seed  cake     . 

Average 

92 

79 

64 

61 

3 

Rape  oake 

r  Range 
'    i  Average 

60-94 
7.9 

66-^2 
81 

66-86 
76 

0-34 
8 

\ 

7 

Beans    •        •        .        • 

i  Range 

66-100 
83 

77-100 

87 

82-100 
91 

0-99 
68 

\ 

30 

Peas      .         •        •         • 

c  Range 
'    J  Average 

66-76 

83-90 

93-04 

2&-66 

^ 

66 

86 

93 

46 

4 

Sesame  oake  . 

Average 

90 

90 

66 

31 

4 

Goooanut  (copra)  cake 

c  Range 
{  Average 

96-100 
97 

76-84 
78 

80-86 
83 

64-73    , 
63 

\ 

6 

Falm-kemel  meal   . 

(Range 
'    \  Average 

94-100 
98 

72-77 
76 

76-79 

77 

26-54 
39 

\ 

3 

Dried  brewers'  grains 

J  Range 
/  Average 

81-93 
88 

63-78 
71 

61-«7 
60 

19-77 
48 

\ 

19 

Wet                     - 

i  Range 
J  Average 

84-89 

71-74 

66-74 

33-46 

\ 

12 

""•              »»                    M                     • 

86 

73 

62 

40 

Wheat  bran   • 

i  Range 
/Average 

61-100 
71 

61-100 
79 

40-88 
71 

0-68 
26 

\ 

71 

Gate               •        .  *      • 

(Range 
1  Average 

6a-100 

67-94 

66-94 

2-47 

\ 

46 

80 

76 

76 

28 

Barley 

(Range 
(Average 

78-100 
89 

63-77 

70 

87-96 
92 

z 

\ 

4 

Mniwi 

(Range 

81-99 

68-84 

87-100 

46-100 

\ 

23 

"»**■*'      •           •           •           •           1 

89 

72 

96 

68 

Rk>e  meal  or  rice  bran     . 

(Range 
\  Average 

82-«7 
86 

48-66 
67 

67-92 
80 

0-61 
16 

\ 

14 

Future  grass  (April— May) 

(Range 
I  Average 

63-68 
66 

71-79 
76 

76-84 
79 

70-76 
73 

\ 

4 

Meadow  grass  (June) 

Average 

62 

70 

76 

66 

2 

„       (October)  . 

Average 

46 

66 

61 

62 

4 

Meadow  hay,  rich   . 

}  Average 

46-68 
67 

60-73 
66 

68-76 
68 

63-80 
63 

I 

48 

Digitized  b 

/Goo 

^le    ' 
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Nftro- 

'Sohible* 

Nnmber 

_^ 

Akt 

flenous 
nuwUnce 

csrbo- 

Flbrft. 

ofinves- 

hydrates. 

UsaUoas 

Meadow  hayr  medium 

S  Range 
•    }  Average 

61 

49-67 
67 

63-73 
64 

60-71 
69 

\ 

104 

„        „  poor 

iRango 
•    {Average 

49 

35-61 
60 

49-65 
59 

46-64 
55 

\ 

34 

dover  hay,  best 

Range 
•    Mvor»ge 

44-74 
63 

66-71 
65 

6^76 
70 

38-54 
49 

1 

19 

„        „    medium 

\  Range 
*         '    "l  Average 

33-63 
63 

48^9 
64 

67-69 

64 

38^62 
46 

1 

46 

Oat  stiaw 

\  Range 
•    Average 

14-^1 
36 

12-50 
33 

33-65 

46 

42-66 
54 

[ 

11 

Wheat  stiaw 

S  Range 
'         '     i  Average 

17-44 
31 

0-26 

4 

29-40 
37 

42-^9 
60 

10 

Barky  itn^w 

j  Range 
•         •     ( Average 

3&-43 

39 

17-27 
26 

38-57 
63 

63^68 
64 

■ 

7 

Bean  straw     . 

Range 
•    (Average 

49-60 
67 

45-64 
49 

64-73 
68 

34-53 
43 

f 

5 

Pea  straw 

.      Average 

46 

60 

64 

52 

2 

Green  maize  plant  . 

Average 

72 

66 

73 

67     . 

16 

„        „        „        as  si] 

^-  \^^ 

66-90 
80 

22-67 
61 

66-77 
67 

66-83 
71 

! 

25 

Uaogolds        • 

Range 
•    1  Average 

T 

44-89 
70 

91-100 
95 

0-43 
87 

i 

22 

Swedes 

.      Average 

93 

62 

99 

T 

2 

TomipB 

(Range 
( Average 

T 

67-90 
73 

88-^7 
92 

0-100 
51 

! 

10 

POUtoee 

1  Range 
•     I  Average 

T 

23-«8 
61 

82-99 
90 

T 

1 

30 

Cabbages 

Average 

84 

80 

96 

74 

2 

body,  or  In  the  mechanical  work  effected  in  the 
various  movements  of  the  body,  including  loco- 
motion, the  pulsation  of  the  heart  and  circulation 
of  the  blood,  and  the  mechanism  of  respiration. 
Not  a  little  of  the  energy  latent  in  coarse  fodder 
is  expended  in  the  jnere  work  of  mastication  and 
the  other  mechanism  of  digestion.  The  excess 
of  digested  food  over  that  portion  spent  in 
maintaining  the  temperature  and  effecting  the 
movements  incidental  to  quiescent  existence,  is 
stored  up  as  body  increase  (as  in  a  fattening  ox) 
or  used  in  the  production  of  the  foetus  or  of 
milk  (as  in  the  case  of  a  cow).  In  the  case  of  a 
working  animal,  such  as  a  horse,  the  excess  of 
food  c^gested  is  spent  in  the  production  of 
external  mechanical  work,  such  as  traction ;  and 
so,  of  course,  with  a  ploughing  ox.  The  ulti- 
mate potential  energy  of  a  food-stuff  is  measur- 
able by  the  heat  generated  by  its  complete  com- 
bustion in  oxygen,  now  usually  determined  for 
experimental  purposes  by  burning  a  weighed 
quantity  of  the  material  with  compressed  oxygen 
in  &  steel  bomb  immrersed  in  a  known  weight  of 
water,  and  measuring  the  rise  of  temperature 
imparted  to  the  water.  Expressing  the  results 
of  such  determinations  in  large  calories  (a  large 
calorie  being  the  heat  necessair  to  raise  1  litre 
of  water  1  deeree  centigrade),  the  combustion  of 
1  gram  of  eacn  of  the  following  food  constituents 
is  found  to  give  approximately  heat  as  under : — 


CHlorfat  . 

.    9-4 

Proteins     . 

.    6-8 

Starch  or  cellulose 

.    41 

Cane  sugar 

.    40 

Dextrose  or  glucose 

.    38 

MUk  sugar 

.    3-9 

Asparagine 

.    3-4 

In  the  consumption  of  feeding  stuffs  by 
animals,  only  a  portion  of  the  theoretical  poten- 
tial energy,  as  indicated  by  their  combustion 
heat,  is  realised.  In  the  first  place,  as  we  have 
already  seen,  only  a  fractional  part  of  the  food  is 
digested,  and  only  the  disestible  part  can  yield 
eneigy.  Furthermore,  the  oxidation  of  the 
digested  matter  is  incomplete.  The  oxidation 
of  completely  utilised  proteins  ffoes  no  farther 
than  the  production  of  urea,  and,  although  the 
great  bulk  of  the  carbon  of  utilised  food  is 
exhaled  in  the  completely  oxidised  form  of 
carbonic  acid,  a  portion  \b  also  given  off  in  the 
unoxidised  form  of  hydrocarbon  gas  or  methane. 
In  order  to  ascertain  the  energy  either  actually 
realised  or  potentially  stored  by' the  animal  from 
a  given  diet,  it  is  necessary  to  feed  it  in  a  respira- 
tion chamber  fitted  witli  such  appliances  that 
the  feces  and  urine  can  be  separately  collected, 
and  the  whole  of  the  gases  expired  during  the 
experiment  collected  and  analysed.  The  heat 
or  combustion  equivalent  of  the  food  consumed 
is  determined  on  accurately  sampled  portions  of 
the  daily  diet.  A  similar  determination  in  the 
dried  feces  gives,  by  deduction,  the  potential 
heat  energy  in  the  food  actually  digested.  A 
combustion  of  the  dried  residue  of  the  urine 
voided  and  a  measurement  of  the  carbonic  acid 
and  water  produced  by  combustion  of  the  drie<i 
unoxidised  sases  exhaled  from  the  lunss  and 
otherwise,  give  the  data  for  deducting  the  fuel 
energy  corresponding  to  these  factors,  and  so 
the  real  or  potential  energy  generated  or  stored 
in  the  animal  is  determin^. 

In  order  to  trace  the  disposition  of  this 
energy,  it  is  necessary,  in  addition  to  the  fore- 
going determinations,  to  weigh  accurately  the 
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WAt«r  aa  well  as  the  dry  food  consumed,  and  to 
dotormine  accurately  all  moisture  given  off 
I>y  the  animal  in  {sees,  urine,  breath,  and 
m^repiration,  and  also  the  carbonic  acid  evolved, 
liy  means  of  delicately  constructed  respiration 
ralorimetrio  chambers,  it  is  possible  to  make 
vory  exact  determinations  oi  the  actual  heat 
pntduced  in  or  by  the  animal  during  the  experi- 
ment, and  from  the  whole  of  the  data,  obtainable 
to  calculate,  not  only  what  fraction  of  the  total 
proteids,  fat,  and  carbohydrates  has  been 
digested,  but  how  much  of  them  has  been  stored 
up  in  the  form  of  flesh  or  fat,  and  how  much  is 
expended  in  what  may  be  called  maintenance 
energy  and  heat  production.  Some  foods,  such 
aa  luky,  and  especially  straw,  require  so  much 
energy  for  their  mastication  and  digestion  that 
only  a  relatively  small  portion  of  the  actually 
digested  matter  may  be  available  for  increase  of 
tissue  or  fat  formation,  or  for  the  production  (in 
a  horse)  of  external  work,  a  comparatively  laiqge 
quantity  of  heat  being  produced.  In  concen- 
trated, easily  digestible  foods,  the  loss  of  eneigy 
between  administration  of  the  food  and  storage 
as  flesh  or  fat  is  much  less.  Thus,  Kellner  has 
shown  that,  in  the  case  of  a  fattening  ox,  only 
41  p.c.  of  the  potential  energy  in  a  pound  of 
digested  starch  is  lost  or  used  m  converting  that 
which  corresponds  to  the  remainder  into  lat  or 
other  tissue.  In  the  digested  portion  of  meadow 
hay,  the  loss  of  energy  mvolved  in  digestion  and 
assimilation  was  over  58  p.c. ;  in  Uiat  of  oat 
straw,  62*4  p.c. ;  and  in  that  of  wheat  straw,  as 
much  as  82  p.c.  Similarly,  Zuntz  found  in  the 
case  of  the  horse  that  only  from  10  to  15  p.c.  of 
available  energy  was  consumed  in  the  processes 
of  digestion  and  assimilation  in  the  case  of 
maize,  beans,  and  oats,  the  remainder  beinf 
available  for  the  performance  of  extemi3 
mechanical  work,  while  in  the  case  of  hay,  the 
mere  process  of  digestion  and  assimilation  of 
the  digestible  portion  consumed  from  60  to 
60  p.c.  of  the  potential  enei^  of  such  portion,  ! 
leaving  only  from  40  to  60  p.c.  available  for  ' 
'  work.*  In  the  case  of  straw,  the  eneigy  ex- 
pended by  the  horse  in  mastication  and  digestion 
was  found  to  be  even  greater  than  the  whole  of 
the  potential  energy  in  the  portion  digested, 
showing,  apparently,  that  straw  has  a  negative 
food  value  for  horses,  escept  as  a  *  filler  and 
diluent  for  more  concentrated  food. 

Albuminoid  ratio.  By  this  term  is  meant 
the  ratio  of  digestible  protein  or  albuminoids  to 
the  digestible  fat  and  digestible  carbohydrates 
in  the  food.  In  order  to  state  this  on  a  uniform 
basis,  fat  is  converted  into  its  approximate 
equivalent  in  digestible  carbohydrates  by  multi- 
plying the  fat  by  the  factor  2*3,  on  the  assump- 
tion that  nti  the  average  the  energy  and  t&t- 
prfj<Jin.iug  value  of  the  latter  is  approximately 
2*S  tinjt>^  that  of  the  former.  Thus,  if  a  food 
eon  tains  2M  p.c.  of  digestible  albuminoids,  10  p.c. 
oi  di^ewtibJe  fat,  and  40  p.c.  of  digestible  car- 
bob  ydmt^.  the  albuminoid  ratio  would  be 
20  r(it^>;2  3+40),  or  20  :  63,  or  approximately 
1 X  3,  lin^D^  cake  has  an  albummoid  ratio  of 
]  :  2.  which  is  called  a  *  narrow  *  ratio ; 
'Tc  of  About  1 :  10,  which  is  called  a  *  wide ' 
/hilc  in  mangolds  the  ratio  is  exceed- 
ed namely,  about  1  :  86.  The  eflScacy  of 
dic^t  for  a  specific  purpose  is  much 
by  Its  albuminoid  ratio.    Fattening  or 


working  animals  get  on  well  with  a  diet  of  a 
fairly  wide  ratio,  such  as  from  1 : 8  to  1 :  10, 
though  even  in  the  case  of  fattening  animals,  the 
ratio  should  be  narrower  ( 1 : 6  or  1 : 6)  in  the  early 
stages  of  feeding.  Young  growing  animals, 
animals  with  young,  and  cows  in  milk,  need 
a  diet  of  correspondingly  *  nan^w  *  ratio,  i.e. 
richer  in  proteids,  such  as  1  :  5. 

The  subject  of  the  maintenance  value, 
energy  value,  and  productive  value  of  the  various 
feedmg  stufEs  cannot  be  further  pursued  here. 
It  may  be  advantageously  studied  in  very 
thorough  detail  in  &e  Principles  of  Animal 
Nutrition,  by  H.  P.  Armsby,  of  the  Pennsylvania 
State  Agricultural  Experiment  Station  (English 
publishers.  Chapman  A  Hall,  Ltd.,  1903). 
Keaders  may  also  be  referred  to  Chemistry  of 
the  Farm,  by  R.  Warington  (Vinton  &  Co., 
Ltd.,  London,  1902) ;  to  The  Feeding  of  Crops 
and  Stock,  by  A.  D.  Hall  (John  Murray,  London, 
1911) ;  and  to  Goodwin's  English  translation  of 
The  Scientific  Feeding  of  Animals,  by  O.  Kellner 
(Duckworth  &  Co.,  London,  1909).  The  last- 
named  book  contains  very  full  tables  showing 
the  composition,  digestibility,  and  eneigy  values 
of  most  of  the  fo(^  in  use  on  the  farm,  and 
ration  tables  for  the  dieting  of  farm  animals, 
compiled  from  the  results  of  scientific  investiga- 
tion. A  useful  table,  compiled  by  A.  Smetham 
and  F.  Robertson  Dodd,  showing  the  composi- 
tion of  a  lai^e  range  of  feeding  stuffs  met  with 
in  commerce,  including  many  materials  not 
commonly  offered  as  such  to  farmers,  but  in 
extensive  use  for  the  manufacture  of  compound 
foods,  may  be  found  in  a  paper  reprinted  from 
the  Journal  of  the  Royal  Lancashfre  Agri- 
cultural Society  for  1921,  and  published  by 
that  Society  at,  Liverpool,  under  the  title  of 
The  Valuation  of  Feeding  Stuffs.  A  pamphlet 
on  the  Coinposition  and  Nutritive  Value  of 
Feeding  Stuflfe  by  T.  B.  Wood  and  E.  T.  Hahian 
is  also  issued  from  the  Animal  Nutrition  Insti- 
tute of  Cambridge  University,  and  published  by 
the  Cambridge  University  Press. 

Analysis  of  feeding  stuffs.  The  following 
methods  are  those  commonly  in  use  : — 

Moisture, — ^A  weighed  quantity  (usually 
about  3  grams)  of  the  material,  finely  crushed  or 
powdered  by  nassins  through  a  small  miU,  is 
dried  at  lOO^C.  untu  it  ceases  to  lose  weight. 
The  loss  is  taken  to  be  moisture. 

Oil. — This  is  usually  determined  by  extrac- 
tion with  ethyl  ether.'  The  method  oflficially 
laid  down  (1908)  for  use  under  the  Fertilisers 
and  Feeding  Stuffs  Act  in  England,  is  as 
follows : — 

*  A  weighed  quantity  of  the  sample  shall  be 
placed  in  a  Soxhlet  thimble,  which  shall  then  be 
placed  in  the  Soxhlet  extraction  tube  and  ex- 
tracted with  washed,  redistilled  ether.  At  the 
end  of  3  to  4  hours,  the  thimble  shall  be  removed 
from  the  Soxhlet  tube,  dried,  and  its  contents 
finely  ground  in  a  small  mortar  previously 
rinsed  with  ether.  The  substance  shall  then  h^ 
returned  to  the  tlumble,  the  mortar  bein^  washed 
out  with  ether,  and  the  extraction  contmued  for 
another  hour. 

*  After  evaporation  of  the  solvent,  the  oil 
shall  be  dried  at  100""  and  weighed.  The  oil 
shall  be  redissolved  in  ether,  and  any  undissolved 
matter  shall  be  weighed  and  deducted. 

'  In  the  case  of  samples  containing  saccharine 
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matter,  e.g.  sugar  meals,  the  weighed  portion  in 
the  Soxhlet  thimble  shaJl  be  wasned  twice  with 
water,  and  then  dried,  previous  to  the  extraction.* 

A  convenient  quantity  to  work  upon  for 
detennination  of  oil  is  about  3  grams. 

AUmminoids. — ^The  percentage  of  albumi- 
noids, as  already  stated,  is,  for  the  purpose  of 
ordinary  feeding  stuff  uialyses,  conventionally 
arriTed  at  by  determining  the  nitrosen  and 
multiplying  the  percentage  thereof  by  6*25. 
Nitrogen  is  now  lumost  universally  determined 
by  some  modification  of  the  Kjeldahl  proceed 
^e  details  of  the  method,  as  officially  laid  down 
(1906)  for  use  under  the  Fertilisers  and  Feeding 
Stuffs  Act  in  England,  are  as  follows  : — 

'A  weighed  portion  of  the  sample  shall  be 
traosferred  to  a  Kjeldahl  digestion  flask;  10 
grams  of  potassium  sulphate  and  25  c.c.  of 
concentrated  sulphuric  acid  shaJl  be  added,  and 
the  flask  heated  until  a  clear  liquid,  colourless 
or  of  light-straw  colour  is  obtained.  The 
operation  may  be  accelerated  by  the  addition 
of  a  small  crystal  of  copper  sulphate  or  a  elobule 
of  mercury  to  the  liquid  in  the  digestion  flask. 

*  The  quantity  of  ammonia  shall  be  deter- 
mined by  distillation  into  standard  acid  after 
libcanation  with  alkali,  and,  where  mercury  has 
been  used,  with  the  addition  also  of  sodium  or 
potassium  sulphide  solution. 

'  The  materials  used  shall  be  examined  as  to 
their  freedom  from  nitrosen  by  means  of  a 
control  experiment  earned  out  under  similar 
conditions  with  the  same  quantities  of  the  re- 
agents which  have  been  employed  in  the  actual 
analysis,  one  gram  of  pure  sugar  being  used  in 
dJAce  of  the  weighed  portion  of  the  sample. 
The  quantity  of  stancEsird  acid  used  in  this 
control  experiment  shall  be  deducted  from  the 
total  quantity  of  acid  found  to  have  been 
neutralised  in  the  distillation  of  the  sample.' 

A  convenient  quantity  to  work  upon  for  the 
nitroffen  determination  wiU,  in  most  cases,  be 
foona  to  be  from  1  to  1*5  grams. 

The  percentage  of  *  true  albuminoids  *  or  pro- 
teid  substances,  as  distinguished  from  nonproteid 
bodies  such  as  amides,  ^c,  is  sometimes  deter- 
mined by  what  is  known  as  the  phenol  method,  but 
more  commonly  now  b  v  the  copper  oxide  method. 

The  phenol  method  depends  upon  the  coagu- 
lability of  proteids  by  phenol.  A  quantity  of 
from  1  to  2  grams  of  the  powdered  feeding  stuffs 
is  covered  with  a  warm  4  p.c.  aqueous  solution 
oi  phenol,  to  which  have  been  added  a  few  drops 
of  a  freshly  made  aqueous  solution  of  metaphoe- 
phoric  acid.  After  15  minutes,  a  little  boiling 
phenol  solution  is  added,  and  the  mixture  stirred 
and  allowed  to  cooL  The  whole  is  then  poured 
on  to  s  small  filter,  which  is  washed  with  more 
of  the  same  liquid,  but  cold.  After  drying,  the 
filter  and  its  contents  are  transferred  to  a^jel- 
daM  digestion  flask,  and  the  nitrogen  is  deter- 
mined as  already  described  (Church  and  Kinoh). 

The  copper  oxide  method  depends  upon 
the  power  of  moist  copper  hydroxide  to  unite 
with  proteid  substances  to  form  insoluble  com- 
pounos.  The  preparation  of  cupric  hydroxide 
used  is  known  as  Stutzer's  reagent.  It  is  made 
by  dissolving  100  grams  of  copper  sulphate  in 
5  litres  of  water  with  the  addition  of  2*5  c.c.  of 
^yoeroL  A  dilute  solution  of  sodium  hydroxide 
IS  added  until  tiie  liquid  is  just  alkaline.  The 
precipitate  of  cupric  hydroxide  is  filtered  off. 


drained,  transferred  to  a  dish,  and  washed  by 
decantation  with  water  containing  5  c.c.  of  gly- 
cerol per  litre,  until  the  washings  are  no  longer 
alkaline.  The  precipitate  is  mixed  in  a  mortar 
with  water  containing  10  p.c.  of  glycerol,  and 
transferred  to  a  stoppered  bottle.  A  selatinous 
mixture  is  thus  obtained  which,  when  shaken  up, 
can  be  removed  by  means  of  a  pipette.  The 
determination  of  albuminoid  nitrogen  is  made 
as  follows :  About  1  sram  of  the  feeding  stuff 
is  weighed  out,  mixed  with  100  c.c.  of  water 
and  boiled  or  heated  in  the  water-bath  for  10 
minutes.  A  quantity  of  the  cupric  hydroxide 
paste,  containing  about  0*8  gram  of  actuid 
cupric  hydroxide,  is  added,  and  the  whole 
thoroughly  stirred,  warmed  for  a  short  time,  and 
allowed  to  cool.  When  cold  it  is  filtered  and 
washed  with  cold  water.  After  drying,  the 
filter  cmd  its  contents  are  transferred  to  a  Kjel- 
dahl digestion  flask,  and  the  nitrogen  determined 
as  above  described.  Instead  of  acming  the  cupric 
hydroidde  paste  directly  to  the  solution,  it  is  de- 
sirable to  plEbce  the  requisite  quantity  in  a  separate 
beaker,  treating  it  with  cold  water,  allowing  it 
to  settle,  and  pouring  off  the  water  in  order  to 
eliminate  the  glycerol,  which  is  used  merely  as  a 
vehicle  for  the  preservation  of  the  reagent. 

Fibre, — ^A  weighed  quantity  (convenientlv 
about  3  grams)  of  the  ground  sample,  either  with 
or  without  previous  extraction  with  ether,  is 
boiled  for  half  an  hour  with  125  c.c.  of  a  2  p.c. 
solution  of  sulphuric  acid,  the  loss  of  water  due 
to  boiling  being  continuously  made  up.  The 
fluid  is  dSuted  with  a  few  hundred  cubic  centi- 
metres of  water,  and  allowed  to  stand  for  some 
time.  The  bulk  of  the  fluid  is  then  filtered  off, 
any  matter  that  becomes  transferred  to  the 
filter  being  washed  back  again  into  the  original 
vessel  The  residue  is  then  boiled  with  125  c.c. 
of  a  2  p.c.  solution  of  potassium  hydroxide, 
diluted,  and  filtered — ^this  time  through  counter- 
poised filters.  The  fibrous  matter  is  washed 
on  to  the  filter,  washed  with  boiling  water 
until  the  washings  are  no  longer  alkaline,  then 
with  a  little  dilute  acid,  and  then  with  water 
until  the  washings  are  no  longer  acid.  It  is 
next  washed  several  times  with  methylated 
spirit,  and,  if  the  oil  was  not  removed  prior  to 
the  fibre  determination,  it  must  be  finally  washed 
several  times  with  ether.  Finally  the  fibre  is 
dried  to  constancy  in  a  water-oven,  and  weighed. 

Aah. — ^A  quantity  of  the  material  (for 
example,  3  grams)  is  placed  in  a  platinum 
capsule  and  heated  over  an  argand  burner 
turned  down  low.  The  heating  is  continued 
over  a  yellow  flame  until  the  residue  is  free  from 
carbon.  The  residue  under  incineration  should 
be  stirred  from  time  to  time  with  a  platinum 
wire,  being  meemtime  lightly  covered  with  an 
arched  piece  of  platinum  foil.  Ignition  over  a 
Bunsen  burner  is  more  rapid,  but  is  liable  to 
result  in  loss  of  potash. 

Sand  and  other  siliciaus  mailer. — ^The  ash, 
after  being  weighed,  is  digested  in  the  platinum 
basin  with  a  little  dilute  hydrochloric  acid,  and 
the  silicious  matter  filtered  off,  ignited,  and 
weighed.  This  consists  of  sand,  together  with 
— in  the  case  of  some  foods — silica  derived  from 
naturally  silicious  tissues,  such  as  rice  husks. 

*  Digestible '  earbohydratea. — ^This  item,  which 
includes  starch,  sugars,  mucilaginous  matter,  pen- 
tosan derivatives,  and  other  bodies — sometimes 
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alBo  termed  'soluble  carbohydratee '  or,  as  in 
Germany,  *  nitrogen-free  extract ' — is  taken  by 
difference.  For  the  methods  of  determining  the 
yarious  sugan,  starch,  Ac,  separately,  the  rMder 
is  referred  to  other  sections  of^this  woriL    B.  D. 

FELSPAR  or  Feldspar.  (Fr.  FeUsjnth; 
Ger.  Feldapaih,  Fddapat;  from  the  Swedish 
FeUspat  or  FaUsjxU,  meaning  *  field-spar.')  A 
laige  isomorphons  group  of  important  rock- 
forminff  minerals  consistmg  of  alumino-eilicatee 
of  alkidis  (potassium  and  sodium,  rarely  rubi- 
dium, cssium,  and  lithium)  and  alkaline  earths 
(calcium,  and  less  often  barium).  They  include 
polysilicatee  or  trisilicates  of  the  type  R'AlSisO,, 
and  orthosilicates  of  the  type  K''Al.(Si04)t. 
The  principal  molecules  representing  tne  end- 
memberB  of  the  isomorphous  series  are  KAlSi,0. 
(Or=orthoclase),  NaAiSi,0,  (Ab=albite),  and 
CaAl,SisO,  (A]i=anorthite).  Others  of  less 
importance,  or  whose  existence  is  only  assumed 
on  theoretical  nx)unds,  are  BaAl^SitO,  (Oe 
sscelsian),  Na^^tSitO,  (Cg=camegieite),  and 
RbAlSi,Os  (rubidium-microcline). 

The  felspars  are  usually  divided  crystaUo- 
graphically  mto  two  series,  the  monoclmic  (or 
obbque)  felsparB  and  the  triclinic  (or  anortluc) 
felspars.  But,  although  these  belong  to  different 
systems  of  crystallisation,  they  resemble  one 
another  closely  in  habit,  cleavage,  and  general 
crystallographic  characters.  An  important  fea- 
ture of  all  felspars  is  the  existence  of  good 
cleavages  in  two  directions ;  the  more  perfect 
one  bemg  paraUel  to  the  basal  pinakoid  c(001), 
whilst  the  second  is  parallel  to  the  clinopinakoid 
or  plane  of  svmmetxr  &(010)  in  the  monoclinic 
felspars,  and  parallel  to  the  corresponding 
brachypinacoid  6(010)  in  the  triclinic  felspars. 
In  the  monoclinic  svstem  these  two  cleavages 
are  necessarily  at  right  angles  (90°),  and  the 
feLspaTB  belonging  to  this  system  are  consequently 
described  as  orthoclastic  felspars ;  whilst  in 
the  triclinic  system  the  cleavage  angle  be  varies 
slightly  from  a  right  angle  (in  anorthite  be 
=85°  60',  and  in  albite  6c=86°  24'),  and  for  this 
reason  these  felspars  are  called  placioclastic 
felspars,  or  simply  plagioclase.  To  these  two 
series  may  be  aoded  a  third — ^peeudo-monoclinic 
series — the  members  of  which  are  shown  by 
their  optical  characters  to  be  triclinic,  but  in 
the  external  form  of  their  crystals  they  do  not 
differ  from  those  of  the  monoclinic  series  and 
the  cleavage  angle  be  does  not  differ  appreciably 
from  90°.  The  several  members  of  tneee  three 
series  of  felspars  are  set  out  in  the  following 
table  :— 


MoDOclhiii: 
series 


KAIBt|0« 

nNiiAlSljO,  J 

tnlVaAlSLiO^  i 

RCaAl|Bl,0^  f 
CaA]}9],0^ 
Ni,AltS),Oa 
BaAljSWOii 

mBnAlsSljOjit 

ivKAlSl,0 


OitbocUse 

Sodm- 
ortboclsse 


Celslin 
My»lo-t 


moDocllnlc 

litctocUzid 
AnfiHhi>- 

Cryptoclnw 


Triclinic 
series 


Albite 

( Oligoclase,  La- 
)  bradorite,  Ac. 
Anorthite 
Cameglette 


The  only  members  of  practical  importance 
are  the  potash-felspars,  orthodase,  and  micro- 
cline  (wluch,  as  noted  below,  are  perhaps  really 
identical) ;  the  soda-felspar,  albite ;  tne  lime- 
felspar,  anorthite;  and  the  soda-lime-felspars, 
oliffodase,  andesine,  labradorite,  and  bvtownite. 
All  of  these,  with  the  exception  of  potash- 
felspar,  belong  to  the  isomorphous  group  of 
plagioclase-felspars,  of  which  albite  and  anor- 
thite are  the  end-members.  The  limits  of 
composition  usually  assigned  to  these  are  : 

SiO,   Al^O,  NsaO    CaO 


Albite 
Oligodase 


68-7 

19-5 

11-8 

— 

64-9 

221 

10-0 

3-0 

62-0 

24-0 

8-7 

6-3 

65-6 

28-3 

6-7 

10-4 

49-3 

32-6 

2-8 

16-3 

46-6 

34-4 

1-6 

17-4 

43-2 

36-7 

— 

20-1 

^AbjAn^ 

^AbjAui 
Andesine  <f^,Ani 
|\Labradorite<^**i^> 
1  Bytownite  <AbiAn, 

I  Anorthite    <f^f°• 
f^  ^  AbjjAn, 

A  character  which  always  enables  the 
plagioclase-felspars  to  be  readily  recognised  is 
the  invariable  presence  of  lamellar  twinning 
according  to  the  albite-law.  This  is  shown  in 
thin  sections  of  rocks  when  examined  in  polarised 
light  by  the  banding  due  to  the  different  direc- 
tions of  extinction  m  alternate  lamelltt.  In  a 
hand-specimen  it  is  shown  on  the  basal  plane 
c(001),  and  on  the  perfect  cleavage  parallel  to 
this  face,  bv  a  system  of  fine  stnas  piu^el  to 
the  edge  of  intersection  of  the  two  cleavages. 
These  stri»  can  usually  be  detected  with  the 
aid  of  a  pocket-lens  when  the  cleavage  surface 
is  held  at  a  suitable  inclination  to  the  light ; 
and  two  sets  of  reflections  can  be  obtained  in 
albite  inclined  at  7°  12',  and  in  anorthite  at  8°  20'. 
Albite-twiiminff  is  not  present  in  orthodase, 
but  is  present  m  microcline,  though  in  this  case 
the  stnse  are  not  evident  on  the  cleavage  surface. 
This  difference  often  affords  a  ready  means  of 
distinguishing  at  sight  a  potash-felspar  from  a 
soda-hme-felspar.  In  microcline  there  is  also 
a  second  lamellar  twinning  according  to  the 
pericline-law,  which,  in  conjunction  with  the 
Umellar  albite-twinning,  produces  a  very 
characteristic  cross-hatched  structure,  sometimes 
to  be  seen  on  the  basal  plane  of  crystals,  but 
very  evident  when  thin  sections  are  examined 
in  polarised  light ;  this  being,  indeed,  often  the 
only  means  of  distinguishing  microcline.  Several 
other  twin-laws  have  been  described  for  the 
felspars,  the  important  ones  being  the  Carlsbad, 
Baveno,  and  Manebach  types.  The  very 
common  occurrence  of  repeated  twinning  in 
this  group  of  minerals  gives  rise  to  the  sugges- 
tion that  the  higher  degree  of  symmetry  in  the 
monoclinic  series  is  merely  the  result  of  twiiming, 
and  that  all  felspars  are  really  triclinic.  This 
is  obviously  the  case  in  the  pseudo-monoclinic 
series,  in  which,  on  optical  examination,  the 
twiiming  is  seen  to  be  repeated  on  a  very 
minute  scale.  If  this  became  ultra-microscopic, 
then  the  crystal  could  not  be  distinguished  from 
a  true  monoclinic  crystal.  The  crystallographic 
grouping  shown  in  the  above  table  would  then 
break  down,  while  the  chemical  grouping  alone 
stands.  Microcline  would  then  be  identical 
with  orthodase,  which,  indeed,  it  is  in  density, 
refractive  indices,  mode^of  occurrence,^  uid  its 
practical  applioatioifii'.'^'^''  "^^        ^  ^(3*^^ 
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Some  of  the  constants  of  the  three  most 
important  species  of  felspar  are  given  below  : — 


Kef.  Index  (Na)  a 
Birefringence  7-a 


The  recognition  of  a  mineral  as  felspar  is 
usually  evident  by  the  cleavages,  dullness  of 
colour  and  lustre,  hardness,  resistance  to  acids, 
&c. ;  bat  the  discrimination  of  the  several 
species  is  not  always  so  easy.  The  optical 
cnaracteiB  of  cleavage  flakes  afford  a  useful 
guide,  and  the  specific  gravity  of  fragments 
can  be  readily  determin^  in  a  heavy  liquid 
with  the  aid  of  indicators.  J.  Szabo  (Ueber 
eine  neue  Methode  die  Feldspathe  auch  in 
Gesteinen  zu  bestimmen,  Budapest,  1876;  v. 
6.  A.  J.  Cole,  Aids  to  Practical  Geology,  5th  ed. 
London,  1906,  78-85)  devised  a  method  in 
which  the  intensity  of  coloration  imparted  to 
the  Bunsen  flame  gives  an  approximate  indica- 
tion of  the  percentage  of  potaasium  and  sodium 
present.  Aiiorthite  is  decompoded  by  hydro- 
chloric acid  with  separation  ox  gelatinous  silica. 
The  other  f  elspckrs  are  only  very  sliehtly  attacked 
by  acids  (except  hydrofluoric),  alk&ne  solutions, 
and  carbonated  water;  but  they  are  decom- 
posed by  hot  alkaline  solutions  under  pieesTue. 

The  following  analyses  are  of :  I,  Orthoclase 
from  Norway,  as  used  in  the  manufacture  of 
porcelain;  formula  Or^jAbj,.  II,  Miciocline 
(amazon-stone)  from  Antal^ka,  Madagascar, 
OTfiAb^fAnj.  Ill,  Albite  from  Amelia  Co., 
Virginia,  Ab,,Or,.  IV,  Oligoclase  (sun-stone) 
from  Tvedestrand,  Norway,  Ab„An„Or-.  V, 
Labradorite  from  Ardglass,  Co.  Down, 
AbuAnf^Cr,.  VI,  Anorthite  from  Vesuvius, 
AbfAnf40rf. 

I         n        in        IV        V        VI 

64-98  63-66  6844  61  30  62-33  43-96 

19-18  18-66  19-36  23-77  3022  36-30 

ire,0,     .    0*33     0-34     —      036    040    0-63 

0»0        .  trace     0-36     —      4-78  12-52  18-98 

—       —       —      0-46 

0-43     1-29  0-86     040 


SiO, 
Fe,0, 


MgO 

Na,0 
Ign. 


0-33  0-34 

trace  0-36 

0-26  010 

12-79  13-90 


2-32 

0-48 


3-30  11-67 


8-50     3-62     0-47  1 
—      0-36     — 


SMt- 


100-33 100-10  99-89 100-00 100-30 100*19  1 
.     —       2-68  2-61     2-66     2*71     2-76 1  London,  1904.) 


Felspars  are  of  wide  distribution,  according 
to  F.  W.  Clarke  forming  about  56  p.c.  of  the 
,  earth's  crust.  They  occur  as  primary  con- 
j  stituents  in  igneous  rocks  of  nearly  all  kinds, 
'  and  are  abunaant  in  gneisses  and  metamorphic 
rocks.  The  alkaii-fobpars  occur  preferably  in 
the  more  siliceous  rocks  (granite,  &c.),  whilst 
lime-felspars  are  more  common  in  basic  rocks 
(gabbro,  basalt,  &c.).  Anorthite  is  also  found  in 
certain  types  of  meteoric  stones.  Felspars  are 
very  susceptible  to  alteration,  being  attacked 
by  carbonated,  acid,  and  alkaline  waters,  and 
they  give  rise  to  a  great  variety  of  secondary 
minerals.  By  the  action  of  weathering  pro- 
cesses the  alkalis  and  lime  generally  pass  into 
solution,  remaining  partly  in  the  soil,  and  in 
part  being  removed  in  solution  to  form  eventu- 
ally secondary  deposits  of  salts  and  limestone ; 
wlulst  kaolin  and  free  silica  remain  behind  to 
give  rise  to  deposits  of  day. 

All  the  naturally-occurring  felspars  have 
been  prepared  artificially,  and  in  addition  others 
containing  strontium,  barium,  and  lead  in  place 
of  calcium,  or  potassium  in  place  of  sodium  in 
the  plagioclases.  The  basic  felspars  crystallise 
readily  and  are  easily  obtained  by  dry  fusion ; 
but  tne  alkali-felspars  form  extremely  viscous 
glasses,  and  have  not  been  crystalliBed  by  dry 
fusion  without  fluxes.  Much  experimental  work 
has  been  done  in  connection  with  the  isomor- 
phism of  the  felspars  and  in  rock  synthesis 
{v,  F.  Fouqu6  and  A.  Michel-L6vy,  Synthase  des 
Min<6raux  et  des  Roches,  Paris,  1882;  A.  L. 
Day  and  E.  T.  Allen,  The  Isomorphism  and 
Thermal  Properties  of  the  Feldspars,  Carnegie 
Inst.,  Washington,  1905). 

For  practical  purposes  the  felspars  find 
applications  in  several  directions.  Some  are 
used  as  eem-stones  and  ornamental  stones.  As 
a  rule,  these  minerals  are  dull  in  colour,  cloudy, 
and  imperfectly  transparent,  but  certain  varieties 
exhibit  special  optical  and  colour  effects. 
Moon-atone,  a  variety  of  orthoclase  obtained 
mainly  from  Ceylon,  (Usplays  a  soft  bluish  milky 
sheen  (glaucescence).  Somewhat  similar,  but 
with  brighter  colours,  is  perisierite  (named  from 
iTfpirrepd,  a  pigeon,  on  account  of  the  colours 
resembling  those  on  a  pigeon's  neck),  a  variety 
of  albite  from  Ontario.  SunsUme,  or  avanturino 
felspar,  exhibits  a  metallic  spangled  effect,  due 
to  the  enclosure  of  scales  of  hsematite ;  this  is 
best  shown  in  the  oligoclase  from  Tvedestrand 
in  Norway,  but  is  also  met  with  in  some  other 
felspctfs.  Labradorite  in  certain  specimens, 
particularly  those  found  abundantly  as  boulders 
on  the  coast  of  Labrador,  though  of  a  dull  dark- 
grey  colour,  yet  at  just  a  particular  angle  with 
respect  to  the  incident  tight  they  suddenly 
shine  up  with  brilliant  meUJlic  colours.  This 
change  of  colour  or  labradorescence  is  due  to  the 
interference  of  light  caused  by  numerous  minute 
enclosures  in  the  mineral  The  same  effect  is 
also  shown  by  the  anorthoclase  in  the  augite- 
syenite  (laurvikite)  from  Laurvik  and  Frednks- 
yam  in  the  south  of  Norway,  a  rock  much  used 
as  a  polished  ornamental  stone.  A  clear 
transparent  oligoclase  from  Mitchell  Co.,  North 
Carolina,  has  been  cut  in  the  brilliant  form  as  a 
gem.  Amason-Mone  {q.v.)  is  a  green  microcline. 
(On  the  use  of  felspar  as  gem-stones,  v,  M. 
Bauer,  Precious  Stones,  tn^^by^L^  Jp^W*^ 
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The  chief  use  of  felspar  in  the  industrial  arts 
is  for  the  manufacture  of  porcelain  and  enamel 
ware  of  all  kinds,  including  electrical  goods. 
For  this  purpose  only  an  alkali-felspar,  pre- 
ferably potash-felspar  or  a  potash-soda-felspar, 
is  employed;  the  lime-felspars  not  being  suit- 
able, since  they  readily  crystallise.  In  the  finest 
porcelain,  felspar  (l(>-35  p.c.)  is  added  to  the 
body,  and  as  it  fuses  it  firmly  binds  the  particles 
of  clay  and  quartz ;  but  it  is  chiefly  for  the 
slaze  that  felspar  (30-i50  p.c.)  is  added.  The 
best  quality  is  used  for  mudng  artificial  teeth. 
Small  amounts  are  used  by  gla^  manufacturers, 
especially  for  producing  an  opalescent  glass. 
Fused  felspar  forms  a  firin  bond  for  emery, 
corundum,  and  carborundum  wheels. 

As  cm  abrasive,  felspar  is  especially  suitable 
for  certain  purposes.  Owing  to  its  cleavage,  it 
powders  to  angular  fragments  ;  and  its  hardness 
is  about  the  same  as  &at  of  glass.  It  is  there- 
fore used  as  a  cleaner' and  polisher  of  glass 
articles,  and  forms  an  ingre(uent  of  scouring 
soaps.  Any  felspar  serves  this  purpose,  so  long 
as  it  is  free  from  quartz.  Labiadorite  from 
Duluth,  Minnesota,  is  used  as  a  sandpaper  in 
wood-working.  Otiier  minor  uses  of  felspar 
are  the  manufacture  of  tarred  roofing  matenal, 
for  surfacing  concrete,  and  as  a  poult^  grit. 

A  great  variety  of  processes  have  been 
devised  and  patented  for  utilising  felspar  as  a 
source  of  potash  (q.v,),  but  these  have  not  been 
able  to  compete  with  the  slowly-acting  geological 
processes  wnich  produced  the  Stckssfurt  deposits 
from  the  same  material.  Ground  felspar  used 
directly  as  a  fertiliser  is  slow  in  its  action,  but 
lasting. 

Ck>mmercial  felspar  is  all  obtained  by  quarry- 
ing veins  of  mnite-p^matite.  This  is  a  very 
coarse-grained  rock  consisting  of  alkali-felspar, 
quartz,  and  mica,  together  with  small  amounts 
of  tourmaline,  beryl,  and  various  rare  minerals. 
The  same  quarries  are  sometimes  worked  also 
for  quartz  and  mica ;  those  of  California,  Maine, 
Connecticut,  and  Madagascar  yield  gem-stones  ; 
and  those  of  southern  Norway  small  amounts  of 
rare-earth  minerals,  eg.  monazite,  gadolinite, 
euxenite,  &c.  The  felspar  is,  as  a  rule,  ortho- 
clase  or  microcline  ;  but  veins  of  soda-peematite, 
consisting  mainly  of  albite  with  a  bttle  horn- 
blende, are  worked  in  Pennsylvania,  Maryland, 
and  at  Villeneuve  in  Quebec.  The  larsest  pro- 
ducer is  the  United  States,  principaUy  along 
the  Appalachian  Mountains  in  tne  eastern 
States,  and  in  California,  (v.  E.  S.  Bastin, 
Economic  Geology  of  the  Feldspar  Deposits  of 
the  United  States,  U.S.  GeoL  Survey,  Bull. 
420,  1910 ;  A.  S.  Watts,  Mining  and  Treatment 
of  Feldspar  and  Kaolin  in  the  Southern  Appala- 
chian Region,  U.S.  Bureau  of  Mines,  Bull. 
63,  1913 ;  A.  S.  Watts,  The  Feldspars  of  the 
New  Encland  and  North  Appalacman  States, 
ibid.  Bull.  92,  1916 ;  F.  J.  Katz,  annual  reports 
in  Mineral  Resources,  U.S.  Geol.  Survey.)  In 
Canada  the  principal  quarries  are  in  Frontenac 
Co.,  Ontario.  Otner  laige  producing  countries 
are  Norway,  Sweden,  and  Italy.  The  spar 
should  be  nee  from  iron- bearing  minerals  and 
mica,  but  the  presence  of  15-20  p.c.  of  quartz 
is  not  injurious  for  pottery.  It  is  sometimes 
calcined  before  bein^  nnely  ground  and  screened. 

In  the  British  Isles  there  is  abundanoe  of 
available    material    in     the     p^matite-veins 


traveisinff  the  ancient  gneisses  of  Sutherland- 
shire.  The  average  amount  of  potash  in  the 
microcline  of  this  £strict  is  12*8  p.c,  and  for  the 
whole  rock  6*7  p.c.  A  few  smaller  pegmatite- 
veins  are  present  in  Cornwall;  and  tne  well- 
known  Cornish  china-stone  is  rich  in  partly 
altered  felspar.  The  discovery  of  a  vein  of  red 
felspar  at  Belleek  in  Co.  Fermanagh  led  to  the 
establishment  of  porcelain  works  at  this  locality. 
The  red  felspar  oecomes  white  on  calcination, 
the  iron  passing  into  the  condition  of  magnetite, 
the  particles  of  which  may  be  removed  by  means 
of  a  masnet.  Other  Irish  occurrences  are  known 
in  Co.  Mayo  and  Co.  Donegal.  The  abundantly 
occurring  granites  of  Cornwall,  Scotland,  and 
Ireland  contain,  on  an  average,  about  5  p.c.  of 
potash,  a  portion' of  which  is,  however,  carried 
in  the  mica.  (v.  Special  Reports  on  the 
Mineral  Resources  of  Great  Britam,  Mem.  Geol. 
Survey,  vol.  v.  1916,  2nd  edit.,  1917  ;  P.  G.  H. 
BoBwell,  British  Supplies  of  Potash-Felspar,  con- 
sidered from  the  Glass-Making  point  of  view, 
J.    Soc.    Glass    Technology,    1918,    u.   36-71). 

FENCHENE  v.  Fbnchone.  ^  J-  S. 

FENCHONE  CipHjeO.  A  ketone  isomeric 
with  camphor.  It  is  optically  active,  d-,  1-,  and 
r-  fenchone  all  beintr  known.  d-Fenchime  was 
discovered  by  WaUach  in  fennel  oil.  The 
fraction  boiling  at  190''-196^  is  treated  with 
three  parts  of  concentrated  nitric  acid  to 
oxidise    anethol    and    other    impurities.    The 

E^  LOt  is  poured  into  water,  the  separated  oil 
washed  with  caustic  soda  solution,  dis- 
in  steam,  dried,  and  finally  crystallised  at 
a  low  temperature  (Wallach  and  Hartmann, 
Annalen,  269,  324;  Wallach,  ibid.  263,  129). 
(2-Fenchone  also  occurs  in  small  quantities  in 
Russian  oU  of  amse  (Bourchardat  and  Tardy, 
Bull.  Soc.  chim.  [iii.]  16, 616  ;  Compt.  rend.  1896, 
122,  624). 

Pure  fenchone  is  a  colourless  oil,  b.p.  192°- 
193° ;  sp.gr.  0*9466  at  19° ;  prolonged  cooling 
at  low  temperatures  causes  it  to  solidify  to  large 
crystals,  m.p.  6°-6° ;  fij^=l'4Q30Q  at  19°. 
molec.  ref.  =44-23;  [a]i>H-71-97°.  It  is  not 
oxidised  in  the  cold  by  nitric  or  sulphuric  acids, 
but  potassium  permanganate  converts  it  into 
dimethylmalonic,  oxalic,  and  acetic  acids.  By 
heating  it  for  six  days  with  concentrated  nitric 
acid,  uiere  are  formed  dimethylcarballylic,  di- 
methylmalonic, Mocamphoronic,  Mobutyric,  and 
acetic  acids,  together  with  a  nitrofenchone 
(Gardner  and  Cockbum,  Chem.  Soc.  Trans.  1898, 
708 ;  Semmler,  Chem.  Zeit.  1906,  29,  1213  ;  cf. 
Konowaloff,  J.  Russ.  Phys.  Chem.  Soc.  1903, 
36,  963) ;  and  by  heating  with  sulphuric  acid  at 
80°,  4-aceto-l :  2-xylene  is  formed  (Marsh, 
Chem.  Soo.  Trans.  1899,  1068).  Warming  with 
phosphorus  pentoxide  yields  m-cymene,  b.p. 
176°-176°  (WaUach,  Annalen,  276,  167).  Re- 
duction by  sodium  in  amyl  alcohol  or  treatment 
with  phthalic  anhydride  yields  l-fenchyl  alcohol 
CioH„OH;  m.p.  45°;  b.p.  197°-200° ;  faJn 
— 10*36°  (Bertram  and  Halle,  J.  pr.  Chem.  [ii.] 
61,  293).  This  is  converted  by  phosphorus 
pentachloride  into  fenchyl  chloride,  b.p.  84°- 86°, 
which,  on  heating  with  aniline,  is  converted  into 
the  tcrpene  fenchene  CioH,,,  b.p.  150°-162°. 
A  solid  fenchyl  chloride,  m.p.  92°,  has  been 
obtained  by  Aondakoff  from  fenchyl  alcohol 
(J.  pr.  Chem.  1909,  Hi]  79,  271).    Fenchene  has 
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been  prepared  synthetically  by  treating  nopinone 
and  bromacetic  ester  with  zinc  and  hydrolysing 
the  hydroxy  ester  thus  formed  ( WaUachjAniuJen, 
363»  1).  Fenchene  is  oxidised  by  concentrated 
nitric  acid,  yielding  cw-camphopyric  acid  and  its 
anhydride.  Phosphorus  pentachloride  reacts 
with  fenchone  yieminff  chlorfenchenephosphinic 
acid  C,oH,4CU*0(OH)j|,  chlorfenchene  and 
a-  and  ^-ohlorfenchene  hydrochlorides  (Gardner 
and  Cockbom,  Chem.  Soc.  Trans.  1897,  1157; 
1898,  275,  704).  Ammonium  formate  reacts 
with  fenchone,  yielding  the  formyl  derivative  of 
B.Z-fenchylamine  from  which  the  free  base 
CioH„NH,  is  easUy  obtained;  b.p.  195''; 
8p.gr.  0*9096;  [o]d-24-63''.  Sodium  nitrite 
and  acetic  acid  react  with  fenchylamine,  pro- 
ducing D.^fenchene,  an  isomeric  hydrocarbon, 
<{-limonene  and  cineol  (Wallach,  Annalen,  362, 
174).  D.Z-fenchene,  when  warmed  with  acetic 
and  sulphuric  acids,  yields  Mofenchyl  alcohol, 
b.p.  201°-202°,  which,  on  oxidation  with 
chromic  acid,  yields  Mofonchone  CioHi«0,  b.p. 
201°,  8p.gr.  0-943  at  185°,  [a]D+9°  35\  By 
heating  fenchone  and  bromine  in  a  sealed  tube 
for  24  hours,  bromofenchone,  b.p.  131°-134° 
(18  mm.),  is  obtained.  Alcoholic  potash  con- 
verts bromofenchone  into  7-fencholenic  acid, 
which  on  being  dissolved  in  concentrated  sul- 
phuric acid  and  poured  on  to  ice,  yields  an 
isomeric  compound,  m.p.  77° ;  three  fencho- 
lenic  acids  are  known  (Wallach,  Annalen*  316, 
273  ;  Chem.  Zentr.  1899,  ii.  1052  ;  Czemy,  Ber. 
1900,  2287 ;  Balbiano,  Gazz.  chim.  ital.  1900, 
30,  ii.  382;  Semmler  and  Bartelt,  Ber.  1906, 
3960  ;  1907,  432).  Like  camphor,  fenchone  re- 
acts  with  sodium,  forming  a  pmacone  CtpH^fO,, 
b.p.  219°  (13  mm.),  m.p.  97°.  The  constitution 
of  fenchone  is  still  under  discussion,  but  the 
evidence  available  seems  to  indicate  the  follow- 
ing formula : — 

CH,— CH CKCH,), 


CH, 


CH,— C(CH,)— CO 
(Wallach,   Annalen,   369,   63;    Semmler,   Ber. 
1907,  4591 ;    Bouveault  and  Levallois,  (3ompt. 
rend.  1908,  146,  ISQ ;    c/.  Glover,  Chem.  Soc. 
Trans.  1908,  1285). 

l-Ferichane  was  discovered  by  Wallach  in 
thuja  oil.  The  fraction  boUinc  at  190°-200° 
may  be  warmed  with  nitric  acia  to  oxidise  the 
thujone  and  then  steam  distilled  or  better  be 
oxidised  with  potassium  permanganate  to 
destroy  the  thujone  and  then  treated  with  semi- 
carbazide  hydrochloride,  which  reacts  with  the 
/-camphor,  which  is  also  present  more  quickly 
than  witJi  the  Z-fenchone,  and  forms  an  effective 
agent  for  separating  them  (Wallach,  J.  Pharm. 
Chim.  1896,  3,  [9]  466 ;  Chem.  Zentr.  1905,  ii. 
676  ;  Annalen,  363,  209).  2-Fenchone  has  b.p. 
192°-194°,  m.p.  5°.  [o]i>-66-94°,  and  forms  a 
series  of  derivatives  similar  to  those  obtaine<l 
from  J-fenchone.  For  r-fenchone  and  its  deriva- 
tives, V.  Bouveault  and  Levallois,  Compt.  rend. 
1909,  148,  1399,  1624. 

For  further  references  to  fenclione  and 
derivatives,  v,  Wallach,  Annalen,  284,  324 ; 
300,  294 ;  Semmler,  Ber.  1906,  2677 ;  Mahla, 
Ber.  1901,  3777  ;  Rimini,  Gazz.  chim.  ital.  1909, 
39,  ii.  196  ;  Bouveault  and  Levallois,  Bull.  Soc. 
Vol.  HL— T. 


chim.  1910,  [iv.]  963,  968 ;  Nametkin,  J.  Russ. 
Phys.  Chem.  Soc.  1916,  47,  1690 ;   Qvist,  Ann. 
1918,  417,  278  (v.  Ketones). 
FENCHYLENE 

CH(^     <fH,      '^C(CH,) 

\ch==ch/ 

A  volatile  liquid  with  a  faint  odour  recalling 
that  of  fenchene,  obtained  by  heating  methyl 
fwfenchylxanthate  at  230°;  b.p.  139°-140° 
(corr.);  sp.gr.  08381  20°/4° ;  n^= 14494  at 
20°,  and  [aj^^ -68*76°  (in  alcohol).  Combines 
with  bromine,  yields  a  crystalline  nitrosochloride 
and  gives  cM-fenchocamphoric  acid  when  oxidised 
with  alkaline  permanganate  (Nametkin  and 
Rushenceva,  J.  Russ.  Phys.  Chem.  Soc.  1916, 
48,  450 ;  J.  Soc.  Chem.  Ind.  1917,  36,  304). 

FENNEL  FRUIT.  Fasniculi  fructus,  B.P. 
The  dried  ripe  fruit  of  Fasniculum  vidgare 
(MiU.). 

FENUGREEK.  TrigoneUa  Fcmum  groKum. 
A  plant  possessing  a  characteristic  flavour, 
used  largely  as  a  condiment  for  cattle. 

According  to  analyses  by  D*Ancona  (Landw. 
Versuchs-Stat.  1899,  51,  387),  the  dry  matter 
contains — 


Protein 
13-4 


Fat     K-free  extract    Crude  fibre     Ash 
3-4  470  30-6  50 


The  pure  ash  contained — 
K,0    KhO  CaO    MgO  FeaO,  T^O^  SO,   810,     CI 
191    7-6    29-8     10     4-9     81    41    23-5    11 

Li  composition,  fenugreek  resembles  crimson 
clover  and  it  is  recommended  as  a  farm  crop. 
Since,  however,  the  peculiar  flavour  of  the  plant 
is  transmitted  to  both  milk  and  meat,  the  fodder 
is  more  suited  for  working  a-nimitlw  than  for 
fattening  or  milk  production.  The  peculiar 
odour  and  flavour  of  the  plant  is  said  to  be  due 
to  an  oil ;  it  is  very  pronounced  in  the  spring, 
but  becomes  less  when  the  plant  ripens. 

The  seeds  contain  trigonelline  (J7H7NO1,  the 
betaine  of  pyridine-  2-carboxylio  acid  (Jahns, 
1886).  Among  the  carbohydrates  in  the  seeds 
of  fenugreek  is  a  mannogafactan,  which,  under 
the  influence  of  a  soluble  ferment,  produced  on 
germination,  hydrolysos  with  the  lormation  of 
reducing  sugars  (Bourquelot  and  Herissey, 
Compt.  rend.  1900,  130,  42,  and  731).      H.  I. 

FERBERTTE  v.  Woutbahitb. 

FERGANTTE.  A  hydrated  uranium  vana- 
date U3(V04)s,6H20,  containing  also  a  small 
amount  of  lithium.  It  is  related  to  camotite 
(q.v.)^  and  is  found  as  sulphur-yellow  scales, 
together  with  other  uranium  minerals,  in  province 
Fergana,  Russian  Turkestan.  L.  J.  S. 

FERQUSONITE.  A  rare  mineral  consisting 
of  columbate  (and  tantalate)  of  yttrium  and 
cerium  earths  together  with  a  small  amount  of 
uranium,  thegeneral  formula  bein^  R'"(Cb,Ta)04. 
Tetragonal  crystals  were  found  m  Greenland  in 
1826,  but  usually  the  mineral  is  massive  with  a 
lustrous,  pitchy  appearance  on  the  fractured 
surfaces ;  sp.gr.  6*8.  It  is  optically  isotropic, 
owing  to  alteration  and  hydration :  wnen 
heated,  it  suddenly  shows  an  incandescent  glow, 
becomes  fractured  and  anisotropic,  and  gives  off 
gases  (helium,  &c.).  The  mineral  occurs  in 
pegmatite-veins  at  Ytterby  in  Sweden,  near 
Arendal  and  elsewhere  in  Norway,  and  in  some^ 
abundance  as  large  masses  at  Barringer  Hill  m" 
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LUno  Co.,  Texas.  At  the  last-named  locality, 
it  has  been  mined,  together  wit^  gadolinite 
{q.v.)  and  other  rare-euiih  minerals,  for  the 
supply  of  yttrium,  &c.  Other  localities  are 
Coolegons  in  Western  Australia,  Madagascar, 
and  the  Ookucasus.   '  L.  J.  S. 

FERMENLACTYL.  A  preparation  of  lactic 
acid  baciUi. 

FERMEMTATION  (inoludinp;  Enzyme  Action 
and  Chemieal  Action  of  Bacteria). 

History  of  the  development  of  Ideas  about 
fermentation.  The  phenomena  of  alcoholic 
fermentation  seem  to  nave  been  familiar  to  man 
from  the  earliest  times  in  the  processes  of  the 
production  of  wine,  accompamed  by  efferves- 
cence and  frothing,  and  of  tne  baking  of  bread, 
accompanied  by  the  rising  of  the  dough.  These 
obvious  characteristics  of  fermentation  find 
expression  in  the  names  applied  in  various 
languages  both  to  the  process  itself  (fermenta- 
tion, Lat.  fervere,  to  boil;  Oahrung,  from  a 
Teutonic  root,  jesen,  to  froth,  from  which  the 
word  yeasi  is  also  derived)  and  to  the  agent  by 
which  it  was  caused  (yeast,  as  above,  leaven, 
levure,  from  the  Lat.  levare,  to  raise;  Hefe, 
Ger.  Ae&en,  to  lift ;  referring  to  the  rising  of 
the  scum  of  yeast  in  fermentation  and  the  rising 
of  the  dough  in  baking). 

The  term  fermentation  was  at  first  applied 
without  distinction  to  all  changes  accompanied 
by  effervescence,  but  after  1659  (Sylvius  de  la 
Bo@)  gradually  became  limited  to  alcoholic 
fermentation,  along  with  such  cases  of  acid 
fermentation  and  putrefaction  as  were  accom- 
panied by  evolution  of  gas. 

Further  knowledge  of  the  chemical  nature  of 
fermentation  came  from  the  experiments  of 
Lavoisier  (1789),  who  showed  that  in  alcoholic 
fermentation,  the  susar  was  quantitatively 
decomposed  into  alcohol  and  carbon  dioxide 
(together  with  some  acetic  acid).  These  rela- 
tions were  rendered  more  precise  by  Gay- 
Lussac  (1810),  whose  conclusions  may  be 
summed  up  in  the  equation  of  alcoholic  fer- 
mentation : 

C,H„0,=2CO,+2C,H,0 

Fermentation  was  looked  upon  as  a  chemical 
process  set  up  by  an  unknown  agent,  termed  the 
ferment,  produced  by  the  oxvgen  of  the  air 
from  the  iruit  juices,  &c.,  which  underwent  the 
change,  this  view  being  founded  on  the  observa- 
tion (Gay-Lussac)  that  boiled  grape  juice  only 
fermented  after  exposure  to  air.  The  process 
of  fermentation  had  been  regarded  by  Willis 
(1659)  and  Stahl  (1697)  as  consisting  in  a  violent 
intemfJ  motion  of  the  particles  of  the  fermenting 
substance  set  up  by  an  aqueous  liquid,  a  con- 
ception which  was  replaced  by  that  of  catalytic 
force  by  Berzelius  (1839),  according  to  which 
the  ferment,  like  other  catalytic  agents,  was 
found  unchanged  at  the  end  of  the  process. 
Liebig  (1839),  on  the  other  hand,  held  the  view 
that  the  ferment  was  an  unstable  body  which 
itself  underwent  decomposition  cuid  that  it  was 
the  internal  motion  due  to  this  which  was 
transferred  to  the  fermentable  substance  and 
brought  about  its  decomposition.  The  action 
only  persisted  as  long  as  this  metamorphosis  of 
the  ferment  was  in  progress,  and  came  to  an  end 
when  this  ceased.  The  ferment  itself  was  re- 
garded, in  agreement  with  Gay-Lussac,  as  being  I 


formed  by  the  action  of  oxygen  on  the  nitro- 
genous materials  of  the  fermentable  liquid,  and 
the  amount  produced  was  dependent  on  the 
special  nature  of  this,  and  might  be,  as  in 
brewing,  more  than  sufficient  to  cause  the 
decomposition  of  the  whole  of  the  sugar  present. 

These  views  were  founded  on  the  belief  that 
yeast  was  a  chemical  substance  comparable  to 
any  of  the  well-known  organic  products.  Even 
before  the  publication  of  the  views  of  Berzelius 
and  Liebig,  however,  strong  evidence  had  been 
brought  f  orwud  that  this  was  not  the  case.  As 
early  as  1680,  Leeuwenhoek  had  described  the 
granular  appearance  of  yeast  under  the  micro- 
scope and  animalcules  '  of  putrefying  materials 
had  also  been  observed ;  but  in  spite  of  a  few 
other  isolated  observations,  it  was  not  until 
about  1836  that  the  intervention  of  living 
oi^anisms  in  fermentation  and  putrefaction  was 
rendered  probable.  In  that  year,  Schuke 
showed  that  infusions  of  various  animal  and 
vegetable  materials  remained  free  from  all 
putrefaction,  if,  after  they  had  been  well  boiled, 
they  were  only  allowed  to  come  in  contact  with 
air  which  had  passed  through  sulphuric  acid. 
The  same  thing  was  subsequently  shown  by 
Schwann  to  hold  if  the  admitted  air  were  heated, 
and  the  observations  were  extended  to  alcoholic 
fermentation.  The  conclusion  was  drawn  by 
both  these  investigators  that  putrefaction  was 
caused  by  living  germs  present  in  the  air,  which 
developed  in  the  putrescible  liquid.  The 
microscopic  examination  of  a  fermenting  sugar 
solution  revealed  the  presence  of  yeast  cells 
capable  of  reproduction  by  budding,  and 
Schwann  attributed  to  this  living  onanism, 
which  he'  named  *  Zuckerpilz  *  (sugar  fungus), 
the  production  of  alcoholic  fermentation. 
Curiously  enough,  almost  simultaneously  with 
Schwann,  two  other  investigators,  Cagniard- 
Latour  in  France  and  Kutzing  in  Germany, 
came  independently  to  the  same  conclusion,  as 
the  result  of  microscopic  obervations.  These 
conclusions  were  rejected  by  Berzelius  and 
Liebiff,  who  replied  to  them  by  the  theories 
already  mentioned,  but,  in  spite  of  this  powerful 
opposition,  tbev  gradually  won  for  themselves 
a  considerable  Wly  of  adherents,  especially  in 
Germany  and  among  thosc^ngaged  in  brewing 
{see  Hefe,  Fauhiiss  und  Gahrung,  208-229, 
Berlin,  1904). 

The  evidence  in  favour  of  this  vitaUstic  view 
of  the  cause  of  fermentation  was  greatly  strength- 
ened by  the  experiments  of  ScnrodeV  and  von 
Busch  (1864),  who  discovered  the  important  fact, 
which  has  proved  to  be  an  almost  indispensable 
feature  of  bacteriological  technique,  that  air 
lost  its  power  of  producing  putrefaction  when  it 
was  simply  filtered  through  cotton  wool.  Many- 
difficulties,  however,  still  remained  unexplainea, 
which  prevented  the  universal  acceptance  of  the 
vitalistio  view.  Milk,  for  example,  was  found 
to  become  sour  after  having  been  boiled,  in  spite 
of  all  precautions,  and  no  organism  could  be 
recognised  in  it  capable  of  producing  the  change. 
Moreover,  other  ferments  existed,  such  as 
diastase  (Dubrunfant,  1830  ;  Payen  and  Persoz, 
1833),  which,  like  yeast,  lost  their  power  of 
action  when  heated,  and  yet  were  completely 
soluble  in  water  and  devoid  of  all  trace  of 
organisation. 

The  final  proof  that  fermentative  changes  in 
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general,  Buch  as  the  alcoholic  and  lactic  fer- 
mentations, putrefaction,  &c.,  were  actually 
produced  by  living  oiganisma  was  afforded 
Dy  the  classical  researches  of  Pasteur  (Ck>mpt. 
rend.  1857,  45,  913).  Pasteur  showed,  in 
the  clearest  possible  manner,  that  every 
fermentation  was  produced  by  a  specific 
organism.  He  regarded  fermentation  as  in- 
diBSolubly  bound  up  with  the  life  of  the 
organism,  and  summed  up  his  conclusions  in  the 
a^orism,  *  No  fermentation  without  life.'  The 
recognition  of  micro-or;^anisms  as  the  cause  of 
fermentation  rendered  it  necessary  to  differen- 
tiate between  these  so-called  organised  ferments 
and  the  substai^ces,  such  as  di^tase,  invertase, 
pepsin,  &a,  which  had  gradually  become  known, 
and  which  could  be  extracted  from  the  higher 
plants  and  <inimi^|g  ^nd  even  from  micro* 
orsanisms,  and  were  therefore  known  at  first  as 
sorable  ferments,  and  later,  following  the  sugges- 
tion of  Kuhne,  as  cTtzymes  (^k,  in ;  ^fin,  yeast). 

A  long  discussion  then  arose  on  the  question 
whether  any  essential  difference  existed  between 
the  modes  of  chemical  action  of  these  two  classes 
of  ferments.  Moritz  Traube  (1858)  formulated 
the  theory  that  all  chemical  action  of  micro- 
organisms was  due  to  enzymes  produced  in  the 
oeU  of  the  oiqEsnism,  cmd  he  was  supported  by 
Berthelot,  !Efoppe-Seyler,  and  many  others. 
Pasteor,  on  the  other  hand,  maintained  his 
original  thesis,  and,  stimulated  by  his  discovery 
(Gompt.  rend.  1861,  52,  344,  1260)  that  many 
micro-organisms  could  live  in  the  absence  of 
free  oxygen,  developed  the  view  that  fermenta- 
tion was  life  without  free  oxygen,  the  physio- 
logical function  of  the  process  being  to  supply 
the  organism  with  the  oxygen  or  the  energy 
necessary  for  its  metabolism.  Pasteur's  theories, 
aided  by  his  brilliant  exposition  and  ingenious 
experiments,  gained  the  day  for  the  vitalistic 
view,  especial^  as  the  supporters  of  Traube's 
conception  were  unable,  ii}  spite  of  many 
attempts,  to  adduce  positive  evidence  of  the 
isolation  of  an  enzyme  capable  of  producing 
one  of  the  fermentations  characteristic  of  living 
orjpanisms.  A  middle  path  was  taken  by 
Nageli,  who  suggested  the  idea  that  the  power 
of  producing  fermentation  was  restricted  to  the 
living  protoplasm  of  the  cell,  cmd  consisted  in 
the  tanmsference  of  a  molecular  vibration  from 
this  to  the  fermentable  substance. 

This  theory  was  disproved  and  the  original 
idea  of  M.  Traube  strikingly  confirmed  in  1897 
by  Eduard  Buchner,  who  succeeded  in  preparing 
£rom  yeast  a  liquid  capable  of  fermenting  sugar. 
It  has  since  been  shown  that  the  lactic  and  acetic 
fermentations  can  also  be  produced  in  the 
absence  of  living  cells.  Buchner's  experiments 
disprove  the  vit^tic  theory  as  held  by  ^asteur, 
ana  the  view  is  now  generally  adopted  that 
micro-oiffanisms  produce  chemical  cnange  by 
meajis  of  enzymes  present  in  their  cells.  The 
chemical  chaiures  produced  bv  micro-oiganisms 
are  thus  brought  into  line  with  those  effected  by 
the  numerous  and  well-known  enzymes  secreted 
bv  the  cells  of  various  orcans  of  the  higher 
plants  and  animals  as  well  as  oy  micro-organisms, 
and  the  modem  conception  of  fermentation 
embraces  all  the  different  changes  produced  by 
these  various  agents. 

Gtnonl  properties  of  enzymes.  It  has  been 
found    that    enzymes    bring    about    chemical 


change  by  acting  as  catalytic  agents ;    that  is 

to  say,  they  greatly  increase  the  velocity  of  the 

'  particular  reaction  in  question  without  them- 

selves  undergoing  any  permanent  change.     No 

very  definite  criterion  of  an  enzyme  as  distin- 

I  guiahed  from  a  catalyst  in  general,  exists,  but 

the  term  is  generally  Umited  to  catalysts  formed 

by  living  organisms,  and  it  is  an  almost  in- 

'  variable   rule   that   enzymes   in   solution   are 

I  thermolabile,   losing   their   activity   as   a  rule 

I  rapidly  at  70°.     In  the  absence  of  moisture,  on 

the  other  hand,  they  are  much  more  stable,  and 

I  may  be  heated  in  some  cases  to  110°  for  a  con- 

,  siderable  time  without  being   destroyed.     In 

this  respect,   the  inactivation  of  enzymes  by 

heat   bears   a  close   resemblance   to   the   heat 

!  coagulation  of  proteins  (Chick  and  Martin,  J. 

I  Physiol.  1910,  40,  404). 

j  Chemically,  the  enzymes  are  presumably  of 
a  very  complex  character,  but  they  have,  up  to 
{  the  present,  evaded  the  skill  of  the  chemist,  no 
one  of  them  having  been  isolated  in  a  pure 
condition  and  submitted  to  investigation.  It 
appears,  however,  to  have  been  estabushed  with 
some  degree  of  probability  that  certain  enzymes 
I  (pepsin,  diastase)  are  not  proteins.  All  enzymes 
appear  to  form  colloidal  solutions,  and  in  agree- 
ment with  this  they  only  possess  very  sLght 
powers  of  diffusion,  so  that  they  only  pass 
slowly  and  imperfectly  through  the  ordinary 
dialysing  membranes. 

Eeto-  and  Endo-enzymes.  In  many  cases, 
the  enzymes,  after  being  elaborated  in  the  cell, 
are  excreted  into  the  surrounding  medium,  in 
which  they  produce  their  characteristic  eiSects. 
This  is  the  case,  for  example,  with  some  of  the 
digestive  ferments  of  the  animal  body,  the 
ptyalin  of  the  salivary  gland,  the  pepsin  of 
the  stomach,  the  trypsin  of  the  pancreas  (in  this 
case  in  an  inactive  form)  being  all  poured  into 
some  portion  or  other  of  the  aUmentcury  canal. 
In  other  cases,  the  enzyme  does  not  pass  out  of 
the  cell,  the  chemical  change  in  question  taking 
place  inside  the  cell.  The  best  known  case  of 
this  kind  is  probably  that  of  alcoholic  fermenta- 
tion, which  occurs  entirely  inside  the  yeast  cell. 
A  second  point  of  difference  lies  in  the  be- 
haviour of  enzymes  towards  solvents.  Many 
enzymes  {edoenzymes)  can  readily  be  extracted 
by  such  solvents  as  water,  normal  saline  (0*8  p.c. 
sodium  chloride  solution),  and  glycerol  from  the 
cells  after  the  organism  has  died.  Thus  pepsin 
and  chymase,  the  enzyme  of  rennet,  can  be 
extracted  by  weak  acid  or  glycerol  from  the 
membrane  of  the  stomach  of  the  calf  or  other 
animal.  Others  again  cannot  be  removed  from 
I  the  cell  in  this  way  until  the  cell  wall  has  been 
I  ruptured,  or  rendered  permeable  by  drying 
I  or  treatment  with  reagents,  and  these  are  termed 
'  endoemtfmes  or  irUrcLuUular  enzymes.  The  auto- 
clastic  enzymes  of  the  animal  body  are  instances 
'  of  this,  as  are  also  the  zymase  and  tryptase  of 
yeast. 

Extraction  of  enzymes.  These  facts  provide 
the  clue  to  the  practical  methods  adopted  for 
the  extraction  of  enzymes. 

1.  Soluble  enzymes  can  be  extracted  by 
digesting  the  finely  divided  material  which 
contains  them  with  water,  saline,  or  glycerol. 
The  enzyme  solution  is  then  poured  off,  pressed 
out  or  separated  by  centrifugalisation,  according 
to  circumstances,  and  either  used  directly  or 
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submitted  to  some  process  of  purification.  In 
some  cases  it  is  necessary  or  aavisable  to  treat 
the  material  with  dilute  acid  to  convert  the 
inactive  proenzyme  or  zymogen  of  the  cell  into 
the  active  enzyme.  As  in  the  instances  of 
invertase  and  maltase,  it  is  often  essential  that 
the  cell  shall  be  kiUed  before  being  submitted 
to  extraction.  This  is  best  accomplished  in 
these  cases  by  treatment  with  chloroform  or 
ether  (invertase)  or  by  drying  and  heating  the 
yeast  (maltase). 

2.  Insoluble  or  endo-enzymes  are  extracted 
bv  first  of  all  rupturing  the  cells  by  some  i)roces8 
of  grinding,  and  then  removing  the  liquid  cell 
contents  by  simple  pressure  with  or  without  the 
addition  of  some  substance  like  kieselguhr, 
which  greatly  facilitates  the  process,  but  has 
the  disadvantage  of  retaining  some  of  the 
enzyme.  A  typical  instance  of  this  is  afforded 
by  the  preparation  of  veast  juice  from  yeast  by 
the  method  of  E.  and  H.  Buchner  and  Hahn, 
which  is  described  below  under  the  heading  of 
Alcoholic  fermentation.  In  other  cases,  the 
tissue  or  organ  may  be  simply  minced  or  frozen 
and  finely  sliced,  and  may  then  be  extracted 
with  water  or  saline.' 

Dry  preparatioiis  of  enzymes.  A  solution  of 
an  enzyme  in  an  aqueous  fluid  oft«n  loses  its 
characteristic  properties  very  quickly,  either 
on  account  of  the  instability  of  the  enzyme 
itself,  or  because  of  the  presence  of  other  enzymss 
which  bring  about  its  decomposition.  Such 
solutions  are,  moreover,  extremely  liable  to  in- 
fection by  moulds,  yeasts,  and  bacteria,  and 
must  either  be  kept  at  a  low  temperature  or 
treated  with  some  antiseptic.  Dry  preparations 
are  found  to  be  much  more  permanent,  and, 
when  quite  dry,  can  be  kept  for  long  periods 
without  under^oinc  much  loss  of  power. 

They  may  De  obtained,  in  the  first  place,  by 
the  evaporation  of  the  solution  in  vacuS  at  as 
low  a  temperature  as  possible,  the  product  being 
usually  a  scaly  mass.  A  second  and  often  more 
convenient  method  consists  in  precipitation  by 
alcohol,  nearly  a]l  enzymes  bemg  insoluble  in 
70-90  p.c.  alcohol.  The  chief  practical  difficulty 
of  this  method  lies  in  the  fact  that  aqueous 
alcohol  freauently  appears  to  exert  an  extremely 
detrimental  effect  on  the  enzyme,  so  that  the 
process^  must  in  such  cases  be  carried  out  with 
great  rapidity.  The  final  dehydration  is  usuallv 
effected  by  treatment  of  the  precipitate  with 
absolute  alcohol  and  then  witn  etner,  a  fine 
white  powder  being  thus  obtained. 

It  IS  not,  however,  in  all  cases  necessary  to 
extract  the  enzyme  from  the  organism  which 
contains  it.  Thus,  for  example,  crushed  castor- 
oil  seeds  are  commonly  used  for  the  purpose  of 
ill  j[Eip<MJnf;  fats  by  means  of  the  lipase  which 
they  eontiiin.  Buchner  and  his  colleagues  have, 
moreover,  been  able  to  effect  several  types  of 
ferracTit.atit>n  (fdcoholic,  lactic,  acetic)  by  means 
of  the  cclU  of  the  organism,  which  have  been 
piniply  kiltecl  by  dry  neat  or  killed  and  dehy- 
dratcvtl  by  treatment  with  alcohol  and  ether  or 
with  acotone* 

PuriDcatlon  of  enzymes.    The  preparations 

"-+-fvjncicl    by    the    foregoing    methods    are    all 

-mely   crude,  and  contain,  in  addition  to 

en/yrnes,  large  proportions  of  extraneous 

r,    cfiieHy    consisting    of    mineral    salts, 

iJty    phosphates,    proteins,    and    carbo- 


hydrates. Many  attempts  have  been  made  to 
remove  these*  by  various  processes  of  chemical 
precipitation  (lead  acetate,  &c.),  salting  out, 
dialysis,  treatment  with  yeast  to  remove  sugars, 
&c.,  and  thus  to  arrive  at  a  pure  enzyme. 
Some  of  these  cases  are  mentioned  later  on,  and 
there  is  no  doubt  that  a  considerable  degree  of 
purification  can  be  effected  by  these  methods. 
The  usual  experience  has,  however,  been  that 
with  increasing  freedom  &om  such  substances, 
the  enzyme  becomes  more  and  more  susceptible 
of  change,  and  finally  loses  its  activity  before 
anything  which  can  be  regarded  as  an  individual 
chemical  compound  has  Men  isolated. 

Mode  of  action  of  enzymes.  Enzymes  act  as 
catalysts,  but  differ  from  catal^ts  of  known 
svnimetrical  constitution  in  bem^  specific  in 
their  action.  The  three  disacchandes,  sucrose, 
maltose,  and  lactose,  for  example,  are  all 
hvdrolysed  by  the  same  acids,  although  at 
different  rates,  whereas  each  of  them  requires 
for  its  enzymic  hydrolysis  a  special  enzyme, 
which  has  no  action  whatever  on  the  other 
two.  The  most  probable  view  as  to  the  mode 
of  action  of  enzymes  upon  the  substance  to  be 
decomposed,  known  as  the  evbatrate  or  zymclyte, 
is  that  in  the  first  place  some  sort  of  combination 
between  the  two  occurs,  and  that  this  is  then 
followed  by  the  comparatively  slow  breaking 
up  of  this  complex,  with  lioeration  of  the 
enzyme  and  the  products  of  decomposition  of 
the  zymolyte.  As  soon  as  a  certain  hmit  of  con- 
centration of  the  substrate  is  reached,  therefore, 
the  limit  of  this  rate  of  decomposition  is  attained, 
and  any  further  increase  in  the  concentration  of 
the  substitute  is  then  unable  to  produce  any 
increase  in  the  number  of  decompositions  per 
unit  of  time,  or  in  other  words,  alter  a  certain 
concentration  is  reached,  equal  amounts  of  the 
substrate  will  be  decomposed  in  equal  times. 
In  presence  of  an  excess  of  enzyme,  on  the  other 
hand,  the  rate  of  action  will  vary  with  the  con- 
centration of  the  substrate.  These  conditions 
appear  to  be  realisable  in  most  cases  of 
enzyme  action,  but  since  the  absolute  con- 
centration of  the  enzyme  is  usuallv  very 
small,  decomposition  of  equal  amounts  m  equal 
times  is  usually  the  more  obvious. 

Most  of  the  enzymic  decompositions  which 
have  been  studied  from  this  point  of  view  are 
cases  of  hydrolysis,  which,  in  the  presence  of 
acids  alone  follow  the  usual  course  for  which  the 
equation  K==l/i(log  a/a—x)  holds.  This  same 
expression  often  but  not  invariably  holds  for  the 
enzymic  reaction  when  excess  of  enzyme  is 
present,  at  all  events  over  a  short  ranee  of  con- 
centration. When,  however,  the  relations  of 
concentration  are  such  that  equal  amounts  are 
decomposed  in  equal  times,  K,  calculated  by  the 
foregoing  expression,  would  increase  with  the'time 
instead  of  being  constant.  On  the  other  hand, 
anything  which  lessens  the  effective  concentra- 
tion of  the  enzyme  will  lower  the  rate  of  action 
and  lead  to  a  decrease  of  K.  In  many  enzyme 
actions,  there  are  at  least  three  causes  which  tend 
to  produce  this  effect.  In  the  first  place,  the 
enzyme  itself  tends  to  become  inactive.  This 
change  sometimes  proceeds  too  slowly  to  have 
any  effect  on  the  result  {e.g.  in  Senter's  experi- 
cnents  on  the  decomposition  of  hydrogen  peroxide 
by  hsemase) ;  in  other  cases,  it  occurs  so  rapidly 
as  to  influence  the  velocity  very  perceptibly  {e.g. 
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in  alcoholic  fermentation  by  yeast  jaice,  in  which 
the  fermentation  ceases  for  this  reason).    In  the 
second  place,  the  products  of  the  reaction  often 
diminish  the  rate  of  change  to  a  greater  or  less 
extent.    Thirdly,  a  state  of  equilibrium  is  often 
attained  short  of  complete  decomposition,  and 
this  also  causes  a  decrease  in  K.     Very  valuable 
information  can  be  obtained  about  the  course  of 
the  reaction  by  determining  the  initial  velocity 
of  the  change  under  various  conditions  of  oon>  ' 
centration,  as  these  inhibiting   influences   are 
thereby,  to  a  laige  extent,  eliminated.     In  this  . 
way,  A.  J.  Brown  showed  that  the  apparent 
monomolecular  course  of  the  inversion  of  cane 
sugar   by   invertase   was,    in   reality,    due   to 
secondary  effects.    When  a  scries  of  concentra- 
tions of  sugar  were  taken,  the  initial  rates  of  , 
change  were  found  to   be  equal,   whereas   in 
presenoe  of  the  products  the  rate  of  change  < 
diminished  almost  in  agreement  with  the  mono-  i 
molecular  law.    This  same  effect  is  obvious  in  the 
results  of  Hudson  with  cane  susar,  and  of  Kastle  j 
and    Loevenhart    with    the    decomposition    of  i 
ethyl  butyrate  by  lipase. 

It  appears,  therefore,  that,  as  a  rule,  the  , 
velocity  curve  of  an  enzyme  reaction  expresses  I 
the  resultant  of  a  very  complicated  system  of  | 
phenomena,  and  can  only  be  properly  interpreted  , 
when  a  considerable  number  of  experiments  have  ' 
been  made  to  ascertain  all  the  factors  concerned.  ' 

When  the  substrate  is  present  in  large  excess,  j 
increase  of  concentration  of     the  enzyme  fre-' 
quently  increases  the  rate  of  change  propor-  I 
tionally,  in  agreement  with  the  usual  experience  . 
with  inoigamc  catalysts.    This  is,  for  example, 
true  for  invertase.     In  some  cases,  however,  the  | 
rate  increases  in  proportion  to  a  fractional  power  of 
the  concentration  oif  erment.  This  is  the  case  when 
pepsin  acts  on  dissolved  albumins,  the  amount  of 
action  in  equal  times  being  proportional  to  the 
square  root  of  the  concentration  ofpepsin  (Schiitz), 
and  a  similar  rule  appears  to  hold  for  many 
enzyme  actions.    It  ia  explained  by  Arrhcnius  on 
the  ground  that  the  enzyme  combines  with  the 
products     of    the    reaction     (Immunochemie,  . 
Leipig,  1007).     In  other  cases,  the  amount  of 
action  is  found  to  be  constant  when  the  product 
of  amount  of  ferment  and  time  is  constant,  or 
Vxt=k,    This  holds  for  the  action  of  pepsin 
on  cosgulated  albumin,  for  that  of  trypsin  on 
caseinogen  (Hedin),  and  in  many  other  cases. 

The  inhibiting  influence  of  the  products  of 
the  reaction  is  in  many  cases  specific,  numerous 
instances  of  this  having  been  observed  among 
the  sugars  and  amino-acids.  Thus  invertase  is 
inhibited  by  fructose  (A.  J.  Brown),  but  not  by 
glucose  (Armstrong) ;  lactase  by  galactose  but 
neither  by  fructose  nor  glucose,  so. 

As  regards  the  nature  of  the  combination 
between  enzyme  and  substrate,  very  little  is 
known.  Maiw  investigators,  however,  adopt  the 
view  of  Bayuss  that  it  is  of  the  nature  of 
adsorption  lietween  the  particles  of  the  colloidal 
enzvme  and  the  substrate,  cuid  find  in  this  an 
explanation  of  such  relations  as  are  exemplified 
by  the  proportionality  between  amount  of  action 
and  the  square  root  of  the  concentration  of 
enzyme,  discussed  above.  It  is  in  favour  of  this 
view  that  enzymes  are  colloidal  substances  and 
that  enzyme  actions  are  therefore  cases  of  cata- 
lysis in  hetercM^neous  systems  {see  Bayliss,  1919, 
The  Nature  of  Enzyme  Action,  vii.). 


Whatever  the  nature  of  the  combination,  it 
appears  to  render  the  enzyme  less  susceptible  of 
change  whether  by  rise  of  temperature,  spon- 
taneous decomposition,  or  the  action  of  other 
enzymes. 

Condltioiis  of  eniyme  Mtion.  The  rate  of 
action  depends  on  several  factors,  in  addition 
to  the  concentrations  of  enzyme  and  substrate. 

Temperature, — ^The  effect  of  temperature  is 
primarily  to  raise  the  rate  of  reaction.  The 
temperature  coefiicients  of  enzyme  actions  are, 
in  general,  of  the  same  order  as  t-hose  of  ordinary 
chemical  changes  (emulsin,  amylase,  rennin), 
but  are  sometimes  considerably  higher  (trjrpsin), 
and  in  other  cases  lower  (lipase,  catalase).  The 
fact  that  rise  of  temperature  gradually  inacti- 
vates the  enzyme  gives  rise  to  the  phenomenon 
of  an  optimum  temperature  above  which  rise  of 
temperature  causes  a  decrease  in  th^  measurable 
rate  of  the  reaction.  This  optimum  naturally 
varies  with  the  duration  and  conditions  of  the 
experiment. 

Hydrogen  ion  coneeniralion  [W],  It  has 
been  shown  by  Sorensen  (Biochem.  Zeitsch. 
1909,  21,  131,  201,  279 ;  22,  362)  that  this 
is  a  most  important  factor  in  enzyme  action, 
affecting  both  the  rate  of  reaction  and  the  rate 
of  inactivation  of  the  enzyme.  For  each  enzyme 
an  optimum  [H*]  exists,  and  according  te 
Michaelis  (Biochem.  Zeitsch.  1909,  16,  81,  486 ; 
17,  231 ;  and  many  other  papers),  who  rewards 
the  enzymes  as  amphoteric  electroljrtes,  this«is 
the  [H*]  at  which  the  greatest  number 
of  active  molecules  of  enzyme  exist,  these  being 
in  some  cases  the  anions  (diastase,  maltase, 
trypsin),  in  other  the  cations  (pepsin),  and  in 
others  the  electrically  neutral  particles  (in< 
vertase).  In  practice,  S6rensen*8  buffer  *  solu- 
tions, such  as  mixtures  of  the  mono-  and  di- 
hydroffen  phosphates,  can  be  used  to  regulate 
the  [H'J  and  tnus  ensure  the  optimum  or  any 
other  required  condition. 

InactifxUion  of  emymea.  All  enzymes  in 
aqueous  solution  become  inactivated  when  the 
temperature  is  raised  sufliciently,  but  the  rate  of 
inactivation  varies  for  the  different  enzymes,  and 
also  depends  very  greatly  on  the  [H']  of  the  solu- 
tion. It  is  usually  very  rapid  at  about  60^-70^,  but 
in  a  few  cases  (some  oxidases  and  proteases)  the 
enzyme  is  not  completely  inactivated  by  boiling 
for  a  few  minutes.  The  process  of  inactivation 
takes  the  course  of  a  monomolecular  reaction  (per- 
oxidase of  milk),  and  the  temperature  coefficient 
of  the  change  is  in  this  case  exceedingly  high 
(2  for  1°,  Zilva,  Bio-Chem.  J.  1914,  8,  656)  and 
almost  equal  to  that  of  the  denaturation  of 
albumin  oy  heat  (1*9,  Chick  and  Martin). 
Elnzymes  are  also  inactivated  at  atmospheric 
temperatures  by  acids,  and  even  more  readily 
by  alkalies. 

Reversibility  of  enzyme  setlon:  synthetic 
aetlon  of  enzymes.  Since  enzymes  act  as 
catalysts,  it  misht  be  expected  from  analogy 
with  catalysts  of  known  composition  that  they 
would  brinff  about  conditions  of  equilibrium  by 
affecting  tne  velocities  both  of  the  reaction 
itself  and  of  the  reverse  reaction  (Tammann, 
Zeitsch.  physiol.  Chem.  1892,  16,  271).  Thus  it 
might  be  expected  that  an  enzyme  which  effected 
the  hydrolysis  of  a  disaccharido  into  two  hexose 
molecules  would,  when  added  to  a  mixture  of 
these  two  hexoses  in  the  proper  concentration. 
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syntheeise  the  disaccharide.  In  each  case  the 
reaction  would  proceed  until  equilibrium  was 
produced,  and  tne  same  equilibrium  would  be 
attained  whether  the  disaccharide  or  the  mixed 
hezoses  formed  the  starting-point. 

This  extremely  important  property  of 
enzymes  was  first  experimentally  demonstrated 
by  Croft  Hill  (Chem.  Sbc.  Trans.  1898,  634)  in  the 
case  of  the  action  of  maltase  on  maltose,  and  so 
many  instances  have  since  been  observed  that 
reversibility  of  action  may  now  almost  be  taken 
as  a  eenend  property  of  enzymes. 

The  simplest  case,  so  far  observed,  is  the 
action  of  lipase  on  esters  of  the  fatty  acids 
which  exhibits  all  the  characteristic  features  of 
a  reversible  reaction  (Kastle  and  Loevenhart, 
Amer.  Chem.  J.  1900,  24,  491).  These  ob- 
servers found  that  the  hydrolysis  of  ethyl 
butyrate  by  the  lipase  of  the  pancreas  or  liver  of 
the  pig  was  always  incomplete,  and  that  when 
this  enzyme  was  added  to  a  mixture  of  butyric 
acid  and  alcohol  (N/30),  about  5  p.c.  of  the 
butyric  acid  was  converted  into  ethvl  butyrate 
in  40  hours  at  25°,  no  ester  being  u)rmed  in  a 
control  experiment  with  the  tailed  enzyme 
solution. 

The  reaction  studied  by  Croft  Hill  deserves 
consideration  as  the  first  observed  case  of 
svnthesis  resulting  from  enzyme  action.  The 
change  in  question  was  subsequently  found  to 
be  of  great  complexity,  and  unanimity  of  opinion 
on  the  question  has  not  yet  been  attained.  The 
essential  facts  observed  by  Hill  were :  (1)  that 
when  concentrated  glucose  solution  was  acted 
on  by  the  maltase  of  yeast,  a  portion  of  the 
glucose  was  converted  into  a  disaccharide  of 
higher  rotation  and  lower  reducing  power ;  (2) 
tkat  when  such  a  solution  was  diluted,  the 
disaccharide  was  reconverted  almost  completely 
into  clucose.  These  observations  were  inter- 
preted to  mean  that  in  concentrated  solution,  a 
certain  proportion  of  maltose  (15  p.c.  of  the 
glucose  m  a  45  p.c.  solution)  had  been  formed 
synthetically  from  the  glucose,  and  that  on 
mlution  the  condition  of  equilibrium  had  been 
shifted  in  the  direction  of  almost  complete  de- 
composition of  the  maltose  back  again  into 
glucose.  It  waa,  however,  subsequently  found 
by  Emmerling  (Ber.  1901,  34,  600),  that  the 
disaccharide  formed  consisted  chiefly  of  a  sugar 
isomeric  with  maltose,  which  was  identified  oy 
Emmerling  as  the  Momaltoee  obtained  by 
Fischer  by  the  action  of  acids  on  glucose,  but 
was  regarded  by  Croft  Hill  as  a  new  sugar, 
revertose.  E.  F.  Armstrong  (Proc.  Roy.  Soc. 
B,  1905,  76,  592)  confirmed  Emmerling's  result 
as  to  the  nature  of  the  chief  product  formed,  and 
further  obtained  the  piuradoxical  result  that 
emulsin  which  decomposes  Momaltose,  but  not 
maltose,  converts  glucose  into  maltose,  and  not, 
as  might  have  been  expected,  into  t^omaltoee. 
Each  enzyme,  therefore,  according  to  Armstrong, 
produces  from  glucose  the  disaccharide  which 
it  is  unable  to  hydrolyse. 

This  remarkable  result  has  not  yet  been  con- 
firmed, and  Armstrong  did  not  ascertain  whether 
the  maltose  formed  by  the  action  of  emulsin  was 
decomposed  bv  the  same  enzyme  preparation 
when  its  solution  was  diluted.  Moreover,  only 
a  very  small  proportion  of  maltose  appears  to 
have  been  formed.  The  simplest  explanation  of 
Croft  Hill's  experiment  seems,  therefore,  to  be 


that  adopted  by  Bayliss,  that  the  maltase  em- 
ployed contained  emulsin  (which  has  since  that 
time  been  shown  by  Henry  and  Auld  (Proc.  Roy. 
Soc.  1905,  B,  76,  568)  to  be  present  in  yeast),  and 
that  each  enzyme  synthesised  from  glucose  the 
particular  disacchande  which  it  was  capable  of 
decomposing  {see  dUo  £.  F.  Armstrong,  The 
Simple  Carbohydrates  and  Qlucosides,  75; 
Fajans,  Zeitsch.  physikal.  Chem.  1910,  73,  25  ; 
75,  232). 

A  suggestion  has  also  been  advanced  that 
the  synthesis  and  hydrolysis  of  the  same  com- 
pound are  effected  by  different  enzymes  which 
occur  together  but  are  each  only  able  to  discharge 
the  single  function  of  hydrolysis  or  synthesis 
{see  Rosenthaler,  Biochem.  Zeitsch.  1908,  14, 
238 ;  1909,  17,  257).  This  idea  is  rendered 
improbable  by  the  fact  that  in  many  cases  the 
same  state  of  equilibrium  is  attained  when 
enzymes  of  different  origin  are  employed,  and  is 
moreover  inconsistent  with  the  conception  of  an 
enzyme  as  a  catalyst  (Bayliss). 

It  has,  however,  been  pointed  out  by  Fajans 
{Ix,)  that  the  enzyme  itself  probably  takes  part 
in  the  equilibrium,  and  that  therefore  alteration 
in  its  concentration  might  affect  the  state  of 
equilibrium.  This  fact  would  also  explain  the 
observation  that  the  equilibrium  in  certain 
cases  of  decomposition  of  acid  esters  is  not  the 
same  when  attained  by  the  use  of  enzyme  as 
when  brought  about  by  acid.  The  practical 
conditions  necessary  for  the  demonstration  of 
synthetic  enzyme  action  are  weU  exemplified  in  the 
work  of  Bourquelot  (numerous  papers  in  Compt. 
rend,  since  1912),  who  has  prepared  a  laige 
number  of  glucosides  from  tneir  products  of 
hydrolysis  by  the  action  of  emulsin.  For  this 
puipose  he  has  found  that  the  essential  condition 
is  the  limitation  of  the  amount  of  water  present. 
Thus  a  solution  of  glucose  in  85  p.c.  alcohol  is 
partially  .converted  by  emulsin  into  i3-ethyl- 
glucoside,  whereas  this  compound  in  aqueous 
solution  is  almost  completely  hydrolysed  by 
the  same  enzyme.  The  B3mthetic  action  of 
enzymes  is  of  enormous  importance  in  the 
biological  chemistry  of  the  living  organism, 
since  it  is  probably  by  the  aid  of  reactions  of 
this  kind  tnat  the  whole  work  of  building  up 
the  tissues  is  effected. 

Asymmetrie  and  seleettve  aetton  of  enzymes. 
It  has  been  shown  by  the  researches  of  Marck- 
wald,  McKenzie,  and  others  (Ber.  1904,  37, 
349,  1368,  4696  ;  Chem.  Soc.  Trans.  1905,  1373  ; 
1906,  688)  that  in  a  reaction  in  which  an  asym- 
metric carbon  atom  is  produced,  the  two 
possible  optically  active  isomerides  may  be 
produced  in  unequal  quantities  provided  that 
the  possibility  is  afforded  by  the  introduction  of 
an  optically  active  radicle  that  the  resulting 
compounds  shall  not  be  optical  antipodes. 
Thus  the  reduction  of  pyroracemic  acid 

CH.COCOOH 

leads  to  the  formation  of  inactive  ({Mactic  acid 
CH,-CH(OH)COOH,  whilst  the  reduction  of 
menthyl  pyroracemate  CH,*CO*COOCioH,,  pro- 
ceeds asymmetrically  and  yields  an  excess  of 
the  ester  of  the  Z-acid.  More  recently,  it  has 
been  shown  by  Bredig  and  Fajans  (Ber.  1908,  41, 
752)  that  a  catalytic  reaction  may  proceed 
asymmetrically  when  the  catalyst  is  itself 
optically  active.     This  has  been  found  to  be  the 


FERMENTATION. 


136 


caae  when  Z-nicotine  is  employed  to  catalyse  the 
decomposition  of  (2Z-camphorcarboxylic  acid, 
the  d-acid  being  in  this  case  the  more  rapidly 
decomposed.  This  is  precisely  analogous  to 
what  occoiB  in  manv  enzyme  reactions,  the 
asymmetric  catalyst  being  in  these  cases  the 
particular  enzyme  involved.  There  is,  it  is 
true,  no  direct  positive  evidence  that  enzymes 
are  optically  active  substances,  since,  as  already 
mentioned,  no  enzyme  has  as  yet  been  isolated, 
but  there  is  a  strong  probability  that  this  is 
the  case. 

A  good  example  of  this  asymmetric  enzyme 
action  is  to  be  found  in  the  work  of  Dakin  (J. 
Physiol.  1904,  30,  253),  who  showed  that  the  two 
opticallv  active  components  of  inactive  dl- 
mandebc  ester,  which  are  hydrolysed  at  equal 
rates  by  lUkaUs,  are  decomposed  at  different 
rates  by  the  fat-splitting  enzyme  or  lipase  of 
the  liver,  the  deztro-  ester  being  the  more  rapidly 
hydrolysed,  so  that  after  the  removal  of  the 
resulting  acid,  the  residual  ester  is  Isevo- 
rotatory.  This  action  is  probably  to  be  ex- 
jrfained  by  the  formation  of  compounds  between 
the  enzyme  and  each  of  the  components  of  dl- 
mandelic  ester.  The  enzyme  being,  as  explained 
above,  itself  an  optically  active  substance,  two 
different  compounds  are  formed  and  these  are 
decomposed  at  different  rates.  Many  instances 
of  this  asymmetry  of  action  are  known  among 
the  chemical  changes  produced  by  micro- 
organisms. Thus  the  oxidation  of  inactive 
hydroxy  acids  (McKenzie  and  Harden,  Chem. 
Soc.  Trans.  1903,  83,  424),  and  of  the  amino 
acids  by  moulds,  which  was  used  by  Pasteur  for 
the  resolution  of  such  compounds,  proceeds  in  a 
precisely  similar  manner;  both  of  the  com- 
ponents are  attacked,  but  one  more  rapidly  thflji 
the  other.  Similarly,  the  so-called  alcoholic 
fermentation  of  the  amino  acids  by  yeast,  as 
the  result  of  which  they  are  converted  into 
carbon  dioxide,  ammonia,  and  an  alcohol,  takes 
place  more  rapidly  with  one  of  the  components 
than  with  the  other,  so  that  by  this  means  I- 
alanine  and  (2-leucine  can  readily  be  prepared  from 
the  inactive  synthetic  acids  (Ehrfich,  Biochem. 
Zeitsch.  1906,  1,  8),  the  other  component  being, 
in  each  case,  more  easily  decomposed. 

An  extreme  case  of  this  asymmetry  of  action 
is  presented  by  many  enzymes  which  only  act 
on  one  stereoisomeride,  and  leave  the  other 
entirely  untouched.  Some  remarkable  in- 
stances of  this  kind  have  been  revealed  by  the 
researches  of  Fischer  and  his  colleagues  on  the 
enzymes  which  bring  about  the  hydrolysis  of 
the  disaccharides  and  the  glucoeides.  The 
relations  between  enzyme  and  zymolyte,  which 
exist  in  this  group  of  compounds,  have  been 
likened  by  Fischer  to  those  which  exist  between 
a  lock  and  key.  The  enzyme  is  capable  of 
combining  with  one  stereoisomeride,  out  is  of 
such  a  structure  that  not  only  does  the  change 
to  the  opposite  optical  isomeride  prevent  com- 
bination, out  even  a  change  in  the  arrangement 
of  the  groups  which  condition  asymmetry  round 
a  singfe  carbon  atom  in  the  molecule  of  the 
sugar,  just  as  the  change  of  a  single  ward  of  a 
lock  prevents  the  key  from  fitting  it.  The 
classical  example  of  this  relation  is  afforded  by 
the  behaviour  of  maltase  on  the  one  hand,  and 
emulsin  on  the  other,  to  the  various  disaccharides 
and  giucosides.  I 


Glucose  forms  two  stereoisomerio  methyl 
esters,  which  only  differ  from  one  another  in  the 
arrangement  of  the  groups  round  the  terminal 
carbon  atom,  so  that  their  configurations  may  be 
represented  as  follows  : — 

CHjOCH  HOOCH, 


HCOH 

HCOH 

OHCH              0 

OHCH 

HO— ^^^ 

HC^ 

HCOH 

HCOH 

CH.OH  CHjOH 

a-Methylglucodde.  ^•Methylglucoalde• 

One  of  these  is  arbitrarily  known  as  a-methyl- 
glucoeide,  and  the  other  as  /3-methylglucoside. 
Of  these,  the  a-  compound  only  is  attacked  by 
maltase  and  the  fi-  compound  only  by  emulsin, 
and  precisely  similar  relations  exist  between  the 
a-  and  ^-ethyl  giucosides.  Hence  maltase  has 
received  the  more  precise  name  of  a-glucoeidase 
(or  sometimes  a-glucase),  whilst  emulsin  (or  that 
constituent  of  the  complex  usually  termed 
emulsin,  which  effects  this  particular  change)  is 
termed  iS-glucosidase.  Neither  of  these  enzymes 
will  attack  the  $-  and  a-methyl  glucoeides  of 
^glucose,  which  are  the  exact  optical  antipodes 
or  ^  mirror  images '  of  the  a-  and  iS-methyl, 
(i-glucosidee,  ana  moreover  they  also  have  no 
action  on  the  corresponding  derivatives  of 
d-mannoBe,  (^-galactose,  and  fxylose,  although 
in  each  of  these  three  cases  the  difference 
between  the  unattacked  compound  and  the 
corresponding  glucose  derivative  extends  only 
to  one  carbon  atom.  On  the  other  hand, 
iB-methyl  tetramethylglucoside,  in  which  four 
of  the  hydrogens  of  the  hydroxyl-  groups  of 
)3*methyl  glucoside  have  been  replaced  by  methyl, 
is  hydrolj^ed  by  emulsin,  so  that  this  extensive 
introduction  of  the  methyl-  group  has  less  effect 
than  a  change  in  the  symmetry  of  a  single 
carbon  atom. 

The  other  enzymes  capable  of  hydrolysing 
disaccharides  are  equally  specific.  Invertase, 
for  example,  hydrolyses  cane  sugar  (and  possibly 
rafiinose,  which,  like  cane  sugar,  contains  the 
fructose  group),  but  has  no  action  on  maltose, 
lactose,  or  the  a-  and  /3;methyl  giucosides. 
Similarly,  lactase  only  attacks  lactose,  and  not 
cane  sugar,  &c. 

The  alcoholic  enzyme  of  yeast  also  possesses 
a  highly  specific  character,  out  is  not  affected 
by  such  small  changes  in  configuration  as  are 
maltase  and  emulsin.  Thus  ({-glucose,  (2-man- 
nose,  and  (f-fructone  are  all  fermentable  by  yeast, 
whilst,  on  the  other  hand,  ^glucoee,  ^mannose, 
and  ^fructose  are  not  fermentable,  and  this  is 
abo  true  of  the  pentoses. 

Similar  results  have  been  obtained  by  Fischer 
and  Abderhalden  (Zeitsch.  physiol.  Chem.  1905, 
46,  52)  in  examining  the  action  of  pancreatic 
juice  on  the  sjmthetic  polypeptides.     Only  one 
halt  of  the  inactive  compound  is  attacked  and 
the  products   of  hydrolysis   are  always  those 
active  amino-acids  which  are  containcKl  in  the 
natural  proteins.     Thus  (2i-alanylglycine 
CH,CH(NH,)CONHCH,COOH 
yielded    glycine    and    (2-alanine    as    hydroly^^ 
products,  ^alanylglycine  being  left  untouched. 


136 


FERMENTATION. 


All  these  facts  afford  the  strongest  evidence 
that  combination  between  enzyme  and  zymolyte 
precedes  the  decomposition  of  the  latter,  and 
there  is  little  doubt  that  similar  conditions  hold 
generally  for  the  synthetic  action  of  enzymes, 
although  but  few  in^^tances  of  this  have  hitherto 
been  studied.  A  striking  case  in  point  is  the 
combination  between  hydrocyanic  acid  and 
benzaldehyde.  Ordinarily  those  substances 
combine  to  form  inactive  benzaldehyde 
cyanohydrin  C,HjCH(OH)CN.  When,  how- 
ever,  this  reaction  is  carried  out  in  the  presence 
of  emulsin  (or  rather  of  that  constituent  of 
emulsin  which  is  distinguished  as  hydroxv- 
nitrilase),  the  resulting  product  is  optically 
active,  a  greater  proportion  of  the  d-  than  of  the 
l-cyanohydrin  having  been  formed  (Rosenthaler, 
Biochem.  Zeitsch.  1{K^8,  14,  238),  and  in  one  case 
the  d"  compound  being  the  sole  product. 

In  nature,  the  asymmetry  of  action  of 
synthetic  enzymes  is  of  the  most  far-reaching 
importance,  as  is  evidenced  by  such  facts  aa 
that  the  sugars,  proteins,  and  many  other 
naturally  occurring  compounds,  are  all  optically 
active.  Moreover,  the  asymmetry  of  action  is 
so  great  that  in  many  cases,  e.g,  the  sugars,  the 
optical  antipodes  of  the  compounds  appear  not 
to  occur  at  all. 

Zymogens.  The  formation  of  enzymes  in  the 
cell  is  a  subject  of  great  importance,  about  which 
very  little  is  known.  In  many  cases,  however, 
it  has  been  ascertained  that  the  cell  contains  an 
inactive  substance,  termed  a  zymogen  or  pro- 
ferment, which  subsequently  becomes  active 
and  can  often  be  rendered  so  by  treatment  with 
dilute  acid.  A  very  striking  instance  is  afforded 
by  the  inactive  trypsinogen  of  the  pancreas. 
This  substance  is  containra  in  pancreatic  juice, 
and  is  quite  inactive.  When  it  is  mixed  with 
intestinal  juice  it  is  converted  into  active 
trypsin,  by  the  action  of  a  specific  substance 
known  as  enterokiruise,  which  is  itsslf  in  all 
probability  an  enzyme.  A  case  of  even  greater 
complexity  is  that  of  the  enzyme  thrombase, 
which  brings  about  the  clotting  of  blood. 

Coenzymes.  Some  enzymes  are  incapable 
of  producing  their  characteristic  effects  in  the 
absence  of  a  second  substance,  usually  of  a  less 
complex  character,  which  is  therefore  termed  a 
coenzyme.  The  nature  and  functions  of  this 
class  of  substance  are  little  understood  {see 
Alcoholic  fermeniaiion). 

Classifleatlon  and  nomenclature  of  enzymes. 
The  nomenclature  of  enzymes  is  based  on  the 
principle  that  the  name  should  indicate  the 
substance  acted  upon  by  the  enzyme,  and  should 
end  with  the  syllable  -ase,  which  is  adopted  as 
a  specific  termination,  signifying  an  enzyme. 
This  system  introduces  some  difficulties,  as 
certain  compounds  are  decomposed  in  different 
ways  by  different  enzymes  {e.g.  amygdalin  and 
ramnose),  and  some  enzymes  decompose  manv 
different  compounds  {e.g.  the  digestive  enzymes). 
These  difficulties  are  avoided  as  far  as  poasible 
by  the  use  of  special  terms,  such  as  emulsin, 
tryptase,  invertase,  lipase,  and  further  specifica- 
tion is  also  sometimes  attained  by  adding  the 
names  of  the  products  formed. 

Some  confusion  exists  in  actual  practice, 
owing  to  the  name,  not  of  the  substance  decom- 
posed, but  of  the  product  beins  prefixed  to  the 
termination    -ase.     Thus    alcoholase    is    occ'a- 


sionally  used  for  the  lUcohol-producing  enzyme 
of  yeast,  but  such  terms  snould,  as  far  as 
possible,  be  avoided,  as  well  as  those  which 
simply  denote  the  origin  of  the  enzyme,  sucli  as 
hffimase  (for  the  catalase  of  blood). 

The  simplest  and  most  natural  mode  of 
classifying  enzymes  ia  by  the  nature  of  the  re- 
actions wnich  they  catalyse.  Each  group  may 
then  be  further  subdivided  according  to  the 
nature  of  the  compound  upon  which  the  specific 
action  is  exerted. 

The  chief  enzymes  at  present  known  thus  fall 
into  the  following  groups,  which  agree  in  the 
main  with  those  adopted  by  Oppenheimer, 
Euler,  and  other  writers. 

A.  Enzymes  producing  hydrolysis  (hydro- 
lases). 

1.  Lipases,  decomposing  fats  and  esters ; 
sometimes  divided  into : 

(a)  Esterases,  decomposing  simple  esters. 
(6)  Lipases,    decomposinff    fats    and   lipins 
(lipoid  compounds),  sucn  as  Within,  &c. 

2.  Enzymes  hydrolysing  the  nucleic  acids 
and  their  primary  products  of  hydrolysis 
(nucleases,  &c.). 

3.  Enzymes  hydrolysing  the  complex  sac- 
charides and  slucosides  (carbohydrases). 

(a)  Bisaccharases,  such  as  invertase,  maltase, 
lactase,  melibiaae,  &c. 

(b)  Tri-  andtetra-sacchara8e8,suchasraffinase. 

(c)  Polysaccharases,  such  as  diastase  or 
amylase,  inulase,  cytase  or  cellulase,  glycogen- 
ase,  &c. 

{d)  Glucoeidases,  such  as  emulsin,  rhamnase, 
&c. 

4.  The  digestive  enzymes,  or  proteases,  hydro- 
lysing the  proteins,  polypeptioes,  amides,  and 
analogous  compounds.  This  is  a  very  complex 
group,  the  precise  relations  of  which  are  not  at 
all  understood,  there  being  at  present  no  avail- 
able information  as  to  the  number  of  enzymes 
concerned  in  such  a  process  as  peptic  or  tryptic 
digestion.  A  good  deal  of  confusion  exists  In  the 
nomenclature  of  these  enzymes  {see  Fisher, 
Biochem.  J.  1919,  13,  424). 

(a)  Simple  amidases,  causing  the  hydrolysis 
of  various  amino- compounds,  such  as  urea, 
arginine,  adenine,  &c. 

(6)  Peptases  and  ereptases,  decomposing 
polypeptides  into  amino-acids. 

(c)  Proteinases,  which  hydrolyse  the  albu- 
mins. 

(i)  Trypsin  or  tiyptase,  comprising  a  large 
number  ot  enzymes,  occurring;  both  in  animal 
and  vegetable  organisms,  wnich  decompose 
proteins  and  carry  on  the  decomposition  to 
the  stage  of  polypeptides  or  possibly  even  to 
that  of  amino-acids. 

(ii)  Pepsin  or  pepsinase,  comprising  the 
enzymes  of  the  ammal  stomach  and  of  some 
plants,  which  in  acid  solution  hydrolyse  pro- 
teins, producing  albumoses,  peptone,  and 
polypeptides. 

B.  Enzymes  producing  coagulation  (coagu- 
lasee). 

1.  Thrombase,  which  produces  the  clotting 
of  blood. 

2.  Chymase,  or  rennet,  which  effects  the 
curdling  of  milk. 

3.  Pectase,  and  similar  enzymes. 

C.  Enzymes  producing  oxidation  (oxidases 

and  peroxidases).      ,^,l,,^^  ^^  ^  ^  ^  j.  .^^ 

y   -        y  ^ 
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1.  Alcohol  oxidases,  oxidising  alcohol  to 
acetic  acid. 

2.  Aldehydases,  converting  aldehydes  into 
acids. 

3.  Purinoxidases,  effecting  the  oxidation  of 
the  purine  bases. 

4.  Phenolasee,  tyrosinases,  &c.,  which  effect 
the  oxidation  of  many  aromatic  p-hydroxy- 
and  amino-  derivatives. 

D.  EnzymA  producing  reduction  (reducases), 
or  simultaneous  reduction  and  oxidation. 

E.  Enzymes  producing  decompositions  in- 
volving rapture  of  a  car^n  chain.  These  are 
sometimes  known  as  zymases,  or  fermentation 
enzymes. 

1.  Enzymes  of  lactic  acid  fermentation. 

2.  Enzymes  of  alcoholic  fermentation. 

3.  Many  other  enzymes  doubtless  fall  into 
this  group,  since  there  is  little  doubt  that  the 
various  fermentative  changes  brought  abqut  by 
bacteria,  &c.,  are  largely  due  to  enzymes  of  this 
class. 

F.  Enzymes  producing  the  decomposition  of 
hydrogen  peroxide  into  water  and  oxygen 
(catalases). 

Any  attempt  at  a  detailed  account  of  the 
enzymes  is  impossible  on  account  of  limitations 
of  space,  and  only  the  best  investigated  can  be 
even  briefly  described. 

Enzymes  fboducino  Hydrolysis. 

Lipase.  Enzymes  capable  of  hydrolysing 
fats,  lecithins,  and  the  alcohol  esters  of  the 
fatty  acids  occur  both  in  the  animal  and  vege- 
table kingdoms.  Some  authorities  distinguish 
between  Uie  ester-decomposing  enzymes,  which 
they  term  esterases,  and  the  true  fat-splitting 
enzymes  or  lipases,  but  it  is  doubtful  whether 
our  knowledge  of  the  subject  is  sufficient  to 
justify  this.  The  difficulty  of  discrimination 
between  different  enzymes  in  this  group  is 
greatly  increased  by  the  facts  that  not  onlv  do 
the  enzymes  themselves  appear  to  be  insoluble 
in  water,  but  the  fats  are  also  insoluble.  These 
circumstances  render  the  determination  of  the 
rate  of  action  extremely  uncertain. 

The  lipases  of  the  animal  body  occur  practi- 
cally in  all  the  tissues,  but  the  action  of  most  of 
these  appears  to  be  confined  to  the  decomposi- 
tion of  esters,  such  bjb  ethyl  butyrate  {aee  Kastle 
and  Loevenhart,  Amer.  Chem.  J.  1900,  24,  491 ; 
Porter,  Biochem.  J.  1916,  10,  623). 

The  chief  fat-splitting  enzymes  of  the  body 
are  found  in  the  secretions  of  the  pancreas  and 
intestine.  It  seems  probable  that  at  all  events 
the  greater  part  of  all  absorbed  fat  is  hydrolysed 
before  absorption,  and  this  process  tiikes  place 
in  the  intestine.  These  enzymes  are  extremely 
sensitive  to  acids  and  oxidising  agents ;  they 
decompose  alcohol  esters  as  well  as  fats.  The 
filterea  extract  and  the  residue  prepared  from 
these  insoluble  enzymes  are  both  inactive, 
whereas  the  mixture  is  active,  and  the  inactive 
residue  can  be  rendered  active  by  the  salts  con- 
tained in  bile  (Magnus,  Zeitsch.  physiol.  Chem. 
1904,  42,  169 ;  1906,  48,  373 ;  Rosenheim,  J. 
Physiol.  Proc.  Feb.  19,  1910,  14).  How  far 
this  phenomenon  depends  upon  the  solubility 
relations  of  the  enzyme  or  the  fat,  is  not 
known. 

The  vegetable  lipases  occur  in  the  form  of 
zymogen  in  the  seeds,  and  become  active  during 


germination.  The  enzyme  of  castor-oil  seed 
has  been  the  most  thoroughly  investigated. 
This  seed  is  stated  to  contain  an  esterase,  soluble 
in  water,  and  a  lipase,  insoluble  in  water,  which 
can  be  extracted  by  IS  N  NaQ  (Falk,  J.  Amer. 
Chem.  Soc.  1912-15).  The  powder  obtained  by 
extracting  the  castor-oil  bean  with  ether  is 
almost  inactive,  but  is  rendered  active  by  treat- 
ment with  acid  (N/10  sulphuric),  and  then  acts 
most  effectively  when  properly  emulsified  with 
the  fat  and  a  small  proportion  of  acetic  acid 
(Connstein,  Hoyer,  ana  Wartenberg,  Ber.  1902, 

35,  3988;   Jalander,    Biochem.    Zeitsch.    1911, 

36,  435 ;  Kita,  Chem.  Soc.  Abstr.  1918,  i.  274, 
1919,  i.  503).  Under  favourable  conditions  it  is 
so  efficacious  that  it  is  employed  technically 
for  the  hydrolysis  of  fats. 

The  synthetical  action  of  animal  lipase  (or 
esterase)  and  its  asymmetric  decomposition  of 
(U-eateTB  have  already  been  mentioned. 

Invertase.  Our  knowledge  of  this  enzyme, 
which  brings  about  the  hydrolysis  of  cane  sugar 
to  fructose  and  glucose,  and  owes  its  name  to 
the  inversion  of  the  direction  of  rotation  from 
dextro-  to  laevo-,  which  accompanies  the  change, 
is  laively  due  to  the  classical  researches  of 
O'SuUivan  and  Tompson  (Chem.  Soc.  Trans. 
1890,  834).  It  occurs  in  many,  but  not  all, 
species  of  yeast  and  in  many,  moulds  and 
bacteria,  as  well  as  in  the  higher  plants  and  the 
intestine  of  animals.  It  is  usually  prepared 
from  brewers'  yeast;  the  exizyme  can  only  be 
very  impc^ectly  extracted  from  the  living  cells, 
especially  when  a  young  and  vigorous  culture  is 
employed,  but  readily  passes  mto  solution  in 
water  when  the  yeast  has  been  dried  and  heated 
or  treated  with  chloroform,  toluene,  or  alcohol. 
It  is  also  present  in  the  yeast-juice  obtained  by 
Buchner's  grinding  process,  but  is  best  prepared 
by  allowing  the  pressed  yeast  to  stand  in  a  flask 
until  it  has  become  liquid,  precipitating  with 
47  p.c.  alcohol,  and  grinding  the  precipitate 
with  absolute  alcohol.  Two  kilos  of  yeast  thus 
yield  5  grams  of  a  grey  powder  containing  about 
3*6  p.c.  of  nitrogen  and  5-8  p.c.  of  ash.  The 
activity  is  usual^  expressed  as  the  time  taken 
for  a  solution  of  0*05  gram  of  the  material 
dissolved  in  5  c.c.  of  0*5  normal  sodium  di- 
hydrogen  phosphate  to  reduce  the  rotation  of 
20  c.c.  of  20  p.c.  cane  sugar  solution  to  zero  at 
20°,  and  for  the  preparation  obtained  as  above, 
this  is  about  26  minutes.  More  active  prepara- 
tions can  be  obtained  by  redissolving  in  25  parts 
of  water,  treating  with  2*5  parts  of  animal  char- 
coal for  an  hour,  shaking  with  10  parts  of  kaolin, 
and  reprecipitating  with  alcohol.  This  process 
yields  a  material  containing  only  0*36  p.c.  of 
nitrogen  and  2*07  p.c.  of  ajsh,  and  having  an 
activity  of  14  minutes,  this  being  the  most 
active  preparation  so  far  described  (Euler, 
Lindberg,  and  Mdander,  Zeitsch.  physiol.  Chem. 
1910,  69,  152).  This  result,  combined  with 
earlier  observations  of  Osborne  {ibid.  1899,  28, 
399)  and  Salkowski  {ibid.  1901,  31,  306)  render  it 
improbable  that  invertase  is  a  protein,  but  the 
question  is  by  no  means  settled.  In  Monilia 
Candida  (Bon.),  invertase  occurs  as  a  true  endo- 
enzyme  which  can  only  be  obtained  from  the 
cell  by  rupture  of  the  membrane  (Fischer  and 
Lindner,  Ber.  1895,  28,  3034;  Buchner  and 
Meisenheimer,  Zeitsch.  physiol.  Chem.  40,  167). 
The  action  on  cane  sugar  is  accelerated  by  acids 
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up  to  a  certain  concentration,  the  optimum  con- 
centration of  hydrogen  ions  being  10"^  **  to  10"^  *• 
(Sorensen,  Compt.  rend.  Carlsbeig,  1909,  8, 
1),  and  18  at  once  inhibited  by  alkalis.  The 
glucose  is  liberated  in  the  a-  form,  so  that  the 
rotation  falls  when  an  alkali  is  added,  and  con- 
siderable errois  may  be  introduced  in  estima- 
tions of  the  rate  of  action  by  polarimetric  ob- 
servations from  this  cause  (O'Sullivcui  and 
Tompson ;  Hudson,  J.  Amer.  Chem.  Soc.  1908, 
30, 1180).  According  to  Visser  (Zeitsch.  physikal. 
Chem.  1905,  52,  257),  equilibrium  is  attained 
in  normal  cane  fcugar  solution  in  presence  of 
invertase  when  99  p.c.  has  been  hydrolysed  and 
a  corresponding  synthesis  (1  p.c.)  probably 
occurs  in  a  sohition  of  fructose  and  glucose, 
although  this  has  not  been  directly  proved. 

Solutions  of  invertase  hydrolyse  raffinose,  a 
trisaccharide  yielding  fructose,  glucose,  and 
galactose  on  complete  hydrolysis,  but  it  is  not 
certain  whether  this  is  actually  due  to  the 
invertase  or  whether  a  specific  raffinase  is 
present.  Certain  oiganisms  appear  to  hydrolyse 
cane  sugar  but  not  rafiSnose  (Mycoderma)  and 
others  are  stated  to  hydrolyse  raffinose  but  not 
cane  sugar  (Schyzoeaccharompces  octosporus 
(Bey.)).  (For  the  use  of  invertase  in  the  estima- 
tion of  cane  suear,  aee  J.  Soc.  Chem.  Ind.  1911.) 

Haltase  is  best  obtained  from  well-washed 
bottom  fermentation  yeast  by  drying  it  in  vacudf 
powdering,  heating  gradually  to  100°,  and  then 
digesting  for  3  days  at  air  temperature  with  10 
parts  of  0*1  p.c.  caustic  sooa  solution  and 
toluene,  and  Anally  filtering  through  a  Cham- 
berland  filter  into  sterile  flasks  (Ooft  Hill, 
Chem.  Soc.  Trans.  1898,  634),  a  neutral  or  faintly 
acid  solution  being  thus  obtained.  It  can  also 
be  extracted  directly  with  dilute  ammonia  from 
yeast  killed  by  toluene  ( Willstatter).  The  enzyme 
cannot  be  prex)ared  in  an  active  state  by  pre- 
cipitation with  alcohol  (Fischer,  Ber.  1894,  27, 
1113;  Rohmann,  ibid.  3251)  although  alcohol 
does  not  affect  the  maltase  content  of  drv  yeast 
or  the  dried  extract.  It  rapidly  hydrolyses 
maltose  into  glucose,  1  c.c.  of  the  extract  pre- 
pared as  described  above  decomposing  20  p.c. 
of  the  maltose  in  20  c.c.  of  a  2  p.c.  solution  at 
30°  in  40  minutes.  The  synthetic  action  of  this 
extract  has  already  been  discussed.  The  action 
of  the  enzyme  is  at  once  destroyed  by  free  alkali. 
Maltase  is  very  widely  distributed,  occurring  in 
many  yeasts  (but  not  in  8.  Marxianus  (Han- 
sen), S.  exiguus  (Hansen),  Saccharomycode^ 
Ludwigii  (Haasen),  8.  apiculatus  (Rees),  and 
the  lactose-fermenting  yeasts),  in  many  bacteria 
and  moulds,  in  the  K)liage  leaves  and  other 
parts  of  plants,  and  in  germinated  and  un-  ! 
germinated  cereals,  being  localised  mainly  in 
the  aleurone  layer  of  the  endosperm  (Davis,  I 
Biochem.  J.  1916,  10,  31 ;  Daish,  Biochem.  J. 
1916,  10,  49,  56),  and  in  the  small  intestine, 
liver,  kidneys,  blood,  and  other  tissues  of 
mammals.  Maltase,  as  already  mentioned, 
only  hydrol3^es  a-glucoeides,  and  is  therefore 
sometimes  called  a-glucosidase  or  a-glucase.  It 
does  not  affect  iaomaltose,  which  is  a  iS-glucoside, 
or  trehalose,  which  is,  however,  hydrolysed  by  a 
special  enzyme,  trehalose^  which  occurs  in  moulds, 
some  yeasts,  and  in  green  malt.  The  enzyme 
is  very  readily  inactivated  by  traces  of  acid  or 
alkali,  and  has  an  optimum  temperature  of  about 
40°,  bring  greatly  restricted  in  action  at  66°. 


I  Laetase  is  the  specific  enzyme  which 
hydrolyses  lactose  into  glucose  and  galactose. 
'  It  also  hydrolyses  the  jS-alkylgaJactosides,  but 
not  the  a-  compounds,  and  is  therefore  a  ^- 
enzyme.  Its  rate  of  action  is  diminished  by 
galactose,  but  by  no  other  sugar,  and  it  therefore 
appears  to  combine  with  th£  substance  as  well 
as  with  lactose.  Lactase  occurs  in  a  few  yeasts, 
from  which  it  may  be  extracted  by  grinding  with 
glass  powder  and  treatment  with*  water  (Fischer, 
Ber.  1894,  27,  2991,  3481)  or  by  Buchner's 
process,  but  is  best  prepared  by  extracting  kefir 
grains  with  water.  It  also  occurs  in  some  bacteria 
{B.  bulgarictis  (Grigorofi),  &c.),  and  moulds  {e.g. 
AUescheria  gayoni  (Sacc.  &  Syd.))  and  in  the 
small  intestine  of  carnivorous  and  omnivorous 
animals  and  of  young  herbivora  (Plimmer,  J. 
physiol.  Chem.  1906,  35,  20).  An  enzyme  which 
decomposes  lactose  also  occurs  in  the  *  emulsin  ' 
obtained  from  almonds  (H.  £.  and  E.  F.  Arm- 
strong and  Horton,  Proc.  Roy.  Soc.  190§,  B, 
80,  321),  which  probably  diners  from  yeast 
lactase.  Lactase,  like  maltase,  effects  the 
synthesis  of  a  disaccharide,  taolactose  (Fischer 
and  Armstrong,  Ber.  1902,  36,  3144). 

Amylase  or  diastase.  Enzymes  capable  of 
acting  on  starch  with  the  production  of  a  sugar 
appear  to  occur  in  nearly  all  living  organisms. 
The  whole  question  of  the  nature  of  these 
enzymes  and  of  their  action  on  starch  is  one  of 
great  complexity.  The  constitution  of  starch 
and  of  the  dextrins  formed  from  it  being  still 
unknown,  no  clear  idea  of  the  chemical  action 
involved  has  been  obtained,  nor  has  any  satis- 
factory criterion  been  found  by  which  to  judge 
whether  only  one  or  several  enzymes  are  present. 
It  is  therefore  impossible  to  do  more  in  this  place 
than  give  a  very  brief  statement  of  the  chief 
facts  which  have  been  ascertained.  More  com- 
plete information  will  be  found  in  the  article 
on  Bbewinq,  and  in  The  Principles  and  Practice 
of  Brewing,  by  Sykes  and  Ling  (London,  1907). 

The  vegetable  amylases  or  diastases  are  found 
in  the  germinating  seeds  and  also  in  the  leaves 
and  other  parts  of  the  plant.  The  sources  of 
the  enzymes  which  have  been  chiefly  investi- 
gated are  malt  and  the  mould  Aapergwus  oryzcB 
(Ahlburff  Cohn),  the  amylase  of  which  is  known 
OS  takamastase.  The  enzyme  is  extracted  from 
malt  by  treatment  with  water  or  dilute  alcohol, 
and  may  be  several  times  precipitated  by  alcohol 
and  further  purified  by  dialysis  (Lintner),  or  by 
being  salted  out  from  aqueous  solution  by 
ammonium  sulphate  ( Wroblewski).  The  greatest 
degree  of  purification  ~  appears  to  have  been 
attained  by  Fraenkel  and  Hambure  (Hofm. 
Beitr.  1906,  8,  389),  by  adding  a  suitable  amount 
of  basic  lead  acetate,  filtering,  fermenting  with 
yeast,  and  drying.  This  preparation  was  strongly 
active,  and  showed  none  of  the  albumin  reactions 
except  a  very  faint  MiUon's  reaction.  It  ap- 
peared to  contain  two  enzymes,  one  non- 
diffusible  and  the  other  diffusible.  On  the 
other  hand,  Wroblewski's  purest  diastase  had 
all  the  properties  of  an  albumose. 

Malt  amylase  is  most  active  at  a  hydrogen 
ion  oonoentration  corresponding  to  Ph=4'4-4'6, 
that  from  A.  oryza  at  Pb=4*8  (Sherman  and 
colleagues,  J.  Amer.  Chem.  Soc.  1919,  41,  231). 

Starch  paste  is  first  liquefied  by  malt  extract, 
and  the  starch  is  then  rapidly  converted  at  50° 
into  a  mixture  of  maltose  and  dextrins,  about 
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81  p.c.  of  the  starch  being  converted  into 
maltoee,  IKid  19  p.c.  into  dextrin.  The  further 
conversion  of  this  dextrin  into  maltose  proceeds 
extremely  slowly  (Brown,  Heron,  Morris) ;  but 
according  to  Maquenne  and  Roux,  who  have 
been  confirmed  by  Bayliss,  this  '  stage '  is  due 
to  insufficient  activity  of  the  enzyme,  the  con- 
version proceeding  to  completion  when  the 
enzyme  is  activated  by  the  addition  of  a  trace 
of  acid.  It  appears  to  be  undoubted  that 
many  complex  dextrins  intervene  between 
starch  and  maltose,  but  their  constitution  is  still 
unknown.  The  existence  among  the  products 
of  an  Momaltose  CisH^tOii  (Lintner),  has  been 
disproved  (long  and  Baker).  The  action  of 
.diastase  solution  which  has  been  heated  to 
68^-70^,  is  modified,  so  that  less  maltose  and 
more  dextrin  are  produced  and  more  dextrin 
remains  unchanged,  whilst  a  certain  proportion 
of  glucose  appeats.  This  change  in  the  mode 
of  action  of  the  enzvme  may  be  due  to  an 
actual  modification  of  the  enzyme  (Ling  and 
Davis),  but  is  regarded  by  many  as  evidence  in 
favour  of  the  theory  (Wijsman,  Beyerinck, 
Pottevin,  Fraenkel,  and  Hamburg)  that  at  least 
two  enzymes  are  present,  one  of  which  (amylase) 
produces  dextrin  and  the  other  (dextrinase) 
converts  this  into  maltose.  The  separation  of 
the  enzvme  into  two  parts  by  dialysis,  one  of 
which  uquefies  starch  paste,  and  the  other 
hydrolyses  soluble  starch,  is  also  in  favour  of 
the  existence  of  two  enzymes.  A  different 
interpretation  of  the  facts  is  due  to  Maquenne 
and  Roux,  according  to  whom  starch  contains 
two  substances,  amyuypeeiin,  to  which  the  forma- 
tion of  the  characteristio  paste  is  due,  and 
afn^ose^  which  is  soluble.  The  amylose  is  con- 
verted bv  one  enzyme  of  the  diastase  mto  mal- 
tose^  whilst  the  amylopectin  yields  the  dextrins 
under  the  action  of  a  second  enzjrme.  In 
mammaJs,  diastatic  enzymes  are  secreted  by  the 
salivary  glands  (ptyalin),  the  pancreas,  and  the 
intestine,  and  are*^  also  present  in  the  liver, 
blood,  muscular  tissues,  and  most  of  the  organs 
of  the  body.  These  enzymes  convert  starch 
and  glycogen  into  maltose,  but  in  manv  cases 
this  is  fiuther  changed  into  glucose  by  the 
maltase  also  present.  The  optimum  activity  of 
pancreatic  amylase  is  exerted  at  Ph=7  (Sher- 
man). 

When  a  solution  of  pancreatic  amylase  is 
dialysed  it  becomes  inactive  both  towards 
starch  (Bieny,  Gaja,  and  Henri,  Soc.  Biol. 
1906,  60,  479)  and  glycogen  (Norris,  Bioohem. 
J.  1913,  7,  622),  the  activity  being  restored  by 
the  addition  of  certain  satts,  more  especially 
those  of  the  halogen  acids,  whereas  sulphates 
are  inactive. 

Emnlfin.  This  name  was  originally  ap- 
plied by  Liebig  and  Wohler  to  tne  enzyme 
contained  in  almonds,  which  brought  about  the 
hydrolysis  of  amyedalin  into  hydrocyanic  acid, 
benzaldehyde,  and  glucose.  Further  investiga- 
tions (H.  £.  and  £.  F.  Armstrong  and  Horton, 
Proc.  Roy.  Soc.  1908,  B,  80,  321 ;  Rosenthaler, 
Biochem.  Zeitsch.  1910,  28, 408)  have  shown  that 
the  ^  emulsin  *  of  these  workers  contains  a  large 
number  of  distinct  enzymes,  and  that  the 
hvdrolysis  of  amygdalin  is  a  very  complex 
phenomenon.  It  is  most  probable  that  the 
complete  decomposition  of  this  compound 
involves  at  least  three  enzymes,  each  capable 


of  bringing  about  one  stage  in  the  reaction. 
Amygd^n  has  probably  the  formula 

C.H5CH(CN)OCeHio04  0CeH„05 

the  glucose  molecule  being  combined  with  the 
benzaldehyde  residue  to  form  a  iS-glucoside  and 
the  terminal  glucose  group  as  an  a-glucoside. 
The  stages  of  the  hydrolysis  are  probably  : 

(1)  Hydrolysis  by  amygdalase,  forming  a- 
glucose  and  f-mandelonitrile-i^-glucoside  (pru- 
nasin) 

C,H5CH(CN)OC,Hi.040CeH„06-fH,0 

=C,H6CH(CN)-OC,Hu05H-C«Hi,0, 

(2)  Hydrolysis  of  this  compound  by  a  iS-  . 
glucosidase    (prunase)    into    iS-glucose    and    d- 
benzaldehydecyanohydrin 

C,H5CH(CN)OC,HuO,+H,0 

=C«H5<!H(0H)-CN+C,H„0, 

(3)  Decomposition  of  the  cyanohydrin  by 
i-kydroaeynitriuise  or  beTizcifanase 

C,H5CH(0H)CN=C,H,CH0-fHCN 

The  crude  emulsin  also  effects  the  synthesis  of 
i-benzaldehydecyanohydrin  from  benzaldehyde 
and  hydrocyanic  acid ;  but  Rosenthaler  (Bio- 
chem. Zeitsch.  1908,  14,  238;  1909,  17,  267) 
does  not  regard  this  as  a  reversed  action  of  the 
enzyme,  but  as  due  to  a  different  enzyme,  and 
claims  to  have  separated  the  two. 

Amyflrdalase  is,  at  all  events  in  some  cases, 

§  resent  in  yeast  (Henry  and  Auld,  Proc.  Roy. 
oc.  1906,  B,  76, 668);  and  Emmeriing  (Ber.  1901, 
34,  600,  2206,  3810)  has  observed  the  synthetic 
production  of  amygdalin  from  Z-mandelonitrile- 
glucoside  and  glucose  in  presence  of  crude  yeast 
maltase.  Emulsin  also  contains  a  lactase,  to 
which  reference  has  already  been  made. 

Crude  emulsin  occurs  in  sweet  almonds,  from 
which  it  is  extracted  by  digestion  with  chloro^ 
form  water,  and  can  be  precipitated  by  alcohol. 
It  is  also  found  in  many  moulds  as  well  as  in 
yeast.  The  /3-glucoeidase  also  occurs  in  many 
bacteria  (Twort,  Proc.  Roy.  Soc.  1907,  B,  79). 

The  j8-glucosidase  of  emulsin  hydrolyses  the 
jS-alkyl-glucosides  and  many  of  the  natural 
glucosides,  such  as  arbutin,  salicin,  prulaurasin, 
fflsculin,  and  many  others.  It  has  oeen  largely 
employed  by  Bourquelot  for  the  biochemical 
synthesis  of  glucosides  and  disaocharides  (see 
p.  134). 

Other  fflucosidoclastic  enzymes  are  mjrrosin, 
which  hymrolyses  the  sinigrin  of  mustard,  and 
tannase,  which  decomposes  the  natural  tannins, 
and  many  more.  Of  considerable  technical 
importance  is  the  action  of  the  enzyme  contained 
in  the  leaf  of  the  indigo  plant,  which  is  termed 
satase  or  indimulsin,  ana  converts  the  indican 
of  the  leaf  into  glucose  and  indoxyl,  the  latter 
being  then  converted  by  oxidation  into  indi- 
gotin. 

Many  other  specific  glucoside  enzymes  aro 
known  (see  The  Simple  Carbohydrates  and 
Glucosides,  by  E.  F.  Armstrong,  London,  1919). 

The  digestive  enzymes  or  proteases  com- 
prise a  great  number  of  hydrolytic  agents  capable 
of  replacing  the  — NH,  group  by  —OH  (amidases 
or  deeamidases)  or  of  causing  the  decomposition : 
RNHCOR'-fH,0=RNH,-fR'COOH 

to  which  the  hydrolysis  of  the  proteins  appears 
to  be  mainly  due.  These  are  classed  accoj:^ing^to 
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the  completeness  of  the  decomposition  pro- 
daced  and  the  complexity  of  the  compounds 
attacked  under  the  various  heads  already  given  : 

1.  Amid4iaes  or  deaamidases,  the  most  im- 
portant of  which  accelerate  the  hydrolysis  of 
urea  and  the  conversion  of  adenine  into  hypo- 
zanthine,  and  guanine  into  xanthine.  Simuar 
changes  are  often  produced  by  micro-organisms 
{see  Alcoholic  fermentcUion,  Ammoniacal  fer- 
menkUion  of  urea,  and  PvireJcuAion).  A  power- 
ful urease  occurs  in  many  plants,  especially 
in  the  seeds,  one  of  the  chief  sources  of  the 
enzyme  being  the  soya  bean  (Olycine  hispida). 
It  rapidly  decomposes  urea  in  dilute  solution 
into  ammonia  ana  carbon  dioxide,  and,  as  its 
action  is  strictly  specific  (Armstrong  and  Horton, 
Proc.  Roy.  Soc.  1912,  B,  85,  109),  is  employed 
for  the  estimation  of  urea  in  liquids  {e.g.  urine), 
which  also  contain  other  forms  of  combined 
nitrogen  (Marshall,  J.  Biol.  Chem.  1913,  14, 
283;  15,  487,  495;  Plimmer  and  Skelton, 
Bioohem.  J.  1914,  8,  70). 

2.  Enzymes  capable  of  hydrolysing  various 
comparatively  simple  nitrogenous  substances. 
Among  these  are  arginase  (Kossel  and  Dakin, 
Zeitsch.  physiol.  Chem.  1904,  41,  321 ;  42,  181) 
and  creatinase. 

3.  Peplases  or  ereptases.  The  synthetic 
production  of  the  polypeptides  by  Fischer  has 
rendered  it  poesibie  to  obtain  a  very  laise 
amount  of  information  with  respect  to  the 
nature  and  limitations  of  action  of  the  proteo- 
clastic  enzymes,  a  line  of  research  which  has 
chiefly  been  followed  by  Fischer  and  Abder- 
nalden  (Lehrbuch  physiol  Chem.  Berlin,  1909). 
The  relations  appear  to  be  very  complex,  and  no 
approach  to  finality  in  the  matter  has  yet  been 
made. 

In  the  blood,  in  all  the  oigans  and  tissues, 
and  in  the  intestinal  juice  are  found  enzjrmes 
which  hydrolyse  polypeptides,  but  are  without 
action  on  the  albumins.  The  relation  to  the 
is  highly  specific,  and  only  a  very 

iful  and  thorough  examination  of  the  question 
will  reveal  how  tax  the  hydrolysis  of  various 
polypeptides  is  due  to  the  action  of  different 
enzymes. 

Of  the  synthetical  polypeptides,  only  those 
which  contain  the  naturally  occurring  optical 
isomerides  of  the  amino-acids  are  decomposed. 

Pancreatic  trypsin  itself  decomposes  many 
albumins  down  to  the  stage  of  polypeptides, 
and  some  of  the  latter  are  resolved  into  amino- 
acids,  whereas  others  resist  the  further  action 
of  the  enzyme,  and  are  found  in  the  digested 
liquid.  It  id,  however,  almost  certain  that  pan- 
oreatic  trypsin  must  be  regarded  as  a  complex 
consisting  of  a  trypsin,  capable  of  hydrolysing 
albumins  down  to  the  polypeptide  stage,  along 
with  one  or  more  peptases,  ^^ch  attack  these 
simpler  compounds  (Schaffer  and  Terroine,  J. 
PhysioL  Path.  1910,  12,  884,  905 ;  Wohlgemuth, 
Biochem.  Zeitsch.  1912,  39,  302). 

The  decomposition  of  simple  compounds, 
such  as  the  dipeptides,  alanyl-alanine,  glvcyl- 
glycine,  and  glycp-tyroeine,  provides  an  admir- 
able opportunity  for  studying  the  kinetics  of 
enzyme  action. 

4.  The  Proteiwises.  Enzymes  capable  of  hydro- 
lysing the  albumins,  (a)  Trypsin  or  tryptase. 
This  name  belongs  specifically  to  the  enzyme 
secreted  in  the  inactive  (zymogen)  form  by  the 


pancreas,  as  already  described  (p.  136;,  but  is 
applied,  as  a  seneru  term,  to  a  large  cumber  of 
enzymes,  both  of  animal  and  vegetable  origin, 
which  attack  albumins  and  produce  from  them 
polypeptides.  Among  the  most  important  of 
these  are  the  leucotryptase  of  the  leucocytes 
of  the  blood,  the  autoclastic  enzymes  of  animal 
tissues  and  oigans,  and  the  proteoclastic  enzymes 
of  the  lower  animskls.  In  the  vegetable  kingdom, 
many  similar  enzymes  occur,  notably  papayotin 
in  the  melon  tree,  Carica  papaya  (Linn.) ; 
bromelin  in  the  pineapple,  as  weU  as  the 
endotrf/ptases  of  yeast,  and  many  bacteria. 

Pancreas  trypsin  is  most  active  in  presence 
of  alkalis,  the  exact  optimum  concentration  of 
hydrogen  ions  being  different  for  different  pre- 
parations and  for  different  substrates  (Long  and 
Hull,  J.  Amer.  Chem.  Soc.  1917,  39,  1081),  but 
being  approximately  10"  •  to  5x10"*  for  fibrin 
and  3  x  10~*  to  6  x  10""'  for  oaseinogen ;  0*2  p.c. 
of  sodium  carbonate  is  commonly  employed.  It 
also  exerts  a  certain  amount  of  action  in  very 
weak  acid  solution.  The  amount  of  hydrolysis 
is  proportional  to  the  amount  of  enzyme  and  the 
time  of  action,  the  concentration  being  in- 
different (Lohlein,  Hofm.  Beitr.  1905,  7,  120; 
Hedin,  J.  Physiol.  1904,  32,  468  ;   1906,  34,  370). 

Tryipein  is  readily  taken  up,  probably  by 
adsorption,  by  fibrin,  and  can  thus  be  removed 
trom  solution.  It  is  also  adsorbed  by  animal 
charcoal  and  cannot  be  re-extracted  from  this 
substance  by  water  (Hedin). 

Substances  which  tend  to  inhibit  the  action 
of  the  enzyme  and  are  termed  antitrypsins, 
occur  in  blood  serum,  in  parasitic  worms,  and  in 
yeast,  but  the  nature  4uia  function  of  these  is  as 
yet  littJe  understood  (see  Hedin,  Zeitsch.  physiol. 
Chem.  1907,  52,  412 ;  Buchner  and  Haehn, 
Biochem.  Zeitsch.  1910,  26,  171;  Weinland, 
Zeitsch.  Biol.  1902,  44,  1,  46). 

(b)  Pepsin  or  pepsinase.  This  enzyme  is  the 
characteristic  diffestive  agent  of  the  gastric 
juice  of  all  verteorates.  ft  is  secreted  by  the 
cells  of  the  mucous  membrane  of  the  stomach  in 
the  form  of  an  inactive  zymogen,  propepsin, 
which  is  converted  into  active  pepsin  by  the 
hydrochloric  acid  of  the  gastric  juice.  It  is 
also  secreted  by  Brunner*s  glands  in  the 
intestine,  and  is  stated  to  occur  in  a  few 
flesh-eating  plants,  such  as  the  various  species 
of  Nepenthes  (pitcher  plant),  Dioncsa  and 
Drosera  (sundew).  The  most  characteristic 
properties  of  pepsin  are  that  it  only  acts 
in  acid  solution,  and  that  it'  does  not 
hydrolyse  any  known  polypeptide.  It  con- 
verts the  albumins  (phosphoproteins,  nucleo- 
proteins,  gelatin,  &c.)  probably  first  into  acid 
albumins  and  then  into  simpler  compounds  of 
unknown  constitution.  These  were  formerly 
classed  as  albumoses,  precipitable  by  ammonium 
sulphate;  and  peptones,  non-precipitable  by 
this  salt,  but  precipitable  by  phosphotungstic 
acid.  The  nature  and  incUviduality  of  the 
numerous  compounds  of  these  classes  which 
have  been  described  are  still  involved  in  obscu- 
rity, and  all  that  can  be  said  with  certainty  is 
that  hydrolysis  does  not  go  so  far  as  to  produce 
simple  amino-acids.  The  least  impure  form 
of  pepsin  appears  to  have  been  obtained  by 
Pekelharin^  (Zeitsch.  physiol.  Chem.  1902,  35, 
8),  who  simply  dialysed  the  filtered  gastric 
secretion  of  a  dog,  obtained  by  fistula,  and 
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then  dried  the  washed  precipitate  thus  pro- 
duced. The  pepsin  is  deposited  in  perfectly 
transparent  spheres,  containing  very  little  ash, 
and  is  quite  free  from  phosphorus.  When 
hydrolysed  with  acid,  it  yields  a  pentose,  purine 
bases,  and  an  acid,  termed  pepeinic  acid,  which 
gives  the  albumin  reactions. 

According  to  Schiitz,  the  rate  of  hydrolysis  is 
proportional  to  the  square  root  of  the  oonoentra- 
tion  of  the  pepsin  (Zeitsch.  physiol.  Chem.  1887, 
9,  377).  This  is  explained  by  Arrhenius  as  due 
to  the  inhibiting  effect  of  the  products  of  thQ 
hydrolysis,  and  oy  Bayliss  as  due  to  the  fact 
that  the  combination  1[)etween  the  pepsin  and 
the  substrate  is  of  the  nature  of  adsorption. 
When  the  enzyme  acts  on  coagulated  albumin, 
the  effect,  however,  appears  to  be  proportional 
to  the  concentration.  The  optimum  tempera- 
ture appears  to  be  40°,  whilst  the  rate  of  action 
is  greatly  influenced  by  the  concentration  of 
the  hydrogen  ions  present,  the  optimum  being, 
according  to  Sorensen,  10—*.  Peptic  digestions 
are  usually  carried  out  in  presence  of  0  *4  p.o.  HOI. 

Antipepsins  are  said  to  exist  in  the  mucous 
membrane  of  the  stomach,  and  to  prevent  the 
autodigestion  of  the  organ.  These  are  probably 
also  present  in  commercial  pepsin  a^d  rennet. 
The  relations  between  pepsin  and  rennet  are 
discussed  under  the  heamng  of  Rennet, 

Enztmss  fboducino  Oxidation. 

In  spite  of  the  fact  that  both  the  higher  plants 
and  all  animals  supply  themselves  with  energy 
exclusively  by  the  oxidation  of  their  various 
food  materials  by  atmospheric  oxygen,  with  the 
ultimate  production  of  carbon  dioxide  and  water, 
little  is  definitely  known  of  the  mechanism  by 
which  this  oxidation  is  brought  about  or  of  the 
chemical  changes  involved. 

On  the  other  hand,  it  has  been  found  that 
many  animal  and  vegetable  cells  secrete  materials 
which  can  be  obtained  in  the  form  of  press  juice 
or  extract  by  the  aid  of  which  various  oxida- 
tions can  be  effected.  The  most  completely 
investigated  of  the  changes  of  this  kind  is  the 
oxidation  of  phenols  and  allied  compounds  to 
quinones  or  colouring  matters,  which  is  pro- 
duced by  many  vegetaole  ceUs  and  is  exemplified 
by  the  production  of  a  brown  coloration  when 
many  fruits  are  cut  open  and  exposed  to  the  air, 
and  of  a  blue  colour  when  certain  fungi  are 
broken  (Ruasvla,  Agarims), 

The  nature  of  these  oxidising  systems  has 
been  to  a  considerable  degree  elucidated  by  the 
researches  of  Bach  and  Chodat  (Biochem. 
Zentr.  1903,  1,  417,  467  ;  ««€  Bach,  Oxydations- 
prozeese  in  der  lebenden  Subetanz,  in  Oppen- 
neimer's  Handbuch  der  Biochemie  der  Menscnen, 
&c.,  Erganzunvsband,  1013,  133),  according  to 
whom  the  oxidation  involves  the  co-operation 
of  two  agents.  One  of  these  has  the  properties 
of  an  enzyme  (».e.  it  is  a  thermolabile  colloidal 
catalyst),  and  has  the  function  of  catalysing  the 
reaction  between  a  peroxide,  either  hydrogen 
peroxide  or  an  organic  peroxide,  and  the  oxi- 
uisable  matter;  this  enzyme  is  accordingly 
known  as  a  'peroxidase.  The  second  agent 
may  consist  of  (a)  hydrogen  peroxide,  (6)  an 
organic  peroxide.  In  the  former  case,  the 
oxidation  is  effected  by  the  oxygen  of  the  hydro- 
gen peroxide  and  ceases  as  soon  as  this  has  been 
expended.      In  the  second   case,   the   organic 


peroxide  gives  up  its  oxygen  to  the  oxidisable 
substance,  and  is  then  reformed  by  the  com- 
bination of  the  residue  with  the  oxygen  of  th^ 
air,  so  that  a  continuous  oxidation  occurs. 
The  orsanic  substances  which  thus  readily  form 
peroxiaes  wero  termed  oxygenases  by  Bach  and 
Chodat,  inasmuch  as  they  function  as  catalysts 
in  the  transference  of  oxygen  from  the  air  to 
the  substance  undergoing  oxidation,  but  this 
term  has  been  criticised  as  being  at  variance 
with  the  present  system  of  nomenclaturo 
(Oppenheimcr,  Moore  and  Whitley).  The 
peroxidase  is  often  found  alone,  unaccompanied 
by  peroxide,  and  its  presence  can  then  only  be 
detected  by  adding  hydrogen  peroxide  as  well 
as  a  substance  to  l>e  oxidised.  When  both 
peroxidase  and  peroxide  occur  together  (as  in 
RiLsmda^  Laetanus,  &c.),  the  system  is  often 
termed  an  oxidase.  In"  certain  oases,  the 
peroxide  and  peroxidase  can  be  separated  by 
fractional  precipitation  with  alcohol,  and  it  was 
in  this  way  that  Bach  and  Chodat  ascertained 
the  foregoing  facts. 

The  tests  used  for  the  detection  of  peroxi- 
dases and  oxidases  are,  as  a  rule,  identical,  but 
when  only  peroxidase  is  present  the  addition  of 
hydrogen  peroxide  is  necessary.  Some  of  the 
most  generaUy  used  are  as  follows :  (1)  A 
blue  coloration  is  produced  with  a  freshly 
prepared  alcoholic  tincture  of  ffuaiacnm  resin. 
The  use  of  this  test  for  the  detection  of  an 
oxidase  requires  great  care,  as  a  peroxide  is 
readily  formed  in  the  alcoholic  tincture  itself 
on  standing,  which  reacts  with  the  peroxidase ; 
it  is  therefore  better  to  employ  guaiaconic  acid, 
which  is  free  from  this  defect.  (2)  A  dark- 
blue  coloration  is  produced  with  p-phenylene- 
diamine.  (3)  Dark-coloured  purpurogallin  is 
produced  trom  pyrogallol.  (4)  By  far  the  most 
satisfactory  test  for  the  presence  of  an  oxidase 
is  the  direct  measurement  of  the  oxygen  ab- 
sorbed. (6)  A  test  applicable  only  for  peroxi- 
dase is  the  oxidation  of  formic  acid  to  carbon 
dioxide  and  water  in  presence  of  peroxide  of 
hydrogen  or  ethylhydroperoxide  (Batelli  and 
Stem,  Biochem.  kitsch.  1908,  13,  44).  (6)  The 
formation  of  blue  indophenol  from  an  alkaline 
mixture  of  a-naphthol  and  ^-phenylenediamine. 

Nature  of  peroxidase.  Many  interesting 
suggestions  have  been  made  as  to  the  nature  of 
the  peroxidases.  It  was  early  pointed  out 
(Bertrand,  Compt.  rend.  1897,  124,  1366)  that 
oxidising  extracts  usually  contained  manganese 
or  iron,  and  that  the  possibility  existea  that 
these  mineral  substances,  perhaps  in  combina- 
tion with  proteins,  might,  by  alternate  oxidation 
and  reduction,  produce  the  effects  observed,  jus"t 
as  ferrous  sulphate  greatly  modifies  and  increases 
the  action  of  hydrogen  peroxide  (Fenton). 
Dony-H6nault  (Bull.  Acad.  Belg.  1908,  106)  has, 
in  fact,  prepared  a  colloidal  suspension  of  oxide 
of  manganese  in  guiif  arabic  which  has  the 
properties  of  laccase  (^.r.),  and  can  be  precipi- 
tated by  alcohol  and  redissolved  without  losing 
these  poweis  ;  whilst  Euler  and  Bolin  (Zeitsch. 
physiol.  Chem.  1908,  67,  80)  found  that  man- 
ganese salts,  in  presence  of  sodium  salts  of 
organic  hydroxy-acids,  produced  analogous 
effects.  Somewliat  similar  mixtures,  containing 
colloidal  iron  salts,  also  act  in  many  ways  like 
the  peroxidases  (de  Stoecklin,  Compt.  rend. 
1908,   147,  1489;    Wolff,  ibid.   1908,  146,   142, 
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781,  1217).  Bach  (Ber.  1910,  43,  364)  has, 
however,'  propaied  active  ozidaaee  entirely  free 
from  nmnganeBe  and  iron,  and  it  ia  probable 
that,  when  present,  the  salts  of  these  metals 
only  exert  a  secondary  accelerating  action  on 
the  oxidation  process.  The  attempt  of  Will- 
statter  and  Stoll  (Ann&len,  1918,  416,  21)  to 
isolate  the  enzvme  from  horbe-radish  resulteid  in 
a  preparation  having  3000  times  the  activity  of 
the  original  materi^  as  measured  by  the  pro- 
dnction  of  pnrpurogallin  from  pyrogallol  under 
standardised  conditions.  Chemically  it  appears 
to  consist  of  a  nitroffenoiu  gluooside  yielding  a 
pentose  and  probablhr  a  hexose  on  hydrolysis. 
It  contains  5*6  p.c.  of  ash,  0*46  of  which' is  iron. 
The  chief  types  of  oxidising  enzymes  known  are 
the  following : 

1.  The  peroxidases,  which  occur  in  all  parte 
of  plants.  Their  occurrence  in  animal  tissues  ii 
difficult  to  establish,  as  blood  produces  all  the 
reactions  ascribed  to  peroxidases,  and  must 
therefore  be  absent  before  the  presence  of  the 
latter  can  be  proved  (Batelli  and  Stem,  Biochem. 
Zeitsch.  1908,  13,  44).  A  vigorous  peroxidase 
occurs  in  milk. 

2.  The  enzymes  produelng  ooloured  oom- 
pounds  from  aromatle  phenols,  &c.  These  may 
be  known  as  phenolaises.  They  produce  the 
most  varied  oxidations,  accompanied  by  colour 
changes,  and  according  to  Bach  (Bach  and 
Maryanovitech,  Biochem.  Zeitsch.  1912,  42,  417) 
the  enzymes  obtained  from  various  sources 
must  be  regarded  as  identical,  since  they  all 
produce  the  same  primary  oxidising  effects, 
although  these  are  variously  modified  by  the 
presence  of  salts,  &c.  The  work  of  Bach  and 
Ghodat,  discussed  above,  applies  to  these 
enzymes.  According  to  Wheldale  Onslow  the 
browning  of  fruits  on  injury  in  due  to  the 
presence  of  a  peroxidase  and  an  aromatic  com- 
pound containing  the  catechol  grouping.  The  ' 
oxidation  of  the  latter  is  effected  by  atmospheric  | 
oxygen,  but  is  catalysed  by  a  special  enzyme 
(oxygenene),  and  result-s  in  the  formation  of  a 
peroxide,  the  whole  system  then  constituting  an 
oxidase,  and  giving  a  bine  colour  with  guaiaoum 
(Biochem.  J.  1919,  13,  1 ;  1920,  14,  635). 

Laecase  occurs  in  the  juice  of  the  lac  tree  of 
Tonkin   {Rkiis  vernicifera   (D.C.)),   and   brings 
about  the  oxidation  of  the  yellow  juice  to  the  ' 
black  lacquer  ( Yoshida,  Chem.  Soc.  Trans.  1883,  ' 
43,  472  ;  Bertrand,  Compt.  rend.  vols.  118-122). 
It  has  also  been  found  in  many  other  phanero- 

?;ams  (lucerne,  cabbage,  potatoes,  &c.)  and  in 
uhgi.  It  accelerates  the  oxidation  of  o-  and 
p-polyphenols  (but  not  of  m-  compounds),  and 
has  no  effect  on  tyrosine.  Its  solutions  only 
lose  their  oxidising  powers  slowly  when  boiled. 

Tyrosinase.  Enzymes  capable  of  oxidising 
tyrosine  with  production  of  coloured  substances 
occur  widely,  Doth  in  the  animal  and  vegetable 
kingdoms,  frequently  accompanied  by  laecase. 
According  to  Gortner  (Chem.  Soc.  Trans.  1910, 
110),  botn  soluble  and  insoluble  forms  of  tyro- 
sinase occur  in  the  meal  worm  {Tenf^ro  molitor). 
The  insoluble  form  contains  iron,  but  no  manga- 
nese, and  is  capable  of  oxidising  a  relatively  large 
amount  of  tyrosine,  producing  a  series  of  colour 
changes  through  pink,  rose,  violet,  and  blue- 
black  to  black  (melanin).  It  lilso  effects  the 
oxidation  of  p-aminophenol,  guaiacol,  gum 
guaiacum,  and  2 : 4-diaminophenoI,  but  not  of 


quinol  or  pyrosalloL  Tyrosinase  also  occurs  in 
many  leaves,  which  become  black  on  drying,  and 
in  bran.  The  blue  colour  observed  when  certain 
mushrooms  are  broken  is  not  due  to  the  action  of 
this  enzyme  but  to  that  of  laecase  (Bertrand). 
A  very  large  number  of  p-hydroxyphenyl  deri- 
vatives, as  well  as  nearly  all  derivatives  of  tyro 
sine,  tryptophan,  and  some  of  its  derivatives, 
adrenaline,  phenol,  and  ^-cresol  are  oxidised. 

Bach  has  shown  (Biochem.  Zeitsch.  1914, 
60,  221)  that  the  action  of  tyrosinase  is  very 
9omplex.  Tyrosinase  contains  (1)  an  amino- 
acidasey  whicn  decomposes  tyrosine  with  forma- 
tion of  some  compound  (probably  p-hydroxy- 
pbenvlacetaldehyde)  which  is  capable  of  being 
acted  on  by  an  oxidase,  or  a  peroxide  and 
hydrogen  peroxide : 

0H-C,H4CH,CH(NH,)C00H-fH,0 

=OHC,H4-CH,CHO+NH,-fCO,+[2H] 

(2)  A  non-specific  oxidase  system  (phenolase) 
capable  of  oxidising  this  product  at  l£e  expense 
of  atmospheric  oxygen.  In  some  cases  the 
organic  peroxide  of  tms  oxidase  system  is  only 
present  m  traces,  but  the  peroxidase  is  always 
abundant.  The  action  of  the  aminoacidase  only 
proceeds  in  the  presence  of  a  hydrogen  acceptor, 
and  this  is  produced  from  some  substance 
present  in  the  *  tyrosinase '  by  the  action  of 
atmospheric  oxygen,  so  that  the  first  stage  of 
the  change  can  omy  commence  in  presence  of  air. 

When  a  mixture  of  tyrosine  and  tyrosinase  is 
shaken  in  the  air,  oxidation  commences,  and  a 
deep  red  colour^  solution  is  formed.  If  the  air 
be  now  replaced  by  nitrogen,  this  colour  dis- 
appears, owing  to  reduction,  and  a  colourless 
solution  results.  If  this  be  boiled,  the  further 
action  of  the  tyrosinase  is  prevented,  but  the 
liquid  now  gives  all  the  colour  changes  character- 
istic of  tyrosine  when  treated  with  hydrogen 
peroxide  and  a  peroxidase  (e-gr.  from  horse-radish), 
although  these  have  no  action  whatever  on 
tyrosine  itself. 

The  various  oxidative  fermentations 
brought  about  by  micro-oiganisms  ace  dis- 
cussed later. 

Enzymes  producing  Rkductiok.   Rkducasks. 

Enzymes  are  also  known  in  presence  of 
which  many  compounds  (colouring  matters, 
aldehydes)  are  reduced.  They  occur  very 
widely  in  animal  tissues  (liver,  muscle),  and  in 
the  higher  plants,  as  well  as  in  yeasts  and 
bacteria.  The  source  of  the  hydrogen  in  these 
reductions  is  water,  and  the  change  only  pro- 
ceeds in  the  presence  of  an  oxidisable  substance, 
which  can  act  as  an  acceptor  for  the  oxygen  of 
this  water.  Hence  these  enzymes  produce  both 
reduction  and  oxidation  simultaneously,  and, 
as  the  process  also  involves  the  decomposition 
of  water,  it  has  been  termed  a  hydroclastic  oxido- 
reduction  (Oppenheimer).  According  to  Bach 
(Biochem.  Zeitsch.  1911,  31,  443),  whose  views, 
however,  require  further  experimental  con- 
firmation, the  hydrogen  forms  an  unstable 
perhydride  of  oxygen  H,0:H„  which  Ib  decom- 
posed in  the  presence  of  the  enzyme,  the  hydro- 
gen being  passed  on  to  the  reducible  substance. 
Hence  he  terms  the  enzyme  a  perhydridascy  and 
regards  the  whole  process  as  closely  analogous 
to  oxidation  by  meaiw.^of  ajier^ide^and  a 
peroxidase.        "       ly^^cu  uy        ^^^.^^ 
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On  the  other  hand,  Wieland  and  Thunbeig 
(Stand.  Aroh.  Physiol  1920,  40,  1,  where  the 
literature  is  quoted)  considered  that  the  hydro- 
gen is  transferred  directly  from  the  oxidisable 
substance  to  the  reducible  substance  bv  the  en- 
zyme, which  is  accordingly  termed  dekyarogentue. 

Milk  has  long  been  known  to  contain  an 
enzyfhe  of  this  class  (Sohardinger*s  enzyme), 
which  brings  about  the  reduction  of  methylene 
blue  in  the  presence  of  formaldehyde,  but  not 
in  its  absence,  the  aldehyde  acting  as  oxygen 
acceptor.  It  has  now  been  shown  that  the 
reducing  enzymes  of  the  tissues  (Bach),  and  of 
yeast  and  some  bacteria  (Harden  and  Noiris, 
Harden  and  Zilva),  are  of  the  same  type.  Dried 
yeast  and  zymin  (p.  149),  BaciUtis  colt  cam- 
munis,  and  rabbit  muscle  can  be  freed  from  the 
oxygen  acceptor  by  washing,  and  then  only 
reduce  methylene  blue  in  the  presence  of  certain 
definite  oximsable  substances,  which,  however, 
dififer  for  the  enzymes  derived  from  different 
materials,  so  that  these  cannot  be  regarded  as 
identical  The  oxygen  acceptor,  in  the  case  of  the 
tissue  reducases,  is  probabhr  an  aldehyde  (Bach). 

A  special  case  of  reducase  action  is  the 
conversion  of  an  aldehyde  into  an  equimolecular 
mixture  of  the  corresponding  alcohol  and  acid 
(Cannizzaro's  reaction),  one  molecule  being 
reduced  and  a  second  acting  as  oxygen  acceptor 
and  Jbeing  oxidised.  This  is  brougnt  about  by 
an  enzyme  termed  aidehydcue,  or  better  alde- 
hydamuiase,  which  occurs  in  the  liver,  lungs,  and 
spleen  (Pamas,  Biochem.  Zeitsch.  1910,  28,  274  ; 
Battelli  and  Stem,  Biochem.  Zeitsch.  1910,  29, 
130).  The  oxidising  effect  of  this  enzyme  on 
aldehydes,  such  as  salicylaldehyde,  had  been 
known  for  some  time  (see  Jacoby,  Virchow's 
Arch.  1899,  157,  235 ;  Zeitsch.  physiol  Ghem. 
1900,  30,  135 ;  1901,  33,  128)  belore  the  simul- 
taneous  reducing  action  was  observed. 

Analogous  to  this  enzyme,  but  distinct  from 
it,  is  the  glyoxalast  of  Dakin  and  Dudley  (J. 
Biol  Chem.  1913,  14,  155,  423  ;  15,  463  ;  1914, 
16,  505),  which  occurs  in  many  animal  tissues 
in  the  higher  plants  and  in  yeast,  and  converts 
glyoxal  and  its  derivatives  into  the  corresponding 
hydroxy-acids,  oxidation  and  reduction  occurring 
in  the  same  molecule : 

RCOCHO-hH,0=RCH(OH)COOH 
It  is  strongly  inhibited  by  pancreatic  extract. 

GATAI4ASB. 
This  name  was  given  by  Loew  (Bull.  Agric. 
Washington,  1900)  to  the  enzyme  which  has 
the  power  of  catalysing  the  decomposition  of 
hydi^en  peroxide  into  water  and  oxygen.  It 
has  long  been  known  that  animal  and  vegetable 
tissues  have  the  property  of  producing  this 
decomposition,  and,  at  one  time,  this  was 
thought  to  be  a  general  characteristic  of  all 
enzymes  (Schonbein,  J.  pr.  Ohem.  1863,  89,  334). 
Further  investigation,  however,  showed  that 
this  was  not  the  case,  but  that  this  property 
belonged  to  a  special,  very  widely  distrioutea 
enzyme  (Loew).  The  power  of  decomposing 
hv(m)gen  peroxide  is  possessed  by  all  the  tissues 
of  the  animal  body,  and  is  most  marked  in  the 
Uver.  Thus  it  was  found  by  Batelli  and  Stem 
(Arch.  Fisiolog.  1905,  2,  471)  that  01  gram  of 
ffuinea-pig  liver  evolved  5800  cc.  of  oxygen 
nrom  1  p.c.  hydrogen  peroxide  at  37°,  whilst  the 


corresponding  number  for  the  blood  was  490  c.c, 
and  for  the  muscle  34  c.c.  The  enzyme  can  be 
concentrated  by  extracting  the  tissue  with  water, 
precipitating  with  alcohol,  extracting  this  with 
water,  and  again  precipitating  with  alcohol  A 
similar  process  applied  to  bl^>d  yielded  a  clear 
faintly  yellow  solution  of  the  enzyme,  free  from 
blood  and  from  iron  (Senter,  Zeitsch.  physikal. 
Chem.  1903,  44,  257  ;  1905,  51,  673).  Prepara- 
tions can  be  obtained  from  many  plant  tissues 
in  a  similar  manner,  as  well  as  from  yeast  and 
many  fungi  and  bacteria.  It  is  not  certain 
whether  the  enzymes  derived  from  these  various 
sources  are  identical,  but  Loew  has  distinguished 
the  soluble  and  insoluble  forms  of  the  enzyme 
obtained  by  him  from  tobacco  as  iS-  and 
a-catalase,  and  Senter  has  named  the  enzyme 
from  blood  hiemase. 

The  catalytic  function  of  the  enzyme  appears 
to  be  strictly  limited  to  the  decomposition  of 
hydrogen  peroxide.  The  oxygen  is  hberated  in 
the  gaseous  state,  and  does  not  effect  any  oxida- 
tions other  than  can  be  brought  about  by  free 
oxygen.  The  enzyme  is  very  sensitive  to  the 
presence  of  free  hydrogen  ions,  and,  according  to 
Sorensen,  acts  best  in  neutral  solution,  whilst 
alkalis  and  many  salts  exert  an  inhibiting  effect. 
Hydrocyanic  acid  is  a  powerful  inhibitant,  but 
does  not  cause  any  permanent  change  in  the 
enzyme.  Hydrogen  peroxide  itself  exerts  a 
destructive  action  on  the  enzyme,  and  hence 
accurate  measurements  of  the  rate  or  amount  of 
decomposition  can  only  be  made  in  dilute 
solution  and  in  presence  of  a  relatively  laige 
amount  of  enzyme.  Under  these  conditions, 
the  decomposition  is  monomolecular,  and  the 
velocity  is  proportional  to  the  concentration  of 
enzyme  ana  of  hydrogen  peroxide,  whilst  with 
increasing  concentration  of  hydrogen  peroxide 
the  velocity  becomes  relatively  slower  (Senter). 
As  the  oxygen  appears  to  be  produced  in  the 
molecular  form,  it  is  probable  that  the  decom- 
position occurs  in  stages,  either  an  intermediate 
compound  of  enzyme  and  hydrogen  peroxide 
being  formed  which  then  breaks  down,  or  a 
compound  of  the  enzyme  and  oxygen  which  then 
reacts  with  a  second  molecule  of  the  peroxide. 

The  reaction  is  analogous  in  many  respects 
to  the  decomposition  of  hydrogen  peroxide  by 
colloidal  platmum  (Bredig).  The  catalase  is, 
however,  more  efficacious,  a  solution  of  0*001 
gram  per  litre  of  catalase-containing  material 
from  blood  having  the  same  effect  as  a  solution 
of  colloidal  platinum  containing  0*006  gram 
(Euler,  Hofm.  Beitr.  1906,  7,  1). 

The  action  of  catalase  is  measured  either  by 
titration  of  the  hydrogen  peroxide  present  at 
various  stages  of  the  reaction  or  uy  direct 
measurement  of  the  oxygen  evolved.  Estima- 
tions of  the  rate  or  extent  of  decomposition  of 
hydrogen  peroxide  by  the  catalase  of  milk  or  of 
malt  (van  Laer)  have  been  used  in  the  analytical 
examination  of  these  materials.  A  solution  of 
vegetable  catalase  is  used  ta  remove  the  excess 
of  hydrogen  peroxide  from  cream  which  has  been 
sterilised  by  the  addition  of  this  substance 
(Budde). 

The  physiological  fimction  of  catalase  in  the 
animal  body  is  not  definitely  known,  but  it  is 
conjectured  that  it  may  be  to  decompose  hydro- 
gen peroxide  or  complex  peroxides  formed 
during  processes  of  oxidlation. 
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The  Coaoulases. 
A  number  of  enzymoe  exist  which  have  the 

groperty  of  bringing  about  changes  in  various 
quids  which  resist  in  the  formation  of  an  insolu- 
ble material.    The  moet  important  of  these  are  : 

(1)  The  production  of  a  curd  in  milk  by  the 
enzyme  of  rennet  (chymase). 

(2)  The  coagulation  of  the  blood  by  the 
enzyme  thrombttse. 

(3)  The  coagulation  of  muscle. 

(4)  The  formation  of  insoluble  substances 
from  the  pectins  of  plants  (pectase). 

Most  of  these  cluunges  are  exceedingly  compli- 
cated, the  coagulation  of  the  blood  beinf  one  of  the 
most  complex  phenomena  in  the  whole  raime  of 
physiological  chemistry.  The  only  one  which  can 
be  treated  here  is  the  action  of  rennet  on  milk. 

Rennet,  Rennin,  or  Chymase.  Enzymes 
possessing  the  power  of  coagulating  milk  occur 
m  the  form  of  zymogen  in  the  mucous  membrane 
of  the  stomach  of  many  animals,  and  are 
secreted  into  the  gastric  juice;  similar  sub- 
stances are  also  found  in  many  plants.  Milk 
is  also  curdled  by  pancreatic  trypsin.  Rennet 
is  usually  prepared  by  disesting  the  membrane 
of  the  stomach  of  the  calf  with  0'1-0'2  p.c. 
hydrochloric  acid,  or  with  fflycerol  or  salicylic 
acid,  and  can  be  precipitated  by  alcohoL  Some 
doubt  exists  as  to  tne  relation  of  rennet  to 
pepsin,  which  is  also  secreted  by  the  cells  of 
the  mucous  membrane  of  the  stomach.  Accord- 
ing to  Pavlov  (Zeitsch.  physiol.  Chem.  1904,  42, 
415),  the  coagulation  of  milk  is  an  effect  of 
the  action  of  pepsin  under  special  conditions, 
whereas  Hammarsten  strongly  supported  the 
view  that  the  two  enzymes  are  distinct  (Maly's 
Jahresb.  1872,  1874,  1877).  The  question  is  a 
very  complex  one,  owing  to  the  existence  of  anti- 
peptic  and  anti-rennet  substances  in  the  stomach 
extracts,  but  the  balance  of  oninion  now  inclines 
to  the  belief  that  two  independent  enzymes  exist. 

Rennet  converts  the  caseino«;en  of  milk  into 
casein,  the  change  most  probably  (but  not 
certainly)  consisting  in  the  hydrolytic  decom- 
position of  the  molecule,  of  caseinogen  with  pro- 
duction of  casein  and  some  other  product.  The 
casein  thus  produced  is  precipitated  bv  calcium 
salts  as  an  msoluble  curd,  and  it  is  tne  forma- 
tion of  this  precipitate  which  is  observed  in  the 
curdling  ot  milk  by  rennet.  Solutions  of 
caseinogen  in  the  minimum  amount  of  lime 
water  or  in  caustic  soda  solution  are  not  curdled 
by  rennet,  but  after  treatment  give  a  precipitate 
with  calcium  salts. 

The  time  required  for  curdling  is  proportional 
both  to  the  concentration  of  enzyme  and  of 
caseinogen.  The  action  is  favoured  by  slight 
acidity  and  hindered  by  alkalinity.  The 
optimum  temperature  is  37^-45°  and  the  tem- 
perature coefficient  of  the  reaction  is  about  3 
for  10°.  When  the  milk  is  boiled  before  being 
treated,  the  formation  of  curd  is  interfered  with, 
probably  owing  to  changes  produced  in  the 
calcium  salts  of  the  milk.  The  enzyme  is 
capable  of  curdling  at  least  1,000,000  times  its 
weight  of  milk. 

Alcoholic  Fermentation. 
The    production    of    carbon    dioxide    and 
alcohol   from  sugar  is   by  far  the  most  im- 
portant   of    all    technical    processes    of    fer- 
mentation,   and    has,    therefore,    been    more 


thoroughly  investigated  than  any  other  change 
product  by  micro-organisms.  Although  both 
alcohol  and  carbon  dioxide  are  produced  from 
sugar  by  many  micro-organisms  belonging 
to  the  class  of  bacteria,  the  power  of  bringing 
about  the  typical  alcohouo  fermentation, 
of  decomposing  sugar  almost  quantitatively 
into  these  two  substances,  is  possessed  aftiong 
micro-organisms  only  by  certain  moulds  and  by 
a  group  of  unicellular  fungi  which  belong  to 
several  closely  allied  families  and  are  commonly 
grouped  together  as  yeasts.  The  biology  and 
mode  of  culture  of  these  are  treated  in  the 
article  on  Bbewinq. 

Compoeition  of  yetut.  The  cell  consists  of 
membrane,  cytoplasm,  and  nucleus,  but  much 
doubt  exists  as  to  the  exact  form  of  the  nucleus 
and  the  changes  which  it  undergoes  during 
fermentation,  budding,  and  spore  formation. 
In  the  cytoplasm  occur  vacuoleK,  and  at  various 
stages  in  the  life  of  the  cell  granules  of  chroma- 
tin and  volutin  are  formed  as  well  as  fat  droplets 
and  glycogen. 

Yeast,  which  has  been  pressed  at  about  a 
half-ton  per  square  inch,  forms  a  friable,  almost 
white  mass,  containing  about  70  p.c.  of  water 
and  alcohol,  and  30  p.c.  of  solids.  The  com- 
position of  the  dry  matter  of  yeast  varies  so 
greatly  with  conditions  of  growth,  &c.,  that  no 
general  statement  is  of  much  value.  The  ash, 
which  amounts  to  6-10  p.c.  of  the  dry  residue, 
consists  essentially  of  potash  (K^O,  28-39  p.c), 
magnesia  (MgO,  4-6  p.c),  lime  (CaO,  1-7  p.c), 
ana  phosphoric  oxide  (PtO,,  4&^9  p.c), 
together  with  smaller  quantities  of  sulphur 
trioxide,  iron,  silica,  and  traces  of  chlorine.  The 
exact  nature  of  the  cell  membrane  is  as  yet 
undecided,  but  it  appears  to  be  closely  allied  to 
cellulose,  although  true  cellulose  is  absent.  The 
cytoplasm  contains  a  coagulable  albumin,  a 
nuclein,  glycogen,  yeast  gum,  and  a  laij^e  number 
of  other  compounds,  in  part  derived  m>m  these 
by  hydrolysis. 

General  phenomena  of  aleohoUe  fermenta- 
tion. 1.  The  fermerUable  substances.  All  yeasts 
which  ferment  glucose  also  ferment  mannose 
and  Isvulose.  The  case  of  galactose  is  different, 
as  some  yeasts  appear  to  ferment  it  imperfectly, 
and  others  not  at  all.  It  has  been  found  by 
manv  observers  and  may  now  be  regarded  as 
established,  that  certain  yeasts  which  do  not 
normally  ferment  ealactose  readily  acquire  this 
property  when  tney  are  cultivated  in  the 
presence  of  this  sugar,  as  for  example  in  hydro- 
lysed  lactose.  Examples  of  this  are  S.  "carls- 
bergensis  (U.),'Sf.  cerevisice  (H.),  8.  ihermatUiUmum 
(Johnson),  &c  Indeed,  according  to  Lindner, 
all  the  culture  yeasts  exhibit  this  property  {see 
Slator,  Chem.  Soc  Trans.  1908,  217 ;  I^indner, 
Wochensch.  Brauerei,  1911,  28,  61). 

The  higher  saccharides  are  not  directly 
fermentable  by  veast,  but  must  first  undeigo 
hydrolysis  to  the  simple  hexoses.  This  is 
effected  by  hydrolytic  enzymes  present  in  the 
yeast,  which  can,  as  a  rule,  be  extracted  from 
the  cell  by  appropriate  methods.  The  ordinary 
culture  yeasts  employed  in  brewing,  &c,  contain 
maltaso  and  invertase,  but  not  lact£»e,  and  are 
therefore  able  to  ferment  maltose  and  cane 
sugar,  but  not  lactose.  Bottom  yeasts' appear 
invariably  to  contain  melibiase,  which  decom- 
poses   melibiose    into    glucose    and    galactoee. 
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whilst  this  enzyme  is  lacking  in  top  yeast.  An 
analytical  method  for  detectmg  bottom  yeast  in 
top  jreast  has  been  founded  on  this  fact.  In 
addition  to  this,  practically  all  culture  yeasts 
are  able  partially  to  ferment  raffinose,  which  on 
hydrolysis  yields  melibioee  and  fructose,  and 
they  probably  contain  a  special  enzyme,  raffinaset 
which  produces  this  hydrolysis,  although  it  fa 
possible  that  this  is  due  to  the  inyertase.  In 
the  case  of  top  yeasts,  only  the  fructose  thus 
produced  nndeisoes  alcoholic  fermentation,  the 
ftielibiose  remaining  unaltered,  whereas  the 
bottom  yeasts  decompose  this  also.  Dextrin  is 
also  more  or  less  slowly  fermented  by  yeast,  the 
hydrolysis  being  effected  by  a  dextrinase  or 
amylase.  This  property  is  of  great  importance 
in  brewing,  as  a  yeast  which  possesses  a  com- 
paratiyely  laige  amount  of  this  enzyme  is  able 
to  attenuate  the  wort  to  a  greater  extent,  and  to 
produce  a  laiger  yield  of  alcohol.  Starch  and 
glycogen  are  unaffected  by  yeast,  probably 
because,  owing  to  their  higmy  colloidal  nature, 
they  are  unable  to  penetrate  the  cell  Species 
of  yeast  are  now  known  which  are  lacking  m  one 
or  other  of  all  these  hydrolytic  enzymes,  and 
hence  are  incapable  of  fermenting  the  corre- 
sponding sugar.  These  haye  frequently  been 
employ^  for  the  isolation  of  such  a  sugar 
as  maltose  from  mixtures  containing  glucose 
or  fructose,  and'  for  the  analytical  estimation 
of  mixtures  of  sugars  (Dayis  and  I>aish,  J. 
Agric.  Sci.  1913,  5,  437),  and  in  fact  their  rela- 
tions to  the  disaccharides  are  employed  as  a 
means  of  classification.  Thus  S.  marxianus 
(H.)  and  S,  exiguus  (H.)  ferment  cane  sugar, 
but  not  maltose ;  S.  rouxi  (Boutroux)  ferments 
maltose,  but  not  cane  sugar ;  8,  fragilis  (Jong), 
found  in  kefir,  i erments  lactose,  and  S,  nSUi 
(Doclaux)  only  ferments  the  simple  suffara  and 
is  without  action  on  the  disaocharideB.  No 
yeast  appears  to  be  able  to  ferment  the  syntheti- 
cal disaccharides,  such  as  Momaltose  or  gluco- 
sidogalactose,  and  this  disability  extends  to 
the  isomerides  of  the  hexoses,  such  as  sorbose, 
tagatose,  Ac.,  to  the  optical  antipodes  of  the 
fermentable  sugars  which  haye  been  obtained 
by  synthesis,  and  to  the  pentoses  and  tetroses. 
Myond  the  simple  sugars  mentioned  aboye,  no 
other  substance  appears  to  be  directly  fer- 
mentable by  yeast  to  alcohol  and  carbon 
dioxide,  with  the  exceptions  of  a  synthetical 
9-earbon  atom  sugar  and  of  glycendde- 
hyde  and  dihydroxyacetone,  which,  accoMing 
to  Bertrand,  Buchner,  and  Meisenheimer  (Ann. 
C9iim.  Phys.  1904,  [8]  3, 181 ;  Ber.  1910,43, 1773), 
and  Lebedey  (Ber.  1911,  44,  2932;  1912,  46, 
3256;  Biochem.  Zeitsch.  1912,  46,  483),  are 
acted  on  by  yeast.  Glycerol,  and  the  higher 
alcohols  such  as  mannitol  and  dulcitol,  are  not 
fermented.  In  191 1,  Neubezg  (Bioohem.  Zeitsch. 
1011,  31,  170)  made  the  important  discoyery 
that  yeast  decomposes  a-ketonio  acids 
R-OO-COOH  quantitatiyeiy  into  carbon  dioxide 
and  the  corresponding  aldehyde  {see  p.  151). 
Many  hydroxy-acids  are  also  slowly  attacked 
by  yeast,  among  these  being  lactic  acid  (Buchner 
and  Meisenheimer,  Ber.  1904,  37,  417 ;  1905, 
38,  620 ;  1906,  39,  3201 ;  Oppenheimer,  Zeitsch. 
physioL  Chem.  1914,  89,  45),  glyceric  acid 
(Nenbeig  and  Tir,  1911,  32,  323 ;  Lebedey,  Ber. 
1914,  47,  660),  glnoonic  acid,  and  glyoxylic  acid 
(Lebedey,  Bioohem.  J.  1918,  12,  81). 

Vol.  in.~r. 


2.  The  rate  of  fermentation  hy  yeasi  has  been 
inyestigated  by  many  authors.  It  is  best 
examined  by  Slator*s  method  of  adding  a 
suspension  of  yeast  to  the  solution  to  be  fer- 
mented, and  determining  the  initial  rate  of 
fermentation.  In  this  way,  all  errors  due  to 
change  in  the  amount  and  condition  of  the  yeast 
and  to  the  influence  of  the  products  of  decom- 
position are,  to  a  large  extent,  ayoided  (Chem. 
Soc.  Trans.  1906,  128).  By  this  and  other 
methods,  it  has  been  established  that  (1)  the 
rate  of  fermentation  is  directly  proportional 
to  the  number  of  yeast  cells  present;  (2)  the 
rate  of  fermentation  increases  with  the  con- 
centration of  the  sugar  up  to  a  certain  limit, 
and  then  remains  approximately  constant, 
decreasing  slightly  as  the  concentration  is 
further  augmented. 

Working  with  a  suspension  of  40,000,000 
cells  of  brewery  yeast  per  c.o.  at  30**,  Slator 
found  that  the  rate  was  almost  constant  for 
glucose  concentrations  between  0*5  and  10 
grams  per  100  c.c.  The  mode  of  action  of 
yeast  is  therefore  identical  with  that  typical  of 
enzymes  which  has  already  been  discussed. 

The  rate  increases  with  the  temperature,  but 
the  temperature  coefficient  diminishes  as  the 
temperature  increases.  The  following  yalues 
were  obtained  by  Slator  for  glucose ;  they  are 
independent  of  the  concentration  of  yeast  and 
glucose,  the  class  of  yeast  and  presence  and 
absence  of  nutrient  materials,  remaining  the 
same  when  inhibiting  agents  are  present  :^ 


Temp. 

Vi+io/V, 

6^ 

6-6 

10^ 

3-8 

15** 

2-8 

20° 

2-26 

250 

1*95 

w 

1*6 

The  temperature  coefficient  for  an  ordinaiy 
chemical  reaction  is  of  the  same  order,  as  these 
numbers,  yiz.  2-3  for  10°. 

Glucose  and  fructose  are  fermented  at  the 
same  rate,  and  this  is  also  the  case  when  the 
fermenting  power  of  the  yeast  is  partially  de- 
stroyed by  heat,  antiseptics,  kc.  On  the  other 
hand,  mannose  and  galactose  may  be  fermented 
at  a  different  rate  from  glucose,  and  the  rates  are 
differently  affected  by  inhibiting  agents.  The 
temperature  coefficients  for  fructose  and  man- 
nose  are  the  same  as  for  glucose,  that  for  galac- 
tose is  slightly  less. 

3.  Heat  of  fermentatum.  During  the  fer- 
mentation of  sugar  by  yeast,  a  considerable 
amount  of  heat  is  eyoiyed,  so  that  the  tempera- 
ture of  the  mass  rises  as  the  fermentation  pro- 
ceeds. The  quantity  of  heat  eyoiyed  may  be 
calculated  from  the  difference  between  the  heat 
of  combustion  of  fflucoee  (675*7  Gals.)  and  that  of 
the  alcohol  formed  from  it  (2  x  325*7=651  *4Cals.), 
the  remaining  product,  the  carbon  dioxide,  being 
completely  oxidised.  This  difference  amounts  to 
22*3  Gals.,  so  that  the  fermentation  of  180  grams 
of  glucose  liberates  enough  heat  to  raise  the 
temperature  of  22  litres  of  water  1^  This 
theoretical  number  has  been  confirmed  by  the 
experiments  of  Bouffard  (Compt.  rend.  1895, 
121,  357),  who  obUined  the  yalue  23*5  Cals.  In 
the  fermentation  of  a  disaccharide,  heat  is  also 
eyoiyed  by  the  hydrolysis  to  the  simple  sugars  ; 
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but  this  is  small  in  amouni,  being  4*5  Cals.  for 
cane  sugar  and  3*8  Cals.  for  maTtose  (Herzog, 
Zeitsch.  physiol.  Chem.'  1903,  37,  383),  so  that 
the  numbers  actually  observed  for  these  sugars 
per  sram-molecule  are  approximately  twice 
that  for  glucose  (Rubner,  Arch.  Hygien.  1904, 
48,260;  49,365;  A.  J.  Brown,  J.  Inst.  Brewing, 
1901,  7,  93).  ^ 

4.  Products  of  fermeniatum.  The  earlier 
observen  (Lavoisier,  Gay-Lussac)  considered 
that  in  the  process  of  fermentation  the  sugar  was 
completely  decomposed  into  carbon  dioxide  and 
aiconol,  according  to  the  equation : 

C.H„0,=2CO,+2C,H,0 
Schmidt,  in  1847,  however,  observed  the 
occurrence  of  succinic  acid  in  all  fermented 
liquors,  and  the  amount  of  this  substance  formed 
was  carefully  estimated  by  Pasteur  (Compt. 
rend.  1858, 46, 857),  who  also  made  the  important 
observation  that  glycerol  was  an  invariable 
product  of  the  fermentation  of  sugar.  Accord- 
ing to  Pasteur,  the  products  trom  100  parts  of 
cane  sugar,  which  yield  105*36  parts  of  invert 
sugar,  are : 


Alcohol 

. 

, 

5111 

Carbon  dioxide 

. 

, 

49-42 

Succinic  acid  . 

, 

,         , 

0-67 

Glycerol 
Cellulose,    fat. 

, 

, 

316 

and 

extractive 

matter 

• 

• 

1-00 

•  106-36 

The  proportions  of  these  products  were 
subsequentlv  found  to  be  variable  and  to  depend 
on  the  concution  of  the  yeast,  the  nature  of  the 
nutrient  material,  &c.  Many  other  subsidiary 
products  have  now  been  recognised  in  addition 
to  succinic  acid  and  fflycerol  Amon^  these 
mav  be  mentioned  Mooutyleneglycol  (in  wine 
ana  cherry  brandy),  formic  acid,  acetic  acid, 
propionic  acid,  butyric  acid,  and  several  still 
higher  acids,  which  occur  as  esters  (caproio, 
caprylic,  pelargonic,  capric,  oenanthylic),  and 
fomialdehvde,  acetaldenyde,  and  traces  of 
higher  aldehydes,  propyl  alcohol,  n-butyl 
alcohol,  Mobutyl  alcohol,  n-amyl  alcohol,  i&o- 
amyl  alcohol,  ethylmethylcarbinol,  and  alcohols 
containing  6,  7,  and  9  carbon  atoms. 

The  alcohols  and  aldehydes  mentioned  above 
are  found  in  the  spirit  obtained  by  the  distilla- 
tion of  the  fermented  liquids.  All  such  spirit 
yields  a  fraction  of  high  boiling-point,  wnich 
amounts  to  0*1-0*7  p.c.  of  the  nmole,  and  is 
known  as  fusel  oil  (g.v.).  The  discussion  which 
has  long  raged  over  the  origin  of  this  fusel  oil  has 
been  set  at  rest  by  the  researehes  of  Ehrlich 
(Zeitsch.  Rub.  Zuck.  Ind.  1905,  639 ;  Biochem. 
Zeitsch.  1906,  2,  62;  1909,  18,  391;  Ber. 
1906,  39,  4072 ;  and  many  other  papers),  who 
has  proved  in  the  most  conclusive  manner  that 
the  nigher  alcohols  and  probably  the  corre- 
sponding acids  and  aldehydes  which  are  observed 
in  fermented  liquids  are  formed  by  the  yeast, 
not  from  the  sugar,  but  from  the  amino-acids 
produced  by  the  hydrolysis  of  the  proteins  of 
the  medium  and  of  the  yeast  cell  itseu. 

The  reaction  is  a  general  one,  and  requires 
the  presence  of  liviitt  yeast  and  sugar  as  well 
as  the  amino-aoid.  under  these  cireumstances, 
the  3rea8t  not  only  ferments  the  sugar  to  alcohol 


,  and  carbon  dioxide  in  the  usual  way,  but  also 
.  brings  about  what  Ehrlich  terms  the  alcoholic 
i  fermentation  of  the  amino-acids,  according  to 
•  the  equation : 

R-CH(NH,)-COOH + H,0 -E-CH,-OH -I- NH, + CO, 

The  ammonia  appears  to  be  invariably 
assimilated  by  the  yeast  and  is  not  found  in  the 
medium.  This  fact  probably  affords  the  key 
to  the  biological  significance  of  the  reaction. 
It  is  by  means  of  this  change  that  the  yeast 
acquires  the  nitrogen  necessary  for  its  existence 
from  the  amino-acids,  which  are  usually  the 
chief  available  source  of  this  element  The 
whole  change  is  rendered  possible  by  the 
utilisation  of  some  of  the  eneivy  evolved  by 
the  fermentation  of  sugar,  which  is  proceeding 
simultaneously.  Ehrlich  has  shown,  by  careful 
experiments,  that  in  this  way,  leucine 

(CH,),*CH-CH,-CH(NH,)COOH 
yields  the  tmamyl  alcohol 

(CH,),CH-GH,-CH,(OH) 
and  Moleucine  C,H,CH(CH,)-CH(NH.)*COOH 
the    d-amyl    alcohol    C,H,CH(CH,)*CH,-OH, 
which  are  the  main  constituents  of  fusel  oU. 

The  other  amino-acids  yield  corresponding 
products,  tyrosine 

0HC,H4*CH,-CH(NH,)-C00H 
beinc;  converted  into  p-hydroxyphenylethyl 
alcohol  or  tyrosol  0H*C,H4*CH,-CH,*0H.  a 
substance  of  intensely  bitter  taste,  and  phenvl- 
aknine  C«H,*CH,CH(NH,)-COOH  into  phenyl- 
ethyl  alcohol  C«H,CH,-CH,-OH,  one  of  tiie 
chief  constituents  of  oil  of  roses.  It  is  almost 
certain  that  many  of  the  substances  which  im- 
part flavour,  bouquet,  and  aroma  to  fermented 
uquors  have  their  origin  in  this  manner,  so  that 
the  subject  is  one  of  fundamental  importance 
for  the  technologist. 

Succinic  acid  is  also  formed  by  a  reaction  of 
this  kind,  which  differs  from  the  foregoing  in  so 
far  as  it  involves  an  oxidation.  The  source  of 
this  substance  is  glutamic  acid 

COOH*CH,*CH,*CH(NH,)-COOH 
which,    instead    of   yielding    y-hydroxybutyrio 
acid,  as  mi^ht  have  been  expected,  is  converted 
into  succimc  acid 

C00H-CH,-CHj-CH(NH,)-C00H-f20 

=COOH*CH,*CH,*COOH+CO,+NH, 
Teast  is,  moreover,  not  only  capable  of  pro- 
ducing these  changes  in  amino-acids  naturally 
present  in  the  medium  or  puiposely  added  to  it, 
but  also  decomposes  in  a  similar  manner  the 
amino-acids  formed  by  the  hydrolysis  of  its 
own  albumin.  Some  of  the  cells  evidently 
utilise  the  products  of  the  autolysis  of  others 
which  have  died,  and  hence  it  comes  about  that 
even  when  a  pure  sugar  solution  is  fermented  by 
pure  washed  yeast,  the  fermented  liquid  con- 
tains a  certain  small  proportion  of  fusel  oil, 
succinic  acid,  &c.  Tne  amounts  produced 
in  these  cireumstances  are,  however,  smaU, 
as  they  are  also  when  the  yeast  is  grown  in 
presence  of  ammonium  salts.  It  also  follows 
from  this  that  when  yeast  is  grown  in  a  synthetic 
medium,  containing  ammonium  salts  only  as 
the  sonree  of  nitroffen,  the  carbon  of  any  fusel 
oil  or  suooinic  acid  produced  is  indirectly  de- 
rived from  the  sugar,  y '^^^  uy  ^^  ^  ^^ 
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It  seems  probable,  from  the  ezperimenta  of 
Nentwaer  and  Fromhen  (Zeitsch.  phvsiol. 
Chem.  1911,  70,  326),  that  the  ammo-«cid  (L) 
fint  undei|;oeB  indirect  oxidation  to  the  coire- 
sponding  ketonio  acid  (III.)  and  ammonia,  and 
that  the  acid  is  then  decomposed  by  the  yeast, 
forming  carbon  dioxide  and  an  aldehyde  (IV.  )> 
which  then  either  ondeigoes  redaction  to  an 
alcohol  (e.^.  fosel  oil)  or  oxidation  to  an  aoid 
(e.^.  succinic  acid). 

R  R  R  R 

C<CnH,        C<Cnh,  CO         CHO 


COOH 
I. 


COOH 

n. 


COOH 


IV. 


It  is  interesting  to  note  that   the  reaction 
proceeds  asymmetrically  as  already  described  I 
{see  Bmyme  action). 

It  has  now  been  proved  by  Nenbeig  and  his  ■ 
ooQeagaes  (v.  post)  that  the  glycerol,  which  is 
invariably   formed   during   fermentation,   and,  i 
unlike  the  substances  discussed  above,  is  equally 
produced   by  yeast    juice  and  zymin  in  the 
absence  of  living  yeast,  is  derived  from  the  sugar. 

The  production  of  by-products  is  influenced 
not  only  by  the  nature  of  the  available  nitrogen 
supply,  as  already  explained,  but  also  by  many 
otner  factors.  Thus,  Ashdown  and  Hewitt 
(Chem.  Soc.  Trans.  1910,  636)  have  adduced 
evidence  to  show  that  in  the  presence  of 
formates  the  amount  of  aldehyde  produced 
diminishes. 

5.  Ratio  of  alcohol  to  carhon  dioxide.  All 
these  decompositions  have  an  influence  on  the 
ratio  of  alconol  to  carbon  dioxide  produced  by 
alcoholic  fermentation.  The .  theoretical  ratio 
is  46/44=1*045,  and  Pasteur,  as  quoted  above, 
actually  found  51*11  parts  of  alcohol  to  49*42  of 
carbon  dioxide  from  100  of  cane  sugar.  He, 
however,  considered  that  succinic  acid  and 
glycerol  were  formed  according  to  the  equation : 

49C,Hi,O,+30H,O 

=  12C4HeO4+72C,H,O,+30CO, 

and  therefore  ascribed  0*53  of  carbon  dioxide  to 
the  fermentation  which  had  produced  0*67  of 
succinic  acid,  thus  leaving  48*89  of  carbon 
dioxide  as  the  product  of  the  true  alcoholic 
fermentation,  the  corrected  ratio  being  thus 
51  11/48*89=  1*045,  exactly  the  theoretical. 
Similar  results  were  obtained  by  Jodlbauer 
(Zeitsch.  Riib.  Zuck.  Ind.  1888,  308),  who  found 
that  cane  sugar  yielded  49*04  p.o.  of  carbon 
dioxide. 

Buchner  and  Meisenheimer  (Ber.  1910,  43, 
1773),  working  with  pure  yeast  (Race  792  of  the 
Berlin  Collection),  obtained  49*73  p.c.  of  the  cane 
sugar  as  alcohol,  and  49*12  p.c.  as  carbon  dioxide, 
the  ratio  bein^^  1*01.  They  ascribe  this  excess 
of  carbon  dioxide  to  the  oxidation  corresponding 
to  the  production  of  glvcerol,  the  amount  of 
which  was  not  estimated!  In  spite  of  the  fact 
that  no  nitrogenous  material  was  added  to  the 
medium,  the  carbon  dioxide  and  alcohol  only 
represent  98*85  parts  of  the  105*36  of  invert 
sugar  to  be  accounted  for,  so  that  6*51  parts  had 
nndeigone  some  other  change.  Any  carbon 
dioxic&  formed  from  amino-acids  produced  by 
autolvsis  would  be  included  in  the  amount 
fonncL 

6.  Formation  of  glycogen :   autofemuniation 


of  tfmat.  Yeast  very  readily  converts  a  portion 
of  the  carbohydrate  present  in  the  medium  into 
glyeoffen  CaH,«Os,  which  is  stored  in  the  cell 
{see  Harden  and  Young,  Chem.  Soc.  Trans. 
1902.  1224,  where  the  literature  is  cited). 

This  material  acta  as  a  reserve  carbohydrate, 
and,  when  the  yeast  is  preserved  in  absence  of 
sugar  solution,  is  slowly  broken  down  by  a 
diastatic  enzyme  into  su^ar,  and  fermented  mto 
alcohol  and  carbon  dioxide :  this  phenomenon 
is  known  as  the  autofermentation  of  yeast.  As 
yeast  mav  contain  as  much  as  30-40  p.c.  of  its 
dry  weight  of  glycogen,  it  follows  that  a  very  * 
considerable  amount  of  carbon  dioxide  and 
alcohol  may  be  produced  from  yeast  alone.  The 
autofermentation  proceeds  more  rapidly  at  high 
temperatures  (Haraen  and  Rowlana,  Chem.  Soc. 
Trans.  1901,  1227),  and  is  greatly  accelerated  by 
the  addition  of  many  salts  (Harden  and  Paine, 
Chem.  Soc.  Proc.  191 1, 103)  and  of  toluene.  The 
conditions  of  formation  of  glycogen  have  been 
investigated  quantitatively  by  Pavy  and 
Bywaters  (J.  Physiol.  1907,  36,  149),  and  micro> 
scopioally  by  Wager  and  Peniston  (Annals  of 
Botany,  1910,  24,  45 ;  J.  Inst.  Brewing,  1911-2). 

The  alcoholic  entyme  of  yeast.  Attention 
has  already  been  called  to  the  fact  that  up  to 
1897  all  attempts  to  isolate  from  a  yeast  an 
enzyme  capable  of  producing  alcoholic  fer- 
mentation had  failed.  It  had  early  been  shown, 
at  first  by  Mitscherhch  (1841)  and  then  by 
Helmholtz,  that  the  process  of  fermentation  in 
all  probabuity  took  place  within  the  cell  and  the 
efforts  of  later  investigators  had  been  rightly 
directed  towards  the  extraction  of  an  enzyme  by 
some  process  of  disintegration  or  treatment  with 
solvents.  All  such  efforts  were,  however,  made 
in  vain,  as  were  also  attempts  to  extract  the 
enzyme  by  freezing  or  plasmolysis,  the  products 
obtained  being  either  inactive  or  owing  what 
activity  they  possessed  to  the  presence  of  un- 
broken yeast  cells  or  bacteria  (Liidersdorff, 
Schmidt,  Pasteur,  Marie  von  ManassSin,  Adolf 
Mayer,  N&geli,  and  Loew).  A  slisht  modifica- 
tion of  the  grinding  processes  which  had  been 
used  by  several  of  these  authors,  led,  however,  to 
success.  Hans  and  Eduard  Buchner  applied  to 
3rea8t  the  process  of  grinding  with  sana  which 
they  had  previously  employed  successfully  for 
bacteria.  By  adding  kieselguhr,  at  the  sugges- 
tion of  Hahn,  to  the  pasty  maps  obtained,  and 
submitting  the  mixture  to  a  high  pressure,  they 
obtained  a  dear  liquid  which  was  capable  of 
fermenting  sugar  (Buchner,  Ber.  1897,  30,  117). 

The  nature  of  the  active  agent  in  yeast  juice, 
Buchner  at  once  established  the  facts  that  the 
yeast  juice,  prepared  as  just  described,  was 
capable  in  the  absence  of  yeast  cells  of  producing 
alcoholic  fermentation,  and  that  this  power  was 
not  removed  bv  the  addition  of  onloroform, 
benzene,  or  socuum  arsenite,  by  precipitation 
with  alcohol,  by  evaporation  to  dryness  at 
30'^--35^  or  by  filtration  through  a  Berkefeld 
candle,  whereas  it  was  completely  destroyed  at 
50^  He  therefore  concluded  that  the  fer- 
mentative power  of  the  juice  was  due  to  a  dis- 
solved substance  of  the  nature  of  an  enzvme  to 
which  he  gave  the  name  of  zvmase.  Several 
of  the  properties  of  this  liquid,  however,  sug- 
gested to  various  investigaton  that  it  did  not 
contain  an  enzyme  of  the  ordinary  kind,  but 
rather  fragments  of  the  living  protopkism  of  the 
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yeast,  which  retained  for  some  time  the  functions 
which  they  had  possessed  in  the  cell  This  idea 
was  in  harmony  with  the  facte  that  the  fer- 
menting power  of  the  juice  was  rapidly  lost  on 
preservation,  and  that  comparatively  laive 
amounts  of  certain  antiseptics  did  undoubtedly 
ffreatly  diminish  its  activity.  Other  objections, 
founded  on  the  behaviour  of  the  juice  on  dilu- 
tion, Ac,  proved  not  to  be  well  founded. 
Further  experience  of  the  nature  of  yeast  juice 
has  shown  that  this  idea  has  little  to  recommend 
it.  The  action  of  antiseptics  is  closely  analogous 
to  their  effect  on  other  enzymes,  andi  the  loss  of 
fermenting  power  has  been  shown  to  be  a  very 
complex  phenomenon.  No  evidence  of  the 
existence  in  the  juice  of  undissolved  proto- 
plasmic fragments  has  been  put  forward,  and 
experiments  on  the  precipitation  of  the  juice  by 
alcohol  and  ether  show  that  if  these  fragments 
do  exist  they  are  able  to  withstand  repeated 
solution  in  water  or  dilute  glycerol  and  re- 
precipitation  without  losing  their  power  of 
producing  fermentation.  Such  prbperties  are 
only  consistent  with  the  presence  of  an  enzyme, 
ana  there  seems  at  present  no  reason  to  doubt 
the  existence  of  such  an  agent  in  yeast  juice. 

Preparation  and  properties  of  yeast  juice. 
Fresh  brewery  yeast  is  washed  and  pressed  out 
at  about  60  kuos.  per  sq.  cm.  The  resulting 
mass,  which  contains  about  70  p.c.  of  water,  is 
mixed  with  an  equal  weight  of  sand,  and  from 
0*2-0*3  part  of  kiesel^ruhr,  care  being  taken  that 
this  is  free  from  acid.  The  dry  pAwder  thus 
formed  is  then  ground  in  small  portions  at  a 
time  in  a  laige  porcelain  mortar  by  means  of  a 
heavv  pestle,  until  the  mass  becomes  pasty, 
which  occurs  after  about  1-2  minutes*  grinding. 
The  paste  is  then  either  directly  pressed  out 
after  being  wrapped  in  a  filter  cloth,  the  pressure 
being  gradually  raised  to  90  kilos  per  sq.  cm. 
(Buchner),  or  is  mixed  with  more  kieselffunr  and 
the  dry  powder  pressed  out  between  Lnyers  of 
chain  cloth  (MacFayden,  Morris,  and  Rowland). 

The  yield  of  juice  obtained  from  1000  fframs 
of  bottom  yeast  by  Buchner  is  about  320-4^  c.c. ; 
that  obtained  from  English  top  yeasts  is  rather 
smaller,  averaging  250  c.c.  (Harden  and  Young). 
The  product,  after  any  suspended  yeast  cells 
have  oeen  removed  by  filtration  or  centrif uffali- 
sation,  is  a  slightly  viscid,  brownish-yeUow, 
opalescent,  faintly  acid  liquid  of  sp.gr.  1-03-1*06. 
It  contains  about  8*5-14  p.c.  of  mssolved  solids, 
and  0*7-1*7  p.c.  of  nitrogen,  nearly  all  in  the 
form  of  albumin,  so  that  the  liquid  coagulates 
when  heated.  The  ash  amounts  to  r4r-2  p.c. 
and,  like  that  of  yeast,  contains  a  laige  propor- 
tion of  phosphoric  oxide. 

An  active  extract,  known  as  maceration 
juice,  has  been  obtained  by  Lebedev  (Compt. 
rend.  1911,  152,  49;  Ann.  Inst.  Pasteur,  1912, 
26,  8)  by  dryinff  yeast  at  25''-30'',  and  then 
macerating  the  dried  material  with  3  parts  of 
water  for  2  hours  at  35°.  The  liquid  is  then 
filtered  or  centrifuged  and  a  clear  active  extract 
is  thus  obtained.  With  some  yeasts,  and 
notably  with  many  English  top  yeasts,  the 
process  fails,  whereas  bottom  yeaats  in  general 
give  good  results.  The  extract  closely  resembles 
yeast  juice  obtained  by  grinding,  but  usually 
contains  a  laiger  amodnt  of  inorsanic  phosphate 
and  a  much  smaller  amount  of  glycogen. 

When  the  juice  is  preserved,   the  protein 


becomes  hydrolysed  owing  to  the  presence  of  a 
powerful  tiyptic  enzyme,  known  as  yeast  endo- 
trypfase.  At  the  same  time,  the  power  of  pro- 
ducing alcoholic  fermentation  is  lost,  and  it 
seems  probable  that  this  is  due  to  the  action  of 
the  tryptic  enzyme  on  the  alcoholic  enzyme 
(Buchner).  When  excess  of  sugar  is  added  and 
the  mixture  incubated  at  25'',  a  steady  fermenta- 
tion ensues,  carbon  dioxide  being  evolved  and 
alcohol  produced  in  nearly  the  theoretical  ratio, 
at  a  rate  which  gradually  decreases  until  the 
process  stops,  after  72-96  hours,  not  from  ex- 
naustion  of^the  sugar,  but  owing  to  the  destruc- 
tion of  the  active  agent  of  fermentation.  The 
juice  from  bottom  yeasts  appears  to  be  more 
stable  and  to  produce  a  somewhat  greater  total 
fermentation  than  that  from  top  yeasts,  25  c.c. 
of  juice  producing  on  the  average  at  25°  an 
evolution  of  about  1-1*5  grams  of  carbon 
dioxide  in  the  case  of  bottom  yeast,  ai^d  0*^-1 
gram  in  the  case  of  top  yeasts. 

The  juice  ferments  those  sugars  which  are 
ferment«ble  by  the  yeast  from  which  it  is  pre- 
pared and,  in  addition,  dextrin,  soluble  staroh, 
and  fflycogen,  the  first  of  which  is  only,  slowly 
and  impenectly  fermented  by  yeast,  and  the 
last  two  not  at  all,  as  already  explained.  Malt- 
ose and  cane  sugar  are  hydrolysed  before  being 
fermented,  and  the  fermentation  proceeds  just 
as  with  the  simple  sugars,  glucose,  fructose,  and 
mannose.  Slight  di&rences  between  the  rates 
of  fermentation  and  the  total  fermentations 
produced  with  these  three  sugars,  have  been 
observed  by  Harden  and  Young.  A  yeaat, 
which  ferments  galactose,  yields  a  juice  which 
also  ferments  this  sugar,  but  the  action  is  often 
much  lees  pronoun^d  relatively  to  that  on 
glucose  than  is  that  of  the  living  yeast  (Harden 
and  Norris). 

Yeast  juice,  like  living  yeast,  exhibits  the 
phenomenon  of  autofermentation,  which  is 
carried  out  at  the  expense  of  the  glycogen 
present  in  it.  A  diastatic  enzyme,  capable  of 
hydrolysing  glycogen,  exists  in  the  juice  (glyco- 
genase),  and  hence  added  glycogen  is  also 
fermented,  but  usually  at  a  lower  rate  and  with 
a  smaller  total  yield  of  ^as  than  glucose.  The 
autofermentation  of  the  juice  from  top  yeast  is 
often  very  considerable  in  amount,  and  may  even 
occasionally  equal  that  produced  with  glucose, 
whilst  it  is  lees  pronounced  with  juice  from 
bottom  yeast.  Maceration  juice  is  almost  free 
from  autofermentation  {see  Oppenheimer,Zeitsclu 
physiol.  Chem.  1914,  89,  63). 

The  rate  of  fermentation  of  su^  varies  with 
the  concentration  of  the  sugar  m  the  manner 
characteristic  of  enzymes,  and  in  this  respect 
the  juice  closely  resembles  living  yeast.  After 
a  certain  small  umit  of  concentration  is  attained, 
the  initial  rate  is  practically  independent  of  the 
concentration  of  the  sugar,  out  decreases 
slightly  as  this  increases.  The  gradual  destruc- 
tion of  the  enzymes  produces  a  gradual  fall  in 
rate  which  simulates  the  course  of  a  mono- 
molecular  reaction,  and  is  regarded  by  some 
investigators  as  evidence  that  the  reaction  is  of 
this  type  (Euler,  Zeitsch.  physiol.  Chem.  1905, 
44,  53).  Increased  concentration  of  the  su«[ar 
also  increases  both  the  duration  of  fermentation 
and  the  total  fermentation,  probably  owing  to  a 
OTotective  action  on  the  fermenting  mechanism . 
The   rate   of    fermentation  is   diminished    by 
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dilation,  and,  with  juice  of  high  fermenting  power, 
is  probably  proportional  to  the  concentration  of 
the  juice.  The  total  fermentation  produced  is, 
at  the  same  time,  slishtly  diminished. 

Accompanying  the  decomposition  of  the 
sugar  into  carbon  dioxide  and  alcohol,  a  syn- 
thetic action  prooeeds,  by  which  a  portion  of  the 
glucose  is  converted  into  a  polysaccnaride,  which 
is  reconverted  into  glucose  by  hvdrolysis  with 
acid.  Hence  the  observed  loss  of  sugar  as  esti- 
mated by  reducing  power  is  usually  considerably 
greater  than  the  sum  of  the  weignts  of  alcohol 
and  carbon  dioxide  produced.  (This  pheno- 
menon is,  however,  differently  interpreted  by 
Euler;  see  Harden  and  Young,  Bioohem.  J. 
1913,  7,  630,  where  the  subject  is  discussed.) 
The  exact  nature  of  this  complex  saccharide 
has  not  yet  been  determined,  but  observations 
by  Oemer  (Ber.  1899,  32,  2062)  point  to  the 
possibility  of  the  svnthetic  production  of  glycogen 
m  yeast  juice.  As  alreaohr  mentioned,  succinic 
add  and  fusel  oil  are  not  formed  by  yeast  juice, 
whereas  glycerol  is  produced  to  the  extent  of 
about  3*8  p.c.  of  the  sugar  fermented. 

The  aeiian  of  arUiseptics  on  yeast  juice  has 
been  investigated  in  some  detail.  Saturation 
with  chloroform  or  toluene  or  the  addition  of 
I  p.c.  of  thymol  has  practically  no  e£fect,  whilst 
the  inhibiting  action  of  substances  like  phenol, 
formaldehyde,  benzoic  acid,  and  salicylic  acid, 
is  very  small  in  O'l  p.o.  solution,  more  con- 
siderable in  more  concentrated  solutions.  The 
fermenting  power  is  destroyed  by  4  p.c.  chloral, 
1*2  p.c.  phenol,  2  p.c.  sodium  fluorioiB,  0*55  p.o. 
ammonium  fluoride,  or  1*2  p.o.  hydrocyanic 
acid ;  but  in  this  last  case  it  is  restored  when 
the  hydrocyanic  acid  is  removed  by  a  current  of 
air.  The  action  of  potassium  arsenite  is  some- 
what complex,  and  is  treated  later. 

Fermentalion  by  dry  prejMnUions  of  yeast  and 
yeast  juice.  Yeast  juice  can  be  evaporated  to 
dryness  at  37°  without  loss  of  fermenting  power 
as  measured  by  the  total  fermentation  produced. 
When  the  juice  is  brought  into  10  volumes  of 
acetone  and  rapidly  drained,  washed  with  ether, 
and  dried,  a  wnite  powder  is  obtained,  which  is 
almost  completely  soluble  in  dilute  glycerol,  and 
retains  the  fermenting  power  of  the  original 
juice.  I>ry  preparations  can  also  be  obtained 
from  yeast  without  any  previous  grinding,  either 
by  diving  the  yeast  in  air  and  then  heating  it  to 
100°  for  6  hours  {hefanol)  or  by  treating  it  twice 
with  a  laige  volume  of  acetone  (or  alcohol  and 
ether),  washing  with  ether  and  drying.  The 
material  prepared  in  the  latter  way  amounts  to 
about  30  p.  c  of  the  pressed  yeast  taken,  and 
is  known  as  acetone  yeast,  permanent  yeast 
[Dauer-hefe)  or  zjmin,  and  is  almost  anhvdrous. 
sterile,  and  quite  incapable  of  growth,  but 
readily  produces  alcoholic  fermentation  when 
brought  into  sugar  solution.  The  general 
phenomena  of  fermentation  by  its  means  are 
the  same  as  are  produced  by  yeast  juice.  Both 
tiie  total  fermentation  and  the  rate  of  fermenta- 
tion are  4-6  times  greater  than  would  be 
obtained  with  the  yeast  juice  prepared  from  the 
same  weight  of  yeast. 

The  conditions  of  action  of  the  fermenting  agent 
contained  in  yeast  juice.  The  investigation  of 
the  mode  of  action  of  yeast  juice  on  sugar  has 
shown  that  the  process  is  very  complex.  The 
enzyme  is  accompanied  by  another  substance, 


termed  the  coenzyme,  the  presence  of  which  is 
essential  for  the  production  of  fennentation, 
and,  moreover,  the  chemical  change  is  not  a 
simple  decomposition  of  sugar,  acoordins  to 
6ay-Luasac*s  equation,  but  a  complicated  re- 
action in  which  a  salt  of  phosphoric  acid  takes 
part  (Harden  and  Young,  Proc.  Roy.  Soc.  B. 
1906,  77,  406,  78,  369 ;  1908,  80,  299 ;  1909, 
81,  336  ;   1910,  82,  321). 

The  coenzyme  of  yeast  juice.  When  yeast 
juice  is  passed  under  pressure  through  a 
Martin  filter,  which  consists  of  a  Chamberland 
filtering  candle  impregnated  with  7-10  p.c. 
gelatin,  all  the  colloidal  matter  of  the  juice  is 
retained  on  the  filter,  whilst  the  dialysable 
substances  pass  through,  so  that  the  constituents 
of  the  juice  are  divided  into  two  parts.  When 
these  two  portions,  the  residue  and  the  filtrate, 
are  separately  incubated  with  sugar  solution,  it 
is  found  that  neither  of  them  is  capable  of  pro- 
ducing fermentation.  When,  however,  the  two 
solutions  are  mixed,  fermentation  proceeds  at 
almost  the  same  rate  as  with  the  original  yeast 
juice  (Harden  and  Young).  Yeast  juice,  there- 
fore, contains  a  dialvsable  substance  essential 
for  the  process  of  fermentation,  and  this  is 
provisionally  termed  the  coenzyme  or  co- 
ferment.  It  is  also  present  in  zymin,  from  which 
it  can  be  readily  removed  by  simple  washing 
with  water,  a  perfectly  inactive  residue  being 
left. 

Our  present  information  with  regard  to  the 
coenzyme    may    be    summarised    as    follows : 

(1)  It  is  thermostable,  and  is  not  destroyed 
when  its  solution  is  boiled.  It  is  therefore 
present  in  the  liquids  obtained  by  boiling  yeast 
juice  and  filtering,  by  heating  yeast  at  lOO'', 
or  by  boiling  zymin  with  water  and  filtering, 
and  IB  best  prepared  by  one  of  these  methods. 

(2)  It  is  dialysable,  and  can  be  removed  from 
yeast  juice  by  dialysis  against  water  (Buchner 
and  Ajitoni,  Zeitsch.  physiol.  Chem.  1905,  46, 
136)  as  well  as  by  the  nitration  methods  already 
described.  (3)  It  is  destroyed  by  hydrolysis 
by  acids  or  alkalis,  and  even  by  the  continued 
boiling  of  its  solution.  (4)  It  is  gradually 
destroyed  in  yeast  juice,  less  rapidly  in  presence 
of  sugar,  by  an  enzyme,  which  appears  to  belong 
to  the  group  of  bpases,  since  tne  destruction 
proceeds  more  rapidly  in  the  presence  of  the 
upase  of  castor-oil  seeds,  but  is  not  accelerated 
by  trypsin  (Buchner  and  Klatte,  Biochem. 
Zeitsch.  1908,  8,  520).  (5)  It  is  not  precipitated 
or  destroyed  by  lead  acetate,  and  can  therefore 
be,  to  some  extent,  purified  by  means  of  this 
reagent  (Harden  and  Young).  It  is  precipitated 
by  a  laige  volume  of  acetone  or  alcohol  along 
with  the  enzyme  and  also  by  colloidal  ferric 
hydroxide  (Resenscheck,  Biochem.  Zeitsch. 
1908,  15,  11).  The  coenzyme  is  akio  present  in 
animal  tissues  (Meyerhof,  Zeitsch.  physiol. 
Chem.  1918,  101,  165;  102,  1). 

It  was  found  by  Oppenheimer  (Zeitsch. 
physiol.  Chem.  1915,  93,  235)  that  pyruvic  acid 
and  its  salts,  and  to  a  smaller  extent  acetalde- 
hyde,  exerted  a  stimulating  action  on  the 
fermentation  of  glucose  by  maceration  juice, 
and  Neubeig  (Biochem.  Zeitsch.  1^15,  71,  1) 
extended  this  observation  to  other  a-ketonic 
acids.  Moreover,  by  adding  a  mixture  of  a 
laige  number  of  a-ketonio  acids  (along  with  a 
phosphate)  to  maceratiQj|,lijwJ^yiaapfer%|^J^ 
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dialysis,  or  zymin  inactivated  by  washing,  he 
obtained  a  small  amount  of  fermentation  and 
concluded  that  this  mixture  could  partly  replace 
the  coenzyme  (Neubeig  and  Schwenk,  Biochem. 
Zeitech.  1915,  71,  136).  Harden  (Biochem.  J. 
1917,  11,  64)  subsequently  found  that  acetalde- 
hvde  was  capable,  in  presence  of  potassium 
phosphate,  of  reactivating  washed  zymin, 
prepared  from  English  top  yeast.  This  result 
IS,  however,  not  accepted  by  Neuberg  (Biochem. 
Zeitsch.  1918,  88,  145).  He  also  found  that  the 
presence  of  K  or  NH4  ions  was  necessary  for 
the  process,  and  that  these  could  not  be  re- 
placed bv  Na  ions.  Pyruvic  acid,  which  is 
converted  by  the  carboxylase  of  the  zymin  into 
acetaldehyde,  has  a  similar  e£fect.  It  seems 
possible,  therefore,  that  the  coenzyme  may  turn 
out  to  be  acetaldehyde  or  some  analogous 
substance.  Neubeig  and  his  colleagues  ( Biochem. 
Zeitsch.  1918,  88,  145;  1920,  161,  239,  276; 
109,  290;  1921,  120,  215)  have  found  that  a 
laige  number  of  reducible  substances,  both 
inoivanic  and  organic,  act  as  stimulants  to 
alcoholic  fermentation  by  yeast  preparations, 
and  in  some  cases  by  living  yeast,  and  consider 
that  they  act  as  acceptors  for  hydrogen,  and 
thus  increase  the  rate  of  the  reaction.  Harden 
and  Henley  (Biochem.  J.  1920,  14,  642;  1921, 
15,  175)  have  found  that,  at  all  events  in  certain 
oases,  the  stimulation  is  limited  to  the  reaction 
in  presence  of  phosphate  (see  below).  Stimula- 
tion is  also  produced  by  certain  substances 
which  are  not  easily  r&dudble,  such  as  the 
higher  polyatomic  alcohols  (Neub«ig). 

The  function  of  phoaphiues  in  aUokolic  fer- 
mentation.  The  addition  of  a  soluble  phosphate 
to  a  fermenting  mixture  of  yeast  juice  and  sugar 
produces  a  remarkable  effect.  The  rate  of 
fermentation  is  greatly  increased,  gradually 
attains  a  maximum,  and  rem*ains  at  this  hiffn 
value  for  a  certain  time,  after  which  it  rapidly 
falls  until  it  is  acain  approximately  the  same 
as  before  the  addition  of  phosphate.  During 
this  period  of  enhanced  fermentation,  the 
amounts  of  carbon  dioxide  and  alcohol  produced 
exceed  those  which  would  have  been  formed  in 
the  absence  of  added  phosphate  by  an  amount 
exactly  eouivalent  to  the  phosphate  added  in 
the  ratio  K  JEIPO*  :  C0,+(5,H,0  (Harden  and 
Younc,  Chem.  Soc.  Proc.  1905,  21,  189).  The 
phosphate  is,  at  the  same  time,  converted  into  a 
phoepho-organic  compound,  termed  a  hexoee- 
diphosphate,  of  the  formula  G«Hi«04(P04Rx)x, 
which  is  not  precipitated  by  magnesium  citrate 
mixture  or  uranium  salts  (Harden  and  Young ; 
Ivanov,  Zeitsch.  physiol.  Chem.  1907,  50,  281). 
In  other  words,  a  definite  chemical  reaction 
occurs  according  to  the  following  equation, 
which  is  founded  on  the  ratio  both  of  sugar  and 
phosphate  to  carbon  dioxide  and  alcohol,  and 
on  the  composition  of  the  hexoeephosphate 
produced : 

(1)  2C4H„04+2R,HP04 

=2CO,+2C,H,0+2H,0+C4H„04(P04R,), 

In  presence  of  excess  of  sugar  the  eeteri- 
fication  proceeds  according  to  a  monomolecular 
reaction,  and  is  most  rapid  in  faintly  alkaline 
reaction  (Euler  and  Kullbeig). 

The  existence  of  this  reaction  renders  it 
probable  that  phosphates  are  essential  for  the 
alcoholic  fermentation  of  the  augars  by  yeast 


juice,  and  that  in  their  absence  no  fermentation 
can  occur.  This  conclusion  has  been  confirmed 
in  a  very  striking  manner  by  experiment.  By 
making  use  of  the  methods  described  under  the 
heading  of  the  coenzyme,  a  mixture  of  enzyme, 
coenzyme,  and  sugar  can  be  prepared  which 
contains  no  free  phosphate  or  hexoeephosphate 
and  very  little  phosphorus  in  any  form  which 
can  yield  phosphate  by  enzymic  action.  Such  a 
mixture  is  almost  completely  devoid  of  ferment- 
ing power,  but  ferments  readily  when  a  small 
proportion  of  phosphate  is  added.  In  a  parti- 
cular case,  the  phosphate-free  mixture  only  gave 
1  '5  C.C.  of  carbon  dioxide,  whereas  in  presence  of 
phosphate  132  c.c.  were  produced  (Harden  and 
Young,  Proc.  Roy.  Soc.  B.  1911,  83, 451).  As  the 
result  of  the  reaction  expressed  by  equation  (1), 
practically  the  whole  of  the  free  phosphate  of 
the  juice  is  converted  into  hexosephosphate,  and 
the  fermentation  should  therefore  come  to  a 
close  unless  some  means  of  regeneration  of  free 
phosphate  were  provided.  Actually  the  neces- 
sary phosphate  is  supplied  by  the  hydrolysis  of 
the  hexosephosphate,  which  is  effected  oy  an 
enzyme,  termed  on  this  account  hexoeephoe- 
phduue,  and  yields  a  hexose  and  a  phosphate : 

(2)  C4H,,04(P04R,),+2H,0 

=C.H„Oe+2R,HP04 

Both  the  hexose  and  the  phosphate  thus  formed 
enter  again  into  reaction  (1).  The  phosphate 
thus  goes  through  a  regular  cycle  of  changes, 
being  first  converted  into  hexosephosphate  and 
then  liberated  by  hydrolysis. 

It  is  now  possiole  to  understand  the  con- 
ditions which  prevail  in  yeast  juice  in  the 
presence  and  absence  of  added  phosphate. 
When  the  proper  or  optimum  amount  of  phos- 
phate is  added,  reaction  (1)  proceeds  at  its  maxi- 
mum rate,  and  this  rate  affords  a  measure  of  the 
concentration  of  the  fermenting  complex  present 
in  the  juice.  When  all  the  phosphate  has  been 
converted  into  hexosephospinate,  the  rate  falls 
to  a  low  level,  which  represents  the  rate  at  which 
phosphate  is  beinff  supplied  by  the  hydrolysis  of 
the  hexosephosphate.  The  rate  of  fermenta- 
tion under  these  conditions,  the  so-called  normal 
rate  of  fermentation,  is  therefore  a  measure  of 
the  concentration  of  the  hexoeephosphatase. 
If  it  were  possible  to  accelerate  the  rate  of 
action  of  this  enzyme  to  such  an  extent  that  the 
supply  of  phosphate  was  maintained  at  the  opti- 
mum amount,  the  rate  of  fermentation  would 
be  permanently  maintained  at  the  high  level 
obs^ed  in  presence  of  added  phosphate. 
Precisely  this  result  is  attained  by  the  aodition 
of  a  small  amount  of  sodium  arsenate  to  the 
juice.  A  laige  and  permanent  rise  of  rate 
occurs,  and  direct  experiment  shows  that  this  is 
due  to  acceleration  of  the  rate  of  action  of  the 
hexoeephosphatase  {see  dlso  Meyerhof,  Zeitsch. 
physiol.  Chem.  1918,  102,  185Jt.  Arsenites  pro- 
duce  a  somewhat  similar  but  much  less  marked 
effect  (Harden  and  Young,  Z.c.). 

Hexosediphoaphoric  acid.  The  phospho- 
oivanic  compound  produced  during  fermentation, 
which  was  fust  observed  by  Harden  and  Young, 
has  since  been  studied  by  Ivanov  {l,c.  and  Cent. 
Bakt.  Par.  ii.  1909,  24,  1) ;  Lebedev  (Biochem. 
Zeitsch.  1909,  20,  114;  1910,  28,  213;  1911, 
36,  248 ;  1912,  39,  155 ;  Zeitsch.  physioL  Chem. 
1911,  75,  499;    1913,  84,  305);   Young  (Proc. 
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Roy.  8oc.  B.  1909»  81,  628 ;  Biochem.  Zeitsch. 
1011,  32,  177);  Euler  and  his  oo- workers 
(Biochem.  Zeitacb.  1911,  36,  401;  37,  313; 
1912,  41.  215;  Zeitsoh.  physioL  Chem.  1912, 
77,  394 ;  80,  206) ;  and  Neubexg  (Biochem. 
ZeitBch.  1917,  83,  244),  who  have  deeoribed 
variouB  modifications  of  the  method  of  pre- 
paration. It  is  best  isolated  in  the  form  of  the 
lead  salt  from  the  boiled  mixture  in  which 
fennentation  has  been  carried  oat  in  presence  of 
phosphate.  This  is  decomposed  by  sulphuretted 
nydnven,  neutralised,  the  free  phosphate  re> 
movedf  by  magnefliiim  nitrate  and  aUcali,  and 
the  hesosephosphate  again  precipitated  by  lead 
acetate.  All  Uke  salts  are  amorphous,  and 
the  magnesium,  calcium,  barium,  and  manganese 
salts,  which  are  only  sparingly  soluble,  are  more 
soluble  in  cold  than  in  hot  water,  and  can  be 
purified  by  takiog  advantage  of  this  property. 
The  free  acid  has  not  been  obtained  in  the  pure 
state,  but  in  solution  is  faintly  dextrorotatory, 
[a]]>=+3*4^  It  is  decomposed  when  boiled 
alone  or  with  acids  yielding  phosphoric  acid 
and  either  pure  fructose  or  a  mixture  of  hexoees 
in  which  fructose  predominates.  Glucose,  man- 
nose,  and  fructose  all  appear  to  yield  the  same 
hexoeephosphorio  acid,  which  gives  fructose 
when  hydruysed. 

Some  doubt  exists  as  to  the  constitution  of 
this  compound.  Ivanov  regarded  it  as  a  triose- 
monophosphoric  acid  ester  C,HsO,(P04Us), 
but  the  evidence  on  which  this  view  rests  has 
been  shown  to  be  unsatisfactory.  Lebedev,  on 
the  other  hand,  at  first  regarded  it  as  a  hexose- 
monophosphoric  acid  ester,  basing  this  view 
solely  on  the  composition  of  the  phenylhydrazine 
derivative,  which  has  the  composition 
C,H,NH'NH,.H,P04CH,(CHOH],0(N,C,H,)CH(N,C,H.) 

and  is  therefore  the  phenylhffdrazine  saU  of  a 
monapkotphoric  ester  of  hexoaaxane.  Young, 
however,  supported  the  original  view  of  Harden 
and  Young,  which  is  now  accepted  by  Lebedev,. 
and  has  bcwn  confirmed  by  Euler  and  by  Neuberg, 
that  the  compound  is  a  hexosediphosphoric  est^ 
C«Hi«04(P04H.)2,  since  analyses  of  the  salts 
agree  with  this  formula ;  phosphoric  acid  is  split 
off  during  the  formation  of  the  phenylh^drazine 
derivative,  but  a  hydrazone  containmg  two 
phosphoric  add  groups  for  one  molecule  of 
nexose  has  been  prepared. 

The  formation  of  hexosediphosphoric  acid 
has  been  attributed  by  Euler  to  the  action  of 
a  special  *  synthetic  enzyme,  phosphatese, 
since  he  has  observed  esterification  of  phosphoric 
acid  without  any  accompanying  evolution  of 
carbon  dioxide  by  the  extract  of  a  race  of 
yeast  obtained  from  a  Stockholm  brewery. 
£uler  has  also  observed  that  when  maceration 
juice  has  been  heated  to  40^  for  30  minutes  it 
effects  the  esterification  of  phosphoric  acid  at  a 
much  greater  rate  than  the  unheated  extract. 

Hexosephosphates  are  present  in  freshly  pre- 
pared yeast  juice  and  in  yeast  extract,  and  are 
therefore  almost  certainly  present  in  the  living 
yeast  cell. 

It  is,  however,  remarkable  that  the  hexose- 
diphosphates  are  not  fermented  by  living  yeast. 
This  fact  was  first  observed  by  Ivanov,  and  has 
been  confirmed  by  Harden  and  Young,  and  by 
Euler  and  Backstrom,  who  have  also  found  that 
the  hexoeephosphate  accelerates  the  fennentation 
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of  glucose  by  yeast,  although  it  is  not  itself 
either  hydrolysed  or  fermented. 

In  addition  to  hexosediphosphoric  acid  other 
phosphoric  esters  are  proaucea  in  yeast  juice. 
The  exact  nature  of  these  and  their  relation  to 
the  process  of  alcoholic  fermentation  have  not 
yet  been  definitely  ascertained  {see  Harden  and 
Robison,  Chem.  Soc.  Proc.  1914,  16;  Euler 
and  Fodor,  Biochem.  Zeitech.  1911,  36,  401 ; 
Lebedev,  Bioohem.  J.  1918,  12,  87). 

Several  minor  points  remain  for  consideration 
with  regard  to  the  action  of  phosphate.  In  the 
first  plM^  phosphate  not  only  sets  up  a  tem- 
porarily enhanoMl  fermentation,  but  also  con- 
siderably increases  the  total  fermentation  pro- 
duced, apparently  by  means  of  a  protective 
action  of^the  hexoeephosphate  on  the  various 
enzymes  concerned.  Excess  of  phosphate  pro- 
duces a  secondary  inhibiting  effect,  and  may 
lead  to  a  diminished  fermentation  instead  of  an 
enhanced  fermentation.  Excess  of  arsenate 
and  aisenite  produce  similar  effects  but  are  much 
more  marked  in  their  action,  often  leading  to 
total  inhibition.  A  similar  effect  is  produced 
by  many  other  salts  (Meyerluof,  Zeitsoh.  physiol. 
dhem.  1918,  102,  185),  so  that  the  phosphate 
exerts  both  a  specific  action  and  a  general  salt- 
effect  :  see  Harden  and  Henley  (Bioohem.  J.  1921 , 
16,  312). 

Fructose  produces  a  much  greater  rate  of 
fermentation  m  presence  of  phosphate  than  does 
glucose,  and  the  optimum  concentration  of 
phosphate  is  sreater  in  presence  of  fructose  than 
m  presence  ofgluoose,  as  shown  by  the  following 
numbers  referring  to  10  c.c.  of  yeast  juice  : — 
Optimom  concentration  of        Maximum  rate  of  fer 


xwphate 

In  terms  of  a 

mentaUon  in  o.c.  of 

molar  solution 

COaper 

5  minutes 

Olucose 

Fructose 

Olucose 

Fructose 

0-034 

0-086 

7-6 

32-2 

0-012 

0120 

6-4 

28-4 

0-026 

0130 

8-0 

170 

0120 

0180 

16-2 

31-2 

These  facts  are,  at  present,  not  understood, 
but  they  probably  indicate  that  fructose  bears 
some  special  relation  to  the  fermenting  complex, 

Zymin  also  reacts  with  phosphate  in  a  similar 
manner  to  yeast  juice,  but  the  rate  is  not  so 
greatly  increased,  so  that  the  effects  are  not  so 
marked. 

Period  of  Iriductum.  When  maceration 
juice  is  employed,  a  period  of  induction,  during 
which  no  carbon  dioxide  is  evolved  and  no 
change  in  the  rotation  can  be  observed,  fre- 
quently precedes  the  commencement  of  fermen- 
tation of  glucose  or  fructose  (Lebedev,  Ann. 
Inst  Past.  1912,  26,  16).  This  period  is 
abolished  by  the  presence  of  even  a  trace  of 
hexosephosphate  (Meyerhof,  Zeitsch.  physiol. 
Cbem.  1918,  102,  186)  and  hence  cannot  be 
observed  with  ordinary  yeast  juice,  in  which 
autofermentation,  accompanied  by  production 
of  hexosephosphate,  is  constantly  in  progress. 
The  induction  time  is  lessened  by  addition  of 
cane-sugar  or  by  warming  the  glucose  or  fructose 
solution  with  a  neutral  phosphate  mixture  for 
several  hours  at  80^  The  addition  of  hexose- 
phosphate also  greatly  diminishes  the  time 
required  for  the  maximum  rate  to  be  attained 
after  the  addition  of  phosphate  (Meyerhof). 

These  phenomena  have  not  been  explained. 
Euler  has  made  a  somewhat  similar  observation 
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to  the  effect  that  a  preliminarv  partial  fermenta- 
tion of  glucose  (but  not  of  fructose)  by  living 
yeast  renders  it  more  readily  susceptible^ 
enzjrmic  esterification  with  phosphates. 

Carboxylase.  As  mentioned  above,  yeast 
decomposes  a-ketonic  acids  into  carbon  dioxide 
and  the  corresponding  aldehyde 

RCOCOOH=RCHO+COa 

This  reaction  is  brought  about  by  all  races  of 
brewer's  yeast,  and  by  wine  yeasts,  and  has 
been  traced  to  the  presence  m  these  of  an 
enzyme  termed  by  Neuberg  carboxylase.  From 
the  cell  this  enzyme  passes  into  yeast  juice,  so 
that  this  also  possesses  the  property  of  decom- 
posing a-ketonic  acids.  The  salts  are  also 
attacked,  the  carbonate  or  bicarbonate  of  the 
metal  being  formed,  and  a  certain  amount  of 
the  aldehyde  undeigoing  condensation  to  in- 
active aldol  under  the  iimuence  of  the  alkaline 
carbonate.  The  enzyme  is  undoubtedly  distinct 
from  zymase,  and  is  differently  affected  by 
agents  such  as  heat  and  antiseptics.  Its  action 
is,  moreover,  independent  of  the  presence  of  the 
.  coenzyme  of  yeast  «juice  (Harden,  Bioohem.  J. 
1913,  7,  214  ;  Neuberg  and  Rosenthal,  Biochem. 
Zeitsch.  1913,  61,  126). 

T/*e  pkiy  of  enzymes  in  yeasi  Juice.  It  will 
be  seen  from  the  foregoing  that  the  number  of 
factors  concerned  in  fermentation  by  yeast 
juice  is  very  large,  and  that  the  conditions  are 
correspondingly  complex.  In  addition  to  the 
enzyme  and  coenzyme,  toeether  forming  the 
fermenting  complex,  the  nydrolvtic  enzyme 
hexoeephosphatase,  the  free  phosphate  and  the 
sugar,  and  probably  the  carboxylase,  which 
are  all  directly  involved  in  fermentation,  a 
number  of  other  agencies  are  at  work  which 
influence  the  course  of  the  reaction.  Chief 
among  these  are  the  hydrolytic  enzymes  which 
cause  the  destruction  of  the  enzyme  and  co- 
enzvme  respectively.  The  former  of  these  is 
probably  proteoclastic  and  the  latter  lipoclastic, 
and  on  the  relative  concentration  of  these  and 
of  the  enzyme  and  coenzyme  themselves 
depends  the  exact  course  of  events.  During  the 
normal  fermentation  in  presence  of  excess  of 
sugar,  both  the  enzyme  and  coenzyme  are 
gradually  being  destroyed,  and  fermentation 
ceases  as  soon  as  either  of  these  has  completely 
disappeared.  In  juice  from  top  yeast,  it  is 
found  that  the  cessation  of  fermentation  is  due 
to  the  disappearance  of  the  enzyme.  Buchner 
and  Klatte  (Biochem.  Zeitsch.  1908,  8,  620) 
have,  however,  found  that  in  juice  from  bottom 
yeaat  the  coenzyme  disappears  first,  and  that 
the  fermentation  can  be  restarted  by  the  addi- 
tion of  boiled  yeast  juice  containing  a  fresh 
supply  of  coenzyme.  The  matter  is  even  more 
complex  than  this,  for  boiled  yeast  juice  has 
been  found  to  contain  an  antiprotease  (analogous 
to  the  antitrypsin  of  blood  serum)  which  inhibits 
the  action  of  the  tryptase  of  the  yeast,  and  thus 
preserves  the  enzyme  from  destruction.  The 
presence  of  this  agent  is  partly  responsible  for 
the  considerable  increase  m  total  fermentation 
produced  by  the  addition  of  boiled  yeast  juice 
to  fresh  yeast  juice,  the  coenzyme  and  the 
phosphate  added  at  the  same  time  having  also 
a  share  in  the  phenomenon.  The  hexoee- 
phosphatase appears  always  to  oatlast  both  the 
enzyme  and  coenzyme.     The  addition  of  sugar  I 
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alone  also  exerts  a  protective  action  upon  the 
enzymes  of  the  juice,  the  power  of  producing 
fermentation  being  retained  for  a  much  longer 
time  in  presence  than  in  sfbsence  of  the  sugar. 
All  these  phenomena  of  protection  are  probably 
to  be  referred  to  the  formation  of  some  sort  of 
compound  or  association  between  the  substances 
concerned  in  fermentation,  which  renders  them 
leas  capable  of  reaction  with  other  substances. 

The  nature  of  the  process  of  fermentation  in 
the  living  yeast  cell.  When  the  effects  produced 
by  yeast  juice  and  zymin  are  compared  with  those 
due  to  living  yeast,  it  is  found  that  yeast  juice 
ferments  glucose  at  a  rate  which  is  only  about 
Jff  of  that  given  by  the  yeast  from  which  it  was 
prepared,  whilst  zymin  yields  a  rate  which 
IS  4-^  of  that  of  yeast.  In  the  presence  of 
fructose  and  phosphate,  the  rate  of  fermentation 
of  yeast  juice  may  be  increased  as  much  aa 
20-fold,  then  amounting  to  about  one-half  the 
rate  of  that  of  living  yeast,  whilst  that  of  zymin 
may  be  increased  to  approximately  the  same 
relative  value.  Assuming,  as  apjpean  justified, 
that  the  process  of  fermentation  is  of  the  same 
ffeneral  character  in  yeast  as  in  yeast  juice,  it 
follows  that  yeast  juice  contains  a  large  fraction 
of  the  fermenting  complex  present  in  yeast,  but 
differs  from  this  mainly  in  the  power  of  re- 
generating phosphate.  Zymin  appears  to  con- 
tain a  somewhat  smaller  proportion  of  the  fer- 
menting complex,  but  has  a  much  greater  power 
of  regenerating  phosphate  than  yeast  jtiice, 
although  still  considerably  less  than  living 
yeast.  A  similar  effect  to  that  which  is  pro- 
duced by  grinding  yeast,  treating  it  with  acetone 
or  dryinff  and  heating  it,  is  also  produced,  but 
to  a  smuler  degree,  by  treating  it  with  toluene 
(Harden),  so  that  all  these  processes  must  result 
in  some  similar  change  whicn  is  rendered  evident 
by  the  loss  of  the  power  of  regenerating  phos- 
phate from  hexosepnosphate.  Of  the  nature  of 
this  change  we  are,  at  present,  ip;norant,  but  the 
facts  strongly  suggest  that  it  is  in  some  way  due 
to  the  disorganisation  of  the  cell.  Another 
difference  between  yeast  juice  and  yeast  is  that 
the  latter  does  not  respond,  like  yeast  juice,  to 
the  addition  of  phosphate  or  of  arsenate.  This 
is  in  reality  another  consequence  of  the  superior 
phosphate-producing  power  of  the  yeast  ceU, 
whereby  the  optimum  amount  of  phosphate  is  . 
constcmtly  supplied.  In  presence  of  a  constant 
concentration  of  sugar,  coenzyme  and  phosphate, 
the  rate  of  fermentation  is  approximately 
proportional  to  the  concentration  of  the  enzyme 
(Meyerhof). 

In  the  light  of  what  has  been  said,  the 
following  scheme  of  fermentation  in  the  yeast 
cdl  may  be  imagined.  The  sugar  first  diffuses 
into  the  cell,  and  it  has  been  shown  by  Slator 
and  Sands  that  the  rate  of  diffusion  is  much 
more  than  sufficient  to  supply  the  sugar  neces- 
sary for  fermentation,  and  is  therefore  not 
the  controlling  factor  in  the  observed  rate  of 
fermentation  (Chem.  Soc.  Trans.  1910,  022). 
Inside  the  cell,  the  sugar,  either  as  such  or 
having  undergone  some  change  such  as  con* 
version  into  the  enolic  form  (E.  F.  Arm- 
strong), combines  with  the  fermenting  complex, 
and  is  thereby  brought  into  relation  with 
phosphate,  probably  also  combined  with  the 
fermenting  complex.  This  association  of  fer- 
menting complex,  sugar,  and  phosphate  then 
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breaks  down  with  liberation  of  the  lermenting 
complex,  accompanied  either  by  the  formation 
of  carbon  dioxide,  alcohol,  and  hexoeephoephate, 
according  to  equation  (1)  preyiously  given,  or  of 
the  products  of  some  intermediate  stage  of  this 
reaction.  It  is  probably  the  rate  of  this  de- 
composition which  is  measured  as  the  rate  of 
fermentation.  The  hexosephosphate  is  rapidly 
hydrolysed  and  a  supply  of  tresh  phosphate  thus 
provided,  which,  alonff  with  the  hexose  formed 
at  the  same  time,  and  a  new  quantity  of  sugar 
supplied  by  diffusion,  a^n  enters  into  associa- 
tion with  the  fermenting  complex,  and  thus 
continues  the  fermentation. 

The  results  obtained  by  Slator  with  mannose 
and  the  facts  already  related  with  regard  to 
galactose,  suggest  the  possibility  that  the  whole 
mechanism,  or  at  least  some  portion  of  it,  may  be 
specific  for  each  sugar,  but  definite  evidence  of 
this  has  not  yet  beni  obtained. 

On  the  other  hand,  the  facts  that  hexose- 
phosphates  are  not  decomposed  or  ^fermented, 
and  that  phosphates  are  onlv  very  imperfectly 
eeterified  by  living  yeast,  have  led  i^euberg 
(Biochem.  Zeitocb.  1917,  83,  244)  to  the  con- 
clusion that  the  processes  which  occur  in  yeast 
juice  do  not  represent  the  normal  course  of 
events  in  the  uninjnred  yeast  ceU. 

The  ehemleal  ehangv  involved  in  aleohoUe 
formentation.  Many  theories  have  been  ad- 
vanced as  to  the  stages  which  may  be  supposed 
to  intervene  between  glucose  and  the  final 
products  of  its  decomposition — alcohol  and 
carbon  dioxide.  Baeyer,  in  1870,  pointed  out 
that  the  alternate  removal  and  readoition  of  the 
elements  of  water  might  lead  to  an  accumulation 
of  oxygen  on  certcun  of  the  carbon  atoms,  and 
thus  render  the  rupture  of  the  carbon  chain 
possible.  Wohl  has  proposed  a  modification  of 
this  idea,  which  leads  to  uie  supposition  that  loss 
of  water  and  intramolecular  clumge  result  in  the 
formation  of  a  ketoaldehyde  wmch  undeisoee 
hydrolysis    to   methylclyoxal   and   glycenJde 


hyde ;  the  latter  of  which,  by  a  similar  series  of 
changes,  also  forms  methyl^lyoxal  CH,'CO*CHO. 
This  then  passes  into  lactic  acid,  and  this  into 


carbon  dioxide  and  alcebol.  This  theory  re 
oeived  a  certain  amount  of  experimental  support 
from  the  fact  that  small  quantities  of  lactic 
acid  appear  to  be  fermented  by  yeast  juice 
(Bnchner  and  Meisenheimer).  The  idea  of  the 
occurrence  of  lactic  acid  as  a  true  intermediate 
product  of  alcoholic  fermentation  has,  however, 
now  been  abandoned,  largely  owing  to  the 
criticisms  of  Slator,  who  pointed  out  that  this 
substance  should  be  fermented  at  least  as 
quickly  as  glucose,  and  that  this  is  not  the 
case.  The  same  criticism  is  valid  against  many 
of  the  3-carbon  compounds  which  have  been 
proposed  as  intermediate  products,  including 
glvceraldehyde  and  dihydroxyacetone,  both  oi  j 
which  are  slowly  attacked  bv  yeast,  whilst  ' 
dihydroxyacetone  is  also  readily  fermented  by 
yeast  juice  prepared  by  maceration  (Lebedev). 

Tile  nrnme  add  theory  of  fermentation. 
Tlie  universal  preaence  of  carboxylase  in  yeasts 
capaUe  of  producing  alcoholic  fermentation 
creates  a  strong  presumption  that  the  decom- 
position of  pyruvic  acid  actually  forms  a  stage 
m  tlie  alcoholic  fermentation  of  sugais.  The 
fact  that  the  evolution  of  carbon  dioxide  from 
pjmivio    acid    commences    instantly,    whereas 


there  is  a  considerable  delay  in  the  case  of 
glucose  (Neuberg  and  Rosenthal,  Biochem. 
Zeitsch.  1913,  61,  128)  is  interpreted  to  mean 
that  the  glucose  imdergoes  a  preliminary  chanffc 
which  requires  some  time  and  results  in  the 
formation  of  pyruvic  acid  capable  of  immediate 
decomposition.  Other  explanations  of  this 
delay,  which  is  by  no  means  invariable,  can, 
however,  be  given.  A  number  of  observations 
have  also  been  made  by  Euler  and  Ids  school 
which  have  led  him  to  the  same  conclusion, 
that  some  intermediate  product  is  formed  before 
the  production  of  alcohol  and  carbon  dioxide. 

fVruvic  acid  has  actually  been  isolated  by 
Fembach  and  Schoen  (Compt.  rend.  1913,  157, 
1478)  from  the  products  formed  by  the  alcoholic 
fermentation  of  sugar  in  the  presence  of  chalk  ; 
but  Kerb  (Ber.  1919,  52,  B,  1795),  using  pure 
cultures  of  yeast,  was  unable  to  confirm  this 
observation. 

The  pyruvic  acid  theory  of  alcoholic  fer- 
mentation (Neubauer  and  Fromherz,  Zeitsch. 
physiol.  Chem.  1911,  70,  326;  Neuberg  and 
kerb,  Zeitsch.  Garungsphysiol.  1912,  1,  114; 
Kostytshev,  Zeitsch.  physiol.  Chem.  1912,  79, 
130)  involves  three  stages,  exemplified  by 
the  foUowing  equations  : — 

(i)  C,Hi,0,=2CH,-COCOOH4-4[H] ; 
(ii)  2CH,COCOOH=2CH,CHO-f 2C0, ; 
(iii)  2CH,CH0-f 4H=2CH8'CH,OH 

The  products  of  decomposition  of  pyruvic 
acid  by  yeast  being  carbon  (uoxide  and  acetalde- 
hyde,  the  production  of  alcohol  from  glucose 
by  way  of  pyruvic  acid  must  involve  a  process 
of  reduction.  That  yeast  possesses  powerful 
reducing  properties  has  lonff  been  Jmown 
(philothion  of  Rey-Pailhade).  These  are  shared 
by  yeast  juice  and  the  other  active  preparations 
obtained  from  yeast,  all  of  which  are  capable 
of  reducing  many  aldehydes  to  alcohols  and 
various  colouring  matters  to  their  leuco- 
compounds,  and  are  therefore  supposed  to 
contain  a  reducing  enzyme  or  reducase.  The 
intervention  of  this  reducing  enzyme  of  yeast  in 
alcoholic  fermentation  was  suggested  in  1904 
by  Gruss  (Zeitsch.  ges.  Brauwesen,  1904,  27, 
689),  and  has  since  been  supported  by  many 
workers,  notably  PaUadin  (Zeitsch.  physiol. 
CheuL  1908,  56,  81),  Kostytshev  (numerous 
papers  in  Zeitsch.  physiol.  (Jhem.  from  1912), 
and  Lvov  (1913).  The  attempts  made  by 
these  investigators  to  show  that  in  presence  of 
reducible  substances  the  fermentation  of  glucose 
was  modified  (Lvov ;  Kostytshev),  or  that  the 
presence  of  glucose  interfered  with  the  reduction 
of  other  substances,  were  not  conclusive. 
Neubeig,  however  (in  a  series  of  papers  sum- 
marized in  Ber.  1919,  STB,  1677),  has  shown 
that  in  the  presence  of  substances  capable  of 
combining  with  acetaldehyde  the  course  of  the 
fermentation  is  profoundly  modified.  For  this 
purpose  he  employed  normal  sodium  sulphite, 
which  reacts  with  acetaldehyde  according  to 
the  equation 
Cj|H40-fNa^0,+H,0 

=C,H,O.NaHSO,+NaOH 
In  the  presence  of  this  salt,  under  the  most 
favourable  conditions,  only  about  30  per  cent, 
of  the  sugar  undergoes  the  normal  fermentation, 
whilst  the  remaining  70  per  cent,  yields  acetalde- 
hyde, glycerol  and  carbon  dioxide  according  to 
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the  eauation  CaHi.Oa=C,H40+C,H80,+CO„ 
or,  including  the  sulphite, 

C.H„Oa+Na,SO,+H,0 

=C,H80,+C,H40.NaHSO,+NaHCO, 

The  sulphite  is  best  added  after  the  fermentation 
has  commenced,  from  33-150  grams  being  used 
for  100  grams  cane-sugar  dissolved  in  1-2*5  litres 
of  water,  and  about  10-20  grams  of  yeast. 
Molecxdar  proportions  of  aoetaldehvde  and 
glycerol  are  produced  throughout  tne  whole 
course  of  the  fermentation,  and  the  yield, 
referred  to  sugar,  increases  with  the  concentra- 
tion of  sulphite.  Insoluble  sulphites  (Ca,  Zn, 
Mg)  can  be  used  if  the  mixture  is  well  agitated, 
and  the  process  can  also  be  carried  out  in 
faintly  acid  solution  in  the  presence  of  acid 
potassium  phosphate. 

An  enhanced  production  of  acetaldehyde 
and  glycerol  had  previously  been  observed  by 
Neubeig  and  Farber  (Biocbem.  Zeitsch.  1917, 
78,  238),  both  with  living  yeast  and  maceration 
juice  in  presence  of  a  number  of  alkaline  salts, 
but  the  acetaldehyde  found  was  not  chemically 
equivalent  to  the  glycerol.  Under  these 
circumstances,  however,  it  has  now  been  found 
that  the  acetaldehyde  undergoes  a  Cannizzaro 
reaction,  yielding  alcohol  and  acetic  acid,  so 
that  the  fermentation  in  presence  of  alkalis 
proceeds  as  follows  : — 

2C,Hi,0.->2C,H,0,+2CO,+2C,H40  ^-^^^ 
2C,H.O,4-2CO,+C,H,O-fC,H40, 
One  molecule  of  acetic  acid  is  thus  produced 
for  every  two  molecules  of  glycerol.  The  yield 
of  glycerol  obtained  in  this  way  is  not  so  high 
as  m  the  presence  of  sulphite,  amounting  in  the 
presence  of  sodium  bicar  Donate  to  about  35  per 
cent,  of  the  theoretical  (Neuberg  and  Hirsch, 
Biochem.  Zeitsch.  1919,  100,  304).  Neubeiv 
explains  the  results  obtained,  on  the  general 
lines  of  the  pyruvic  acid  theory,  by  supposing 
that  the  sulphite  combines  with  the  acetaldehyde 
and  thus  prevents  its  reduction  to  alcohol,  the 
glycerol  wing  formed  by  the  action  of  the 
hydrogen  thus  rendered  available  on  the 
precursor  of  pyruvic  acid,  which  he  assumes  to 
be  methylglyoxal.  According  to  Neubeig  and 
Kerb  (Biochem.  Zeitsch.  1913,  58,  158),  the 
normal  course  of  fermentation  takes  place 
according  to  the  following  equations : — 

(1)  CaHi,0,-2H,0=C,H,04 

(methylglyoxal-aldol) 
=2CH,:q0H)-CH0  or  2CH,C0-C00H 
(meUiylgloxal). 

(2)  CH,:qOH)-CHO+H,0        H, 

+  II 
CH,:C(OH)CHO  O 

CH^OH)CH(OH)CH,-OH  (glycerol). 
=  *  + 

CXB.-CO-COOH  (pyruvic  add). 

(3)  CH,-CO-COOH=CH,-CHO+CO, 

(4)  CH.-CO-CHO        O        CJH.-CO-COOH 

+  11=  + 

CH,-CHO  H,        CH,-CH,-OH 

In  the  presence  of  sulphite  or  of  alkalis  a 
certain  proportion  of  the  aldehyde  produced 
in  (3)  is  withdrawn  from  the  system  so  that 
reaction  (4)  is  greatly  diminished  in  rate  and 
the  end-products  contain  a  large  proportion  of 
acetaldehyde  and  glycerol,  the  uttter  formed 
according     to     equation    (2).    Wo.    Ostwald 


(Biochem.  Zeitsch.  1919,  100,  279;  see  aho 
Neubeig,  ibid,  289)  has  pointed  out  that  the 
enhanowi  production  of  acetaldehyde  would 
naturally  follow  on  the  removal  of  this  substance 
from  the  sphere  of  action,  the  equilibrium 
being  in  this  way  constantly  disturbed,  so  that 
this  fact  cannot  in  itself  be  regarded  as  a  strict 
proof  of  the  theory  that  pyruvic  acid  is  an 
intermediate  product  in  the  normal  course  of 
fermentation.  In  view  of  the  fact  that  in  the 
modified  fermentation,  the  acetaldehyde  is 
produced  at  approximately  the  same  rate  as 
alcohol  in  the  normal  fermentation  there  can 
be  little  doubt  that  Neubeig's  explanation  is 
in  this  particular  correct. 

No  definite  experimental  evidence  of  the 
participation  of  methylglyoxal  in  the  process 
of  fermentation  has  yet  been  obtained,  and  it 
ia  still  doubtful  whether  Neubeig*s  equations 
represent  the  actual  mechanism  of  the  fermenta- 
tion. It  is  possible  that  in  the  decomposition  of 
glucose  by  way  of  pyruvic  acid  into  alcohol  and 
carbon  dioxide,  either  the  reducase  combines 
with  hydrogen  and  passes  it  on  to  the  aldehyde 
or,  alternatively,  and  more  probably,  that  in 
presence  of  the  reducing  enzyme  water  is  de- 
composed, the  oxygen  converting  glucose,  or 
some  intermediate  product , obtained  from  it^ 
into  pyruvic  acid,  wnilst  the  hydrogen  reduces 
the  aloehyde  to  alcohol  as  in  Neubeig's  equation 
(4).  This  reaction  would  be  continuous  as 
soon  as  a  supply  of  aldehyde  had  been  accumu- 
lated, but  would  not  commence  except  in  the 
presence  of  some  acceptor  for  the  hydrosen. 

Much  further  evidence  is  required  before  any 
satisfactory  conclusion  can  be  arrived  at  with 
regard  to  this  subject,  and  the  facts  must 
certainly  be  taken  into  account  that  two  mole- 
cules of  sugar  are  involved  in  the  reaction,  and 
that  the  products  include  hexosephoephate  as 
well  as  alcohol  and  carbon  dioxide. 

Pntctically  the  possibility  of  producing  a 
laige  proportion  of  glycerol  from  sugar  by 
fermentatioH  in  presence  of  sulphite  has  been 
made  the  basis  of  a  process  of  manufacture  of 
this  substance  (the  Protol  process),  which  has 
been  worked  on  such  »  scale  as  to  produce  a 
million  kilos,  of  glycerol  per  month  m  a  yield 
of  20-25  per  cent,  of  the  sugar  employed 
(Oonnstein  and  Ludecke,  Ber.  1919,  52,  B,  1385). 

Febmxntations  pboduokd  by  Bactebu. 

Bacteria  are  capable  of  bringing  about  many 
fermentations  which  are  strictly  aimlogous  to  the 
fermentation  of  the  sugars  by  yeast.  Many  species 
of  bacteria  are,  however,  much  lees  restricted 
in  their  power  of  action,  and  decompose  not  only 
the  simple  hexoees  and  complex  saccharides,  but 
also  the  glucosides,  the  lower  sugars,  especially 
the  pentoses  and  the  corresponding  alcohols 
including  glycerol,  as  well  as  many  organic  acids. 
In  addition  to  this,  they  also  act  upon  nitro- 
genous compounds,  and  effect  many  oxida- 
tions and  reductions.  The  chemical  changes 
involved  are  of  the  most  varied  kind,  and  al- 
though they  are  in  all  probability  brought  about 
by  enzymes,  it  is  only  in  comparativdy  simple 
cases  that  the  enzyme  has  been  separated  from 
the  cell.  In  some  eases,  however,  the  enzymes 
pass  into  the  surrounding  medium,  this  being 
frequently  the  case  with  the  various  digestive 
enzymes,  and  possibly  with  the  urease  which 
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brin^  about  the  hydrolysis  of  una  into  am- 
moniam  carbonate  and  water. 

Interesting  and  important  attempts  have 
been  made  by  Buchner  to  prepare  extracts  con- 
taining active  enzymes  from  tne  bacteria  of  the 
lactic  acid  and  acetic  acid  fermentations,  by  a 
process  similar  to  that  emi^oyed  for  yeast,  but 
m  both  cases  without  success.  He  was  able, 
however,  to  demonstrate  the  existence  of  such 
an  enzyme  in  the  cell  by  treating  the  oiganism 
with  acetone,  and  showing  that  the  dead  and 
sterile  material  was  still  capable  of  converting 
su^ar  into  lactic  acid  in  the  one  case,  and  m 
oxidising  alcohol  to  acetic  acid  in  the  other. 
Similar  results  have  been  obtained  ¥dth  a 
numlter  of  other  bacteria. 

Although  the  qualitative  characteristics  of 
the  action  of  bacteria  on  many  substances  are 
well  known  and  are  laigely  used  for  purposes  of 
identification  and  differentiation,  comparatively 
little  strictly  quantitative  work  on  the  subject 
has  been  done,  in  which  all  the  products  derived 
from  a  known  weight  of  a  material  have  been 
estimated,  and  hence  our  knowledge  of  the 
chemistry  of  bacterial  action  remains  very  im- 
perfect. Among  the  pioneers  in  this  branch  of 
the  subject  must  be  reckoned  Fitz  (who,  how- 
ever, often  employed  mixed  cultures)  and  P. 
F.  Frankland.  The  employment  of  mixed 
cultures  is  not  entirely  without  justification, 
since  many  of  the  changes  produced  in  nature 
by  bacteria,  such  as  putrefaction,  are  brought 
about  by  the  combined  or  successive  action  of 
different  organisms,  some  of  which  make  use  of 
the  products  of  decomposition  formed  by  others. 

The  chief  types  of  fermentation  produced  by 
bacteria  may  be  classified  in  mucn  the  same 
manner  as  those  due  to  enzyme  action,  under 
the  heads  of  (1)  hydrolysis ;  (2)  decomposition 
involving  the  rupture  of  a  carbon  cham;  (3) 
oxidation ;  (4)  reduction  and  deoxidatjon. 

1.  Fsbmentahoks  by  Hydbolysis. 

A  larffe  number  of  bacteria  contain  en- 
zymes, which  enable  them  to  bring  about  pro- 
cesses of  hydrolysis,  whether  of  proteins  or 
carbohydrates,  and  in  some  cases  these  are 
soluble  and  pass  into  the  medium. 

(a)  Uqaefaetton  of  gebilliL  Proteoolastic 
enzymes  capable  of  liquefying  gelatin  are  al- 
most certainly  present  in  all  Imcteria,  but  they 
are  only  excreted  by  certain  organisms,  and 
therefore  afford  a  differential  test  often  em- 
ployed as  an  aid  in  identification.  For  this 
purpose,  the  organism  is  grown  on  nutrient 
gelatin,  and  note  is  taken  as  to  whether  the 
gelatin  becomes  liquefied.  Prominent  among  the 
organisms  which  uquefy  gelatin  in  this  way  are 
B,  iltiorescens  Uquejadens  (Fliigge),  B,  vulgaria 
(Lehm.  and  Neum.),  &c.,  whiGt  the  intestinal 
organisms  of  the  B,  coli  group  are  non-liquefiers. 
The  liquefaction  of  ffelatm  is  the  first  step  in  the 
hydrolysis  of  this  substance,  and  is  often  followed 
by  a  more  deep-seated  decomposition  of  the 
resulting  simpler  compounds,  which  is  discussed 
later  on  under  the  heading  of  Putrefaction, 
Some  organisms  only  bring  about  the  lique- 
faction of  gelatin  when  grown  in  air,  but  do 
not  liquefy  in  it  an  atmosphere  of  hy4rogen 
or  nitrogen,  although  growth  takes  place. 

(6)  Hydrolyiis  of  polyneeharid«s  and  gluco- 
sides.    It  seems  probable  that  most  bacteria 


resemble  yeasts  in  the  fact  that,  when  brought 
into  contact  ¥dth  polysaccharides,  they  do  not 
ferment  them  directly,  but  first  hydrolyse  them 
and  then  ferment  the  resulting  simple  sugars ; 
and  the  same  thing  is  true  of  the  glucosides.  In 
most  cases  no  s&ict  proof  of  this  has  been 
brought,  but  in  some  the  hydroWsis  has  been 
actually  demonstrated.  Thus  Bertrand  and 
WeisweiUer  (Ann.  Inst.  Pasteur,  1906,  20,  977) 
found  that  the  B,  huigaricus  (Grig.)  hydrolysed 
milk  sugar  before  producing  lactic  acid  from  it, 
and  were  able  to  prove  the  existence  of  ffiuoose 
and  galactose  in  the  partially  fermented  solu- 
tioiL  The  determination  of  the  fermentability 
or  non-fermentability  of  the  di-  and  tri-sacchar- 
ides,  starch,  dextrin,  inulin,  and  maiw  gluco- 
sides, is  now  largely  employed  for  the  identifica- 
tion of  bacteria,  especially  those  of  the  B.  edi 
group  and  the  Strefdococd.  It  follows  from 
the  foregoing  that  what  is  being  tested  for  in 
such  cases  is  most  probably  the  presence  or 
absence  of  the  ferment  requisite  for  the  hydro- 
lysis in  question,  e,g.  invertase  by  cane  sugar, 
maltase  by  maltose,  lactase  by  lactose,  fi» 
glucoeidase  by  many  glucosides,  such  as  saligemn, 
amwdalin,  &c. 

Ttke  presence  of  the  hydrolytic  ferment  is 
rendered  evident  by  the  subsequent  fermenta- 
tion of  the  resulting  simple  sugars,  kc,  with 
production  of  acid  or  evolution  of  gas  or  both. 
The  efficacy  of  the  test,  therefore,  depends  on 
the  ability  of  the  organism  to  ferment  At  least 
one  of  the  jvoducte  of  the  hydrolysis. 

(c)  The  ammoniaeal  fermentadoii  of  am. 
The  waste  nitrogen  of  the  animal  body  is 
excreted  in  the  urine,  chiefly  in  the  form  of 
urea  CO(NH,),,  uric  acid  C.H^OjNt,  allantoin 
CaHsOsNa,  and  hippuric  acid 

C,H,CONHCH,COOH 
In  the  urine  of  man,  about  30  grams  of  urea  are 
passed  per  diem,  along  with  0'7  gram  of  uric  acid, 
and  very  small  amounts  of  hippuric  acid  ;  whilst 
the  urine  of  graminivorous  animals  contains 
comparatively  large  amounts  of  urea  and 
hippuric  acid  (Liebig,  1829),  the  urine  of  a  cow 
oontaininff  18  grams  of  urea  and  16  of  hippuric 
acid  per  litre.  On  the  other  hand,  the  nitro- 
genous waste  of  birds  and  snakes  is  excreted 
almost  entirely  in  the  form  of  uric  acid.  The 
conversion  of  the  nitrogen  of  these  substances 
in  the  soil  back  into  ammonia,  which  is  then 
rendered  avulable  for  plants  by  nitrifying 
organisms,  is  of  vast  importance,  as  it  is  in  this 
way  that  the  nitroffen  balance  of  the  soil  is 
maintained,  practiculy  the  whole  nitrogen  of 
natural  manures  being  present  in  these  forms. 

When  urine,  which  is  normally  sterile  and 
acid  in  reaction,  is  exposed  to  air,  it  becomes 
alkaline,  the  urea  being  converted  into  am- 
monium carbonate : 

CO(NH,),-f2H,0=(NH4),CO, 
This  change  was  observed  at  a  very  early 
date,  and  was  ascribed  by  Liebig,  in  accordance 
with  his  theory  of  fermentation,  to  the  presence 
of  decomposing  mucus  from  the  bladder.  About 
1860,  however,  it  was  established  by  Pasteur 
(Corapt.  rend.  1860,  50,  849),  his  pupil,  van 
Tieghem  {ibid,  1861,  62,  210;  1864,  58,  210), 
ancf  Muller  (J.  pr.  Chem.  1860,  81,  462),  that  the 
decomposition  was  produced  by  a  micrococcus 
which    was    termed    Toruk    ammoniacaW^ffy 
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Pasteur,  and  later  Micrococcus  urece  by  Cohn. 
It  has  since  been  found,  as  the  result  of  numerous 
researches  by  Flugee,  Hensus,  Warin^^ton, 
Leube,  Beyerinck,  a^  especialW  Miquel  (htera- 
ture  quoted  in  article  oy  Auquel  in  Lafar, 
Technische  Mykologie,  iii.  71),  that  a  laii^e 
number  of  oiganisms  have  tiie  power  of  pro- 
ducing this  change.  More  than  thirty  varieties 
have  heen  descrioed  by  Miquel  alone,  who  has 
also  found  that  these  organisms  occur  freely  in 
water,  air,  and  soil,  the  cocci  being  about  twice 
as  frequent  as  the  bacilli,  whilst  1-2  p.c.  of  the 
oiganisms  of  th^  Paris  water,  air,  and  cultivated 
sou  belong  to  this  class.  The  most  characteristic 
and  commonly  occurring  coccus  is  that  originally 
discovered  by  Pasteur,  now  known  as  Urococcus 
van  Tieghemi  (Miquel),  which  is  a  small  diplo- 
coccus,  and  grows  well  on  ordinary  media,  not 
liquefying  gelatin.  In  presence  of  urea,  the 
srowth  on  solid  media  becomes  surrounded  by 
dumb-bell-shaped  crystals,  which  are  insoluble 
in  water,  and  consist  of  the  phosphates  and 
carbonates  of  calcium,  precipitatea  from  the 
medium  by  the  ammonia  produced.  This  is  a 
very  characteristic  phenomenon,  and  renders  it 
easy  to  detect  not  only  this  organism  but  any 
urea  ferment  among  a  numb^  of  oiganisms 
which  do  not  attack  urea.  The  oiganism  readily 
decomposes  as 'much  as  4-4*5  p.c.  of  urea  in  the 
medium,  but  is  very  susceptible  to  antiseptics. 

The  most  energetic  decomposition  of  urea  is 
brought  about  by  the  UrobaciUvs  Pasieurii 
(Miquel)  isolated  from  sewage.  This  is  a  motile, 
sporing  bacillus,  which  grows  well  in  alkaline 
broth,  which  it  renders  viscid  and  ropy.  It  fer- 
ments completely  as  much  as  13  p.c.  of  urea  in  the 
medium,  and  has  been  observed  to  decompose 
3*3  grams  of  urea  per  hour  per  litre  of  culture. 

As  eariy  as  1876,  Musculus  (Compt.  rend. 
1874,  78,  132 ;  1876,  83,  333)  found  that  the 
slimy  urine  of  patients  suffering  from  cystitis, 
and  probably  infected  by  the  foregoing  uro- 
bacillus,  contained  a  soluble  ferment  which 
could  be  precipitated  by  alcohol  and  was  capable 
of  converting  urea  into  ammonium  carbonate  in 
the  absence  of  bacteria.  Pasteur  and  Joubert, 
on  the  other  hand,  maintained  that  this  action 
was  due  to  the  presence  of  an  oiganism  (0>mpt. 
rend.  1876,  83,  1). 

The  question  of  the  existence  and  properties 
of  this  enzyme  has  been  studied  by  many  in- 
vestigators (Leube,  Lea,  Beyerinck,  Miquel, 
Moll)  with  somewhat  discrepant  results,  ascribed 
by  some  to  the  unstable  character  of  the  enzyme. 
It  can  hardly,  however,  be  considered  as  defi- 
nitely proved  that  the  enzyme  has  been  obtained 
free  m>m  bacteria.  According  to  Miquel, 
it  can  readily  be  obtained  in  solution  by 
inoculating  alkaline  beef  broth  containing  urea 
with  one  of  the  urea-fermenting  organisms, 
and,  after  some  time,  filtering  through*  a  biscuit 
porcelain  candle.  The  liquid  is  then  sterile  and 
capable  of  decomposing  as  much  as  100-120 
grams  of  urea  per  litre  per  hour  at  48^.  Its 
activity  is  greatly  increased  by  cane  sugar  and 
glycerol,  and  is  very  readily  inhibited  by  anti- 
septics. It  may  be  precipitated  by  the  addition 
of  2  volumes  of  alconol.  Musculus  employed  a 
turmeric  paper  moistened  with  a  solution  of  the 
enzyme  as  a  test  for  urea,  the  liberated  ammonia 
producing  a  brown  colour,  and  Miquel  has 
proposed  the  use  of  solutions  of  the  enzyme  for 


the  quantitative  estimation  of  urea  as  ammonia. 
On  the  other  hand,  bacteria  isolated  from  the 
root  tubercles  of  the  soya  bean,  which  have  a 
well-marked  power  of  hydrolysing  urea,  do  not 
yield  an  active  filtrate  ( Jaooby,  Biochem.  Zeitsch. 
1916,  74,  109).  A  very  powerful  urease  exists 
in  the  soya  bean  and  many  other  seeds  (p.  140). 

id)  Ttkb  fermentation  of  uric  add.  uric  acid 
readily  undergoes  a  combined  bacterial  oxida- 
tion and  hydrolysis,  but  little  is  known  as  to 
the  nature  of  the  bacteria  which  produce  the 
change  (Sestini,  Gazz.  chim.  ital.  1889 ;  Gerard, 
Compt.  rend.  1896,  122,  1019;  123,  185; 
Ulpiani,  Atti  Ldnoei,  1903,  12,  236).  It  seems 
probable  that  urea  is  first  produced  and^  then 
lurther  hydrolysed : 
C,H40,N4+2H,0+30=2CO(NH,).4-3CO, 

(e)  The  fermentation  of  hlppurle  add.  Van 
Tieghem  (Compt.  rend.  1864,  58,  210)  showed 
that  the  same  micrococcus  which  fermented 
urea  also  effected  the  hydrolysis  of  hippuric  acid 
into  benzoic  acid  and  aminoacetio  acid,  into 
which  it  is  also  converted  by  acids : 
C,H,CONHCH,COOH-fH,0 

=C,H,C00H+NH,CH,-C00H 

It  has  since  been  found  that  more  than  one 
of  the  urea-fermentiiu;  orffanisms  produce  this 
change  (Rattone  and  Videnta,  Arch.  Scienz. 
mediche,  1886,  10,  311).  In  the  soil,  the  amino- 
acetic  acid  then  probably  undergoes  one  of  the 
characteristic  changes  described  under  Puire- 
faction,  its  nitrogen  oeing  liberated  as  ammonia. 

2.  FxRMSNTATioirs  BY  Dbgomfosition  ▲cxx>m- 

PANIBD    BY    THB    RUFTXTBB    OF    ▲  CaBBON 

Chain. 

The  chief  chemical  characteristic  of  this  form 
of  fermentation  is  that  it  involves  the  rupture  of 
the  carbon  chain  of  the  fermentable  substance, 
the  products  being,  as  a  rule,  substances  con- 
taininff  a  smaller  number  of  carbon  atoms  than 
the  original  compound.  In  many  cases,  how- 
ever, a  secondary  synthesis  occurs,  and  com- 
pounds are  then  found  among  the  products  con- 
taining more  carbon  atoms  in  the  molecule  than 
the  oriffinal  substance,  the  best  known  example 
of  this  oeing  the  production  of  butjrric  acid  from 
glycerol. 

As  regards  the  nature  of  the  changes  pro- 
duced, the  same  intramolecular  oxidation  and 
reduction  is  observed  as  characterises  the 
alcoholic  fermentation  of  susar.  Carbon  dioxide 
is  very  frequently  evolvea,  and  this  is  often 
accompanied  by  free  hydrogen,  less  frequently 
by  marsh  gss.  The  hydrogen  thus  formed  is 
capable  of  brinsing  about  the  reduction  of  many 
suDstances  such  as  nitrates,  amino-acids,  Ac, 
which  may  be  present  in  the  medium,  and  thus 
modifying  the  result.  In  many  cases  in  which 
no  gas  is  evolved,  formic  acid  is  produced  in 
considerable  quantity,  and  this  substance  is 
sometimes  found  in  comparatively  small 
amount,  even  when  carbon  dioxide  and  free 
hydrogen  have  been  evolved.  The  production 
of  ethyl  alcohol  is  also  a  feature  ot  common 
occurrence,  and  methyl,  propyl,  Mopropyl  and 
n-butyl  alcohols  have  all  oeen  observed  as  well 
as  acetone,  acetylmethylcarbinol,  and  butylene- 
glycol.  Among  the  other  products,  lactic  acid, 
which  has  the  same  empirical  formula  as  glu- 
cose, is  one  of  the  most  frequent.  In  some  cases, 
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the  conveTsion  of  a  sugar  into  lactic  acid  is 
almost  quantitative,  wlmst  in  othen  this  acid 
forms  only  a  small  proportion  of  the  whole 
product.  Acetic  acid,  which  also  has  the  same 
empirical  formula  as  glucose,  is  also  a  common 
product,  and  is  sometimes  accompanied  by 
propionic  and  other  of  the  fatty  acids.  Charac- 
teristic of  one  type  of  fermentation  is  the  pro- 
duction of  butyric  acid,  accompanied  by  more 
or  less  butyl  alcohol.  An  almost  invariable 
product  of  the  bacterial  fermentation  of  sugars 
and  alcohols  is  succinic  acid,  probably  in  part 
derived,  as  in  alcoholic  fermentation,  from  the 
decomposition  of  amino-acids. 

Altnough  bacteria  are  much  less  specific  in 
their  power  of  fermentation  than  the  yeasts, 
they  nevertheless  display  great  sensitiveness  to 
small  chuiges  in  chemical  composition  and  con- 
figuration. Thus  many  organisms  aro  known 
wliich  attack  mannitol,  but  not  the  stereoiso- 
meric  dulcitol,  and  similar  relations  are  not 
uncommon. 

Since  a  single  species  of,  bacterium  may 
attack  a  very  laige  number  of  different  com- 
pounds, and  the  same  compound  may  be  decom- 
posed in  several  distinet  ways  by  different 
organisms,  no  very  satisfactory  classification  of 
these  fermentations  can  be  effected,  and  they 
are  best  grouped  according  to  the  most  charac- 
teristic 01  the  products. 

They  will  be  briefly  summarised  here  under 
the  foliofdng  heads  : — 

(a)  The  tnia  laetle  fennentation.  In  this 
decomposition,  lactic  acid  is  almost  th«  sole 
product,  the  change  proceeding  practically  in 
accordance  with  the  equation  : 

C,H„0,=:2C,H,0, 

The  spontaneous  souring  and  clotting  of 
milk  have  long  been  known  to  be  due  to  the  pro- 
duction of  lactic  acid,  which  causes  the  procipita- 
tion  of  the  oaseinogen.  The  process  was  at 
finit  ascribed  to  the  action  of  the  caseinogen 
itself,  which  was  regarded  as  an  enzyme  (Bou- 
tron ;  Charlard  and  Fremy).  The  souring  of 
milk,  even  after  it  nad  been  heated  and  pro- 
tected from  the  access  of  air-borne  germs  (due 
to  the  presence  of  sporing  bacilli),  played  a  part 
of  some  importance  m  the  history  of  the  develop- 
ment of  the  theory  of  fermentation,  and  was 
cited  by  the  supporters  of  Liebi^'s  view,  that 
fermentation  was  not  due  to  living  organisms 
(Gerhardt).  The  existence  of  a  lactic  acid 
producing  oiganism  was  first  definitely  estab- 
fished  by  Pasteur  (Compt.  rend.  1857,  46,  813 ; 
1868, 47, 224  ;  Ann.  Chlm.  Phys.  1868,  [3]  62, 404), 
and  was  confirmed  by  Lister,  in  1877,  who  sue 
ceeded  in  preparing  a  pure  culture  of  an  oiganism 
capable  of  souring  milk  by  diluting  sour^  milk 
to  such  an  extent  that  a  drop  only  contained  a 
single  oiganism,  adding  a  single  drop  of  this  to 
sterile  milk,  and  repeating  the  process  several 
times.  Since  then  the  question  has  been  the 
subject  of  an  enormous  number  of  investigations 
on  account  of  its  technical  importance  {see 
Lafar,  Technische  Mykologie,  vol.  2;  Henne- 
beig,  Garungsbakterioloflrisches  Praktikum,  Ber- 
lin, 1909 ;  Orla- Jensen,  The  Lactic  Acid  Bacteria, 
Copenhagen,  1919),  and  only  a  few  of  the  most 
interesting  results  can  be  mentioned  here. 

It  has  been  found  that  all  liquids  containing 
saccharine  matter  are  liable  to  become  sour. 


owing  to  the  production  of  lactic  acid,  when 
they  are  exposed  to  the  air.  The  oiganisms 
capable  of  producing  this  change  are  extremely 
numerous,  and  the  nature  of  the  flora  developed 
in  any  particular  case  depends  on  the  king  of 
sugar  present  aild  the  character  of  the  nitro- 
genous nutriment  available.  -Thus  the  lactic 
acid  oiganism  of  milk  is  capable  of  fermenting 
milk  sugar,  whilst  that  of  oeer  cannot  attack 
this  substance.  The  chief  lactic  acid  oi]^anisms 
have  been  isolated  from  milk,  beer,  distiller's 
mash,  baker's  yeast,  dough,  sauerkraut,  and 
similar  materials.  They  are  all  non-motile,  and 
do  not  form  spores. 

Lactic  acid  is  manufactured  by  the  action  of 
a  bacillus  on  various  saccharine  solutions  pre- 
pared from  barley,  maize,  potatoes,  Ac,  the 
staroh  being  first  hydrolysea  by  acid  or  m^t, 
and  the  fermentation  carried  on  in  the  presence 
of  chalk.  The  oiganism  chiefly  emploved  for 
this  purpose  is  the  B.  Ddbrikcki  (Leichmann) 
identical  ¥dth  the  B.  longissimus  (Lafar),  which 
forms  long  cells  (3-7/a)  and  grows  well  at  46^-47^ 
in  unhopped  wort,  distiller's  mash,  and  yeast 
water,  but  not  in  milk  or  beer.  It  converts 
glucose,  cane  sugar,  and  maltose  into  lactic  acid, 
and  produces  neither  volatile  acids  nor  alcohol. 
This  bacillus  also  occurs  in  the  unsterilised  mash 
employed  by  distillers,  where  it  is  allowed  to 
grow  in  order  to  render  the  liquid  sufficiently 
acid  to  prevent  subsequent  infection  by  harmful 
bacteria  during  the  fermentation  by  yeast. 

A  second  important  oiganism  of  this  class  is 
the  SaecharobaciUuti  pastonantu  (van  Laer), 
which  frequently  invades  beer  wort  and  renders 
the  beer  sour.  A  closely  allied  variety  is  em- 
ployed in  the  manufacture  of  the  BerUn  white 
oeer  to  impart  a  certain  desired  d^ree  of  acidity. 
This  organism,  however,  produces  small 
amounts  of  alcohol,  acetic  acid,  and  formic  acid. 
It  forms  long  cells  often  united  to  tangled  threads. 

The  souring  of  milk  is  a  very  complex 
phenomenon,  in  which  many  bacteria  belonging 
to  different  types  take  part,  the  predominant 
oiganism  varying  with  the  temperature  at  which 
the  milk  is  preserved.  The  most  commonly 
occurring  oiganism  appeals  to  be  the  StrepUy- 
coccus  Tadicus  (Kruse),  formerly  known  as 
Bact,  OUnthsri  (Lehmann  and  Neumann),  B. 
lac  iis  acidi  (E^se),  B.  acidi  jfaralactici  (Kozai). 
This  oiganism,  of  which  there  appear  to  be  many 
races  or  varieties,  forms  round  or  oval  cells,  * 
grows  very  feebly  on  nutrient  gelatin,  and  is 
positive  to  Gram's  staining  reaction.  It  con- 
verts glucose  almost  completely  into  (f-lactio 
acid,  traces  of  volatile  acids  beinff  also  formed. 
Thus  Weigmann  (Jahrsb.  Molk.  Kiel,  1890-91, 
26;  1891-92,  24),  and  I^eichmann  (Milchzeit. 
1896,  25,  67)  have  found  that  in  milk  the  lactic 
acid  produced  amounts  to  89-98  p.c.  of  that 
calculated  for  the  complete  conversion  of  the 
milk  sugar  fermented  into  this  substance. 

Another  organism,  which  has  attained  a 
certain  degree  of  notoriety  from  its  use  for  the 
preparation  of  sour  milk  as  an  article  of  diet, 
was  found  by  Massol  in  Yoghurt,  a  sour  milk 
used  as  food  in  Bulgaria.  It  is  known  as  B. 
hulffaricus  (Grigoroff),  and  forms  long  cells 
which  grow  feebly  on  agar,  forming  tangled 
masses  of  delicate  threads.  Its  action  on  milk 
has  been  veiy  thoroughly  investigated  by 
Bertrand  and  Weisweiller  (Ann.  Inst.  Pasteur, 
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1906,  20,  977).  It  has  practically  no  action  on 
~  the  fat,  and  only  hydrolysee  a  very  small  propor- 
tion of  the  caseinoffen.  On  the  other  hano,  it 
hydrolysee  the  mius.  sugar  almost  completely, 
and  fermento  the  resulting  galactose  and  glu- 
cose, forming  lactic  acid,  containing  an  excess 
of  the  (2-aci^  and  amounting  to  about  92  p.c. 
of  the  hexoses  fermented,  aTOut  2  p.c.  each  of 
acetic  and  succinic  acids,  traces  of  formic  acid, 
and  no  alcohol 

The  B.  addi  lactici  of  Huepjpe,  which  was  at 
one  time  thought  to  be  the  chief  oiganism  con- 
cerned in  the  souring  of  milk,  is  not  of  ^such 
common  occurrence  as  was  formeriy  believed, 
and  is  more  closely  related  to  the  following  group 
of  organisms  than  to  the  true  lactic  acid  baciUi. 

(h)  The  modified  laetfe  fermentatloii,  in 
which  lactic  acid  is  always  accompanied  by  a 
considerable  proportion  of  other  substances. 

Under  this  head  may  be  classed,  ^ong  with 
others,  the  changes  produced  in  carbohydrates 
and  alcohols  by  the  very  varied  and  complex 
group  of  intestinal  bacteria,  of  which  B.  coii 
communis,  B,  iyphiy  Ac,  are  well  •  known 
representatives.  This  group  of  organisms  has 
received  a  very  laige  amount  of  attention  from 
bacteriologists  for  several  reasons.  In  the  first 
place,  the  group  includes  a  laige  number  of 
pathogenic  oiganisms,  the  detection  of  which  is 
of  the  utmost  importance.  In  the  second  place, 
owing  to  the  universal  and  abundant  occurrence 
of  B.  coii  communis  and  allied  oiganisms  in  the 
intestine,  from  which  they  pass  into  sewaee, 
the  presence  of  these  organisms  in  water  in- 
tended for  consumption  is  regarded  as  a  sign 
of  pollution  by  sewage,  and  the  examination 
for  the  presence  of  such  organisms  is  part 
of  the  routine  of  a  bacteriological  examination 
of  water.  For  these  reasons,  the  chemical 
bacteriology  of  this  group  has  been  closely 
studied,  especially  on  its  qualitative  side. 
These  organisms  possess  the  common  charac- 
teristic of  growing  well  at  37^-40°,  adrobically 
in  presence  of  bue  salts  (the  sodium  salts  of 
taurocholic  and  glyoocholic  acids),  and  are  thus 
dififerentiated  from  a  great  number  of  the 
commoner  organisms  of  air,  water,  and  soil,  the 
growth  of  which  is  inhibited  by  these  salts.  In 
addition  to  this,  they  decompose  fflucoee  with 
production  of  acid,  or  acia  ana  gas.  The 
further  chemical  dififerentiation  of  these  organ- 
isms depends  on  their  behaviour  to  the  vanous 
simple  sugars  and  alcohols,  such  as  the  pentoses, 
hexoses,  methylpentoses,  glycerol,  pentitols, 
and  hexitoU  ana  to  the  complex  saccharides 
and  glucosides,  to  which  reference  has  already 
been  made. 

They  are  all  non-sporing  bacilli,  which  either 


do  not  liquefy  gelatin  at  all  or  do  so  very  slowly, 
are  facultative  anaerobes,  and  are  negative  to 
Gram*s  staining  test 

They  can  be  distinguished  independently  of 
their  chemical  action  by  their  physiological 
effects,  notably  by  the  agglutination  test  of 
WidaL  This  depends  on  the  fact  that  each 
species,  and  even  variety,  of  organism,  when 
injected  into  a  living  animal,  gives  rise,  in  the 
blood  serum  of  that  animal,  to  a  substance 
usually  hiehly  specific,  termed  an  affglutinine, 
which  is  able  to  cause  clumping  ana  aggrega- 
tion d  the  living  bacteria  when  added  even  in 
veiy  dilute  solution  (1  in  10,000-100,000)  to  a 
suspension  of  the  oiganisms.  This  method 
affords  a  verv  valuable  check  on  the  chemical 
reactions,  ana  its  use  has  shown  that  in  the  main 
these  reactions  are  reliable  as  a  means  of  identifi- 
cation, although  very  considerable  variations 
can  undoubtedly  be  produced  in  the  chemical 
reaction  by  artificial  means,  and  very  probably 
occasionally  occur  in  nature. 
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The  above  table  shows  the  qualitative 
reactions  of  a  few  of  the  best-defined  of  these 
organisms  ;  AG  meaning  acid  and  gas  ;  A,  acid 
omy ;  and  —  no  change.  For  tjie  sake  of  com- 
pleteness, the  production  of  indole  from  proteins 
{see  Putrefaction)  is  included,  as  well  as  Voges  and 
Proskauer's  test  for  the  production  of  aoetyl- 
methylcarbinol  (a  pink  colour  and  green  fluores- 
cence when  caustic  soda  is  added  to  a  cultiva- 
tion of  the  oiganism  in  glucose  broth),  as  these 
are,  at  present,  considered  to  be  valuable  tests. 

The  nature  of  the  action  of  certain  of  these 
oiganisms  on  the  carbohydrates  and  hieher 
alcohols  has  been  examined  by  many  autnors 
from  various  points  of  view,  particulariy  as 
regards  the  nature  of  the  lactic  acid  formed 
under    various    conditions    (PM,    Ann.    Inst. 
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Pteteur,  1893,  7,  737  ;  1898,  12,  63),  the  nature 
of  the  gas  evolved  (Theobald  Smith,  Cent.  Bakt. 
Par.  1895, 18, 1 ;  «ee  Keyes,  J.  Medical  Research, 
1909, 21,  69,  where  the  literature  is  quoted),  and 
the  quantitative  relations  of  the  various  pro- 
ducts  (Harden,  Chem.  Soo.  Trans.  1901,  612  ;  J. 
Hygiene,  1906,  6,  488).  The  following  are  the 
residts  obtained  by  Harden  for  the  action  of  an 
organism  of  the  B,  eoU  group  on  glucose,  fructose, 
and  mannitol,  and  for  B.  iyplumu  on  glucose. 
The  coli-like  oiganism  employed  in  these  experi- 
ments fermented  cane  sugar  and  not  dulcitol, 
and  would  therefore  now  be  regarded  as  B. 
coseoroba.  The  products  are  expressed  in 
percentM^  of  the  sugar  fermented  and  also  in 
terms  of  the  number  of  carbon  atoms  of  the 
sugar  molecule  represented  by  the  product. 
The  cultivations  were  all  carried  out  in  an 
atmosjphere  of  nitrogen,  to  avoid  atmospheric 
oxidaUon,  and  in  presence  of  chalk  to  neutralise 
the  add  produced,  and  thus  to  obtain  a  more 
complete  utilisation  of  the  sugar  present.  The 
carbon  dioxide  evolved  by  the  action  of  the  acid 
on  the  chalk  has,  in  every  case,  been  subtracted. 
The  products  in  all  cases  were  qualitatively  the 


The  characteristics  of  the  fermentation  of 
fflaoose  by  this  coli-like  organism  are  that  the 
lactic  acid  forms  less  than  half  of  the  total 

Sroducts,  that  alcohol  and  acetic  acid  are  pro- 
uced  in  almost  molecular  proportions,  and  that 
the  ratio  of  hydrogen  to  carbon  dioxide  by 
volume  is  almost  1.  B.  iy^phi  produces  a 
similar  change,  with  the  exception  that  no  gas 
is  formed  but  an  equivalent  amount  of  formic 
acid  is  produced.  Since  B.  ccli  and  the  allied 
B,  coacardba  have  the  power  of  decomposing 
formates  with  the  production  of  equal  volumes 
of  carbon  dioxide  and  hydrocen,  this  would 
indicate  that  most  probably  formate  is  pro- 
duced in  all  cases,  but  decomposed  by  B,  ccii 
and  its  allies,  and  left  untouched  by  B.  typki. 
This  is  confirmed  by  the  fact  that  small  quanti- 
ties of  formic  add  are  often  produced  by  the 
gas-forming  organisms,  and  are  increased  when 
the  cultivation  is  carried  out  under  pressure. 

The  production  of  acetic- acid  and  alcohol 
from  glucose  in  approximately  molecular  pro- 
portions is  characteristic  of  a  large  number  of 
the  orvamsms  of  this  group,  B.  oAi  communis, 
B.  aciai  laeiici,  B,  eascoroba,  B.  Neapotitanua,  and 
B.  iyvhi,  all  presenting  this  peculiarity  (Harden). 
The  case  of  mannitol  is  interesting,  as  the 
effect  of  the  change  in  constitution  from  slucose 
to  mannitol  is  that  the  production  of  alcohol  and 
carbon  dioxide  is  almost  doubled,  whilst  that  of 
acetic  and  lactic  acids  is  greatly  diminished. 
Oth^r  types  of  intestinal  organisms,  for  example, 
the  various  types  of  dysentery  bacilli,  which  are 
much  more  restricted  m  their  power  of  fermenta- 
tion, produce  somewhat  similar  effecto  on  glu- 
cose, out  in  some  cases  much  more  lactic  acid 
is  produced,  whilst  alcohol  and  acetic  acid  are 
formed  in  a  different  ratio.  Such  types  of  fer- 
mentation appear  to  be  intermediate  between  the 
true  lactic  fermentation  and  that  just  described. 
Some  light  has  been  thrown  on  the  mechanism 
of  this  type  of  fermentation  by  the  observa- 
tion that  when  B.  colt  communis  is  cultivated 
on  nutrient  agar  in  presence  of  sodium  chloro- 
acetate,  a  strain  is  obtained,  probably  by  selec- 
tion, which  no  longer  produces  gas  m  glucose- 


peptone-water  (Penfold,  Proo.  Roy.  Soc.  Med. 
1911,  97).  Quantitative  examination  of  the 
products  formed  by  such  an  organism  (Harden 
and  Penfold,  Proc.  Roy.  Soc.  1912,  B,  86,  416 ; 
Grey,  Und,  1914,  B,  87,  461)  shows  that  formic 
acid  is  still  produced  from  elucose  and  mannitol, 
but  is  not  aecomposed.  At  the  same  time,  the 
amount  of  lactic  acid  produced  from  glucose  is 
considerably  increased  at  the  expense  of  the 
alcohol  and  acetic  and  formic  acids,  whereas  in 
the  case  of  mannitol  there  is  no  change  in  this 
respect.  It  seems  probable,  therefore,  that  an 
intermediate  product  is  first  formed,  from  which 
lactic  acid,  on  the  one  hand,  and  alcohol, 
together  with  acetic,  formic,  and  probably 
succinic  acids,  on  the  other,  are  product  by  the 
aid  of  two  independent  enzymes  (Grey).  The 
production  of  the  intermediate  compound  from 
mannitol  probably  involves  a  special  enzyme, 
but  after  tnis  stage  the  remainder  of  the  change 
is  in  all  probability  carried  on  by  the  same 
enzymes  as  are  operative  in  the  decomposition 
of  glucose.  As  regards  the  formation  of  formic 
acid  and  alcohol  and  acetic  and  succinic  acid, 
it  is  possible  that  formic  acid  and  acetalde- 
hyde  in  molecular  proportions  are  the  primary 
products  i&ee  Grey,  Bio-Chem.  J.  1913,7,  369), 
out  \t  is  also  possible  that  formic  add  is  pro- 
duced independently  of  the  aldehyde,  and  that 
the  acetaldehyde  is  then  partly  reduced  to 
alcohol  and  partly  converted  into  an  equimole- 
cular  mixture  of  alcohol  and  acetic  add,  the 
reduction  to  alcohol  being  much  greater  with 
mannitol  than  with  fflucose.  Succinic  acid  is 
also  probably  derived Irom  acetaldehyde. 

li^e  occurrence  of  acetaldehyde  as  an  inter- 
mediate product  in  this  and  various  other  types 
of  bacterial  fermentation  has  been  demonstrated 
by  Neuberg  and  Nord  (Biochem.  Zeitsoh.  1919, 
96,  133)  by  the  use  of  the  "fixation"  method. 
When  the  fermentation  is  carried  out  in  presence 
of  sodium  sulplute  a  considerable  amount  of 
acetaldehyde  is  fixed  and  can  be  isolated  from 
the  reaction  products. 

Corroborative  evidence  of  this  general  scheme 
has  been  afforded  by  the  further  experiments 
of  Grey  (Proc.  Roy.  Soc.  B,  1919,  90,  76,  92 ; 
1920, 91,  294;  1921.  92,  135),  who  worked  with 
an  emulsion  of  bacteria  iiyh  solution  of  glucose, 
and  estimated  the  amount  of  change  at  very 
short  intervals.  It  was  thus  found  that  during 
the  first  period  liter  the  introduction  of  the 
bacteria  a  very  laige  proportion  of  them  died, 
and  that  the  duef  products  formed  at  this  stage 
were  alcohol  and  acetic,  formic  and  succinic 
adds.  Growth  then  commenced,  and  a  large 
proportion  of  the  sugar  was  converted  into  a  non- 
reducing  carbohydrate.  This  period  was  followed 
by  the  almost  exclusive  formation  of  lactic  acid 
and  the  disappearance  of  this  carbohydrate. 

Production  of  fnUylene  glifcol.  Several 
species  of  intestinal  bacteria  differ  in  a  very 
marked  manner  from  the  forgoing  types, 
inasmuch  as  they  produce  large  quantities  of 
jSy-butylene  glycol  CH,;CH(aH)CH(OH)CH,. 
along  with  small  quantities  of  the  corresponding 
ketoalcohol,  acetylmethylcarbinol 
CH,COCH(OH)CH, 

This  latter  substance,  in  presence  of  oxygen  and 
aUukli,  gives  a  characteristic  colour  reaction  with^ 
proteins,  known  as  Voges  and  Proskauer's  re- 
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action.  The  following  quantitative  resxiltB 
have  been  obtained  with  B.  tadis  airogenea 
(EBcherich)  and  similar  ones  are  given  by  B. 
cloacm  (Jordan),  (Harden  and  Walpole,  Proc. 
Roy.  Soc.  1906,  B,  77,  421 ;  Walpole,  ibid.  1911, 
B,  83,  272 ;  Thompson,  ibid.  1912,  B,  84,  600 ; 
Harden  and  Noriis,  ibid.  1912,  B,  84,  492) :— 


Olaoofie 

Mamiltol 

P.C. 

18-2 

Catms. 
1-43 

P.C. 

CatmB. 

Aloohol   . 

32-6 

2-67 

Acetio  acid 

8-6 

0-52 

21 

012 

Lactic  acid 

91 

0*65 

8-6 

0-62 

Succinic  acid    . 

4-6 

0-27 

2-8 

017 

Formic  acid     • 
Carbon  dioxide 

1-7 
36-2 

|l-2l 

/  1-6 
36-6 

)l-63 

Hydrogen 

0-01 

— 



Butyleneglycol(bydif.) 

(22-7) 

1-72 

(16-9) 

M9 

Vol.  ratio  of  H,/CO, 

0-62 

"""" 

0-79 

^— 

This  type  of  fehnentation,  therefore,  is 
characterised  alike  by  the  laige  production  of 
alcohol  and  the  formation  of  butylene  glycol. 
Aa  in  the  case  of  the  coU-like  oiganisms,  the 
alcohol  produced  from  mannitol  is  approxi- 
mately twice  as  much  as  from  glucose.  The 
ratio  of  Hs/CO^  is  also  much  lower  than  is 
observed  with  the  eoli-like  oiganisms. 

Butylene  glycol  may  be  regarded  as  a  reduc- 
tion product  of  acetaldehyde 

2CH,-CH0=CH,-CH(0H)-CH(0H)-CH, 
and  is  actually  formed  from  acetaldehyde  by 
B.  ladie  aerogenes  (Harden  and  Norris,  Proc. 
Roy.  Soc.  1912,  B,  84,  492).  Its  production, 
therefore,  falls  readily  into  Grey's  scheme  of 
fermentation  given  above. 

Man^  bacmi  not  of  intestinal  origin  also  give 
rise  to  similar  products.  Thus,  Tate  (Ghem.  Soc . 
Trans.  1893,  1263)  found  that  an  oiganism 
derived  from  ripe  pears  fermented  glucose  and 
mannitol  to  alcohol  acetic,  formic,  succinic,  and 
MacUo  acids,  and  made  the  interesting  observa- 
tion that  rhiunnose,  a  methylpentose 

CH,-CH(OH)CH(OH)CH(OH)CH(OH)-CHO 
was  decomposed  by  the  same  oiganism,  but 
yielded  no  alcohol  oi^  formic  acid,  the  products 
consisting  of  acetic,  succinic^  and  (/2-lactic  acids. 
In  no  case  did  the  sum  of  the  products  obtained 
by  Tate  approach  the  weight  of  the  material 
fermented,  tne  discrepancy  Ming  from  20-60  p.c. 
Again,  the  pneumobacillus  of  Friedl&nder  {B. 
pneumonia)  was  found  by  Grimbert  (J.  Phdrm. 
Ghem.  1806,  [6]  2,  629)  to  yield  36-68  p.c.  of  /- 
lactic  acid  from  glucose  and  mannitol,  alons  with 
aloohol,  and  acetio  acid;  whilst  Frankland, 
Frew,  and  Stanley  (Ghem.  Soc.  Trans.  1891,  263) 
obtained  no  lactic  acid,  but  only  alcohol,  acetic, 
succinic,  and  formic  acids  and  a  laige  volume  of 
carbon  dioxide  and  hydro^n,  the  products  from 
mannitol  being  in  the  ratio 

9C,H,0 :  4G,H«0, :  10GO,:8H, 
whilst  relatively  less  alcohol  was  formed  from 
glucose.  The  discrepancy  between  these  results 
probably  points  to  imperfect  identification  of 
the  oiganism  on  the  part  of  one  or  other  of 
these  obeerven  or  else  to  a  wide  difference  in 
chemical  action  between  different  varieties  of 
the  same  organism. 


(c)  The  bu^yile  fermentatloii.  Normal  buty- 
ric acid  and  normal  butvl  alcohol  are  formed 
from  carbohydrates,  higher  alcohols,  glycerol, 
lactic  acid,  and  other  compounds  by  the  action 
of  many  bacteria,  and,  m  addition  to  this, 
oiganisms  are  also  known  which  produce 
butyric  acid  from  proteins. 

The  butyric  fermentation,  well  known  as  a 
means  of  preparing  butyric  acid  by  the  inocula- 
tion of  a  glucose  solution  with  decaying  cheese, 
was  first  ascribed  to  a  specific  oiganism  by 
Pasteur  (1861).  He  named  this  oiganism  the 
Vibrion  btUyrique^  and  made  the  nighly  im- 
portant observation  that  its .  motiBty  was 
destroyed  by  the  presence  of  oxygen,  a  pheno- 
menon which  led  to  the  recognition  of  the 
existence  of  anaerobic  oiganisms  and  to  Pasteur's 
celebrated  theory,  *  La  fermentation  est  la  vie 
sans  air.*  The  subsequent  researehes  of  Praz- 
mowski,  Gruber,  BotJdn,  Beyerinck,  Flu^e, 
and  many  othen,  added  to  the  Vibrion  buiynque 
of  Pasteur  as  producers  of  butyric  acid  a  large 
number  of  species  of  varving  forms  and  proper- 
ties. The  bacteria  which  produce  butj^c  acid 
from  carbohvdrates  are  characterisea  by  an 
extreme  tendency  to  variety  and  multiplicity 
of  form.  Moreover,  they  all  form  spores,  many 
of  which  are  extremely  resistant  to  heat,  and 
these  facts,  coupled  with  the  difficulty  of 
isolating  pure  cultures  under  anadrobic  conditions, 
have  given  rise  to  the  greatest  confusion  in 
the  literature  of  the  subject,  and  to  considerable 
difficulty  in  the  identification  of  species. 

The  studv  of  the  anaerobic  bacteria  obtained 
from  wounds,  carried  out  with  an  improved 
technique,  has,  however,  resulted  in  a  con- 
siderable advance  in  our  knowledge  of  this 
group  of  oiganisms  {se£  Report  to  Medical  Re- 
seardi  Gommittee,  Mcintosh,  1917,  and  Reports 
of  the  Gommittee  upon  Anaerobic  Bacteria  and 
infections,  1918,  1919,  where  the  literature  is 
quoted),  although  the  chemical  changes  produced 
by  them  have  not  yet  been  thoroughly  worked  out. 

These  oiganisms  are  best  classified  according 
to  their  mon>hology  and  chemical  action,  as 
shown  in  the  following  table  (Report  of  Anaerobe 
Gomm,  1919,  47)  :— 
(a)  Central  or  subterminal  spore. 

A.  Both  proteolytic  ana  saccharolytic  pro- 
perties. 

1.  Proteolytic  properties  predominating. 
(Goagulated  serum  and  srelatin  are  liquefied.) 

B.   sporogenea;     B.  partuporogenes ;      B, 
hisolvticiu ;   B.  aerofeiidua  ;   B.  bifermeniana. 

2.  Saccharolytic  properties  predominating. 
(Serum  not  liquefied.     Gelatin  liquefied.) 

B.  WeUhii ;  Vibrion  aepUqm ;  B,  chauvoei ; 
B.  cademcUiena  ;   B.  botnUnua. 
G.  Saccharolytic    but    no    proteolytic    pro- 
perties.    (Neither  serum  nor  gelatin  liquefied.) 
B.  fattax ;  B.  butyricua ;  B.  muUifermentans 
tenoBnm. 
(6)  Oval  terminal  spore. 

G.  Saccharolytic  but  no  proteolytic  pro- 
perties. 

B.  tertiua, 
D.  Neither    saccharolytic    nor    proteolytic 
properties. 

B.  cochleariua. 
(c)  Spherical  terminal  spore. 

B.  Slight  proteolytic  but  no  saccharolytic  pro- 
perties.  (Serum  not  liquefied.   Gelatin  liquefied.) 
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B.  ietani. 

C.  Saccharolytic  but  no  proteolytic  pro- 
perties. 

B.  tetanomorphus  ;   B,  sphenoides. 

The  proteolytic  group  ((a)  A.  1 )  corapriscs  a 
number  of  different  organisms,  the  chief  chemi- 
cal action  of  some  of  which  is  the  decomposi- 
tion of  proteins  and  amino-acids  {B.  histoiyttcus ; 
act  under  Pvirtfactian),  B.  sporogenea  (Metohni- 
koff)  occurs  in  animal  excreta  and  insoiL  It 
is  a  large  motile  bacillus,  which  readily  forms 
spores.  These  are  very  resistant  to  heat,  and  are 
not  destroyed  when  the  liquid  in  which  they  are 
suspended  is  boiled  for  many  minutes.  It  de- 
composes glucose  in  a  similar  manner  to  B, 
Welckii  {gee  heiow)^  but  from  milk  it  produces 
valeric  and  caproic,  in  addition  to  butyric  and 
acetic,  acids  (Wolf  and  Telfer,  Biochem.  J. 
1917,  11,  197). 

The  non-proteoljrtic  flnroup  ((a)  A.  2)  includes 
several  oiganisms  capable  oi  setting  up  patho- 
genic conditions  in  man  and  other  animals,  more 
particularly  gas-gangrene.  B,  Welchii,  also 
known  as  B.  aerogeries  capavlatua  (Welch),  B. 
perfringens  (Veillon  and  Zuber),  and  B.  en- 
terUidU  aporoaenea  (Klein),  occurs  in  soil,  and 
is  also  regularly  found  in  cow-dunf,  from 
which  it  passes  into  milk.  It  is  a  frequent 
infection  of  wounds,  and  is  pathogenic  to 
guinea-pigs.  It  ferments  the  sugars  and  starch, 
but  not  mannitol  or  cellulose,  and  attacks 
glycerol.  Both  from  milk  and  glucose  large 
quantities  of  butyric  and  acetic  acid  are  formed, 
along  with  carbon  dioxide  and  hydrogen  and 
a  non-volatile  acid  (presumably  lactic  acid) 
(Wolf  and  Telfer,  Bioohem.  J.  1917,  11,  197). 
This  organism,  which  is  one  of  those  responsible 
for  the  production  of  gas  gangrene  in  cases  of 
wound  infection,  when  grown  under  suitable 
conditions  produces  a  toxin,  from  which  a 
potent  antitoxin  can  be  prepared  (Bull). 

Among  other  organisms  in  this  group  are  the 
Vibrion  septique  {Paatettr  and  Jouberi)  or  bacillus 
of  malignant  oedema,  which  is  laigely  responsible 
for  the  gas-gangrene  resulting  from  infected 
wounds ;  B,  chauvod,  the  bacillus  of  black- 
quarter  (Rauschbrand)  an  impure  culture  of 
which  was  described  by  Grassberger  and  Sohat- 
tenfroh  as  the  non-motile  butyric  acid  bacillus, 
B,  botulinua,  which  has  been  found  in  certain 
cases  of  food-poisoning  and  B,  oedemaiiens. 
None  of  these  has  yet  been  carefully  examined 
from  the  chemical  point  of  view. 

Another  important  anaerobe  (Group(a)  C)  is 
BaciUua  butyncva.  This  comprises  Pasteur's 
original  Vibrian  butyrique  and  the  oivanisms 
previously  known  as  B.  amylobacter  (Griiber), 
the  motile  butyric  acid  baciUus  of  Grassberger 
and  Schattenfroh,  Cloatridium  bviyricum  (Praz- 
mouski),  Qranulobcicieraacc?iarobulyricug  (Beyer- 
inck),  B.  sacchardbiUyricus  (Klecki).  It  is  found 
in  soil,  water,  and  cheese,  but  less  frequentlv 
in  milk,  and  is  typically  a  short  bacillus  with 
rounded  to  almost  pointed  extremities.  It  fer- 
ments glucose,  saccharose,  lactose,  starch,  and 
glycerol  with  production  of  butyric  and  lactic 
acid  and  evolution  of  carbon  dioxide  and  hydro- 
gen (Grassberger  and  Schattenfroh,  Arch.  Hyg. 
1902,  42,  219). 

B.  tetani  (Group  (c)  B)  is  highly  pathogenic  to 
animals,  producing  tetanic   convulsions  (lock- 
jaw) and  death.     Several  distinct  tyT>^.s  of  this 
Vol.  in.— T. 


organism  occur,  wliich  can  only  be  distinguished 
by  their  serological  reactions.  It  forms  a 
powerful  toxin  in  broth,  which  is  used  for  the 
preparation  of  an  antitoxin.  It  does  not  ferment 
carbohydrates,  and  has  a  slight  action  on  meat, 
without  producing  putrefaction. 

In  some  detached  instances  examinations 
of  chemical  products  have  been  made  with 
cultures  of  doubtful  purity.  Thus  the  B. 
butylicus  of  Fitz  (Ber.  1878,  11,  49),  ob- 
tained from  hav  infusion,  gave  the  following 
results  with  glycerol,  mannitol,  and  invert 
sugar: — 

Glycerol  Mannitol  Invert  sugar 
p.c.         p.c.  p.c. 

n-Butyl  alcohol  .       8  1        I0-2  05 

n- Butyric  acid    .      17*4       36'4         42-5 
Lactic  acid  .        1  *7         0*4  0*3 

Succinic  acid       .        —         0*01        trace 
Trimethylene  glycol  3 '4  —  — 

The  fermentation  of  glycerol  by  this  organism 
has  been  recommended  by  Fitz,  and  subsequently 
by  Freund,  as  a  convenient  method  for  the  pre- 
paration of  n-butyl  alcohol  and  of  trimethylene- 
glycol. 

Buchner  and  Meisenheimer  (Ber.  1908,  41, 
1410),  also  working  with  the  B.  hrUylicua  of  Fitz, 
obtained  analogous  results,  as  did  also  Perdrix 
(Ann.  Inst.  Pasteur,  1895.  6,  286)  with  the 
B.  amylozyma  (Perdrix). 

An  organism  termed  B.  amyldbacier  pectino' 
voruMf  the  exact  position  of  which  in  the  classifica- 
tion is  not  clear,  has  been  employed  for  the 
commercial  production  of  acetone  and  n-butyl 
alcohol  from  maize  (Fembaoh  and  Strange,  1912, 
Eng.  Pat.  21073;  Weizmann,  1916,  Eng.  Pat. 
4845).  The  chemical  side  of  the  process  has 
been  described  by  Reilly  and  his  colleagues 
(Biochem.  J.  1920,  14,  229),  and  by  Speakman 
(J.  Biol.  Chem.  1920,  41,  319 ;  43,  401),  and  the 
necessary  plant  by  Speakman  (J.  Soc.  Qiem.  Ind. 
1919,  38,  155  T).  A  6*5  p.c.  mash  of  maize  is 
employed  and  the  organism  produces  from  the 
maize  7  p.c.  of  acetone  and  16  p.c.  of  butyl 
alcohol,  together  with  small  amounts  of  acetic 
and  butyric  acids  and  a  non-volatile  acid.  A 
larare  vouime  of  gas,  consisting  of  carbon  dioxide 
and  hydrogen,  is  evolved,  100  lbs.  of  maize 
'yielding  341  cubic  feet  or  40*7p.c.  of  C0|,  and 
209  cubic  feet  or  1*1  p.c.  of  Ef,.  The  acetone 
and  butyl  alcohol  are  distilled  off  and  purified 
by  fractional  distillation.  In  the  presence  of 
calcium  carbonate  veiv  little  acetone  and  butyl 
alcohol  are  formed,  the  products  consisting  of 
acetic  acid,  butyric  acid,  and  eas.  The  yield 
of  acetone  is  greatly  increased  by  the  adcfition 
of  acetic  acid  and  that  of  butyl  alcohol  by 
butjrric  acid,  and  it  seems  probable  that  in  the 
normal  fermentation  acetic  and  butyric  acids 
are  intermediate  products. 

The  occurrence  of  acetone  among  the  pro- 
ducts of  carbohydrate  fermentation  had 
previously  frequently  been  recorded  {see  Schar- 
dinger,  Centr.  Bakt.  Par.  1905,  ii.  14,  772).  A 
considerable  yield  was  obtained  by  Schardinger 
by  the  action  of  the  spore-forming  B.  macerans 
on  potatoes  and  plums,  alcohol  and  acetic  and 
formic  acid  being  also  produced^  but  no  lactic 
or  butyric  acid. 

The  production  of  butyric  acid  and  butyl 
alcohol  from  glycerol  and  lactic  acid  by^means 
of  the  butyric  bacillus  ^8  0?"  great  tieoi^fcal 
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importance,  since  it  involve  a  synthesiB  from  Chem.  1886,  10,  201,  401  ;   Ber.  1883,  16,  122). 


the  primary  products  of  the  rupture  of  the 
carbon  chain.  It  has  been  suggested  by  many 
observers  that  one  of  these  is  aoetaJdehyde 
from  which  the  butyric  acid  and  butyl  alcohol 
could  readily  be  formed  by  an  aldol  condensation, 
followed  by  reduction  or  a  combined  oxida- 
iJon  and  reduction : 

2CH,-CH0=CH,CH(0H)CH,CH0 
CH,CH(0H)-CH,-CH0+4H 


Popoff  and  Hoppe-Seyler  worked  with  sewer 
mud,  and  found  that  it  contained  organisms 
capable  of  decomposing  Swedish  filter  paper, 
and  producing  from  it  carbon  dioxide,  methane, 
and  sometimes  hydrogen.  Hoppe-Seyler,  indeed, 
was  able  to  bring  alwut  the  conversion  of  26'8 
grams  of  pure  filter  paper  into  marsh  gas  and 
carbon  dioxide  in  4  years  at  room  temperature, 

^^^_^,^^  no   other  products    beinff   formed.     Tappeiner 

'cHa-CH.-CH.*CH-(OH)+H-0    P^^  attention  chiefly  to  Uie  extremely  interest- 

,j  , ^ ., ._^„  '  mg  problem  of  the  decomposition  of  cellulose  in 

the  animal  intestine,  which  had  previously  been 
ascribed  to  the  action  of  a  soluble  enzyme 
(Hofmeister).  He  showed  that  a  large  nart,  if 
not  the  whole,  of  this  decomposition,  which  in 
ruminants  may  amount  i>y  as  much  as  76  p.c.  of 
the  cellulose  ingested,  is  bacterial  and  is  accom- 
panied by  the  evolution  of  large  volumes  of 
carbon    dioxide,    marsh   gas,    and    sometimes 


That  lactic  acid  is  not  necessarily  an  inter- 
mediate product  in  the  butyric  fermentation,  as 
suggested  by  Buchner  and  Meisenheimer,  is 
shown  by  the  fact  that  certain  organisms  will 
not  ferment  lactic  acid  in  this  way,  although 
they  produce  butyric  acid  from  sugars. 

Neubei^  and  Annstein  ( Bioohem.  Zeitsch.  1 92 1 , 
117,  269)  have  applied  the  sulphite  'fixation' 
method  to  tibie  fermentation  of  sugar  produced 


mei^noa  u)  laie  ieraieni»won  "^  sugar  prouu««u    hydrogen.     He  was  moreover  able  to  show  that 

^^.^:^  W'*?^  fi^^"""^*  *^^.i5?''*  '°*'T^^u**'iJ*    two  ^  of  cellulose  fermenUtion  existed,  one 
autaldehyde  IS  produced.     Neither  autaldehyde  •"  - 

itself,  however,  aldol  nor  pyruvic  add  jrielded  I 

but3rric  acid  when  treatea  with  the  organism,  . 


whereas  the  aldol  of  pyruvic  acid 

CH,-C(OHXCOOH  )CH,-CO-COOH 


of  whidi  was  characterised  by  the  production  of 
methane,  the  other  by  that  of  hydn^en,  methane 
being  formed  when 'the  nutrient  medium  con- 
tained beef  extract,  hydrogen  when  only  salts  of 
known  composition  were  used.    In  both  cases 


gave  a  good  yield,  and  they  thereforo  con^der    carbon  dioxide  was  evolved,  and  aldehyde  and 

^u^x  xu:-  -..t>* : A — A  --  -«  i«*^«     jj^^  quantities  of  acetic  and  butyric  acids  were 

produced.  No  advance  had,  up  to  this  time, 
been  made  in  the  determination  of  the  specific 
bacteria  to  which  the  destruction  of  oeUulose 
was  due,  this  function  being  generally  ascribed 
to  B.  amyldbacier,  although  van  Senus  (Koch's 
Jahrb.  1890,  I,  136)  considered  that  the  presence 
of  a  second  organism  was  necessary.     Much 


that  this  substance  is  produced  as  an  inter 
mediate  product. 

The    detection    of    anaerobic    butyric    acid  | 
bacteria  in  milk  (Klein's  B.  enteritidis  sporopenes) 
forms  part  of  the  routine  examination  of  milk  | 
for   faecal   contamination,   and    is    carried   out 
by  heating  the   milk  to  80°  for   10  minutes,  | 
to  destroy  all  vegetative  forms  and  leave  only  ' 


the  resistant  spores,  and  incubatins  measured    light  has  been  tlrown  on  the  whole  subject  b;v 


quantities  of  ^  the  liquid  anaerooically.  A 
characteristic  separation  of  the  caseinogen  in 
flocculi,  accompanied  by  a  smell  of  butyric 
acid  and  the  development  of  Gram-positive 
rods  pathogenic  to  guinea-pigs,  indicates  the 
presence  of  the  bacillus. 

(d)  The  (armantation  of  eeUulose  and  baeterial 
production  of  methane.  The  bacterial  fermen- 
tation of  cellulose  takes  place  on  a  vast  scale  in 
the  soil,  especially  in  marshy  places,  and  appears 
to  be  one  of  the  chief  processes  by  which  the 
cellulose  of  plant  remains  is  resolved  into 
simpler  products.  It  is  to  this  decomposition 
that  is  due  the  evolution  of  an  inflammable 
hydrocarbon  from  marshes,  which  was  first 
recognised  by  Volta  in  1776.  A  similar  de- 
composition occurs  in  the  stomachs  of  gramini- 
vorous animals  (Tappeiner)  and  in  heaps  of 
manure,  wool,  refuse,  &o.  The  fact  that 
cellulose  was  capable  of  undergoing  fermentation 
was  first  observed  by  Mitscherlich  in  1850,  who 
ascribed  the  gradual  disappearance  of  the  cell 
walls  of  potatoes  left  in  water  for  several  days 
to  the  action  of  bacteria.  The  power  of  de- 
stroying cellulose  was  subsequently  (erroneously) 
attributed  by  van  Tieghem  (Compt.  rend.  1879, 
88,  206;  89,  26,  1102)  to  the  R  amylobacler 
(Gruber),  on  the  ground  of  the  destructive  action 
of  this  bacillus  on  many  vegetable  tissues.  A  con- 
siderable amount  of  information  as  to  the  chemi- 
cal nature  of  the  process  of  cellulose  fermenta- 
tion was  afforded  by  the  researches  of  Popoff 
(Arch.  Phys.  1876,  10,  113),  Tappeiner  (Ber. 
1881,  2375 ; ' 1882,  999 ;  1883,  1734  ;  1884,  142, 
202,  587),  and  Hoppe-Seyler  (Zeitsch.  physioI. 


the  long-continued  researches  of  Omelianski 
(Centr.  Bakt.  Par.  Abt.  ii.  1902,  8,  193 ;  1904, 
11,  369;  12,  33;  1906,  16,  673;  article  in 
Lafar,  Technische  Mykologie,  1904,  iii.  246). 
Omelianski  has  found  that  the  fermentation  of 
cellulose  is  produced  by  anaerobic  sporing  bac- 
teria, and  agrees  with  Tappeiner  in  recognising 
the  methane  and  hydrogen  types  of  fermenta- 
tion. These  are  brought  about  by  different 
organiflms,  which  can  to  separated  if  advantage 
be  taken  of  the  fact  that  when  a  mixed  culture 
of  the  spores  of  both  varieties,  such  as  occurs 
naturally  in  sewer  mud  or  manure,  is  inoculated 
into  the'  nutrient  solution  described  below,  and 
cultivated  anaSrobically,  the  bacteria  of  the 
methane  fermentation  are  the  first  to  grow. 
Accordingly,  when  such  a  mixed  culture  is 
allowed  to  develop  and  is  then  heated  to  75°  for 
15  minutes,  the  vegetative  forms  of  the  methane 
bacteria  are  killed,  and  a  succession  of  inocula- 
tions and  heatings  suffices  to  remove  the  whole 
of  these,  and  leaves  a  culture  which  produces 
a  pure  hydrogen  fermentation.  On  tne  other 
hand,  direct  inoculation  without  heating  leads 
to  the  elimination  of  the  undeveloped  spores  of 
the  hydrogen  oiganism  and  the  production  of  a 
pure  methane  fermentation.  It  has  not  so  far 
been  found  possible  to  obtain  cultures  of  either 
form  on  solid  media,  and  Omelianski  relies  on 
the  strongly  selective  character  of  his  medium 
and  the  microscopic  appearance  of  his  cultures 
as  the  only  guarantees  of  their  purity.  The 
medium  found  suitable  consists  of  potassium 
phosphate,  1  gram ;  mM;ncshim^  sulphate,  0'5 
gram  ;      ammonium    sulphate^  ^r^|)ho8phate. 
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1  gram  ;  sodium  chloride,  trace ;  distilled  water, 
1  Dtre.  To  300  c.c.  of  this,  3-4  grams  of  Swedish 
filter  paper  and  5-6  grams  of  chalk  are  added, 
and  the  whole  inoc^ted.  The  fermentation 
only  begins  after  at  least  a  week's  incubation, 
and  proceeds  slowly  for  many  months.  Spots 
slowly  appear  on  the  paper,  and  these 
gradually  become  perforations,  and  the  paper 
breaks  up  into  fragments  and  finally  disappears. 
The  decomposing  fragments  are  found  to  be 
densely  covered  with  oacteria,  which  are  very 
slender,  isolated  rods,  those  of  the  methane 
fermentation  being  somewhat  the  thinner  of  the 
two  species.  They  gradually  produce  at  one 
end  a  round  spore,  three  times  the  diameter  of 
the  rod  (drumstick  form).  The  bacilli  can  be 
stained  by  the  ordinary  aniline  dyes,  and  do  not 
grive  a  blue  coloration  with  iodine. 

In  the  absence  of  any  isolation  of  the  bacteria 
on  solid  media  or  cultivation  from  a  single 
spore.  It  must  still  be  regurded  as  doubtful 
whether  either  of  these  organisms  has  yet  been 
obtained  in  pure  culture. 

The  products  of  decomposition  of  cellulose 
were  examined  quantitatively  by  Omelianski, 
and  found  to  be  as  follows : — 


Carbon  dioxide 
Hydrogen  . 
Methane 
Acetic  add 
Butjrric  acid 


Hydrogen    Methane 
fermentation  ferm«tnt<ation 

.     29^1 

P.O. 

43-2 

0-4 

— 

— 

6-8 

.     35-9 

43-6 

.     310 

7-1 

96-4 


100-7 


Pringsheim  (Centr.  Bakt.  Par.  1913,  ii.  38, 
513)  has  found  that  the.  fermentation  of  cellulose 
can  be  brought  about  ana^robically  by  numy 
thermophilic  bacteria,  which  have  the  remark- 
able property  of  growing  beet  at  66**-60°C., 
temperatures  at  wmch  most  bacteria  are  killed. 
The  products  in  this  case  are  hydrogen  and 
carbon  dioxide,  along  with  acetic  and  formic, 
but  no  butyric,  acid.  Cellulose  is  also  decom- 
posed by  certain  denitrihring  organisms.  The 
same  author  has  shown  that  in  all  processes  of 
the  bacterial  fermentation  of  cellulose  a  pre- 
liminary hydrolysis  occurs,  brought  about  by 
the  cellulase  of  the  organism,  with  formation 
of  the  disaccharide  ceUobiose,  which  is  then 
further  hydrolysed  and  the  products  fermented 
(Zeitsch.  physiol.  Chem.  1912,  78,  266).  Cellu- 
lose is  uso  attacked  and  disintegrated  by 
various  aSrobio  organisms  and  by  certain 
moulds  («er  McBeth,  Soil  Science,  1916,  1,  437), 
but  little  is  known  as  to  their  mode  of  action. 
The  materials  containing  the  cellulose-fermenting 
bacteria  also  contain  organisms  which  are 
capable  of  producing  meuiane  from  a  great 
variety  of  sunstances,  among  which  are  acetates 
(Hoppe-Seyler),  butyrates  (Maz^),  and  generally 
the  fatty  acidiB  containing  an  even  number  of 
carbon  atoms  in  the  molecule  (Sohn^en),  alcohol 
and  gam  arable  (Omelianski),  ana,  according 
to  Tappeiner,  various  albumins  and  protein 
derivatives.  Omelianski  also  obtained  from 
decaying  wood  organisms  which  produced 
methwe  fermentation  with  e^  albumin,  glue, 
gelatin,  wool,  and  peptone.  Fermentations  of 
this  kind  undoubteoly  play  a  large  part  in  the 
destmction  of  animal  and  vegetable  remains 


and  are  of  great  technical  importance  in  the 
decomposition  of  sewage  in  the  septic  tank  and 
in  the  fermentation  of  manure.  An  interesting 
consequence  of  their  constant  occurrence  in 
nature  is  the  presence  of  methane  in  the  air,  as 
much  as  11*3  c.c.  per  100  litres  having  been 
found  by  Gautier  in  the  air  of  wooded  rural 
districts,  where  the  decomposition  of  vegetable 
matter  in  the  soil  is  probably  very  consi£rablo. 

Other  types  of  fermentation  by  decomposi- 
tion. Fermentation  of  the  hydroxy-aelds  and 
glycerol.  Among  the  numerous  other  types  of 
fermentation  involving  the  rupture  of  the  carbon 
chain  of  non-nitrogenous  compounds,  only  a  few 
can  be  mentioned  here. 

i.  The  B.  ethaceticus  (F.)  was  isolated  in  1890 
from  sheep  dung  by  Frankland,  who  carefully 
examined  its  action  on  a  number  of  different 
substances.  This  oivanism  does  not  appear  to 
have  been  identical  with  any  of  the  more 
recently  described  intestinal  bacteria.  It  fer- 
mented glucose,  mannitol,  arabinoee,  and  gly- 
cerol, forming  mainly  acetic  acid,  alcohol,  formic 
acid,  and  a  mixture  of  equal  volumes  of  carbon 
dioxide  and  hydrogen.  No  lactic  acid  war  pro- 
duced, but  from  glucose  and  arabinose  a  fixed 
acid  of  unknown  composition  was  probably 
formed  (Frankland  and  Fox,  Proc.  Roy.  Soc. 
1890,  46,  345  ;  Frankland  and  Frew,  Chem.  Soc. 
Trans.  1891,  81 ;  Frankland  and  Lumsden,  ^id. 
1892,  432;  Frankland  and  MacGregor,  ibid.. 
1892,  737).  This  organism  had  the  interesting 
property  of  fermenting  a  solution  of  calcium 
(^-glycerate  asymmetrically,  only  decomposing 
the  Z-acid  and  leaving  unattacked  the  pure 
(f-acid,  which  was  first  isolated  in  this  way.  The 
decomposition  is  represented  by  the  equation : 
5C3H,04=C,H,0+4C,H40,-i-5CO,+3H,+H,0 
This  organism,  after  repeated  cultivation  in 
calcium  glycerate,  however,  acquired  the  power 
of  slowly  fermenting  the  d-aoid, 

ii.  Glycerol  undergoes  fermentation  by  many 
organisms,  and  in  some  cases  3rields  butyria  acid, 
as  has  already  been  described. 

A  more  usual  change  is  its  decomposition 
mainly  into  alcohol  and  formic  acid  or  carbon 
dioxide  and  hydrogen : 

C,H,0,=C.He0+C0,+H, 
This  was  observed  by  Fitz  with  an  organism 
known  as   B.  ethyliciis  or  fitzianus,  and  this  is 
also  the  type  of  decomposition  produced   by 
B.  col*  communis  (Harden). 

iii.  TJie.  hydroxy-acids,  such  as  lactic  acid, 
malic  acid,  and  citric  acid,  are  readily  decom- 
posed by  many  organisms.  Thus  lactic  acid,  in 
addition  to  undergoing  butyric  fermentation, 
is  converted  by  a  mixed  fermentation  (Strecker, 
1854,  Fitz)  into  acetic  acid,  pronionio  acid,  and 
carbon  dioxide.  Malic  acid  yields  with  B,  lactic 
airogenes,  carbon  dioxide,  acetic  acid,  and  a 
large  amount  of  succinic  acid  (Emmerling),  similar 
pr^ucts  being  formed  by  B,  cloaccs  (Thompson), 
whilst  citric  acid  is  converted  by  these  two 
organisms  into  carbon  dioxide  and  acetic  acid. 

iv.  The  mannitol  fermentation  is  effected  by  an 
organism  which  occurs  as  an  infection  in  wines 
(Gayon  and  Dubourg.  Ann.  Inst.  Pasteur,  1894, 
8  108;  1901,15,527).  It  decomposes  sugars 
into  alcohol,  carbon  dioxide,  acetic,  lactic,  and 
succinic  acids,  and  glycerol,  but  with  fructose 
yields  a  considerable  proportion  of  mannitol. 
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3.  Febmehtations  by  Oxidation. 


All  aerobic  organisnus  have  the  power,  like 
the  higher  plants  and  animals,  ot  oxidisincr 
appropriate  food  materials,  with  production  o! 
carbon  dioxide  and  water.  It  is,  howcTer, 
frequently  possible,  in  the  case  of  bacteria,  to 
isolate  partially  oxidised  products  and  thus 
ascertain  some  of  the  staees  of  the  process, 
whereas  this  can  only  raiw  be  accomplished 
with  higher  oiganisms.  The  production  of 
acetic  acid  from  alcohol  by  bacterial  acUon  is 
one  of  the  most  important  cases  of  tins  kind ; 
the  conversion  of  ammonia  into  nitrous  acid, 
and  this  into  nitric  acid,  being  a  second. 

(a)  The  aeetie  fennentatloii  of  alcohol  and  the 
oxidising  properties  of  the  baeterla  which  produce 
it.  The  spontaneous  souring  of  wine,  beer,  and 
other  alconolic  liquors  when  exnoeed  to  air  has 
long  been  known  and  employed  for  the  manu- 
facture of  vinegar.  Pasteur,  in  18A4  (M^m.  sur 
la  fermentation  acetique;  Ann.  Ecole  Norm, 
sup.  235,  225 ;  J.  Chem.  Soc.  Abstr.  1881,  128 ; 
Eludes  sur  le  vinaigre,  1868),  conclusively 
proved  that  the  change  of  alcohol  into  acetic 
acid  in  this  process  was  due  to  the  *  flowers 
of  vinegar,'  an  organism  which,  from  the 
circumstance  that  it  formed  a  film  on  the 
surface  of  the  liquid,  he  termed  Myeoderma 
aceti,  Pasteur  carefully  examined  this  organism, 
cultivated  it  in  synthetic  media,  and  proved 
that  it  acted  as  a  carrier  of  oxygen  from  the 
air  to  the  alcohol,  and  that  it  was  capable, 
when  no  more  alcohol  was  available,  of  oxidising 
the  acetic  acid  to  carbon  dioxide  and  water. 
Traces  of  aldehyde  wero  observed  to  be  produced 
when  the  vitality  of  the  organism  was  impaired. 
The  application  of  Neubeig's  '  fixation  *  method 
(fermentation  in  presence  of  sodium  sulphite) 
leads  to  a  large  accumulation  of  acetaldehyde 
(Neubeig  and  Nord,  Biochem.  Zeitscb.  1919,  96, 
158).  Since  Pasteur's  time  a  larce  number  of 
organisms  have  been  found  which  have  a  similar 
Action  on  alcohol,  and  which  include  those  found 
in  vinegar  breweries.  These  are  not  very  deadly 
characterised,  and  only  one  or  two  of  the  most 
important  can  be  here  mentioned  {see  Henne- 
l>e^,  various  papers  in  Centr.  Bakt.  Par.  Abt. 
ii.  1897-98,  1905-6;  and  Garungsbacteriolo- 
gisches  Praktikum,  Berlin,  1909,  510-558). 
B.  aceti  (Hansen)  has  been  studied  morpho- 
logically by  Cohn  (Biol.  d.  Pflanzen,  2,  173),  and 
biochemically  by  A.  J.  Brown  (Chem.  Soc.  Trans. 
1886,  174;  1887,  638)  and  Hansen.  It  grows 
on  the  surface  of  culture  media,  forming  an  easily 
broken  film,  consisting  of  chains  of  cells  about 
2  inches  in  length,  and  slightly  contracted  in 
the  middle,  so  that  they  resemble  a  fi^re  of 
8.  It  does  not  form  spores,  and  readily  pro- 
duces involution  forms,  cells  of  10-15  fi  in 
length  and  irregularly  swollen  being  common. 
As  regards  the  production  of  acetic  acid  from 
alcohol.  Brown  fully  confirmed  Pasteur's  obser- 
vations with  Myeoderma  aceii.  The  highest 
concentration  of  acetic  acid  that  can  be  obtained 
by  the  use  of  this  organism  is  6*6  p.c.  (Henne- 
berg). 

Brown  edso  found  that  this  organism  con- 
verts n-propyl  alcohol  into  propionic  acid,  and 
glycol  into  gl3'collic  acid,  but  docs  not  act  on 
methyl  alcohol  or  erythritol,  whilst  it  oxidises 
glycerol  completely.     The  observation  that  this 


bacillus  converts  glucose  into  gluconic  acid 
(Bontroux,  Compt.  rend.  1878,  86,  605 ;  1880, 
91,  236)  was  confirmed.  Mannitol  undergoes 
an  extremely  interesting  reaction,  being  con- 
verted into  fructose.  aB  these  reactions  occur 
when  the  organism  is  grown  on  solutions  of  the 
various  substances  in  yeast  water,  chalk  being 

;  added  to  neutralise  the  acids  formed. 

I  As  already  mentioned,  Buchner  and  Gaunt 
(Annalen,  1906,  349,  140)  have  shown  that  the 
oxidation  of  alcohol  by  this  oi^nism  is  due 
to  the  action  of  an  enzyme,  and  can  be  effected 

.  by  the  cells  after  they  have  been  killed  and 
dehydrated  by  acetone. 

B.  xylinus  (Brown)  is  the  organism  which 
occurs  in  the  vin^ar  plant,  or  mother  of  vinwar, 
in  which  it  is  associated  with  a  yeast.  The 
mixed  growth  is  thus  capable  of  converting  cane 
sugar  solution  into  vin^ar,  the  sugar,  wmch  is 
itself  not  attacked  by  the  bacillus,  being  hydro- 
lysed  and  fermented  by  the  yeast,  with  produc 
tion  of  alcohol,  which  is  then  oxidised  by  the 
bacillus.  The  B.  xylinus  in  pure  culture  grows 
on  the  surface  of  alcoholic  liquids,  forming  thick, 
tough  gelatinous  membranes,  which  sometimes 
on  wine  attain  a  thickness  of  as  much  as  a  foot. 
This  is  due  to  the  formation  of  a  transnarent 
film  in  which  the  short,  rod-like  bacilli  are 
embedded.  This  film  contains  a  lai^e  propor- 
tion (35-63  p.c.  of  its  dry  weight)  of  a  cellulose- 
Uke  material  (Brown),  wnich«  however,  contains 
nitrogen,  and  is  probably  a  glucosamine  deriva- 
tive (Emmerling,  Ber.  1899,  32,  541).  The 
chemical  actions  of  this  organism  wero  found 
by  Brown  to  agree  in  general  with  those  of 
B,  aceti.  They  have  Men  more  completely 
investigated  by  Bertrand  (Ann.  Chim.  1904, 
[8]  3,  181),  who  terms  the  organism  the  sorbose . 
bacterium.  He  finds  that  tnis  organism  con- 
verts many  polyvalent  alcohols  into  the  corre- 
sponding a-ketose,  thus  changing  sorbitol  into 

i  sorbose,  mannitol  into  fructose,  %-erythritol 
into  erythuloee  CH,(OH)COCH(OH)CH,OH, 

,  ^arabitol  C^H^^Oe  into  arabinulose  C5H10O5, 

!  perseitol  and  volemitol  C^HieOf,  into  persemoee 
and  volemuloee  07H,4O7.  Of  great  mterest  is 
its  action  on  glycerol,  which  it  converts  into 
dihydroxyacetone  CH,(OH)-COCH,OH,  en- 
tirely free  from  the  isomeric  glyceraldehyde 
which  is  invariably  formed  by  the  action  of 
ordinary  oxidising  agents. 

This  method  is  by  far  the  most  convenient 
for  the  preparation  of  dihydroxyacetone,  the 
organism  being  simply  grown  for  about  3  weeks 
on  a  10  p.c.  solution  of  glycerol  in  yeast  water, 
and  the  liquid  then  evaporated,  precipitated  by 
alcohol,  filtered  and  finally  evaporated  in  vacud. 
On  the  other  hand,  glycm,  Z-xylitol,  and 
cf-dulcitol  are  not  attacked.  The  action  of  the 
bacillus  is  confined  to  the  oxidation  of  a  secondary 
carbinol  group,  which  is  not  stereochemically  in 
the  neighbourhood  of  a  hydrogen  atom  (Ber- 
trand). The  aldoses  are  oxidised  to  the  corre- 
sponding acid,  glucose,  xylose,  arabinose,  and 
galactose  all  behaving  normally  in  this  respect. 
When  the  acid  thus  produced  contains  a 
CH(OH)  group  capable  of  being  attacked, 
according  to  the  rule  just  stated,  tms  may  also 
be  oxidued.  Thus  gluconic  acid  yields  the 
corresponding  ketonic  acid,  oxygluconic  acid 
CHj(OH)COCH(OH)CH(OH)-CH(OH)COOH, 
which  had  previously  been  obtained  by  Boutroux 
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by  the  aid  of  the  M,  chlonqus  (Bout.)  (Compt. 
rend  1886,  102,  924). 

(h)  Nitrification.  The  converaion  of  the 
nitrogen  of  oigonic  matter  into  nitrates  in  the 
aoil  was  famihar  to  chemiste  at  a  very  early 
date,  and  was  employed  as  a  means  of  manu- 
facturing saltpetre,  f^m  the  time  of  Mayow 
onwards,  it  was  regarded  as  a  purely  chemical 
action  brought  about  by  the  agency  of  the  porous 
soil,  or,  according  to  Liebig*s  characteristic  view, 
by  a  ferment,  t.e.  some  substance  which  was 
itself  undeigoing  oxidation  in  the  soiL  The 
idea  that  thu  process  was  in  roality  of  biological 
origin  was  suggested  by  Pasteur  (1862),  but 
first  moro  fully  developed  by  Schloesing  and 
Miintz  (Compt.  rend.  1877,  84,  301 ;  1878,  86, 
3P2;  1879,  89,  891,  1074),  who  found  that 
nitrification  ceased  when  the  soil  was  sterilised  by 
heat  or  antiseptics.  The  researches  of  Waring- 
ton  (Chem.  8oc.  Trans.  1878,  44 ;  1879,  429 ; 
1884,  637  ;  1888,  727),  carried  out  at  Rotham- 
sted,  contributed,  alone  with  much  information 
as  to  the  conditions  of  nitrification,  the  funda- 
mentally important  facts  that  oxidation  often 
only  proceeded  as  far  as  the  production  of 
nitrite,  and  that  the  nitrogen  was  converted  into 
ammonia  before  being  nitrified.  These  concep- 
tions were  then  further  developed  by  Munro 
(Chem.  Soc.  Trans.  1886,  632),  who  came  to  the 
conclusion  that  the  normal  course  of  nitrifica- 
tion consisted  in  the  production  of  ammonia 
followed  by  that  of  nitrites  and  nitrates.  Up 
to  this  time  (1888),  all  attempts  to  isolate  the 
organisms  by  the  aid  of  which  the  change  was 
effected  had  failed,  and  it  was  not  until  this  had 
been  effected  by  Winogradsky  (Ann.  Inst.  Pas- 
teur, 1890,  4,  213  ;  article  in  Lafar,  Technische 
Mykolocie,  1904,  iii.  132-181),  and  almost  simul- 
taneously by  Warington  («f?  Chem.  Soc.  Trans. 
1898, 484),  that  the  true  conditions  of  the  process 
were  discovered.  The  bacillococcus  possessed 
of  nitrifying  power  which  was  described  by  P. 
and  G.  Frankland  (Proc.  Roy.  Soc.  1890,  47) 
was  subsequently  foimd  not  to  be  a  pure  culture. 
Winogradsky,  convinced  that  the  presence  of 
oigamc  matter  was  detrimental  to  the  develop- 
ment of  the  organism,  inoculated  with  earth  a 
solution  contaimng  only  1  per  mille  of  ammonium 
sulphate  and  of  potassium  phosphate,  together 
witn  some  solid  basic  magnesium  carbonate, 
and  by  repeated  sub-cultivations  succeeded  in 
obtaining  strong  nitrification  in  a  liquid  almost 
free  from  organisms  capable  of  growing  on  the 
ordinary  sohd  media.  The  principle  mvolved 
is  that  of  selective  culture,  only  those  organisms 
surviving  which  can  avail  themselves  of  the 
very  limited  supply  of  nourishment  provided. 
The  deposit  of  magnesium  carbonate  in  such  solu- 
tions was  observed  to  be  covered  with  gelatinous 
masses  of  the  nitrifying  organism,  and  when  this 
was  spread  on  gelatin,  it  was  found  that  many 
particles  produced  no  growth  whatever,  and 
were  therefore  free  from  all  ordiiuiry  soil  organ- 
iBms.  Some  of  these,  when  removed  and  placed 
in  the  culture  fluid,  produced  active  nitrification, 
and  a  growth  in  which  no  foreign  organisms 
could  fa«  detected.  It  was  subsequently  found 
by  Winogradsky  that  this  organism  was  only 
capable  of  converting  ammonia  into  nitrite,  and 
that  the  final  stage  of  the  oxidation  to  nitrate 
was  effected  by  a  second  organism,  which  was 
isolated  (1891)  in  a  similar  maimer,  by  repeated 


I  sub-culture  in  a  selective  eulture  medium  con- 
I  taining  sodium  nitrite  instead  of  an  ammonium 
I  salt.     This  discovery  led  to  the  explanation  of 
I  the  apparentlv  capricious  action  of  the  nitrifying 
organisms,  which  sometimes  yielded  nitrite  and 
at  others  nitrate.   It  was  found,  in  confirmation 
of  the  opinion  expressed  by 'Warington,  that  the 
development  of  the  nitrate-producing  organism 
was  inhibited  by  comparatively  small  propor- 
tioiLB  of  ammonium  salts.     This  effec^is,  in  fact, 
very  remarkable,  and  is  comparable  to  that  of 
,  the  most  powerful  antiseptics.     In  a  particular 
;  case  as  little  as  0'005  gram  per  litre  of  ammonia 
I  (as  sulphate)  caused  a  perceptible  diminution  in 
:  the  rate  of  nitrification  of  a  nitrite  solution,  and 
I  0*164  gram  completely  inhibited  it.     On  the 
other  hand,  nitrites  may  be  present  up  to  at 
I  least  10  grams  per  litre,  and  nitrates  to  20  erams 
I  per  litre.    When,  however,  ammonia  is  added  to 
a  liquid  containing  a  well-developed  culture  of  the 
nitiute-producing  organism,  it  causes  very  little 
change  m  the  rate  oi  action,  even  in  quantities 
of  1*8  grams  per  litre,  so  that  its  harmful  effect  is 
mainly  one  oi  inhibition,  exerted  on  the  develop- 
ment of  the  organism,  and  not  on  the  oxidising 
action  of  the  developed  organism  (Winogradsky). 
In  agreement  with  these  facts,  it  is  found  that 
when  an  inoculation  of  earth  is  made  into  solu- 
tions of  ammonium  salts,   nitrosification   (the 
production  of  nitrite)  proceeds  until  nearly  all 
the  ammonia  has  been  converted,  and  only  then 
does   the   production   of   nitrate   begin.      The 
repeated  addition  of  fresh  ammonia  before  this 
second  stage  sets  in  will  limit  the  action  entirely 
to    the    production    of    nitrite.      If,    however, 
nitrate    production    is    once    well    established, 
further  additions  of  ammonia  are  completely 
converted    into    nitrate.      Similar    conditions 
prevail  in  the  nitrification  of  sewage,  which  is 
apparentlv  effected  by  the  same  organisms  as 
are  found  in  the  soil  (Chick,  Proc.  Roy.  Soc. 
1906,  B,  77,  241). 

Another  remarkable  feature  of  these' 
organisms  is  their  mode  of  carbon  assimilation. 
Organic  carbon  not  only  cannot  be  assimilated 
by  them,  but  actively  inhibits  their  development 
in  culture  solutions,  compounds  such  as  glucose 
and  peptone  totally  inhioiting  nitrosification  in 
concentrations  of  0*2  p.c.  and  nitrification  in 
concentrations  of  0*25  p.c.  (glucose),  and  1*26  p.e. 
(peptone),  and  behaving,  therefore,  in  this 
respect  like  powerful  antiseptics.  It  was  this 
property  which  rendered  the  isolation  and 
artificial  culture  of  these  organisms  so  difficult. 
In  the  soil,  however,  these  compounds  are  not 
harmful,  and  even  aid  the  process  of  oxidation 
(Coleman,  Centr.  Bakt.  Par.  1908,  ii.  20,  401). 
The  sole  souree  of  carbon  for  both  classes  of 
organism  appears  to  be  carbon  dioxide,  derived 
from  carbonates  by  the  nitrosifying  organism, 
and  from  bicarl>onates  by  the  nitrifying 
organism.  The  energy  necessary  for  the  reduc- 
tion of  carbon  dioxide  to  assimilable  compounds 
is  apparently  provided  bv  the  oxidation  of  the 
ammonia  or  nitrite,  and  a  fixed  ratio  exists 
between  the  amounts  of  carbon  assimilated  and 
ammonia  or  nitrite  oxidised.  Thus  the  nitro- 
sifying organism  oxidises  35*4  parts  of  nitrogen 
as  ammonia  for  1  part  of  carbon  assimilated 
(Winogradsky). 

The  study  of  the  morphological  characteristics 
of  the  organisms  of  this  highly  importckut  group 
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has  been  greatly  aided  by  the  discoTery  of  solid 
media   on   which    cultivations    can    be   made,  i 
Winogradsk^  first  introduced  a  jelly  of  silica 
saturated  with  the  culture  fluid,  and  Omelianski  ' 
has  successfully  used  plates  made  of  gypsum 
and  1  p.c.  of  magnesium  carbonate,  ana  even 
discs  or  strips  of  niter  paper.     More  convenient  < 
are  the  agar  plates  introduced  by  Beyerinck 
(Cent.  Bakt.  Par.  ii.  1896,  19,  268).    The  agar-  ! 
water  jel^  is  allowed  to  stand  for  about  a  i 
fortnight  under  water.    Fermentation  occurs,  i 
accompanied  by  the  decomposition  of  ail  the  | 
compounds  wmch  inhibit  the  growth  of  the  ' 
nitrSying  organisms.    The  agar  is  then  washed, 
mixed  with  the  culture  mMium  and  a  little  | 
chalk,  and  finallv  sterilised. 

The  exact  relations  of  the  various  organisms 
which  have  been  isolated  are  still  unknown.  The  [ 
general  result  is  that  several  nitrosifying 
organisms  have  been  obtained  from  different 
regions,  whereas  hitherto  only  one  nitrifying 
organism  has  been  found.  The  nitrosifying 
organism  is  termed  B.  niiroaomonas  (Winog.),  L. 
and  N.  The  forms  of  the  West  European  variety 
are  oval  bacilli  {lxl'2-VSfi),  which  produce 
zooffloea  in  fluid  media,  and  brown  colonies  on 
solid  media ;  these  break  up  after  some  time  into 
motile  forms.  The  organism  from  Buitenzorg  in 
Java,  on  the  other  hand,  is  a  minute  micrococcus 
0'6-0*6/A  in  diameter,  and  that  from  Quito  a  large 
coccus  l'6-l'l fi  in  diameter,  which  does  not  form 
zooglcBa.  The  orgamsm  from  Japan  closely 
resembles  tiie  European  variety.  Hitherto  only 
one  variety  of  this  oi^ganism  has  been  obtained 
in  any  one  district.  ! 

B.  nitrcbacier  (Winog.),  L.  and  N.,  which  con- 
verts nitrites  into  nitrates,  is  a  bacillus  1  xO'3- 
0'4fif  possesses  a  gelatinous  capsule,  and  never  j 
forms  motile  cells.  It  ffrows  very  slowly  on  agar, 
forming  aimost  colouness,  drop-like  colonies. 

(c)  Other  oxidising  affeen  produced  by 
baeterla.  Oxidation  of  sulphuretted  hydrogen, 
ferrous  oxide,  hydrogen,  and  methane.  Very 
special  interest  attaches  to  the  action  of  bacteria 
in  bringing  about  the  oxidation  of  sulphuretted 
hydrogeiL  This  process  is  comparable  with  the 
nitrification  of  ammonia,  inasmuch  as  it  has  the 
effect  of  converting  sulphuretted  hydrogen,  a 
direct  product  of  &e  putrefaction  of  proteins, 
into  smphates,  from  which  plants  are  able  to 
supply  themselves  with  the  sulphur  essential  for 
their  growth. 

Early  observers  noted  the  occurrence  of 
characteristic  micro-organisms  in  sulphur  wells, 
and  the  presence  of  granules  of  sulphur  within 
their  cells  (1870-1875),  but  it  is  to  the  researches 
of  Winogradsky  that  we  owe,  in  the  main,  our 
present  uiowledffe  of  the  sulphur  bacteria.  The 
oxidation  of  su&huretted  hydrogen  is  effected 
in  two  stages.  The  first  product  is  free  sulphur, 
which  is  deposited  in  the  cell  in  the  form  of 
soft  spherical  granules  of  amorphous  sulphur. 
In  the  presence  of  abundance  of  sulphuretted 
hydrogen,  the  cell  becomes  crowded  with  these 
particke.  The  second  stage  consists  in  the 
oxidation  of  this  sulphur  to  form  sulphuric  acid, 
which  neutralises  the  carbonates  present  in  the 
soil  to  form  sulphates.  It  seems  probable  that 
these  organisms  derive  the  whole  of  their  carbon 
from  carbon  dioxide,  the  eneivy  necessary  for 
its  decomposition  belne  derived  from  the  oxida- 
tion of  the  sulphuretted  hydrogen.  Many  genera 


of  sulphur  bacteria  are  known,  the  most  im- 
portant being  Beggiatoa  and  Thioihrix,  which 
form  long  threads,  and  are  regarded  by  some 
authors  as  intermediate  between  the  bacteria 
and  algffi.  In  addition  to  these,  a  large  number 
of  others  have  been  described,  many  of  which 
are  characterised  by  the  production  of  a  red 
colouring  matter  known  as  bacteriopurpurin 
(Ray  Lankester). 

Another  group  of  bacteria  is  known,  the 
species  of  which  bring  about  the  oxidation  of 
ferrous  hydrogen  carTOnate  to  f enic  hydroxide 
in  chalyl>eate  waters.  These  organisms,  which, 
like  the  sulphur  bacteria,  form  long  threads,  are 
also  closely  allied  to  the  aigie,  and  belong  to 
the  genera  Crenoihrix,  Cladothrixt  StrepUfUirix, 
&c.  They  are  also  able  to  effect  the  oxidation 
of  manganese  salts,  and  the  resulting  oxides 
are  apparently  deposited  in  the  gelatinous 
membrane  of  the  cell  (Molisch,  quoted  by 
RuUmann,  Lafar,  iii.). 

Other  ffroups  of  bacteria  are  able  to  play  the 
part  of  phktinum  black  in  bringing  about  the 
oxidation  of  hydrogen  (Lebedev,-  Biochem. 
Zeitsch.  1907,  7,  1 ;  Lebedev  and  Nabokich, 
Centr.  Bakt.  Par.  ii.  1906,  17,  350 ;  Niklewski, 
Centr.  Bakt.  Par.  ii.  1907,  21,  380),  whilst  others 
can  effect  the  oxidation  of  marsh  gas  {B,  me- 
thanicus,  SOhngen,  Proc.  K.  Akad.  Wetensch. 
Amsterdam,  1905,  8,  327),  and  an  organism  has 
been  described  by  Beyerinck  (Centr.  Bakt.  Par. 
ii.  1909,  25,  30)  which  can  bring  about  reaction 
between  nitrous  oxide  and  hydrpgen,  and 
obtain  its  carbon  from  carbon  dioxide  by  the 
aid  of  the  enei^y  thus  liberated. 

4.  fsrmbntations  by  reduction  and 
Deoxidation. 

(a)  Reduction.  The  decomposition  of  a 
molecule  of  a  carbon  compound  into  two 
or  more  smaller  molecules,  some  of  which  are 
relatively  more  oxidised  and  others  relatively 
more  reduced,  is,  as  we  have  seen,  a  common 
feature  of  many  fermentations  by  decomposi- 
tion. A  typical  example  is  afforded  by  the 
alcoholic  fermentation  of  sugar,  which  results 
in  the  formation  of  carbon  dioxide  on  the  one 
hand,  and  alcohol  on  the  other.  The  decomjposi- 
tion  sometimes  results  in  the  production  of^free 
hvdrogen,  and  when  this  occurs  in  the  presence 
of  re£icible  substances,  reduction  often  takes 
place.  Of  this  secondary  character  are  the 
reduction  by  B.  colt  communis  of  nitrates  to 
nitrites  in  presence  of  sodium  formate  (Pakes 
and  Jollyman,  Chem.  Soc.  Trans.  1901 ,  459),  and 
of  aspartic  acid  in  presence  of  glucose  to  am- 
monium succinate  (Harden,  ibid.  1901,  612),  the 
reduction  being  effected  bv  the  hydrogen  pro- 
duced from  the  formate  and  glucose  respectively. 
'  Many  similar  cases  are  known,  especially  among 
mixed  fermentations  {see  Sohngen,  Rec.  trav. 
chim.  1910,  29,  238).  In  other  cases  the  reducing 
'■  action  of  bacteria  is  exercised  directly  upon  the 
'  reducible  compound,  and  results  either  in  the 
'  direct  removal  of  oxygen  or  the  addition  of 
hydrcMren.  In  the  wrmer  case  the  oxygen 
probably  goes  to  produce  physiological  oxida- 
tion in  the  bacterial  cell.  Thus  many  aerobic 
organisms  can  ffrow  in  the  absence  of  free 
oxygen,  provided  that  nitrates  are  added  to  the 
memum,  and  these  are  thereby  converted  into 
nitrites  (Pakbs  and  Jollyman,  Chem.  Soc.  Trans. 
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1901,  322  ;  Rittor,  Cenbr.  Bakt.  Par.  ii.  1907-8, 
20,  21). 

The  bacterial  reduction  of  sulphates,  thio- 
sulphates,  and  sulphites  to  sulphuretted  hydrogen 
is  probably  due  to  a  similar  action  (Beyerinck, 
ibid.  1896,  1,  1). 

The  direct  addition  of  hydrogen  by  bacteria 
to  certain  colouring  matters  is  a  well-recognised 
phenomenon.  Thus  many  oivanisms  readily 
reduce  methylene  blue  to  the  &uco-compound, 
not  only  when  grown  in  its  presence,  but  also 
when  the  oiganisms  are  suspended  in  a  solution 
of  the  colouring  matter.  The  same  effect  is 
produced  by  diy  sterile  preparations  obtained 
oy  treating  the  bacteria  with  acetone,  and  is 
ascribed  to  the  action  of  a  specific  reducing 
enzyme  or  reducase,  which  becomes  inactive 
at  about  W  (Cathcart  and  Hahn,  Arch.  Hyg. 

1902,  44,  296).  The  chemistry  of  the  process 
has  already  been  discussed  under  the  heading 
of  Seducing  enzymes. 

.  (6)  Denltriflcatioiu  One  of  the  best-studied 
instftnces  of  deoxidation  by  bacteria  is  the 
process  of  denitrification,  whereby  nitrates  are 
reduced  to  oxides  of  nitrogen,  free  nitrogen,  and 
ammonia.  The  power  possessed  by  many 
bacteria  of  reducmg  nitrates  to  nitrites  was 
observed  as  early  as  1876  (Meusel),  and  has  been 
investigated  by  many  authors  since  that  date 
(Frankland,  Chem.  News,  1888,  67,  89  ;  Warins- 
ton,  ibid,  1888,  67,  246;  Maasen,  Arbeit.  K. 
Gesund-Amt.  1901, 18,  21 ;  Qrimbert,  Ann.  Inst. 
Pasteur,  1899,  18,  67 ;  fYanzen  and  Lohmann, 
Zeitsch.  physioL  Chem.  1909,  63,  62).  The 
reduction  to  nitrite  occurs  in  nitrate  broth,  i» 
accompanied  by  the  evolution  of  carbon  dioxide, 
and,  as  mentioned  above,  is  probably  due  to 
direct  deoxidation,  as  it  is  effected  by  many 
bacteria  which  do  not  produce  free  hydrogen. 
The  production  of  ammonia  from  nitrates  is 
also  apparently  a  common  property  of  bacteria, 
but  the  relations  in  this  case  nave  not  been  so 
deariy  established  as  in  that  of  nitrite.  The 
evolution  of  oxides  of  nitr^en  from  a  fermenting 
liquid  was  observed  by  Dubrunfaut  (1868),  in 
the  case  of  fermenting  molasses  ;  but  the  produc- 
tion of  the  oxides  was  ascribed  to  purely  chemical 
causes.  Since  that  time,  however,  the  produc- 
tion of  nitrous  and  nitric  oxides  from  nitrites  by 
bacteria  has  been  frequently  observed  in  mixed 
fermentations.  With  pure  cultures  the  pheno- 
menon is  much  less  common,  but  an  oixanism 
known  as  B.  denitrificans  (Stutzer  and  Burri), 
which  is  however  probably  identical  with  B. 
pyocyaneua  (FlCigge),  has  been  described,  which 
ordinarily  reduces  nitrates  to  nitrogen,  but  in 
presence  of  asparagine  produces  nitric  oxide 
(Gayon  and  Dupetit,  Chem.  Soc.  Abstr.  1886, 
823).  Another  organism,  B.  nitroseus  (Bey.  and 
Mink.),  is  chiefly  responsible,  according  to 
Beyerinck  and  BOnkmann  (Centr.  Bakt.  Par. 
ii.  1909,  26,  30)  for  the  almost  imiversal  occur- 
rence of  nitrous  oxide  in  the  gases  produced  when 
soU  IS  added  to  nitrate  broth.  So  vigorous  is 
this  process  that  a  stream  of  gas  may  be  obtained 
containinj;  80  p.c.  of  nitrous  oxide,  and  capable 
of  rdighting  a  glowing  splint.  B.  pyocyaneus,  B. 
Siutzeri  (L.  and  N.),  and  if.  denitrificans  (Bey.  ! 
and  Mink.),  all  produce  nitrous  oxide  from 
nitrates.  On  the  other  hand,  B.  Hartldfiiy  under  ' 
anaerobic  conditions,  produces  from  a  nitrate  i 
and  a  tartrate  or  lactate  such  a  considerable 


amount  of  nitric  oxide  that  brown  fumes  are 
seen  when  air  is  led  into  the  flask  (Lebedev, 
A.  J.,  Ber.  deutsch.  bot.  Gee.  .1911,  29,  327). 

Finally,  in  many  cases,  the  reducing  action 
of  bacteria  on  nitrates  proceeds  as  far  as  the 
production  of  free  nitrogen.  This  phenomenon, 
since  it  was  first  attributed  to  bacterial  action 
by  Gayon  and  Dupetit  in  1882  (Compt.  rend. 
1882,  96,  664),  has  been  the>  subject  of  numerous 
investigations,  on  account  of  its  importance  in 
agriculture,  since  it  may  occur  both  in  soil  and 
in  manure.  It  has  been  conclusively  estab- 
lished that,  in  presence  of  suitable  carbonaceous 
nutriment,  nitrates  are  readily  decomposed  in 
this  way  by  many  bacteria,  especially  in  the 
absence  or  scarcity  of  oxygen.  Jensen  has  shown 
(Centr.  Bakt.  Par.  ii.  1897,  3,  622 ;  1898,  4,  401) 
that  in  these  cases  the  oxygen  of  the  nitrate  is 
utilised  for  the  oxidation  of  the  organic  matter, 
and  that  the  presence  of  free  oxygen  greatly 
diminishes  the  extent  of  the  denitrifica|;ion.  It 
seems  probable  that  the  *  nitrogen '  estimated  by 
the  older  observers  was  really  a  mixture  of 
nitrocen  and  nitrous  oxide. 

The  serious  loss  of  nitrogen  which  occurs 
in  manure  heaps,  and  may  amount  to  as  much 
as  26  p.c.  of  the  total  nitrogen  in  three  months, 
or  60  p.c.  in  nine  months,  Ims  been  investigated 
by  many  authors  {see  Russell  and  Richards, 
J.  Agri  Sci.  1917,  8,  496,  where  the  literature 
is  quoted).  The  phenomenon  de^nds  on  the 
alternation  of  aerooic  and  anaerobic  conditions, 
and  may  possibly  be  due  to  bacterial  oxidation 
of  the  nitrogenous  matter  to  nitrate,  followed 
by  denitrification.  It  has  not,  however,  been 
proved  that  this  is  the  actual  course  of  events, 
and  Russell  and  Richards  consider  that  the 
process  may  be  explained  by  the  supposition 
that  under  anaSrooio  conditions  a  change  is 
effected  by  bacterial  action  which  leaves  some 
of  the  nitrogen  compounds  present  in  such  a 
condition  that  subsequent  oxidation  decomposes 
them  with  evolution  of  nitrogen.  A  similar  loss 
of  nitrogen  occurs  in  the  filtration  of  sewage. 

Putrefaetioii.  Deeomposition  of  amino-adds. 
The  term  'putrefaction*  is  usually  applied  to 
the  decomposition  which  is  set  up  by  oacteria 
in  animal  and  vegetable  remains  at  the  ordinary 
temperature,  and  which  is  accompanied  by  the 
proouction  of  malodorous  compounds  and 
gases.  The  chief  source  of  these  is  the  protein 
matter  of  the  organism,  so  that  the  characteristic 
feature  of  putrefaction  is  the  bacterial  decom- 
position of  protems.  The  process  consists 
chemically  in  a  hydrolysis  of  tne  proteins  into 
simpler  molecules,  followed  or  accompanied  by 
the  decomposition  of  these,  yielding,  according 
to  circumstances,  highly  oxidised  substances  or 
a  series  of  reduction  products.  In  the  presence 
of  an  abundant  supply  of  oxygen,  the  process 
continues  until  the  final  products  are  carbon 
dioxide,  water,  ammonia,  and  mineral  salts, 
whereas  in  a  limited  supply  or  in  absence  of 
oxygen,  a  whole  series  ot  compounds  is  formed 
comprising  bases,  acidn,  volatile  sulphur  com- 
pounds, &c.  ;  and  thi.s  is  the  characteristic 
phenomenon  known  as  putrefaction.  Similar 
chemical  changes  are  produced  when  proteins 
are  fused  with  caustic  alkalis  at  250°  (Gautier 
and  l?.tard,  Compt.  rend.  1882,  94,  1367). 

The  immediate  origin  of  the^roducta^  of 
putrefaction  is  then  to  be  sought  m  IHe^virrd^ 
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products  of  hydrolysis  of  the  proteins.  These 
consist,  as  is  weU  known,  chiefly  of  amino- 
acids,  diamino-acijis,  such  as  arginine  and  lysine, 
and  a  number  of  other  compounds.  As  of 
special  importance  may  be  mentioned  histidine, 
or  3-iminazole-a-aminopropionic  acid  (a-amino- 
/3-glyozaline-4  (or  5)-propionic  acid),  trypto- 
phan or  indole-a-aminopropionic  acid,  and  cystine 
(COOHCH(NH,)CH,S).. 

The  amino-acids  undergo  decomposition  in 
at  least  two  different  ways.  In  the  first  place, 
the  amino  group  mav  be  removed  by  reduction 
(deaminisation),  yielding  the  conespondinz  fatty 
acid  (equation  a),  which  then  either  unctergo^ 
oxidation  (equation  h),  yielding  a  lower  acid  or 
simply  loses  carbon  dioxide  (equation  c) : 
(a)R-CH(NH.)C00H+2H-RCH,C00H+NH, 
(6)  RCH,C60H+30=RCOOH+H,0+CO, 
(c)  RCH,C00H=RCH3+C0, 

Thus  leucine  (CH,),CH-CH,CH(NH.)COOH 
yields  valeric  acid,  and  it  is  probable  that 
formic,  acetic,  propionic,  butyric,  and  caproic 
acids,  which  are  all  present  in  the  products  of 
putrefaction,  are  formed  in  a  similar  way. 

Of  speciaJ  interest  are  the  products  obtained 
in  this  way  from  ■  tryptophan,  a  substance 
which  was  discovered  by  Hopkins  and  Cole 
(J.  FhysioL  1902,  27,  418),  among  the  products 
of  hydrolysis  of  proteins  by  trypsin,  and  which 
is  the  mother  substance  of  the  various  indole 
derivatives  to  which  the  characteristic  odour  of 
faeces  is  largely  due.  Tryptophan  has  been 
found  by  ElBnger  (Ber.  1907,  40,  3029)  to  be 
indole-a-aminopropionic  acid,  of  the  formula 

NH<:^^^*\CCH,-CH(NH,)C00H 

and  id  decomposed  by  putrefaction  in  the  manner 
described  above,  yielding  successively  indole- 
propionic  acid  CgHjNCH.-CHjCOOH,  indole- 
acetic  acid  CaH,N-CH,COOH,  and  indole 
C^HyN.      A  certain  amount  of  skatole  or  a- 

methylindole  NH^^/J^^^-CH,  is  also  formed, 

probably  by  a  reaction  of  the  type  (c)  given 
above.  By  similar  reactions  pnenylalanine 
C,H4-CH2CH(NH,)COOH  yields  successively 
phenylpropionic  acid,  phenylacetic  acid,  ancl 
oenzoio  acid,  whilst  tyrosine,  or  2>-hydroxy- 
phenylaminopropionio  acid 

0HC,H4CH,CH(NH,)C00H 
is  converted  into  p-hydroxyphenylpropionic  acid 
(hydroparacumaric  acid,  Baumann,  1879),  p- 
hydroxyphenylacotic  acid  (Salkowski,  E.  and 
H.,  Ber.  1879,  12,  648 ;  1880,  13,  189,  2217), 
p-cresol,  p-hydroxvbenzoic  acid,  and  phenol.  In 
an  abundant  supply  of  oxygen  even  these  simple 
aromatic  compounds  are  completely  oxidised ; 
thus  a  baciUus  has  been  isolated  which  in  pure 
culture  readily  oxidises  dilute  solutions  of  phenol 
(Fowler,  Ardom,  and  Lockett,  Proc.  Roy.  Soc. 
B,  1910,  83,  149). 

Succinic  acid,  which  is  always  formed  in 
putrefaction,  is  probably  derived  from  aspartic 
acid  COOHCH,-CH(NH,)COOH  by  reduction 
(Salkowski). 

It  is  not  improbable  that  this  type  of  decom- 
position of  the  amino-acids  may  be  accompanied 
Dv  the  type  of  decomposition  which  is  brought 
about  by  yeast  in  presence  of  susar  and  has 
aheady     lleen     discussed,     the     characteristic 


feature  of  which  is  that  the  amino  sroup  is 
removed  with  formation  of  a  keto  acid,  wnich 
then  undergoes  further  decomposition. 

A  second  extremely  important  mode  of 
decomposition  of  the  amino-acids,  diamino- 
acids,  Ac,  during  putrefaction,  is  the  simple 
elimination  of  carbon  dioxide,  leading  to  the 
formation  of  bases  (decarboxylation) : 

id)  RCH(NH,)"COOH=RCH,NH,-f CO, 
(6)  NH,CH,CH,CH,CH(NH,)COOH 

Lysine.  =Nfl,[CH,],CH,NH,+CO, 
Cadaverine. 
Many  bases  have  been  isolated  from  putrefy- 
ing mixtures,  and  great  importance  is  to  Jbe 
attached  to  their  formation,  inasmuch  as  several 
of  them  have  a  very  marked  physioloffical  action. 
The  observation  that  putrefying  flesh  may  con- 
tain poisonous  basic  substances,  liable  to  he  con- 
fused with  the  vegetable  alkaloids,  was  made  by 
Selmi  (1872),  who  gave  to  these  bases  of  animal 
oriein  the  name  ptomaines  (m-wfia,  a  corpse), 
ana  they  were  then  more  thoroughly  investigated 
by  Briber.  It  was  at  first  thought  that  the 
poisonous  products  which  result  from  the 
action  of  bacteria  on  various  culture  media  and 
on  meat,  fish,  &c.,  were  also  members  of  this 
class,  and  the  effect  of  pathogenic  bacteria  on 
the  living  organism  was  ascribed  to  the  produc- 
tion of  these  same  substances  in  the  system, 
a  view  to  which  the  term  '  ptomaine-poisoning,' 
still  erroneously  applied  to  case  of  meat- 
poisoning,  &c.,  ffives  expression.  It  has  now 
however,  been  found  tnat  the  characteristic 
and  specific  poisons  produced  by  bacteria  are 
probably  much  more  complex  in  their  structure, 
and  belong  more  probably  to  the  class  of  proteins 
than  to  that  of  the  ptomaines.  They  are  termed 
I  toxins  or  bacterial  toxins,  and  are  oistinguiBhed 
I  as  ectotoxins,  which  pass  out  of  the  bacterial  cell 
!  into  the  surrounding  medium  (as  do  diphtheria 
toxin  and  tetanus  toxin),  and  endotoxins,  which 
are  retained  within  the  cell,  but  appear  to  pass 
out  of  it  after  death  (typhoid  toxin,  &c.). 

The  origin  of  many  of  the  simple  mono-  and 
di-acid  ba^  which  occur  in  putrefaction  can 
be  traced  to  the  corresponding  amino  acids, 
I  among  these  being  iMTamylamine  derived  from 
leucine,  phenylethylamine  derived  from  phenyl- 
alanine, p-hydroxyphenylethylamine  derived 
from     tyrosine,     and     /l-iminaaolylethylamine 

Nfl— CH^ 
(histamine)   I  ^CCH,CH,NHj  derived 

(!jh-=n/ 

from  histidine,  all  of  which  have  a  very  marked 
effect  in  raisins  the  blood  pressure,  or  in  other 
ways,  and  are  of  physiological  importance  because 
'  they  are  in  all  probability  formed  in  the  intestine 
and  absorbed  (Barger  and  Widpole,  J.  physiol. 
1909,  38,  343  ;  Barger  and  Bale,  ibid.  1910,  41, 
19,  499).  Bacteria  capable  of  decomposing  histi- 
dine in  this  way  have  actually  been  isolated 
from  the  intestme  (Mellanby  and  Twort,  J. 
Physiol.  1912,  45,  63  ;  Berthelot  and  Bertrand, 
Compt.  rend.  1912,  154,  1643,  1826).  Of  the 
diamino-boscs  isolated  by  Brieger  may  be 
mentioned  ethylenediamine  NHs'Clls'CHs'NHs, 
putrescine  or  tetramethylcnediamine 

NH,[CH2]4NH, 
derived   from   aiginine,    cadaverine   or   penta- 
methylenediamine  derived  from  lysine  (equa- 
tion e).  L^iyiLi^c:u  uy    ^^  ^  ^^  ._^ 
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In  addition  to  theee,  trimethylamino,  choline    (L.   and  N.)  (formerly  known  aa  proteus),  B, 


CH3(OH)-CH,-N(CH,)30H,  muscarine 
CH(OH)2CH5N(CH,),OH 

and  neurine  CH, : CHN(CH,)30H,  of  which  the    (^einbei^  and  S^uin),  which  have  been  found 
last  two  are  lughly  poisonous,  aU  occur,  probably    \^  j^^^^  ^^^^  ^^^l^  ^^^^    ^^^  ^i^h 


fluore&cens  luiuefaciens,  B.  meserUerictis  (L.  and 
N.),  all  of  which  attack  and  digest  albumins. 
B,  «;}oro!7eite«  (Metchnikoff)  and  B.  hislolyticns 


derived  not  from  proteins,  but  from  lecithin  and 
its  allies,  which  yield,  on  hydrolysis,  glycerol- 
phosphoric  acid,  fatty  acids,  amino-ethyl 
alcohol,  and  choline. 

Finally,  an  invariable  product  of  the  action 
of  bctcteria  on  proteins  is  ammonia,  formed 
either  by  reduction  of  amino-acids  as  explained 
above,  or  bv  their  oxidation.  This  bacterial 
production  of  ammonia  (ammonification)  is  a  pro- 
cess of  fundamental  importance  in  the  soil,  since, 
as  alreadv  described,  ammonia  servos  as  the  raw 
material  for  the  production  of  nitrate.  According 
to  Marchal  (Chem.  Soc.  Abstr.  1894,  ii.  248),  a 
large  number  of  bacteria  are  concerned  in  the 
process,  the  most  active  among  them  being 
B,  mycoides. 

In   the   decomposition   of   histidine,   which 


the  production  of  large  amounts  of  amino-acids, 
whilst  the  latter  forms  both  gas  and  volatile 
acids  from  meat  (Wolf  and  Harris,  J.  Path. 
Bact.  1907, 21, 386  ;  1918, 22,  I).  The  organism 
formerly  known  as  B.  jmtrifcus  (Bienstock)  and 
regarded  as  one  of  the  most  characteristic  putre- 
factive organisms  is  probably  a  mixture  of  the 
two  sporing  anerobes,  B,  jmorogenea  (Metch.)  and 
B,  cochleariua  (Douglas,  fteming  and  Ck)lebook). 
Belonging  to  the  second  group,  which  only  decom- 
pose simpler 'proteins,  are  B,  cdU  communis  and 
its  allies,  the  characteristic  bacilli  of  the  large 
intestine,  many  of  which  produce  indole  and 
indole-acetic  acid,  B.  proiigiosua  (Flugge), 
Streptococcus  pyogenes  (Rosenbach),  &o.  In  any 
particular  case  the  flora  is  largely  conditioned 
oy  the  exact  nature  of  the  putrefying  material. 


contains  nitrogen  toth  in  the  iminazole  nucleus  |  ^^^^^^  ^^^  ^^  ^^^  ^  &o..  alThave  their 


and  in  the  side  chain,  ammonia  is  produced 
from  both  sources  by  the  aerobic  action  of 
many  bacteria  (B,  paratyphosus,  A  and  JB, 
Btfacalis  alcaligenes,  B.  pyocyaneus),  whereas  B. 
mugaris  (proteus)  only  attacks  the  side  chain 
(Raistrick,  Biochem.  J.   1919,  4,  446).     Manv 


characteristic  organisms  and  modes  of  decompo- 
sition. 

Fermentations  produced  by  Moulds. 

A  number  of  moulds,  especially  belonging 

1    A.    •    -  *  xt        ..  :l     .  '     '         '•  !■»      .Tt  I  to  the  families  AspergiUacecs  and  Mucoracea^ 

bacteria  of  the  ??l^;to^o8U8  g-oup  y^^^     with    ^^  distinguished  by  producing  definite  chemical 

^**^%J'*^'^*.  ••S"^^^*>'^^^^'  ^^"^  '  changes  of  a  ferm^eitative  ^aracter,  some  of 
unsaturated  urocamc  acid  ,  thelS^by  the  secretion  of  soluble  enzymes,  and 

C,H,N,'CH  :  CH'COOft  I  others  by  means  of  endoenzymes. 

formed  possibly  bv  direct  elimination  of  NH,  <  Aleohollc  (ermentatlon.  The  power  of  pro- 
and  H  from  the  side  chain  (Raistrick,  Biochem.  I  ducing  alcoholic  fermentation  is  common  to  a 
J.  1917, 11,  71).  '  large  number  of  the  Mucoracem^  but  is  only 

The  gases  evolved  consist  of  carbon  dioxide,  '  possessed  to  any  considerable  extent  b^  a  single 
hydrogen,  and  sometimes  methane,  nitrogen,  Bi^im  oi  the  AspergiUacecs,  AUescheria  Oayoni 
and  stdphuretted  hydrogen.  Some  of  the  sulphur  I  (Saccardo  and  Sydow  s  Eurotiopsis  Gayoni, 
of  the  proteins  is  converted  into  methylmer-  |  Cost.)  appears  to  be  capable  of  producing  a 
captan  (Nencki),  and  traces  of  many  other .  typical  alcoholic  fermentation  of  glucose, 
sulphur  compounds  are  formed,  theee  being  the  .  l»vuloee,  maltose,  and  lactose,  producing  as 
main  cause  of  the  characteristic  smell.  The  I  much  as  8  p.c.  of  alcohol  in  the  medium,  and 
phosphorus  is  chiefly  converted  into  phosphate,  |  forming  glycerol  and  succinic  acid  in  a  similar 


the  evolution  of  phosphine  alleged'  by' some 
observers  being  doubtful. 

The  organisms  which  bring  about  these 
characteristic  changes  are  very  numerous. 
Usually  many  different  organisms  are  present, 
and  there  seems  little  doubt  that  in  some  cases 
the  various  stages  of  decomposition  are  effected 
bv  different  species  of  bacteria.  Reference  has 
afrecMly  been  made  to  the  effect  of  the  presence 
or  absence  of  air,  but  this  affects  not  only  the 
chemical  changes  produced,  but  also  the  nature 
of  the  bacterial  flora.  In  a  free  supply  of  air 
the  organisms  are  mainly  aerobic,  whereas  in  a 
limited  supply  anaerobic  organisms  are  chiefly 
present.  Frequently  the  surface  of  the  putrefy- 
ing mass  is  occupied  by  aerobic  organisms,  and 
these  use  up  the  oxygen,  and  provide  suitable 
conditions  for  the  development  of  anaerobes  at 
a  lower  stratum.  It  appears  also  that  the 
primary  proteins  are  directly  attacked  and 
digested  by  one  group  of  organisms,  those  which 
produce  an  ccto-proteoclastic  enzyme,  whilst  a 
second  group  possessing  insoluble  endo-proteo- 
dastic  enzymes,  is  only  able  to  decompose  the 
simpler  products  formed  by  this  hydrolysis. 

Of  the  actual  oi^anisms  which  are  usually 
present  there   may  bo    mentioned    B.  vuljarls 


manner  to  yeast. 

The  alcoholic  fermentation  produced  by 
many  species  of  Mucor  has  long  b^n  a  subject 
of  interest.  When  the  mycelium  of  M.  racemosus 
(Fres.),  for  example,  is  submerged  in  a  nutrient 
medium  containing  sugar,  alcoholic  fermentation 
occurs,  and  at  the  same  time  the  mycelium 
breaks  up  into  spherical  cells,  which  continue 
to  grow  by  budding,  and  have  hence  been  termed 
spherical  yeast.  The  opinion  has  been  held  at 
various  times  that  these  cells  were  true  yeasts, 
and  moreover  that  ail  yeast  had  a  similar  origin. 
The  first  statement  has  now  been  definitely 
disproved,  and  no  satisfactory  evidence  exists 
in  uvour  of  the  second.  It  was  further  thought 
that  when  growing  in  the  normal  manner  on 
the  surface  of  the  liquid,  the  mucor  had  only 
the  power  of  oxidising  the  glucose,  but  that  when 
submerged  and  thus"  depnved  of  a  free  supply 
of  air,  it  became  able  to  ferment  it  (Pasteur). 
It  has,  however,  been  established  by  the  work 
of  Wohmer  (C^entr.  Bakt.  Par.  ii.  1905,  14,  556, 
15,  8)  and  Kostytschev  {ibii.  1904,  13,  490) 
that  the  mould  produces  just  as  much  alcohol 
in  presence  of  a  free  supply  of  air  as  when 
submerged,  and  that  the  commencement  of 
2vlcoholic  fermentation  and  the  production  of 
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spherical  yeast  cells  are  not  causally  connected. 
A  very  lajge  number  of  species  of  Mucor  and 
Bhizopus  have  been  carefullv  examined  as  to 
their  power  of  producing  alcohol  and  fermenting 
the  polysaccharides  {see  Wehmer,  article  in 
Lafar,  Technische  Mykologie,  iv.  Q17). 

Prodnettoii  of  diastase.  Some  species  of 
these  two  families  produce  such  large  amounts 
of  diastatic  enzyme  that  they  have  been  em- 
ployed both  industrially  and  domestically  for 
the  saccharification  of  starch,  and  a  considerable 
number,  if  not  all  of  them,  produce  a  certaiy 
amount  of  this  enzyme. 

Mucor  rotixii  (Calm.),  Wehmer  (AmylomyceJi 
rauxii),  was  isolated  by  Calmette  from  Chinese 
yeast,  and  is  employed  in  pure  culture  for 
converting  the  starch  in  a  sterilised  distillery 
wash  into  sugar,  which  is  then  fermented  by  a 
pure  culture  of  yeast  and  distilled.  {See  Chap- 
man, Cantor  Lectures,  1921.) 

Aspergillus  eryzcs  (Ahlburg),  Cohn,  has  long 
been  employed  in  Japan  for  the  preparation  of 
8ak6  from  rice,  and  of  the  soya  sauce  from  the 
soya  bean.  The  diastase  of  this  organism,  known 
as  takadiastase,  acts  on  starch  much  more 
energetically  than  malt  diastase. 

The  oxalic  acid  (ermentatton.  A  very 
remarkable  instance  of  oxidative  fermentation 
is  afforded  by  Aspergillus  niger  (van  Tieehem) 
{Sterigmatocystis  nigra),  which  convert*  glucose 
into  oxalic  acid.  When  this  mould  is  grown  on 
a  nutrient  solution  containing  glucose  at  15^-20'\ 
free  oxalic  acid  is  produced,  tl\ip  acidity  increases 
up  to  a  maximum,  and  then  gradually  diminishes 
and  finally  disappears.  If,  however,  calcium 
carbonate  or  an  alkaline  phosphate  be  elided, 
the  oxalic  acid  accumulates,  either  as  insoluble 
calcium  oxalate  or  as  an  acid  oxalate.  In  this 
way,  for  example,  1*5  grams  slucoee  yielded 
I  "05  grams  of  oxalic  acid  in  the  K)rm  of  calcium 
oxalate,  whereas  in  the  absence  of  chalk  the 
maximum  amount  was  0*298  gram.  The 
complete  conversion  of  all  the  carbon  of  the 
glucose  into  oxalic  acid  would  yield  about 
2 '25  grams,  so  that  the  yield  is  approximately 
50  p.c.,  the  remainder  of  the  glucose  being 
presumably  used  for  the  needs  of  the  organism 
(Wehmer,  Ber.  Bot.  1891,  9,  223,  163;  Bot. 
Zeit.  1891,  49,  233 ;  Annalen,  1892,  269,  383). 
As  regards  the  mechanism  of  this  action, 
Raistr^k  and  Qark  (Biochem.  J.  1919,  14,  329) 
have  found  that  oxalic  acid  is  freely  produced 
by  this  oiganism  from  succinic,  fumanc,  malic, 
and  tartaric  acids,  and  from  acetic  acid,  but 
not  from  monobasic  acids  containing  four  atoms 
of  carbon,  from  three-carbon  acids  or  from 
glycollio,  glyoxylic,  or  formic  acids.  They  con- 
clude that  the  oxalic  acid  is  in  part  produced 
by  oxidation  of  acetic  acid  formed  from  the 
suffar  with  intermediate  production  first  of 
jS.O'diketoadipio  acid 

COOHC(OH) :  CHC(OH) :  CHCJOOH 
which  then  yields  acetic  acid  and  oxalacetio 
acids  COOHCH :  CJ(OH)COOH,  the  latter  of 
which  undergoes  hydrolysis  to  oxalic  and  acetic 
adds.  Many  species  of  PeniciUium  produce  small 
amounts  of  oxalic  acid,  and  one  of  them,  P. 
oxcUicum  (Thom),  which  occurs  on  mouldy  com, 
sives  yields  almost  equal  to  those  obtained 
from  A,  niger,  producing  the  acid  readily  from 
both  glucose  and  starch  (Currie  and  Thom,  J. 
Biol.  Chcm.  1915,  22,  287). 


The  eitric  acid  fenneDtation.  Whereas  Asper- 
gillus niger  produces  oxalic  acid  from  glucose, 
other  members  of  the  Aspergillace(B,  Gitromyces 
Pfefferianvs  and  C.  Qlaber,  described  by  Wehmer ; 
and  C.  citricus,  C.  tariaricus,  and  C.  oxcUicuft, 
described  by  Maz^  and  Perrier  (Compt.  rend. 
1904,  139,  31 1 ;  Ann.  Inst.  Pasteur,  1904,  18, 
653),  convert  this  sugar  into  citric  acid.  Accord- 
ing to  Currie,  however  (J.  Biol.  Chem.  1917,  31, 
15),  citric  acid  is  also  formed  by  A.  niger,  and 
is  in  this  case  to  be  regarded  as  an  intermediate 
stage  in  the  formation  of  oxalic  acid,  which  is 
readily  produced  by  this  oiganism  from  citric 
acid.  Wehmer  states  that  as  in  the  case  of 
oxalic  acid,  the  citric  acid  is  further  oxidised 
if  it  be  allowed  to  remain  in  the  free  state  in 
the  presence  of  the  organisms,  but  accumulates 
when  it  is  converted  into  a  salt  by  the  addition 
of  calcium  carbonate.  Currie,  however,  using 
A.  niger,  has  found  that  the  beet  yield  of  citric 
acid  is  obtained  by  growing  the  mould  in  an 
acid  solution  (Pfl = 3  -4-3  -5)  containing  ammonium 
nitrate  as  the  source  of  nitrogen.  Under  these 
circumstances  the  production  of  citric  acid  may 
amount  to  66  p.c.  of  the  saccharose  employed, 
the  acidity  of  the  solution  increasing  until  a 
Ph  of  1-46  is  reached.  In  presence  of  calcium 
carbonate  about  half  the  sugar  can  be  con- 
verted into  eitric  acid;  thus,  Buchner  and 
Wiistenfeld  (Biochem.  Zeitsch.  1909,  17,  395), 
working  with  C.  citricus,  found  that  the  maximum 
amount  of  citric  acid  produced  amounted  to 
56  p.c.  of  the  sugar.  A  large  amount  of  carbon 
dioxide  was  simmtaneously  evolved,  correspond- 
ing in  various  experiments  to  the  oxidation  of 
48-77  p.c.  of  the  sugar,  the  citric  acid  in  the 
same  experiments  amounting  to -33-38  p.c.  of 
the  sugar,  and  the  new  growth  of  mould  to 
5-31  p.c.  of  the  sugar.  The  characteristic 
formation  of  citric  acid  could  not  be  obtained 
with  press  juice  nor  with  acetone  preparations 
of  the  mycelium.  Citric  acid  is  also  formed  from 
glycerol  and  from  alcohol,  as  well  as  in  small 
quantities  in  vacu6  from  the  mycelium  of  the 
mould  alone  (Maz6  and  Perrier). 

Maz6  and  Perrier  regard  the  citric  acid  as  a 
product  of  catabohsm  of  the  cell  substance, 
induced  by  lack  of  nitrogen,  and  not  as  a  true 
product  of  the  oxidation  of  sugar;  whereas 
Buchner  and  Wiistenfeld  ascribe  its  formation 
to  a  process  analogous  to  the  production  of 
parasaccharic  acid 

CH,(OH)CH(OH)0(OHKCOOH)CH,CHg(OH) 

from  lactose  by  milk  of  lime  (Kiliani). 

In  their  action  on  sugar  and  allied  compounds 
the  moulds  differ  very  decidedly  from  the 
bacteria.  The  production  of  lactic,  acetic, 
butyric,  and  formic  acids,  and  the  evolution  of 
hydrogen  and  carbon  dioxide,  which  are  charac- 
^ristic  of  so  many  bacterial  actions,  are  not 
observed  among  the  moulds.  On  the  other 
hand,  the  latter  are  often  capable  of  producing 
alcoholic  fermentation,  are  richly  endowed  with 
the  various  hydrolytic  enzymes,  and,  in  some 
cases,  produce  compounds,  which,  like  malic, 
oxalic,  and  citric  acids,  are  characteristic  of  the 
higher  plants. 

Many  other  interesting  chemical  changes 
brought  about  by  moulds  nave  been  observed, 
among  which  may  be  mentioned  the  production 
of  fumaric  acid  from  glucose  a^drfn^toee  by 
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JUiizopus  nigricans  (Ehrlich,  Ber.  1911,  44, 
3737),  and  the  converaion  of  cinnamic  acid  into 
Btyrene  by  A.  niger  (Herzog  and  Ripke,  Zeitsch. 
physiol.  Chom.  1908,  67,  43). 

Deeompositloii  of  amino-aoids.  The  amino- 
acids  are  very  readily  oxidised  by  many  moulds, 
both  by  living  ooltures  and  by  the  lolled  cells 
after  treatment  with  acetone.  In  some  cases 
the  action  is  selective,  only  the  naturally- 
occurring  modification  being  attacked  (Heizog 
and  Meier,  Zeitsch.  physiol.  Chem.  1908,  67,  36  ; 
Primrsheim,  ibid.  1910,  66,  96). 

Ehriich  has,  however,  observed  (Ber.  1911, 44, 
888)  that  in  presence  of  sugar  many  fungi  convert 
the  amino-acids  into  the  corresponding  hydrozy- 
acids  RCH(NH,)-COOH->^feCH(OH)COOH 
and  many  amines  into  the  corresponding  alcohols 
(Ehrlichand  Pistschimuka,  Ber.  1912,46,  1006). 
He  has  in  this  way,  by  the  use  of  Oidium  laeiis 
(which  can  readily  be  isolated  from  sour  milk  or 
cheese),  been  able  to  prepare  the  optically 
active  hydroxy-acids  corresponding  witn  tyro- 
sine, phenylalanine,  and  tr3rptophan,  which  had 
not  previously  been  obtained.  Some  fungi 
{e.g.  Monilia  Candida)  not  only  form  tiie  hydroxy- 
acid,  but  also  act  in  a  similar  manner  to  yeast 
and  convert  a  portion  of  the  amino-acid  into 
an  alcohol  by  elimination  of  ammonia  and 
carbon  dioxide. 

Urea,  uric  acid,  and  hippuric  acid  are  hvdro- 
lysed  by  many  moulds,  the  activp  agent  l>eing 
an  enzyme  present  in  the  filtrates  from  cultures 
of  the  organisms  (Kossowicz,  Zeitsch.  Garungs- 
physiol.  1912,  1,  60,  121,  137 ;  2,  61). 

Aulhoriiies. — ^A  very  copious  literature  now 
exists  on  the  subjects  of  fermentation,  enzyme 
action,  and  chemical  action  of  bacteria.  The 
chief  works  consulted  in  the  preparation  of  the 
foregoing  article,  in  addition  to  the  original 
papers,  are : 

Lafar,  Technische  Mykologie  (Gustav  Fischer, 
Jena),  4  vols.,  vol.  v.  in  progress. 

Oppenheimer,  Die  Fermente  und  Ihre 
Wirkungen,  3  vols.  (Leipzig,  F.  C.  W.  Vogel, 
1909-10). 

Opjpenheimer,  Handbuch  der  Biochemie  des 
Menschen  und  der  Tiere  (Jena,  Gustav  Fischer). 

Buchner,  H.  and  £.,  and  Hahn.  Die  Zymase 
garung  (Oldienbouig,  Berlin,  1903). 

(Monographs  on  Biochemistry,  Longmans, 
Green,  &  Co.,  London.) 

Armstrong,  The  Simple  Carbohydrates  and 
Glucosides. 

Barser,  The  Simpler  Natural  Bases. 

Ba^mss,  The  Nature  of  Enzyme  Action. 

Ha^en,  Alcoholic  Fermentation. 

Russell,  Soil  Conditions  and  Plant  Growth. 

A.  H. 

FERNANDINHE.  a  hydrous  calcium  vana- 
dyl vanadate  CaOV,04-6Vj|0„l4H,0,  forming 
compact  masses  of  a  dull-green  colour  or 
minutely  crystallised  in  recta^ular  plates.  It 
dissolves  readily  in  acids  to  a  green  solution, 
and  sufficiently  in  cold  water  to  give  a  yellow 
solution.  It  occurs  as  an  alteration  product 
of  patronite  at  Minasragra  in  Peru.     L.  J.  S. 

FERONIA  GUM  V.  Gums. 

FERONUCLIN.  Trade  name  for  dry  yeast 
extract. 

FEBRATES  v.  Iron. 

TERRATOOEN  or  FERRINOL.  Syn.  for 
iron  nudeiaato. 


FERRIC  acetate  v.  Acsnc  acid. 

FERRIC  SALTS  t;.  Ibon. 

FERRICUTUOL.  Trade  name  for  an  ich- 
thyol  prepwation  of  iron. 

FERRITE.  This  term  has  unfortunately 
several  different  meanings.  To  the  chemist  it 
implies  a  salt  in  which  ferric  oxide  plays  the 
part  of  an  acid,  for  example,  barium  ferrite 
BaFe^Oi.  In  a  mineralogical  sense  it  was  first 
applied  by  H..  Vogelsang,  in  1872,  to  an  amor- 
pnous  iron  hydroxide,  of  imknown  composition, 
which,  as  red  and  yellow  particles,  is  present  in 
many  partially  decomposed  igneous  rocks.  In 
this  sense  the  term  is  much  used  by  certain 
petrologists  for  the  patehes  of  indefinite  ferru- 
ginous alteration  products  seen  under  the 
microscope  in  thin  sections  of  rocks.  The  same 
name   has   aJso   been   a])plied   to   ferruginous 

Sseudomorphs  after  olivine  occurring  in  the 
oleritic  rocks  of  the  neighbourhood  of  Glas- 
gow (M.  F.  Heddle,  Min.  Mag.  1882,  1887). 
It  has  also  been  much  used  by  metallo- 
graphers,  following  H.  M.  Howe  (The  Metallurgy 
of  Steel,  1890),  for  pure  metallic  iron,  which, 
together  with  iron  carbide,  &c.,  forms  one  of 
the  microscopic  constituents  of  iron  and  steel. 
Later,  the  same  name  was  applied  by  V.  I. 
Vemadsky,  in  his  Russian  Treatise  on  Mineralogy 
(Petrograd,  1908),  to  native  iron,  for  example,  the 
teireetrial  iron  from  tJifak  on  Disco  Island, 
Greenland^  L.  J.  S. 

FERRITE  {v.  supra)  the  name  given  to  the 
carbon-free  constituent  of  steels,  usually  it  is 
nearly  pure  iron,  but  in  special  steels  it  may  be 
an  aUoy  of  iron  with  silicon,  chromium,  tungsten, 
&c.  Feirite  exists  in  three  forms :  oriron, 
stable  up  to  780*" ;  /5-iron,  stable  between  760"* 
and  900^ ;  and  7-iron,  Stable  above  900''.  Of 
these,  7-iron  is  the  hardest  (Howe,  MetaUo- 
eraphist,  1898,  i.  269).  The  freezing-point  of 
ferrite  is  1606''  (Carpenter,  J.  Iron  and  Steel 
Institute,  1908,  iii.  290 ;  Saklatwalla,  ibid.  ii.  92). 

Under  the  microscope  ferrite  is  characterised 
by  its  softness,  and  the  cubic  structure  revealed 
by  deep  etelmm  with  acids  or  cupric  ammonium 
chloride  (Anc&ews,  Engineering,  1896,  88 ; 
Stead,  J.  Iron  and  Steel  Institute,  1898,  i.  146). 

FERRITUNOSTITE  v.  Tunqstitb. 

FERROCHROME,  FERROMANGANESE, 
FERROSIUCON,  FERROTITANIUM,  FERRO- 
TUNGSTEN,  FERROVANADIUM  v.  Ibon. 

FERROCTANIDES  v.  Ctanidis. 

FERROPTRINE  (Ferripyrine).  Trade  name 
for  antipyrine  ferric  chloride.  Obtained  by  the 
interaction  of  antipyrine  and  ferric  chloride  in 
aqueous  solution.  Used  as  an  haemostatic  and 
astringent. . 

FERROTYPE  v.  Photoobaphy. 

FERROUS  ACETATE  v.  Acetic  acid. 

FERTILISERS  or  MANURES.  Either  of 
these  terms  might  properly  be  applied  to  any 
material  added  to  the  soil  for  the  purpose  of 
increasing  ito  fertility,  and,  in  this  sense,  would 
be  extended  to  include  lime,  chalk,  marl,  and 
even  clay  and  sand.  In  common  practice, 
however,  the  term  *  manure  *  or  *  fertiliser  '  is 
restricted  to  materials  the  main  function  of 
which  is  to  convey  directly  to  the  soil  some  con- 
stituent or  constituents  of  plant  food,  to  the 
exclusion  of  those  of  which  the  fertilising  action 
is  mainly  indirect,  consisting  in  the  improvement 
of  the  physical  conditi<M'"6f  ^S^dilNi^the 
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development  of  its  inherent  or  natural  chemical 
resources.  The  chief  constituents  of  plant  food 
which  are  naturally  taken  up  from  the  soil  are 
nitrogen,  phosphorus,  sulphur,  potassium,  cal- 
cium, magnesium,  and  iron,  together  with  the 
less  important  constituents  silicon,  chlorine, 
and  sooium.  A  manure  or  fertiliser,  in  the 
sense  in  which  the  term  is  ordinarily  used, 
will  always  contain  one  or  more  of  these  sub- 
stances. 

Apart  from  calcium — ^the  supply  of  which  is 
necessary  in  special  cases  only — ^nitrogen, 
phosphorus,  and  potassium  are  by  far  the  most 
important  constituents  to  be  applied  as  manure, 
as  they  are  those  in  which  the  soil  is  most 
generally  deficient. 

In  an  efficient  ^fertiliser  the  constituents 
must  be  in  a  condition  suitable  for  immediate 
assimilation  by  the  plant,  or  must  be  capable  of 
speedily  acquiring  this  condition  after  mixing 
with  the  sou.  Manures  or  fertilisers  are  some- 
times classified  as  '  natural '  and  '  artificial,'  but 
the  dividing  line  is  not  always  easily  drawn.  In 
the  present  article  we  shall  briefiy  consider  the 
principal  substances  employed  as  manures  or 
fertilisers,  passing  on  to  some  observations  as 
to  the  general  relative  utility  of  some  of  them, 
and  shall  then  refer  to  the  special  methods 
employed  for  their  anal3rsis. 

Farmyard  manure.  Farmyard  manure  and 
stable  manure  are  composed  of  litter  mixed  with 
the  excreta  of  animals.  The  litter  in  farmyards 
is  usually  straw,  but  this  has  been  to  a  large 
and  increasing  extent  superseded  in  stables  by 
dried  and  shrodded  peat  moss.  In  some  parts 
of  the  country  bracken  is  used  for  litter,  and  in 
hop  districts  hop-bine  is  thus  worked  up  into 
manure.  The  composition  of  the  manure 
depends  initially  to  some  extent  on  the  nature 
of  the  litter,  but  to  a  greater  extent  on  the 
length  of  time  the  litter  has  been  in  use,  the 
number  and  kind  of  animals  littered  on  it,  and 
the  quantity  and  quality  of  the  food  consumed 
by  them.  Its  final  value — ^that  is  to  say,  its 
value  at  the  tim^  of  its  application  to  the  land 
— is  also  laigely  governed  by  the  mode  of 
'  making,'  and  the  mode  and  duration  of 
storage.  Its  valuable  effect  on  the  soil  may  be 
said  to  be  twofold.  In  virtue  of  the  large 
quantity  of  bulky  organic  or  carbonaceous 
matter  that  it  contains,  it  improves  the 
physical  condition  of  the  soil,  making  *  heavy  *' 
soils  more  *  open,*  and  'light'  soils  more 
retentive.  At  tne  same  time,  it  returns  to  the 
land  the  mineral  matter  and  much  of  the 
nitrogen  previously  removed  from  it  in  the 
form  of  straw,  as  well  as  much  of  the  nitrogen 
and  most  of  the  phosphoric  acid  and  potash 
derived  from  home-grown  fodder  consumed 
during  its  production,  reinforced  by  similar 
matter  derived  from  the  simultaneous  consump- 
tion of  additional  purchased  food. 

The  proportion  of  the  nitrogen  and  manurially 
available  *  mineral  *  matters  absorbed  and 
retained  by  animals  from  their  food  depends 
upon  their  age,  condition,  and  other  circum- 
stances. Thus,  a  young  growing  steer,  or  a 
cow  in  milk,  will  assimilate  more  nitrogen  and 
phosphates,  and  fonsequently  void  less  in  the 
form  of  faeces  and  urine,  than  will  a  fattening 
ox,  which  has  already  built  up  its  frame  ana 
principal  nitrogenous  tissues,  and  is  increasing 


its  weight  mainly  by  the  production  of  fat. 
Thus  the  quantity  of  nitrogen  voided  in  fsoces 
and  urine  might  vary  from  more  than  05  p.c. 
of  the  nitrogen  consumed  in  the  food  to  as  little 
as  76  p.c.  The  proportion  of  phosphoric  acid 
and  potash  voided  will  be  greater.  Obviously, 
in  the  case  of  horses,  which  only  spend  a  portion 
of  their  time  in  the  stable,  only  a  traction  of  the 
excreta  will  be  mingled  with  the  litter ;  and  so 
also  in  the  case  of  cattle  which  are  turned  out 
for  a  part  of  their  time.  It  is  manifestly  only 
the  st<all-fed  or  yard-fed  animal  which  contri- 
butes the  whole  of  the  nitrogen,  phosphates,  and 
potash  which  it  voids  to  the  actual  manure  heap. 

Unfortunately  for  the  farmer,  the  fertilising 
matter  thus  initially  contributed  to  the  manure 
is  by  no  means  all  ultimately  available  for 
utilisation.  Continual  losses  occur.  These  are 
at  their  highest  in  an  open  farmyard  exposed 
to  the  weather,  where  more  or  less  loss  of  the 
valuable  soluble  constituents  of  the  manure  is 
always  going  on  by  mere  drainage,  and  where 
there  is  the  greatest  facility  for  the  evaporation 
of  ammonia.  They  are  at  their  lowest  where  the 
animals  are  fed  in  close  boxes,  in  which  the  litter 
is  trodden  down  compactly  in  watertight  pits ; 
but  even  here  there  is  constant  loss  by  reason  of 
fermentative  action,  not  only  through  evapora- 
tion of  ammonia,  but  also  by  the  reduction  of 
ammonia  uid  other  easily  decomposable  nitro- 
genous compounds  into  free  nitrogen.  The 
losses  that  thus  occur  have  been  studied  by 
numerous  investigators,  including  Lawes  and 
Gilbert,  A.  Voelcker,  J.  A.  Voelcker,  Hall, 
Maercker,  and  Schneidewind,  Holdefleiss,  Muntz 
and  Girard,  Wood,  Russell,  and  numerous 
others.  The  general  result  has  been  to  show 
that,  even  un&r  the  best  conditions  of  ordinary 
production,  the  loss  of  nitrogen  may  be  expected 
to  amount  to  about  15  p.c.  by  the  time  the 
manure  is  taken  out  of  the  boxes,  while  in 
shallow  stalls  or  yards  it  may  amount  to  30  or 
40  p.c.  Further  loss  of  nitrogen  takes  place 
after  the  manure  is  heaped  or  stacked  for 
*  ripening,'  or  for  preservation  until  it  is  con- 
venient to  transfer  it  to  the  land.  It  is  probable 
that,  even  with  fairly  good  management,  the 
ultimate  loss  of  nitrogen  may  amount  on  the 
average  to  50  p.  c.  of  the  initial  quantity.  Under 
bad  management,  especially  with  open  yards  and 
free  drainage,  it  is  probably  often  much  greater. 

Various  plans  have  been  adopted  or  suggested 
for  checking  the  loss,  such  as  the  use  of  gypsum 
or  superphosphate  sprinkled  in  the  manure 
during  its  accumulation,  to  absorb  ammonia ; 
or  of  kainit,  which  checks  fermentation.  In  any 
case  the  manure  should  be  heaped  as  compactly 
as  possible,  with  layers  of  earth  in  it,  and  the 
heap  should  be  covered  with  earth.  It  has  been 
demonstrated  that  the  greatest  percentage  loss 
of  nitrogen  unfortunately  occurs  in  the  manure 
that  is  initially  richest,  namely,  that  produced 
by  animals  liberally  fed  on  highly  nitrogenous 
food. 

It  is  obviously  difficult  to  give  an  average 
composition  for  so  variable  a  substance  as 
farmyard  manure,  but  broadly  it  may  be  said 
to  consist  of : 

Water  .  .  .  .  ^^  about  75  p.c. 
Oiganic  and  volatile  mattei;  ^^ ,  CZf  »»  22  „ 
Mineral  matter  (exclusive  of  earth)    ,T^cM^  „ 
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But,  as  the  water  may  vary  from  perhaps  as 
litUe  as  65  p. 0.  to  over  80  p.c,  the  quantity  of 
organic  matter  is  liable  to  considerable  inverse 
variation.  The  proportion  of  nitrogen  is 
usually  from  about  0*45  to  0'65  p.c,  that  of 
potash  from  about  0*4  to  0*8  p.c,  and  that 
of  phosphoric  acid  from  about  0'2  to  about 
0*4  p.c. 

Hall  gives  the  following  tables  illustrating 
the  general  composition  of  farmyard  manure, 
and  also  showing  the  influence  of  feeding  on  the 
nitrogen  contents  of  the  manure  : — 

CoiCPOSinON   OF  FABBiYABD  MaNUBE  7B0M 

Various  Soitrces  (Hall). 


1 

p.c. 

p.c. 

a 

1 

p.c. 

p.c. 

1.  Fresh  long  straw  manure 

6617 

0-544 

0-818 

0-673 

2.  No.  1  after  rotting 

75-4 

0-597 

0-454 

0-491 

3.  Very  old  and  short,  from 

a  mushroom  bed 

53-14 

0-80 

6-63 

0-67 

4.  Fresh      ^                         / 
6.  Rotten      French  date  . 

6.  Very  old  ^                        I 

7.  Bothamsted  average      . 

750 

0-39 

0-18 

0-45 

750 

0-50 

0-26 

0-53 

790 

0-68 

0-30 

0-50 

760 

0*64 

0-23 

0-32 

8.  Fresh  liquid  manure 

98-02 

0-044 

0-051 

0-866 

9.  Old  ditto      . 

9913 

0026 
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Pebcentaoe  Composition  of  Farmyard 
Manure  (Hall). 
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Straw  manure  will  contain  more  potash  than 
peat  mo68  manure,  but  the  latter  contains  more 
nitrogen.  Stable  manure  is  *  hotter  * — that  is 
to  say,  ferments  more  rapidly — than  farmyard 
manure  proper.  Very  large  quantities  are 
purchasea  from  town  stables  by  market  gardeners 
and  other  farmers  within  easy  carriage  of  cities. 
This  largely  consists  of  litter  that  a  farmer 
would  regard  as  only  half  used,  owing  to  the 
necessity  for  the  prompt  clearing  of  town 
stables ;  and  it  is  necessarily  poor  in  soluble 
nitrogen  compared  with  farmyard  manure. 
Analyses  by  Dyer  (tabulated  by  Hall)  (see  next 
column)  illustrate  the  composition  of  specimens 
of  such  manure,  made  both  with  straw  and  with 
peat  moss,  fresh  and  after  some  months'  storage 
m  heap  on  the  farm  of  the  purchaser. 

In  addition  to  its  *  mineral  *  constituents 
(phosphates,  potash  salts,  &c.),  well-made 
farmyard  manure  contains  enough  available 
nitrogen  in  the  form  of  ammonia  compounds 
and  easily  nitrifiable  organic  matters  to  enable 
it  to  begin  to  aclp  as  pleknt  food  immediately ; 
while  it  has  at  the  same  time  a  reserve  of 


CoBfPosrrioN  of  London  Stable  Manure 
(Dyer— TABULATED  BY  Hall). 
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After  storage 
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Water  . 
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76-1    620 
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61-9    52-9 

Organic  matter 
Nitrogen,  sol. 

1800  24-3 

19-3   26-4 

17-5 

220   23-0 

0-51 

0-52 

0-08   008 

006 

008    0-10 

„      insol. 

0-37 

0-10 

0-46   0-62 

0-58 

0-68    0-79 

Phosphoricadd 

0-37 

0-48'  0-331  0-45 

0-49 

0-56   0-66 

Potash . 

1*02,  0-59,  0-45   0-58 

1          1 

0-58 

0-65    0-80 

insoluble  matter,  partially  decomposed  oi^anic 
matter  which  yields  up  nitrogen  more  slowly  and 
gradually,  the  effect  of  much  of  which  is  realised 
only  in  subsequent  seasons. 

The  duration  of  the  action  of  farmvard 
manure  largely  depends  upon  the  nature  of  the 
soiL  In  some  *  open,*  hot,*  gravelly  soils, 
farmyard  manure  is  used  up  with  remarkable 
rapidity.  On  other  soils,  its  action  may  be 
spread  over  a  considerable  number  of  years ; 
but  in  such  cases  its  fertilising  effect,  especially 
on  arable  land,  diminishes  to  an  increasing 
extent  each  year,  until,  under  the  circumstances 
of  ordinary  farming,  it  becomes  imperceptible. 
There  are,  however,  experimental  plots  at 
Rothamsted,  where,  under  circumstances  pecu- 
liarly favourable  to  its  operation,  the  effects  of 
earlv  dressings  of  farmyard  manure  are  still 
evident  after  the  lapse  of  40  or  50  yecirs. 

The  valuation  of  the  unexhausted  effect  of 
farmyard  manure  in  relation  to   the  feeding 
stufib   consumed   in   producing   it,   is    an   im- 
portant matter  in  the  application  of  the  Agri- 
cultural Holdings  Act.    This  subject  is  fully 
discussed   by  Hall   and  Voelcker  in  a  paper 
'  On  the  Valuation  of  the  Unexhausted  Manure 
I  obtained    by   the   Consumption   of   Foods    by 
I  Stock,*  in  the  Journal  of  the  Royal' Agricultural 
Society    of     England,     1913,     vol     74     (also 
I  republished  as  a  separate  pamphlet  by  John 
I  Murray,    of    Albemarle    Street,    London,    W.). 
In  this  paper  the  original  valuation  tables  of 
Lawee  and  Gilbert  were  revised  in  the  light  of 
later  investigation,  and,  with  occasional  revision 
j  to  fit  market  prices,  have  been  adopted  by  the 
I  Central  Association  of  Tenant  Right  Valuers. 
'        The  general  chemistry  of  farmyard  manure 
I  has  been  well  treated  by  Hall  in  his  work  on 
Fertilisers  and  Manures  (Murray),  and  more  fully 
recently  by  Russell  and  Richards  (Journal  Agric. 
Science,  voL  viii.  p.  496,  1917). 

Peruvtan    guano.     Guano    was    originally 
introduced  into  England  from  Peru  in  1839,  and 
for  many  years  it  occupied  the  first  place  among 
I  concentrated  fertilisers.     The  original  rich  de- 
I  posits  have  been  for  a  long  time  exhausted,  but 
considerable   importations   of   Peruvian  guano 
I  are  still   made,   chiefly  from   recent   deposits. 
Guano    is    formed    from    the    excrement    and 
careases  of  sea-fowl.    The  fresh  excrements  are 
I  highly  nitrogenous,  and  consist  chiefly  of  uric 
acid  and  calcium  phosphate.     If  the  climate  is 
hot  and  dry,  the  excrements  are  quickly  desic- 
cated  and  the   nitrogenous   matter  protected. 
I  Thwe  conditions  exist  oi*^'th%"  Wiinltfe^cVi^^^ 
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Peru.  In  a  moist  climate  the  nitrpgenoua  matter 
is  quickly  converted  into  ammonia  and  dissi- 
pated by  evaporation  or  drainage,  a  phosphatic 
guano  practically  destitute  of  nitrogen  remain- 
ing. The  main  supply  of  Peruvian  guano  for 
30  years  was  from  &e  Chincha  Islands,  which 
yielded,  in  all,  from  what  we  may  call  the  original 
deposits,  about  10,000,000  tons.  This  guano 
was  a  dry,  excellent  fertiliser,  containing  from 
13  to  14  p.c.  of  nitrogen,  and  from  13  to  14  p.c. 
of  phosphoric  acid.  On  its  exhaustion,  about 
the  year  1868,  guano  was  shipped  from  the 
Guanape  and  Macabi  Islands.  This  was  a  damp 
guano  containing  from  9  to  11  p.c.  of  nitrcHzen, 
and  about  12-14  p.c.  of  phosphoric  acid.  This 
was  succeeded  by  importations,  still  from  old  de- 
posits, from  the  Ballestas  Islands  and  the  islands 
of  Lobos  de  Af  ueiu,  and  deposits  on  the  mainland 
at  Pabellon  de  Pica,  Punta  de  Lobos,  and'Hua- 
nillos.  Many  of  these  deposits  were  of  low 
nitrogenous  content,  but  very  rich  in  phosphates, 
while  some  possessed  very  much  the  character 
of  the  original  Chincha  guano.  In  more  recent 
years  shipments  have  been  coming  in  from  new 
deposits  formed  on  the  original  islands,  which 
have  again  become  '  guamferous,'  the  birds 
being  now  specially  preserved  with  a  view  to 
the  constant  renewal  of  the  deposits  and  the 
consequent  maintenance  of  the  output.  These 
deposits  of  fresh  guano  are  highly  nitrogenous, 
and  would  be  much  richer  in  percentage  com- 
position but  for  the  fact  that  a  good  deal  of 
sand  is  sometimes  unavoidably  mixed  with 
them. 

The  nitrogen  in  Peruvian  suai^o  is  partly  in 
the  form  of  ammonia  salts  and  partly  in  oi^anic 


combination ;  and  in  some  cases  small  quantities 
of  nitrate  are  also  present.  The  main  part  of 
the  phosphoric  acid  is  in  the  form  of  finely 
divided  calcium  phosphate,  some  of  the  phos- 
phoric acid  also  being  in  combination  with 
ammonium,  sodium,  or  potassium.  Some  of  the 
phosphoric  acid,  therefore,  is  immediately 
soluUe  in  water,  while  even  that  which  is 
insoluble  is  readily  attacked  by  weak  acids  and 
rapidly  available  as  plant  food.  There  is  also 
present  an  appreciable  quantity  of  potash  salts. 
Guano  is,  therefore,  an  extremely  valuable 
manure,  and  has  always  commanded  relatively 
higher  prices  than  most  other  concentratea 
fertilisers.  Having  regard  to  the  great  varia- 
tion in  the  composition  of  different  cargoes,  it 
has  been  for  many  years  the  practice  of  the 
chief  importers  to  prepare  a  mixed  or  '  equalised  ' 
Peruvian  guano,  containing  a  fixed  percentage 
of  nitrogen,  for  the  sake  of  those  users  who  wish 
for  guano  of  constant  composition;  but  the 
guano  is  also  on  sale  in  its  unmixed  or  natural 
condition,  at  prices  varying  pro  rata  with  its 
composition.  It  may  be  added  that  dissolved 
Peruvian  suano,  which  was  introduced  by 
MessiB.  Oblendorff  in  1864,  and  is  still  manu- 
factured by  their  successors,  the  Anglo-Conti- 
nental Guano  Works,  is  Penivian  guano  treated 
with  sulphuric  acid  to  fix  the  ammonia  and 
render  the  phosphate  nearly  all  soluble  in  water. 
It  is  a  large  article  of  manufacture,  and  is  sold 
confining  definite  percentages  of  nitrogen  and 
soluble  phosphate. 

Examples  of  analyses  of  Peruvian  guano  of 
different  grades  from  several  of  the  islands  given 
below,  are  historically  interesting. 
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11-43 

9-97       9-44 

8-32 

7-19 

7-07 

6-80 

4-68       2-68 

Equal  to  ammonia 

13-88 

12-11      11-46 

10-10 

8-73 

8-68 

8-26 

6-66 

3-13 

*Equal      to      tricalcium 

phosphate 

21-28 

23-20     28-96 

26-87 

32-32 

36-72 

82-93 

37-60 

41-80 

tlnoluding  potash  • 

2-68 

2-39       2-76 

2-60 

2-87 

3-09 

2-33  1    2-16 

1-86 

Besides  Peruvian  guano,  the  only  other 
nitrogenous  bird  guanos  of  commercial  import- 
ance have  been  obtained  from  Patagonia  and 
from  the  Ichaboe  Islands  off  the  coast  of 
Africa.  Ichaboe  guano,  beins  from  fresh 
deposits,  ia  rich  in  nitrogen,  of  which  it  contains 
from  9  to  14  p.c.  Its  general  composition  is 
similar  to  that  of  Peruvian  guano  of  similar 
grade.  An  appreciable  proportion  of  the 
nitrogen,  however,  is  in  the  form  of  feathers. 

Smwaed.  This  is  largely  used  in  some 
localities  near  the  sea.  When  quite  fresh,  sea- 
weed contains  about  80  p.c.  of  water.  Its  com- 
position varies  a  good  deal.  The  nitrogen  may 
DO  1-3  p.c.  of  the  dry  matter.  The  average 
percentage  of  potash  in  20  analyses  of  Fucus  and 


Laminaria  was  3  p.c.,  and  of  phosphoric  acid 
I  0-6  p.c.  of  the  dry  matter.  The  proportion  of 
'  nitrogen  and  potash  in  fresh  seaweea  is  thus 

very  similar  to  that  in  farmyard  manure,  while 

the  phosphoric  acid  is  deficient. 

Ffsh  manure  or  fish  guano.  Whole  fish  are 
;  employed  as  manure  in  places  near  the  sea. 
;  Way  found  in  fresh  sprats  63-7  p.c.  water, 
J  1-94  p.c.  nitrocen,  and  2-1  p.c.  ash,  including 
'  0*43  potash  ana  0-90  phosphoric  acid. 
{        Fish  manure,  or  '  fish  cuano,*  as  it  is  called, 

is  made  on  a  considerable  scale  from  various 

kinds  of  fish  refuse.  The  Norwegian  fish  guano 
I  is  prepared  from  cod.  Herrings,  sprats,  men- 
!  haaden,  and  other  oily  fish  are  boiled  and  pressed 

for  the  sake  of  their  oil,  and  the  residue  is  dried. 
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powdered,  and  sold  as  fish  guano.  This  manu- 
laoture  is  carried  on  in  various  places  on  the 
east  coast  of  England  and  Scotland.  It  is  also 
carried  on  to  a  lai^e  extent  in  London,  the  raw 
material  being  the  fish  offal  of  the  metropolis, 
which,  for  the  most  part,  is  simply  dried  and 
ground.  The  principal  value  of  nsh  guano  lies 
m  its  nitrogen,  which  may  vary  from  as  little  as 
6  or  7  p.c.,  to  as  much  as  10  or  11  p. c.  according 
to  the  particular  kind  of  fish  or  fish  offal  from 
which  it  is  made,  and  the  presence  or  absence 
of  much  salt  or  other  impunties.  There  is  also 
a  good  deal  of  calcium  phosphate,  which  usually 
varies  inversely  with  the  nitrogen,  and  may 
range  from  as  little  as  6  or  7  p.c.  up  to  18  or 
20  p.c.  The  potash  is  inconsideraole.  The 
following  anal3rse6  represent  different  qualities 
of  fish  guano : — 

Akaltsss  ov  Fish  Guano. 

Moisture 
^Organic  matter 
tPhosphorio  acid   . 

Lime  . 

Salt,      magnesia, 
potash,  £o. 

Sand  . 


1418  8-78  U-42  1118 

6407  63-92  63-68  6722 

6-68  7-86  7-60  7*72 

616  10-47  806  834 


17-31 
2-70 


7-03 
1-96 


6-64 
0-80 


614 
0-40 


10000  100-00  100-00  10000 


♦Containing nitrogen  627  8*74  9*62  10-42 
Equal  to  ammonia  7*61  10*61  11-68  1266 
fCalcium  phosphate  1219  1716  1639  16*87 
The  practical  value  of  the  manure  depends  to 
some  extent  on  the  quantity  of  oil  present,  the 
smaller  the  quantity  of  oil  the  more  readily  does 
the  manure  decompose  in  the  soil. 

Phosphatle  guanos.  The  ancient  deposits 
of  guano  occurring  in  climates  in  which  rain  is 
frequent  have  lost  ahnost  the  whole  of  their 
nitrogenous  matter;  they  are,  when  free  from 
sand  or  rock,  of  value  a*  phosphatic  manures, 
but  have  been  chiefly  used  for  the  manufacture 
of  high-class  superphosphates.  Some  of  these 
guanos  have  been  considerably,  altered  by  the 
action  of  water  and  other  natural  chemical 
agents.  One  common  result  of  this  action  is 
the  formation  of  '  crusts,'  consisting  lareely  of 
calcium  phosphate  containing  considerably  less 
calcium  tnan  tricalcium  phospnate,  and  therefore 
of  special  value  as  manure.  Gypsum  is  also 
present  in  some  cases  to  a  considerable  extent. 

The  principal  places  from  which  phosphatic 
guanos  have  been  obtained  are  various  islands 
in  the  West  Indies  and  in  the  Pacific  Ocean. 
Those  which  more  particularly  retained  some  of 
the  distinctive  characters  of  guanos  are  now 
for  the  most  part  used  up.  More  deposits  are 
still  occasionally  diBoovered,  but  in  many  cases 
these  deposits  nave  become  so  metamorphosed 
that  they  have  almost  passed  the  border  line 
between  '  guano  *  and  '  mineral  phosphate,' 
which  is  sometimes  not  easily  drawn.  At  all 
events,  their  function  is  not  tliat  of  manure,  but 
of  a  raw  material  for  its  manufacture,  and  for 
practical  purposes  they  may  be  placed  with 
mineral  phosphates,  to  De  considered  presently. 
Ammonium  sulphate  (commercially  called 
Rolphate  of  ammonia)  usually  contains  from 
about  96  to  97  p.c.  of  the  pure  salt,  containing 
20-20*5  p.c.  of  nitrogen,  equivalent  to  from 
24  to  26  p.c.  of  ammonia. 


Sodium  nitrate  (commercially  called  nitrate 
of  soda)  is  refined  from  the  crude  native  deposits 
(known  as  caliche),  found  in  the  rainless  areas 
of  Chile.  Good  commercial  sodium  nitrate 
contains  about  96  p.c.  of  sodium  nitrate  or 
15'6  p.c.  of  nitrogen  (equivalent  to  19  p.c.  of 
ammonium).  The  impurities  are  moisture, 
sodium  chloride,  sodium  and  magnesium  sul- 
phates, small  quantities  of  iodates  and  sometimes 
of  potassium  perchlorate,  while  in  some  makes 
sodium  nitrate  is  partially  replaced  by  potassium 
nitrate. 

Potassium  nitrate,  or  saltpetre,  is  sometimes 
used  as  a  soiut^e  of  both  nitrogen  and  potash,  but 
chiefly  in  India,  where  it  is  a  native  product. 

Calelum  nitrate  has  recently  been  introduced 
as  a  fertiliser.  Its  chief  interest  at  present  lies 
in  the  fact  that  it  is  manufactured  from  nitric 
acid  produced  from  the  direct  combination  of 
atmospheric  nitrogen  and  oxygen  in  the  flaming 
electric  arc.  Its  production  is  said  to  be  already 
considerable,  but  from  an  economical  standpoint 
it  will  assume  larger  importance  in  the  future, 
when  the  present  abundant  sources  of  naturally 
formed  nitrate  oome  to  an  end.  As  put  on  the 
market  at  present,  it  contains  about  13  p.o.  of 
nitrogen  (equivalent  to  about  16*8  p.c.  of 
ammonium).  Its  chief  fault  in  its  present  form 
is  its  extreme  deliquescence,  which  makes  it 
necessary  to  sow  it  directly  the  air-tight  drums 
in  which  it  is  sent  out  are  opened. 

Calcium  eyanamlde  is  also  a  fertiliser  made 
from  the  nitrogen  of  atmospheric  air :  which  is 
passed  through  coarsely  ground  heated  calcium 
carbide.  The  resulting  mass  contsdns  a  large 
proportion  of  calcium  cyanamide,  and  contains 
about  18-20  p.c.  of  nitrogen.  In  moist  earth  it 
decomposes,  yielding  ammonia,  according  to  the 
reaction  CaCN,+3H,0=2NH,+CaCO,  ;  but  it 
is  probable  that  other  influences  than  mere 
moisture — connected  probably  with  the  microbic 
life  of  the  soil — ^play  a  part  in  the  production  of 
ammonia.  As  calcium  carbide  is  a  product  of 
the  electric  furnace,  calcium  cyanamide,  like 
calcium  nitrate,  needs  electric  power  for  its 
production.  For  its  manufacture  v.  NrnioaEN, 
Atmosfhehic,  Utilization  of.  It  is  put  on  the 
market  under  the  name  of  *  kalk-stickstoff  *  on 
the  Continent,  or  '  nitrolim  '  in  England. 
I  Some  forms  of  calcium  cyanamide,  especially 
I  of  a  granulated  type  made  by  using  excess  of 
lime,  contain  con8iaerable»quantities  of  dicyan- 
diamide,  the  action  of  which  appears  to  be 
directly  deleterious  to  some  crops  and  to  tend  to 
inhibit  nitrification  in  the  soil  ( Voelcker,  J.  Roy. 
1  Agric.  Soc.  1917;  also  Cowie,  J.  Agrio.  Sci 
1919,  vol.  9,  part  2). 

Oilcakes.  Cheap  or  damaged  oilcakes,  or 
cakes  unfit  for  food  (as  castor),  are  employed  to 
a  considerable  extent  as  manure,  and  more 
particularly  the  residual  meals  obtained  as  by- 
products in  the  extraction  of  oil  by  spirituous 
solvents  from  rape  seeds,  castor-oil  seed,  and 
numerous  other  oil  seeds.  They  are  in  large 
request  for  hop  manuring,  and  for  general  use  on 
light  soils,  on  which  the  farmer  prefers  a  lesA 
rapidly  active  form  of  nitrogen  than  is  fumished 
by  guano,  sodium  nitrate,  or  ammonium  sulphate. 
They  will  contain  4-7  p.c.  of  nitrogen,  1  •6-3-0  p.c. 
phG«phoric  anhydride,  and  1-2  p.c.  potash. 

Hoof  and  horn.  The  powdered  horn  ob- 
tained in  making  combe  and  other  articles  is 
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used  to  a  considerable  extent  by  manure  manu- 
facturers ;  it  is  extremely  rich  in  nitrogen, 
containing  about  IS  P-<)< 

Dried  blood.  This  is  a  very  valuable 
manure,  its  nitrogenous  matter  becoming  readily 
available  to  the  crop  after  mixing  with  the  soil. 
Perfectly  dry  blood  will  contain  about  15  p.c. 
nitrogen  and  4  p.c.  ash,  of  which  one-haJi  is 
common  salt.  The  commercial  article  contains 
from  about  11  p.c.  to  about  13  p.c.  of  nitrogen. 
It  is  in  growing  demand  for  direct  application 
to  the  soil,  but  the  greater  part  both  of  the 
dried  blood  manufactured  here  and  of  that 
imported  from  South  America  is  purchased  by 
the  manure  makers  and  incorporated  in  com- 
pound fertilisers. 

Meat  meal,  meat  guano.  The  residue  from 
the  manufacture  of  meat  extract  is  exported  as 
manure  from  >South  America,  and  from  Queens- 
land and  New  Zealand.  The  composition  varies 
much,  chiefly  according  to  the  proportion  of 
bone  ground  up  with  the  meat.  The  nitro- 
genous samples  may  contain  11-13  p.c.  nitrogen, 
and  0*6-3*0  p.c.  phosphoric  anhydride.  The 
phosphatic  samples  mav  contain  6-7  p.c. 
nitrogen,  and  14-17  p.c.  phosphoric  anhydride. 

Shoddy  and  wool  waste.  These  are  useful 
nitrogenous  manures,  but  much  less  active  than 
those  previously  enumerated,  being  only  slowly 
decomposed  in  the  soil.  They  are  less  used  than 
formerly,  except  for  hops  and  market  gardening, 
owing  to  the  cheapness  of  ammonium  salts. 
Pure  dry  wool  and  hair  would  contain  about 
17  p.c.  nitrogen,  and  2  p.c.  ash.  The  percentage 
of  nitrogen  in  ordinary  shoddy  varies  from 
5  to  8,  the  general  average  l)eing  about  7. 
Shoddy  is  apt  to  contain  a  good  deal  of  water ; 
the  other  impurities  are  cotton,  oil,  and  mineral 
dust. 

Leather.  The  percentage  of  nitrogen  is  4-6. 
This  is  the  least  active  form  of  nitrogenous 
matter  used  as  manure ;  but  there  are  various 
manufacturing  processes — such  as  treatment 
with  acids  or  with  steam  under  high  pressure — 
whereby  the  character  of  the  leather  as  such  is 
more  or  less  destroyed,  the  result  being  a  fine 
powder  capable  of  undergoing  more  rapid 
decomposition,  and  having,  in  some  cases,  a 
large  proportion  of  actually  soluble  nitrogen. 

Soot.  House  soot  is  used  by  farmers  as  a 
top  dressing  for  spring  com.  Good  soot  con- 
tains about  4  p.c.  of  ijitrogen  or  nearly  5  p.c.  of 
ammonia  (say  20  p.c.  of  ammonium  sulphate), 
m  which  form  the  nitrogen  largely  exists,  but 
it  often  contains  an  admixture  of  ashes,  and 
consequently  varies  a  good  deal. 

Bones.  These  are  seldom  used  in  their 
fresh  state;  they  have  generally  been  first 
steamed  to  extract  the  fat.  A  more  perfect 
method  of  extracting  the  fat  by  means  of  benzene 
has  been  introduced  (J.  Soc.  Chem.  Ind.  1884, 
375,  490,  675),  but  not  much  employed.  Less 
nitrogenous  matter  is  removed  from  the  bone 
when  benzene  is  used.  A  third  form  of  bone  is 
that  left  after  extracting  the  greater  part  of 
the  gelatinous  matter  by  boiling  under  pressure. 
The  analyses  in  next  oolumn  illustrate  the  com- 
2>o8ition  of  bone  manures. 

Bones  are  either  applied  to  the  land  directly 
as  crushed  bones,  or  as  bone-dust  or  bone-flour  ; 
or  they  are  employed  for  the  manufacture  of 
'  dissolved  bono.*     The  soft  ports  of  bone  are 
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more  nitrogenous  than  the  hard  parts.  Bone- 
flour  is  a  fine  powder,  prepared  from  highly 
steamed  bones. 

Bone  ash.  This  is  imported  from  South 
America.  It  was  formerly  much  used  for  pre- 
paring high-class  superphosphates,  but  is  now 
less  employed,  owing  to  the  abundance  of  cheaper 
phosphates.  Pure  ox  bone  ash  will  contain 
nearly  40  p.o.  phosphoric  acid.  The  commercial 
article  is  usuallv  sold  on  a  basis  of  75  p.c. 
tricalcium  phosphate. 

Basic  slag.  By  the  process  patented  by 
Thomas  (1877-79),  the  phosphorus  is  removed 
from  pig-iron.  The  melted  iron  is  placed  in  a 
Bessemer  converter  lined  with  lime,  a  large  dose 
of  lime  is  added,  and  the  blast  applied.  At  the 
high  temperature  reached,  the  impurities  in 
the  iron  are  oxidised  by  the  air  introduced,  the 
phosphorus  becomes  phosnhorus  pentoxide  and 
unites  with  the  lime.  A  sls^  is  formed  contcun- 
ing  about  40-50  p.c.  lime,  varying  quantities  of 
magnesia,  alumina,  iron  oxide,  manganese  oxide, 
silica,  and  phosphoric  acid  equivalent  to  from 
20  to  50  p.c.  of  tricalcium  phosphate.  The 
process  has  been  adopted  to  a  very  large  extent, 
and  basic  slag  is  now  an  important  product  of 
the  iron  and  steel  industry.  It  has  been  esti- 
mated that  at  the  present  time  (1910)  300,000 
tons  are  annually  produced  in  Great  Britain  alone, 
and  the  continent-al  production  is  very  heavy. 

For  several  years,  however,  the  slag  was 
regarded  as  valueless,  the  larse  amount  of  iron 
present  leading  agricultural  chemists  to  believe 
that  the  phosphoric  anhvdride  would  not  prove 
available  to  plants,  while  the  ferrous  oxide 
would  probably  be  injurious.  It  is  now  known 
that  the  phosphoric  anhydride  in  the  slag  is 
almost  wholly  combined  with  calcium,  and  that 
this  calcium  phosphate  is  easily  disintegrated 
and  rendered  soluble  in  the  soil,  and  that  no  ill 
effects  arise  from  the  presence  of  the  ferrous 
oxide.  Tetracalcium  phosphate  has  been  regarded 
as  the  combination  m  which  most  of  the  phos- 
phorus occurs  (Hilgenstock,  Dingl.  poly.  J.  250, 
330 ;  Otto,  Zeitsch.  Chem.  11,  255  ;  Biicking  u. 
Zinck,  Stahl  u.  Eisen,  7,  245) ;  but  it  is  pro- 
bable that  the  phosphate  has  more  nearly  the 
composition  (CaOj.PaOs^SiOj  (Hall).  About 
1*5  p.c.  of  the  total  p'hosphorus  exists  as  iron 
phosphide,  which  is  changed  into  phosphate 
in  the  soil  (Jensch,  Zeitsch.  *eh\Jhi;"cIO,  820). 
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The  phosphate  in  the  slag  is  not  soluble  in 
water ;  it  is  dissolved  to  a  considerable  extent 
by  a  solution  of  ammonium  citrate,  and  when 
the  slag  is  finely  ground  about  80  p.c.  of  it 
should  dissolve  in  a  2  p.c.  solution  of  citric  acid. 
Much  basic  slag  is  also  now  produced  in  the 
open  hearth  process.  This  is  of  lower  grade  of 
pnosphorus  content  and  of  low  dtrio  acid 
solubility  owing  to  the  use  of  calcium  fluoride 
as  a  flux. 

Field  experiments  with  finely  ground  un- 
treated slag  commenced  in  1882,  and  it  was  found 
to  produce  an  excellent  effect.  The  Germans 
were  the  first  to  realise  the  importance  of  the  new 
manure,  and  they  succeeded  in  purchasing  in 
advance  a  large  proportion  of  the  English  make. 

To  be  effective  the  slas  must  be  very  finely 
ground ;  at  least  80  p.c.  of  it  should  pass  through 
a  'sieve  having  100  meshes  to  the  linear  inch. 
The  grinding  requires  special  machinery.  It  is 
advisable,  according  to  Horn  (J.  Soc.  Chem.  Ind. 
1886,  242),  to  break  first  under  stamps,  to 
further  reduce  between  rollers,  then  to  separate 
pieces  of  iron  by  passing  over  slanting  sieves, 
and  finally  to  grind  between  millstones. 

According  to  Wagner's  trials,  2  parts  of  phos- 
phoric acid  m  powdered  slag  (of  which  80  p.c. 
passed  a  sieve  with  meshes  0*2  mm.  diameter) 
are  equal  in  manuring  power  to  1  part  of  soluble 
phosphoric  acid  in  supeiphosphate ;  the  effect 
will,  however,  vary  in  different  soils. 

Basic  slag  is  especially  valuable  on  moorland 
soils  rich  in  organic  matter  and  on  clay  soils 
deficient  in  lime  on  which  the  continuous  use  of 
supeiphosphate  is  undesirable.  It  has  proved 
especially  valuable  on  pastureland. 

Preeipitatod  phosphate.  Phosphatic  minerals 
which  are  unsuitable  for  the  manufacture  of 
superphosphate,  either  from  their  poverty  in 
phosphate  or  from  the  presence  of  an  objec- 
tionable amount  of  iron  oxide  or  alumina,  are 
sometimes  treated  with  acid,  the  calcium  phos- 
phate dissolved  out,  and  then  recovered  by  pre- 
cipitation. If  the  addition  of  the  neutralising 
base  is  stopped  while  the  solution  is  still  acid, 
the  precipitate  will  consist  chiefly  of  dicalcium 
phcsphate. 

The  phosphoric  anhydride  in  precipitated 
phosphate  stands  next  in  value  to  that  existing  as 
monocalcium  phosphate.  « Commercial  dicalcium 
phosphate  may  contain  as  much  as  40  p.c. 
FgO, ;  it  is  thus  a  very  concentrated  manure,  and 
especially  suitable  for  use  where  manure  must 
be  conveyed  a  long  distance.  Owing  to  the 
introduction  of  basic  slag,  however,  it  is  now 
scarcely  worth  while  to  manufacture  precipitated 
phoeplmte  except  as  a  by-product.  It  is  thus 
prepared  incidentally  to  the  manufacture  of 
gelatin  from  bones.  The  bones  are  treated  with 
cold  hydrochloric  acid,  which  dissolves  out  the 
phoepnate,  leaving  the  chondrin  or  gelatinoid 
matter  undissolved.  The  phosphate  is  then 
recovered  from  the  acid  solution  by  precipitation 
with  milk  of  lime. 

Superphosphate.  The  phosphates  previously 
mentioned  may  be  applied  directly  to  the  soil 
with  good  effect,  if  in  the  condition  of  fine 
powder.  Natural  mineral  phosphatic  deposits 
aro,  however,  too  hard  and  insoluble  to  be 
economically  used  in  this  manner;  these  are 
treated  with  sulphuric  acid,  and  converted  into 
ggperphosphatee. 
Vou  UI.—T. 


The  treatment  of  bone  with  sulphuric  acid 
was  originally  recommended  by  Liebig.  The 
treatment  of  mineral  phosphates  with  sulphuric 
acid  originated  with  Lawes,  who  took  out  a 
patent  for  this  process  in  1842,  and  founded  a 
manufacture  wmch  has  since  reached  enormous 
dimensions. 

Superphosphate  in  the  United  Kingdom  is 
always  sold  on  the  basis  of  its  pereentage  of 
what  is  called  '  soluble  phosphate.  This  means 
the  quantity  of  tricalcium  phosphate  which  has 
been  rendered  soluble.  The  phosphoric  acid 
(PjOc)  soluble  in  water  is  determined  and 
calculated  into  its  equivalent  pereentage  of 
OasP^Og,  this  being  called  'soluble  phosphate.' 
On  the  continent  of  Europe  the  solubinty  is, 
on  the  other  hand,  calculated  as  *  soluble  phos- 
phoric acid,'  i.e,  PtOg  dissolved  by  water.  The 
method  of  determination  will  be  described 
later  on. 

Phoe^phatic  Maieridfa  used. 
Superphosphate  was  prepared  by  Lawes  in 
the  first  instance  from  spent  animal  charcoal ; 
Suffolk  (Tertiary)  coprolite  and  Estremadura 
phosphorite  were  also  early  employed.  The 
Suffolk  coprolite  was  for  15  years  the  principal 
material  made  use  of.  The  far  superior  Cam- 
bridge (Greensand)  coprolite  then  became  for 
many  years  the  chief  material,  but  is  now 
scarcely,  if  ever,  used,  other  phosphates  being 
much  cheaper.  Deposits  rich  in  calcium  phos- 
phate have  been  found  all  over  the  world; 
many  of  these  have  been  exhausted,  and  others 
given  up  as  of  inferior  quality,  or  as  being  at 
present  prices  too  expensive  to  work.  We  snail 
give  some  account  both  of  some  of  those  which 
have  become  matters  of  history,  or  the  use  of 
which  is  at  present  in  abeyance  from  the  effect 
of  competition,  as  well  as  of  those  which  are  at 
present  in  use.  The  estimates  given  of  the 
quantities  of  the  various  phosphates  recently 
mined  or  raised  are  taken  from  a  paper  read  at 
the  International  Congress  of  Applied  Chemistry, 
in  1909,  by  Hermann  Voss,  who  estimated  the 
total  output  of  raw  phosphate  in  1908  at  the 
enormous  quantity  of  4,824,000  tons.  This 
would  represent  in  all  something  like  8^  million 
tons  of  superphosphate. 

South  Carolina  or  Charleston  phosphate. 
This  is  apparently  a  converted  Eocene  marl.  It 
occurs  in  rough  masses,  largely  perforated  by 
boring  mollusca,  and  associated  with  fossil 
bones  and  teeth.  It  is  classed  as  '  land '  and 
*  river '  phosphate ;  the  latter  is  obtained  by 
dredging  the  Bull,  Coosaw,  and  Stono  rivers. 
This  phosphate  came  first  into  use  in  1867,  and 
soon  oecame  the  chief  material  for  the  manu- 
facture of  superphosphate.  The  quantity  ex- 
ported to  the  Unitea  Kingdom  in  1887  was 
165,275  tons  (principally  river  phosphate) ;  in 
the  same  year  430,549  tons  were  used  in  the 
United  States.  There  are  three  grades,  contain- 
ing phosphoric  acid  equal  to  50-52,  55-56,  and 
58-60  p.c.  tricalcium  phosphate;  they  differ 
simply  in  the  proportion  of  silicious  matter 
present.  South  Carolina  phosphate,  though  not 
rich  enough  for  the  preparation  of  high-class 
superphosphates,  is  an  admirable  material  for 
the  production  of  an  ordinary  superphosphate, 
containing,  according  to  the  quality  of  the  phos- 
phate used,  from  1 1  to  14  p.c.  soluble  phosphoric 
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acid,  or,  in  commercial  language,  24-30  p.c. 
soluble  phosphate.  Owing  to  the  discoveiy  of 
other  deposits  and  to  the  local  demand  for  this 
particular  phosphate  in  the  United  States,  it 
nas  at  present  practically  ceased  to  be  imported 
into  England.  The  quantity  of  phosphate 
raised  in  1908  in  South  Carolina  apd  Tennessee 
is  estimated  by  Voss  at  800,000  tons. 

Bdgian  and  Somme  phosphate.  In  the  north 
of  France  (departments  Somme  and  Pas  de 
Calais)  and  in  the  adjoining  districts  of  Belgium 
there  exists  an  enormous  deposit  of  a  fnablo 
phosphatic  rock,  *craie  grise,'  extending  over 
seven  million  acres.  This  deposit  lies  on  ordi- 
nary white  chalk  ;  it  consists  of  yellowish  grains 
embedded  in  a  chalky  matrix.  The  rock  con- 
tains 20-30  p.c.  of  calcium  phosphate,  occurring 
in  the  ciystalline  grains  above  mentioned.  In 
the  upper  layer  of  this  deposit  are  pockets, 
chiefly  developed  in  France,  which  contain  a 
sand  far  richer  in  phosphate  and  poorer  in 
carbonate  than  the  underlying  rock,  the  pro- 
portion of  phosphate  in  this  sand  being  5(>-80 
p.c.  The  sand  has  probably  been  formed 
from  the  original  rock  oy  the  action  of  water. 
This  phosphatic  sand  is  known  as  *  Somme 
phosphate. 

The  Belgian  phosphatic  rock  is  generally  of 
low  quality.  By  washing  and  blowing,  a 
material  containing  40-45  p.c.  calcium  phosphate 
is  produced.  Many  schemes  have  been  tried 
for  removing  the  calcium  carbonate,  and  thus 
raising  the  value  of  the  material ;  none  has  yet 
become  a  commercial  success.  Belgian  phos- 
phate is  used  with  other  phosphates  as  a  diluent ; 
the  carbonate  it  contains  produces  much 
gypsum  when  acted  on  by  the  sulphuric  acid, 
and  considerably  improves  the  porosity  and 
dryness  of  the  manure.  The  export  from  Belgium 
to  the  United  Kingdom  is  considerable. 

One  practici^  advantage  possessed  by  the 
Belgian  and  Somme  phosphates  is  that  they 
require  no  grinding.  Somme  phosphate  as  im- 
ported goes  entirely  through  a  sieve  of  60  wires 
to  the  inch.  The  output  of  Belgian  phosphate  in 
1908  was  estimated  at  150,(K)0  tons,  and  of 
Somme  and  other  French  phosphate  at  350,000 
tons. 

Phosphorites.  Large  deposits  of  apatite, 
or  of  phosphates  having  an  apatite  character, 
occur  m  many  places  ;  those  most  worked  have 
been  the  Estremadura,  the  Canadian,  and  the 
Norwegian.  These,  however,  are  not  now 
brought  to  this  country,  and  have  for  the 
present  ceased  to  be  worked. 

1.  Estremadura  pJiosphorite. — An  immense 
deposit  occurs  in  Caceres.  In  composition  it 
is  a  fluor-apatite,  but  mixed  with  much  quartz, 
and  with  more  or  less  calcium  carbonate.  There 
are  three  qualities,  containing  about  50,  60,  and 
70  p.c.  tricalcium  phosphate.  The  calcium 
carbonate  varies  from  6  to  16  p.c.  The  exports 
were  in  former  years  very  large,  amounting 
sometimes  to  60,000  tons  per  annum. 

2.  Canadian  phosphorite. — ^This  is  much 
richer  than  the  Estremadura  phosphorite,  com- 
taining  70-80  p.c.  tricalcium  phosphate.  The 
lower  qualities  contain  much  mica.  The  amount 
formerly  exported  to  the  United  Kingdom  was 
considerable. 

Caribbean  phosphates.  Under  this  head  we 
group  the  rock  phosphates  found  on  many  of 


the  West  India  Islands,  some  of  which  are  often 
classed  as  phosphatic  guanos. 

1.  Aruba. — This  is  one  of  the  Dutch  islands. 
The  phosphate  is  'of  high  quality,  containing 
75-80  p.c.  tricalciimi  phosphate,  but  the  imports 
now  are  smalL  The  total  quantity  raised  in 
1908  is  estimated  at  30,000  tons. 

2.  Curasao. — Another  Dutch  island.  This, 
which  is  now  being  largely  worked,  is  one  of  the 
finest  phosphates  available,  containing  about  85 
p.o.  tncaldum  phosphate.  With  this  phosphate, 
superphosphate  may  be  made  containing  44-45 
p.c.  soluble  phosphate  (20-20^  p.c.  soluble  PtOJ. 

3.  Sombrero, — ^This  valuable  deposit  is  nearly 
exhausted.  It  contains  70-78  p.c.  tricalcium 
phosphate. 

4.  Monk  and  St.  Martinis  Islands. — Both 
deposits  are  now  exhausted  ;  the  former  was  of 
very  high  quality. 

5.  Navassa. — ^The  deposit  on  this  island 
has  a  well-marked  pisolitio  structure.  The 
phosphoric  anhydride  is  equivalent  to  60-70  p.c. 
tricalcium  phosphate.  The  use  of  Navassa  phos- 
phate is  limited  by  the  considerable  amount  of 
alumina  and  ferric  oxide  present,  which  makes 
it  unsuitable  for  the  preparation  of  high-class 
superphosphates. 

6.  Bedonda  and  Alia  Vela. — ^The  phoe{)hates 
of  these  islands  consist  chiefly  of  aluminium 
phosphate.  They  are  quite  unsuitable  for  the 
manufacture  of  superphosphate.  They  have 
been  dissolved  in  sulphuric  acid,  and  me  alu- 
mina separated  as  uum.  It  has  also  been 
found  possible  to  obtain  a  huge  proportion  of 
the  phosphoric  acid  as  sodium  phosphate  by 
heating  with  sodium  chloride  in  superheated 
steam,  or  by  firing  with  sodium  sulphate  and 
carbon  (J.  Soo.  Chem.  Ind.  1886,  570). 

Bordeaux  phosphate.  Raised  in  the  de- 
partments of  Lot  and  Tam-et-Garonne.  This 
is  now  little  used  in  England,  as  it  is  not  rich  in 
phosphate,  and  contains  a  good  deal  of  feme 
oxide  and  alumina. 

Nassau  or  Lahn  phosphate.  This  is  still 
used  locally,  but  the  exports  to  this  country 
have  ceased.  It  varies  much  in  composition ; 
the  higher  qualities  are  suitable  for  the  manu- 
facture of  superphosphate,  but  the  lower  quali- 
ties contain  much  iron.  This  phosphate  is  re- 
markable as  containing  a  distmct  amount  of 
iodine. 

Coprolites.  The  phosphatic  nodules  com- 
monly known  as  coprolites,  found  in  England, 
are  scarcely  used  now,  cheaper  phosphates 
being  available.  The  Cambridge  (Upper 
Greensand)  coprolite  was  the  best  of  the  English 
sorts ;  it  contained  55-60  p.c.  tricalcium  pnos- 
phate,  without  an  admixture  of  ingredients 
prejudicial  to  the  production .  of  soluble  phos- 
phate. The  Suffolk  coprolite  (Tertiary)  contains 
less  phosphate  (55  p.c.),  and  more  ferric  oxide. 
The  Bedfordshire  coprolite  (Lower  Greensand)  is 
still  more  inferior,  the  ferric  oxide  being  present; 
in  increased  proportion. 

In  France  there  are  considerable  deposits  of 
coprolite  in  the  Upper  Greensand  in  the  depart- 
ments of  Pas  dc  Calais,  Mcuse,  and  Ardennes ; 
those  from  Pan  de  Calais  are  shipped  to  Enc;- 
land  from  Boulogne.  These  coprolites  generally 
contain  a  low  proportion  of  nhosphate.  and 
much  silicious  matter.        ^  ^  (^OO^I^ 

Florida  phosphate.     Extensive  deposits  of 
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high-grade  phosphate  have  been  opened  up 
during  recent  years  in  the  State  oi  Florida. 
The  phosphate  is  of  two  kinds,  namely,  *  hard 
rock  phosphate  and  '  pebble  *  phosphate.  The 
rock  phosphate  commonly  contains  nt>m  78  to  80 
p.c.  of  tricalcium  phosphate,  and  the  pebble 
phosphate  about  70-74  p.c.  There  Is,  however, 
also  a  high-grade  pebble  phosphate  containing 
from  78  to  79  p.c.  of  tricalcium  phosphate.  These 
phosphates  are  very  widely  used  in  superphos- 
phate. According  to  the  estimates  of  Voss, 
600,000  tons  of  Florida  '  hard  rock '  phosphate 
and  900,000  tons  of  Florida  '  pebble  '  phosphate 
were  raised  during  1908. 

African  phospiiate.  An  extensive  range  of 
phosphate  deposits  is  now  worked  on  or  near 
the  northern  coast  of  Africa,  known  in  commerce 
as  Algerian,  Tunisian,  Tocqueville,  Gafsa  and 
Egyptuui  phosphates.  These  are  soft,  powdery, 
or  triable  minerals,  containing  for  uie  most 
part  comparatively  little  silioious  matter,  but 
a  large  proportion  of  calcium  carbonate.  The 
proportion  of  tricalcium  phosphate  is  commonly 
somewhere  near  60  p.o.,  varying  from  about  59 
p.c.  to  nearly  64  p.c.  The  quantities  of  North 
African  phosphates  mined  in  1908  were  estimated 
by  Voss  at  over  1,600,000  tons.  Some  of  them 
are  now  prepared  in  a  finely  ground  state  for 
direct  application  to  the  soil. 

ClirJstiQas  Island  phosphate.  This  is  a  deposit 
found  on  Christmas  IsUmd — an  island  lying  in 
the  Indian  Ocean  south  of  Java.  It  contains 
about  87  p.c.  of  tricalcium  phosphate,  and  makes 
excellent  superphosphate.  At  present  the  out- 
put is  said  to  he  largely  consumed  in  the  manu- 
facture of  superphosphate  in  Japan. 

Paeiflc  phosphate.  Valuable  deposits  of 
similar  high-grade  phosphates,  containing  86  or 
87  p.c.  of  tricalcium  phosphate,  accompanied 
by  very  little  ferric  oxide  or  alumina  and  practi- 
cally no  silica,  have  been  discovered  in  recent 
years  on  certain  islands  in  the  Pacific  Ocean 
lying  to  the  north-east  of  Auistralia.  The 
principal  deposits  at  present  worked  are  those 
of  Ocean  Island  and  Nauru  Island,  but  deposits 
have  also  been  found  on  the  islands  of  Makatea, 
Tahiti,  and  Angaur.     Much  of  the  phosphate 


raised  on  these  islands  is  consumed  for  super- 
phosphate making  in  Australia,  New  Zealand, 
and  Japan.  These  phosphates  in  a  finely  ground 
state  are  also  now  sold  for  direct  application  to 
the  soil. 

Manufacture  of  superphosphate.  The  raw 
phosphate  is  first  reduced  to  an  extremely  fine 
powder.  Considerable  improvements  have  now 
been  effected  both  in  the  economy  of  the  grinding 
and  in  the  d^ree  of  fineness  attained.  If  the 
material  is  in  large  lumps,  it  is  first  reduced  by 
means  of  a  crusher,  and  is  then  transferred  to  a 
suitable  mill.  The  Kent  miU  is  laigely  used  for 
this  purpose,  and  is  worked  in  conjunction  with 
a  screen  and  elevator.  The  finer  the  powder 
obtained,  the  more  complete  will  be  the  decom- 
position by  the  sulphuric  acid.  For  first-class 
work  the  powder  should  pass  through  a  sieve  of 
80  wires  to  the  inch.  In  view  of  the  stringency 
of  modem  factory  legislation,  a  dust-collecting 
plant  of  some  sort,  such  as  the  Beth  filter,  ia 
usually  considered  necessary  in  the  part  of  the 
works  devoted  to  milling. 

It  has  been  assumed  in  some  text- books 
that  the  reaction  in  superphosphate  making  is 
simply : 

Ca,P208+2H,S04«CaH4P,08+2CaS04 
This  is  true  as  regards  the  major  portion  of  the 
phosphate  rendered  soluble.  But  in  practice, 
as  was  first  pointed  out  by  Ruffle  (J.  Soc.  Chem. 
Ind.  1887,  327),  the  reaction,  as  regards  an 
appreciable  portion  of  the  phosphate,  almost 
invariably  proceeds  further,  thus  : 

Ca3P,Os+3H,S04«2H,P04+3CaS04 
so  that  a  water  solution  of  superphosphate 
contains  a  major  proportion  of  CaH4P204,  with 
a  minor  proportion  of  free  phosphoric  acid 
H,P04.  Indeed,  unless  there  is  a  fair  proportion 
of  the  latter,  the  proportion  of  'soluole  phos- 
phate is  unstable,  owing  to  liability  to  reversion 
oy  subsequent  interaction  between  the  dissolved 
phosphate  and  that  which  was  originally  left 
undissolved.  Thus  well-made  superphosphate, 
when  freshly  made,  often  contains  as  much  as 
from  6  to  10  p.c.  of  H,P04,  and  sometimes 
more. 


PXBCZNTAOE  COMPOSITIOH  O?  Mun&RAL  PHOSPHATES   EMPLOYED  IN   THE  BCaNUFACTTTBE   OF 

Superphosphate. 
Florida  Phosphates.    (Dried  at  100^) 


Hard  rock 


Pebble,  medium  grade 


Phoephoric  acid  (P.Os)  3605  i  36*44 

lime  .                           .  i  51*20  I  60-46 

Alumina      .                  .  1*42  .  1*44 

Ferric  oxide  (exclusive  i 

oi  any  pyrites)  060  i  0*60 

Magnesia,  carbonic  acid,  i             | 

fluorine,  Ac.      .  7*84  .  631 

Silidous  matter   .         .  2*80  j  4'76 


100-00   10000 


^Equfd  to  tricalcium 
phosphate 

Excess  of  lime  over  tri- 
calcium phosphate    . 

Moisture  m  phosphate 
as  imported 


36-81 

60-96 

1-41 

0-66 

6-67 
3-60 


100-00 


80-43 
7-34 


31-92 

46-76 

1-28 

32-24 

46-78 

1-29 

1-45 

1-60 

11-66 
6-93. 

10-43 

7-76 

100-00 

10000 
70-44 

69-75 

8-93 

8-58 

2-11 

1-94 

32-80     33 

47-18  I  48-03 

1-32       1-23 


71-67 
8-31 
2-03 
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North  African  Phosphates. 
(Dried  at  100°.) 


Algerian 
27-06           29-04 

Tocqiievllle 

Tunisian 

Oafsa 

♦Phosphoric  acid  (P.O.) 

26-2^ 

27-21 

28-44 

27-12 

Lime         .... 

47-79 

60-46 

43-01 

48-83 

49-92 

44-87 

Alumina    .... 

0-66 

0-44 

0-62 

0-64 

0-48 

0*96 

Ferric  oxide  (exclusive    of 

any  pyrites) 

0-26 

0-30 

0-48 

0-30 

0-26 

0-40 

Maffnesia,     carbonic     acid, 
fluorine,  &o.    . 

18-96 

16-96 

17-33 

17-66 

17-41 

18-96 

Silicioufi  matter 
♦Equal  to  tricalcium  phosphate 

6-40 

2-80 

13-40 

6-46 

3-60 

7-70 

100-00 

100-00 

100-00 

100-00 

100-00 

100-00 

6910 

63-46 

6619 

69-46 

62-14 

69-26 

Excess  of  lime  over  trica  cium 

phosphate 

16-74 

16-06 

13-08 

16-69 

16-22 

12-73 

Moisture   in    phosphate    as 

imported 

~~" 

"~~ 

~~~ 

3-30 

3-24 

— 

Various  Phosphates. 
(Dried  at  lOO''.) 


Phosphoric  acid  (PgO,)    . 

Lime      .... 

Alumina 

Ferric  oxide  (exclusive  of 

any  pyrites) 
Magnesia,    carbonic  acid, 

fluorine,  &c. 
Silicious  matter 


♦Equal  to  tricalcium  phos- 
phate 

Excess  of  lime  over  tri- 
calcium phosphate 

Moisture  in  phosphate  as 
imported     . 


Christmas 
Island 


39-86 

62-24 

1-36 

0-46 

6-96 
016 


100-00 


87-07 
6-02 
1-64 


Ooean- 
Nauru 


39-84 

63-06 

0-30 

0-23 

6-48 
0-10 


100-00 


87-06 
6-84 
2-62 


Tennessee 


36-92 

60-69 

1-69 

1-70 

7-46 
1-74 


10000 


80-80 
6-91 
1-21 


Belgian 


19-67 

49-34 

0-43 

0-66 

26-23 
3-78 

10000 


42-76 

26-16 

0-46 


French 


23-80 

62-96 

1-44 

0-60 

20-60 
0-60 


10000 


62-00 
24-76 


Canadian 


Rich 


39-32 

64-18 

0-40 

0-66 

411 
1-44 


Poor 


29-99 

42-26 

2-84 

2-03 

9-27 
13-62 


100-00 


86-84 
7-66 


100-00 

05-47 
6-77 
4-86 


Spanish 

West  Indian 

Coprolltes 

South 
Carolina 

26-73 

High 
grade 

Poor 
26-77 

Aruba 

Cnracao 
32-73 

Bedford- 
shire 

Suffolk 

♦Phosphoric  acid  (P.Oj)    . 

36-01 

33-63 

26-97 

26-30 

Lime      .... 

48-49 

34-68 

48-33 

47-29 

40-66 

41-72 

43-62 

Alumina 

1-79 

1-63 

0-36 

1-48 

0-83 

Ferric  oxide  (exclusive  of 

i 

any  pyrites) 

106 

710 

1-76 

0-76 

5-30 

22-90 

1-46 

Magnesia,   carbonic   acid, 
fluorine,  Ac. 

7-98 

12-10 

18-38 

14-03 

17-77 

Silicious  matter 

6-68 
100-00 

.  32-56 

2-66 
100-00 

0-50 
10000 

12-66 
100-00 

9-08 

9-60 

100-00 

10000 

100-00 

♦Equal  to  tricalcium  phos- 

phate 

76-43 

66-26 

73-48 

71-46 

66-69 

67-42 

68-36 

Excess  of  lime  over  tri- 

calcium phosphate 

7-07 

4-09 

8-48 

8-67 

9-94 

10-60 

12-00 

Moisture  in  phosphate  as 

imported     . 

~~ 

117 

3-04 

— 

0-66 

/lyiLi/Lcu  uy 

Gl^bJ 

iir, 
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In  the  first  stage  of  the  reaction,  phosphoric 
acid  alone  is  probably  produced,  and  this  after- 
wards reacts  on  the  remaining  undecomposed 
phosphate.  The  proportion  of  free  phosphoric 
acid  in  the  resulting  manure  is  greater  when 
strong  sulphuric  acid  has  been  employed,  the 
total  soluble  phosphoric  acid  beins,  at  the  same 
time,  diminished.  When  superphosphates  are 
dried  at  100°,  a  loss  of  soluble  phosphoric  acid 
also  occurs,  and  this  loss  becomes  much  greater 
when  a  hijgher  temperature  is  employed  (Ruffle). 
Monocalcium  phosphate  can,  in  fact,  exist  only 
when  in  union  with  water. 

A  further  reaction  which  is  of  great  practical 
moment  to  the  manufacturer  of  superphosphate 
is  the  disappearance  of  soluble  phosphate  by 
keeping.  The  regenerated  insoluble  phosphate 
is  known  as  *  reverted  phosphate.'  This  de- 
terioration during  storage  is  Aot  observed  in  the 
case  of  well-made  superphosphate  prepared  from 
finely  ^und  mineial  phosphate  containing  no 
appreciable  quantity  of  iron  or  aluminium,  but 
it  IS  observed  when  ferric  oxide  or  alumina  is 
present. 

So  long  as  superphosphate  is  valued  on  the 
basis  of  its  contents  m  soluble  phosphate,  ferru- 
ginous and  aluminous  phosphates  will  be  avoided 
oy  the  manufacturer.  On  the  Continent,  how- 
ever, and  in  the  United  Statee,  reverted  phos- 
phate has  a  considerable  money  value,  and 
mineral  phosphates  containing  iron  and  alu- 
minium consequently  find  empfoyment. 

The  sulphuric  acid  employed  is  usually 
pyrites-made  chamber  acid  of  1*56  to  1*60  sp.Kr. 
Weak  acid  is  essential,  as  the  dryness  ot  uie 
superphosphate  dependis  laigely  upon  sufiicient 
water  being  present  for  the  crystalJisation  of  the 
calcium  siUphate  (CaS04,2H,0)  formed  by  the 
reaction.  It  follows  that,  when  much  calcium 
carbonate  is  present  in  the  phosphate,  weaker 
acid  will  be  required  than  when  but  little  calcium 
carbonate  is  present.  When  calcium  fluoride 
is  present  in  considerable  quantity,  and  very 
little  or  no  calcium  carbonate  (as  in  apatite), 
acid  stronger  even  than  1*60  sp.gr.  is  necessary, 
as  calcium  fluoride  is  not  so  reaculy  decomposed 
as  calcium  carbonate. 

The  proportion  of  sulphuric  acid  to  be  used 
depends,  of  course,  upon  the  composition  of  the 
phosphatic  material  Theoretically,  100  of 
tricaicium  phosphate  will  require  94  of  sulphuric 
acid  of  8p.«*.  1*60  (66  p.c.  SO,),  or  100  of  sul- 
phuric acid  of  sp.sr.  1*55  (51*5  p.c.  SO,),  if 
monocalcinm  phoepnate  is  to  be  pnxiuced.  The 
proportion  of  sulpnuric  acid  used  in  practice  is 
usually  as  large  as  can  be  employed  without 
endangering  the  dryness  of  the  product.  It  is 
genendly  somewhat  in  excess  of  that  needed  to 
produce  monocalcium  phosphate,  but  is  con- 
siderably below  that  required  to  yield  only 
phosphoric  acid.  For  South  Carolina  river 
phosphate,  the  ordinary  proportion  is  96  p.c.  of 
sulphuric  acid  of  sp.gr.  1*57. 

The  excess  of  lime  present  in  the  material  (as 
carbonate  or  fluoride)  is  a  principal  factor  in 
determining  the  quantity  of  sulphuric  acid  to  be 
employed  :  1(X>  of  lime  will  require  260  of  acid 
8p.gr.  1*6  or  277  of  acid  sp.gr.  1*66  to  produce 
calcium  sulphate.  At  the  foot  of  the  taole  pre- 
viously given  will  be  found  the  excess  of  ume 
(over  that  required  to  form  tricaicium  phosphate) 
present    in   each    of    the    mineral    phosphates 


commonly  employed.  Phosphates  containing  a 
considerable  excess  of  lime  will  yield  a  poorer 
superphosphate  than  their  percentage  of  phos- 
phoric acid  would  seem  to  warrant,  owing;  to 
the  large  proportion  of  sulphuric  acid  which 
they  require. 

To  prepare  a  *  mineral  superphosphate,'  the 
only  ingredients  are  the  powdered  phosphate  and 
sulphuric  acid.  When  turnip  manures,  or  other 
manures  containing  a  little  nitrogen,  are  pre- 
pared, crushed  bones,  powdered  hoof  and  horn, 
shoddy,  or  ammonium  salts,  are  added  when  the 
ingredients  are  mixed.  Mixed  superphosphates, 
formerly  called  'dissolved  bones,'  arc  usually 
prepared  from  a  mixture  of  mineral  phosphate, 
bono,  and  some  concentrated  nitrogenous 
matter. 

Owing  to  the  requirements  of  the  Fertilisers 
and  Feemng  Stufib  Act,  however,  such  mixtures 
are  now  sold  as  *  dissolved  bone  compounds,'  the 
term  *  dissolved  bone  *  or  *  vitri©lised  bone  ' 
being  restricted  to  fertilisers  made  from  pure 
bone  and  acid  only.  Usually,  in  such  cases, 
only  from  one-half  to  two-thirds  of  the  phos- 
phate is  actually  soluble  in  water,  but  much  of 
the  remainder  is  in  the  readily  assimilable  form 
of  dicalcium  dihydrogen  phosphate.  If  enough 
acid  were  used  to  dissolve  all  the  phosphate,  the 
product  would  be  too  pasty  for  sowing. 

The  mixer  in  whicn  the  reaction  takes  place 
stands  on  a  platform,  over  an  empty  chamber, 
variously  known  as  the  *  bin,*  *  den,*  or  *  pit.' 
It  consists  of  a  cylinder,  sometimes  nearly 
horizontal,  sometimes  vertical,  furnished  in  the 
centre  with  a  revolving  shaft,  carrying  arms  set 
on  screw-wise.  Into  this  mixer  the  charge  of 
weighed  *  dust  *  is  emptied,  bsg  by  bag,  while, 
at  the  same  time,  a  measured  quantity  of  sul- 
phuric acid  is  run  in  from  a  tank.  When  the 
charge  is  completed,  dotation  is  continued  for 
two  minutes ;  a  valve  is  then  opened,  and  the 
whole  contents  of  the  mixer  (about  16  cwt.) 
allowed  to  fall  into  the  pit  below.  Ten  charges 
can  be  easily  worked  in  one  hour.  The  pit 
below  is  built  of  brick  or  concrete  on  three  sioes, 
the  fourth  side  consists  of  a  wooden  hoarding 
which  is  taken  down  when  the  pit  is  being 
emptied.  A  pit  will  hold  from  80  to  140  tons. 
The  fluid  material  which  enters  the  pit  rapidly 
reaches  a  temperature  considerably  exceeding 
100°,  and  then  becomes  solid.  In  a  few  hours 
it  is  r6ady  to  be  excavated. 

Formerly  the  excavation  of  the  super-phos- 
phate was  accomplished  by  the  simple  means 
of  digging  it  out  by  the  aid  of  pickaxes. 
At  the  present  time,  however,  manued  labour 
is  being  gradually  superseded  by  the  use  of 
mechamciu  appliances,  many  patents  for  in- 
ventions  for  doing  this  part  of  the  work  having 
been  taken  out.  Among  these,  one  of  the 
best  known  is  the  superphosphate  excavator 
of  Br.  A.  Keller,  of  the  Anglo-Continental 
Guano  Works  of  London,  Hamburg,  Antwerp, 
and  Dllsseldorf,  which  is  now  in  successful  use 
in  various  parts  of  the  world.  This  machine 
consists  of  an  arm  extending  from  a  staging, 
which  latter  travels  upon  metals  laid  in  front 
of  the  pit ;  the  arm  is  furnished  with  travelling 
knives  and  scrapers,  and  it  revolves  on  a  pivot 
around  the  staging  as  a  centre,  so  that  it  can  be 
swung  in  and  out  of  the  pit  and  be  made  tfl^ 
reach  to  the  extreme  back  part  of  it.   When  the 
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knivee  and  scrapers  are  set  in  motion,  the  super-  , 
phosphate  is  scraped  forward  and  dropped  on  to  , 
a  conveyor  traversing   the  front  of   the  pit,  < 
whence  it  can  be  elevated  and  conveyed  to  the  i 
pait  of  the  works  where  it  is  required  to  be  I 
stored.     The  machine  is  so  constructed  that  the 
arm  is  made  to  move  from  left  to  right  and  vice 
verady   and  lower  itself   automatically   as   the 
superphosphate  is  removed. 

The  gases  given  off  during  the  reaction,  both 
from  the  mixer  and  pit,  are  of  a  particularly 
unpleascknt  description,  especially  when  the 
phosphate  contains  fluorides.  Both  mixer  and 
jit  are  provided  with  flues  in  connection  with  a 
•an,  by  which  all  the  cases  are  removed ;  these  | 
are  purified  in  a  scrubber,  and  then  conducted 
to  a  t€kll  chinmey. 

Well-made  superphosphate  is  a  porous  mass, 
the  cavities  being  due  to  imprisoned  gas.  It  is 
usual  to  break  up  the  lumps  at  the  time  of 
manufacture » by  passing  it  through  a  rotary 
screen,  and  to  further  grind  and  screen  it  after 
storing  and  before  delivery.  If  mixed  manures 
are  to  be  made,  the  other  ingredients  are  added 
while  passing  through  the  disintegrator. 

By  adding  ammonium  sulphate  or  other 
nitrogenous  material,  with  or  without  potash 
salts,  *  com,'  *  grass,'  *  mangel,'  and  *  potato  ' 
manures  are  prwiuced.  Sodium  nitrate  cannot 
safely  be  adaed  to  superphosphate  unless  the 
latter  is  very  dry ;  if  this  precaution  is  neglected, 
free  nitric  acid  is  produced,  the  manure  bags  are 
destroyed,  and  serious  mischief  may  occur.  To 
employ  ammonium  sulphate  and  sodium  nitrate 
together  is  still  more  objectionable,  as  am- 
monium nitrate  is  formed,  and  even  when  it  does 
not  suffer  decomposition  it  ruins  the  manure  by 
its  deliquescence.  i 

Ordmary  superphosphate  is  made  from  a 
mixture  of  phosphates,  and  contains  26  p.c.  of 
dissolved  phosphate  (=11*9  p.c.  PjO,)  and 
2-3  p.c.  of  undissolved  phosphate.  The  turnip 
manures  containing  bone  have  generally  rather 
less  of  dissolved  phosphate,  more  of  undissolved, 
and  nearly  1  p.c.  of  nitrogen.  Special  manures 
of  Rieater  stren^h  are  uso  prepared.  From 
high-class  phosphate,  superphosphate  contain- 
ing 30-31  p.c.  dissolved  phosphate  (13*7-14  2 
PjOj)  may  be  obtained.  High-grade  Florida 
rock  will  yield  superphosphate  containing  38-39 
p.c.  dissolved  phosphate  (17'4-17*9  PjO^).  From 
Ocean  Island  and  Christmas  Island  phospliates, 
superphosphate  with  44-45  p.c.  dissolved  phos- 
phate (20-2-20*6  P,0.)  may  be  prepared. 

Far  richer  superphosphates  are  obtained  by 
the  process  patent^  by  Packard  (Eng.  Pats. 
6176,  6750,  6752).  Superphosphate,  prepared  so 
as  to  be  rich  in  free  phosphoric  acid,  is  extracted 
with  water,  the  solution  evaporated  to  sp.gr. 
1*125-1*300,  and  sufficient  caJcium  phosphate, 
carbonate,  or  hydroxide  added  to  leave  one- 
third  of  the  phosphoric  acid  in  the  free  state. 
The  solution  is  then  filtered,  and  the  filtrate 
evaporated  to  dryness.  The  product  contains 
about  40  p.c.  of  soluble  phosphoric  acid,  equal  to 
87  p.c.  of  so-called  *  soluble  phosphate.*  This 
superphosphate  has  a  special  value  where  manure 
has  to  be  conveyed  a  long  distance. 

There  is  a  large  export  trade  in  English-made 
superphosphate. 

Gypsiun.  This  has  in  most  cases  a  very 
small  value  as  a  manure.     Where  superphos- 


phate is  employed,  it  is  applied  in  this  manure. 
Massive  gypsum  is  imported  from  the  South  of 
France.  It  was  formerly  used  as  a  diluent  in 
making  the  lower  class  of  superphosphates,  but 
its  place  is  now  taken  by  Belgian  phosphate. 
It  is  an  excellent  drier  for  mixing  with  damp 
manure. 

Lime,  ehalk,  and  marl.  These  can  hardly 
be  classed  as  artificial  manures,  as  they  are  not 
generally  applied  as  plant  foods,  but  for  the 
sake  of  the  considerable  amelioration  of  the  soil 
which  they  effect. 

Potassium  salts.  These  will  be  found  de- 
scribed under  their  own  head. 

The  Relativb  Value  of  Manures. 

We  have  described  as  brieflv  as  possible  the 
various  nitrogenous  and  phosphatic  manures  at 
present  used.  The  important  question  remains. 
Have  the  nitrogen  and  phosphoric  acid  the  same 
value  in  .all  these  manures  ?  and,  if  not,  what  is 
the  difference  of  value  ?  This  question  may  be 
considered  from  (1)  a  trade  point  of  view,  viz.  by 
calculating  from  the  market  price  of  various 
manures  what  is  the  money  value  of  their  chief 
constituents.  If  the  prices  given  for  manures 
were  determined  by  an  accurate  knowledge  of 
their  effect  in  the  field,  these  prices  would 
really  show  us  their  average  relative  value.  As 
a  fact,  market  prices  do  generally  indicate, 
though  sometimes  very  imperfectly,  the  relative 
manuring  value  of  different  manures.  The 
matter  may  also  be  considered  from  (2)  the  dat« 
afforded  by  actual  investigation.  In  this  case, 
we  soon  find  that  the  number  of  available  in- 
vestigations is  insufficient,  and  that  the  relative 
value  of  the  same  manures  differs  more  or  less 
with  differences  in  the  soil,  crop,  and  season. 
Certain  points,  however,  are  fairly  well  estab- 
lished. 

Nitrates  are,  in  a  laige  majority  of  cases, 
the  most  active,  and  thereK>re  the  most  valuable^ 
form  of  nitrogen.  Comparisons  between  sodium 
nitrate  and  ammonium  salts,  containing  similar 
amounts  of  nitrogen,  have  been  made  for  many 
years  at  Rothamsted,  and  also  at  Wobum. 
With  cereal  crops  the  nitrate,  on  an  average, 
yields  distinctly  more  com  and  considerably 
more  straw  than  the  ammonia.  The  produce 
by  the  nitrate  is  most  in  excess  in  dry  seasons  ; 
in  a  wet  season  the  ammonia  may  be  superior. 
On  pasture,  the  relative  superiority  of  the  nitrate 
is  a/bout  the  same  as  with  cereals.  With  po- 
tatoes, ammonia,  apparently,  is  equal  to  nitrate. 
With  mangel-wurzel  or  sugar  beet,  the  nitrate 
is  far  superior.  A  sood  result  with  ammonium 
salts  is  much  more  dependent  on  the  presence  of 
abundance  of  phosphates  and  potash  in  the  soil 
than  is  the  case  with  nitrates.  Nitrates  and 
ammonium  salts,  in  favourable  cireumstances, 
give  all  their  effect  in  the  first  year  of  their 
application. 

Cyanamule,  under  favourable  conditions, 
gives  results  similar  to  those  obtained  from  a 
corresponding  quantity  of  ammonium  sulphate, 
but  its  action  depends  upon  its  time  of  applica- 
tion and  upon  suitable  weather,  and  probably 
upon  the  texture  and  composition  of  the  soil,  as 
well  as  on  biological  considerations.  It  is  best 
used  after  admixture  with  superphosphate, 
though  it  has  the  incidental  effect  of  'precipi- 
tating *  soluble  phosphate.     It  is  not  a  pleasant 
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BnbBtance  to  handle  in  its  raw  condition,  and,  if 
sown  alone,  it  should  be  sown  by  means  of  a 
mechanical  distributor. 

The  effect  of  organic  nitrogenous  manures 
differs  in  different  soils.  In  a  clay  soil,  bones 
decompose  so  slowly  as  to  be  of  little  value. 
Orgamc  manures,  as  shoddy,  oilcake,  bones,  and 
farmyard  manure,  yield  only  a  small  portion  of 
their  nitrogen  to  the  crop  during  the  first  year, 
and  several  years  will  elapse  before  the  supply  is 
exhaustcML  The  continued  use  of  such  manures 
increases  the  proportion  of  nitrogen  in  the  soil. 
The  proportion  of  the  nitrogen  m  the  manure 
that  is  recovered  in  the  crop  is  frequently 
smaller  than  that  obtained  under  favourable 
circumstances  in  one  season  from  the  applica* 
tion  of  sodium  nitrate,  the  slowly  acting  manures 
being,  in  the  case  of  arable  land,  subject  to  an 
annual  loss  of  nitrogen  as  nitrates  by  diainage. 
Oiganic  nitrogenous  manures  are  more  active 
in  proportion  as  they  are  finely  divided,  and 
when  applied  to  a  well-a@rated  soil.  Thev  are 
best  appued  in  autumn,  while  nitrates  ana  am- 
monium salts  should  be  applied  in  spring. 

Pot  culture  experiments  have  been  made  by 
Wagner  on  various  nitrogenous  manures.  If 
the  crop  yield  obtained  from  sodium  nitrate  be 
represented  by  100,  the  relative  efficacy  of  a 
like  quantity  of  nitrogen  supplied  in  other 
fertilisers  proved  to  be  as  follows  : — 

Sodium  nitrate   .         .  100 

Ammonium  salts  .94 

87 


x^eruviiMi  giu»uu 
Green  plants 

04 

.       77 

Horn  meal 

74 

Dried  blood 

.       73 

Castor  cake 

.       73 

Wool-dust 

.       26 

Cow  manure 

.    -22 

Leather  meal 

.       16 

Bat  it  does  not  necessarily  follow  that  these 
figures  represent  the  relative  value  of  the 
fertiliser  in  aJl  the  varied  conditions  of  practical 
farming.  This  subject  is  being  investigated  by 
field  trials  at  Rothamsted. 

The  relative  value  of  different  forms  of  phos- 

S hates  has  been  a  subject  of  much  controversy, 
ome  mineral  phosphates  (as  apatite)  having 
been  found  almost  useless  as  manure,  it  was  too 
hastily  concluded  that  (with  the  exception  of 
bone  and  guano  phosphates),  only  phosphates 
soluble  in  water  were  effective.  It  has  been 
maintained  that  very  fine  grijidinff  will  render 
any  phosphate  as  avtulable  as  soluble  phosphate. 
In  considering  the  subject  we  should  bear  in 
mind  that  the  phosphates  in  the  soil,  on  which 
plants  feed,  are  not  soluble  in  water,  drainage 
wateiB  being  free  from  phosphoric  acid.  Soluble 
phosphate  when  applied  to  a  fertile  soil  is  quickly 
precipitated,  and  is  generally  finally  converted 
mto  a  hydrated  ferric  or  aluminium  phosphate. 
The  practically  insoluble  phosphates  of  the  soil 
are  mssolved  oy  the  acid  sap  of  the  root  hairs 
immediately  bsiore  absorption  by  a  crop  or  by 
the  carbonio-acid-laden  water  of  the  soil. 

One  great  advantage  possessed  by  a  phos- 
phate soluble  in  water  consists  in  its  diffiisibility. 
When  rain  faUs  after  an  application  of  super- 
phosphate, the  phosphoric  acid  is  distributed  in 
the  soil  more  perfectly  than  can  be  achieved  by 
any  other  mode  of  application,  and  consequently 


a  greater  number  of  root  hairs  may  come  in 
contact  with  it.  Superphosphate  is*^thus  more 
immediately  effective  than  any  other  form  of 
phosphate.  The  superioritv  ot  superphos^ate 
is,  however,  not  shown  in  the  case  of  some  soils 
very  poor  in  lime,  and  in  which  any  additional 
supply  of  acid  matter  is  hurtful  to  the  plant ;  in 
such  cases  an  assimilable  undissolved  phosphate 
may  produce  a  better  result. 

Xn  Tiew  of  this,  an  article  known  as  *  basic 
superphosphate  *  is,  on  the  suggestion  of  Mr. 
John  Hughes,  sent  out  by  various  manufacturers. 
It  consists  of  superphosphate  neutralised  by  ad- 
mixture with  sufficient  lime  to  convert  the 
originally  soluble  phosphate  into  *  precipitated  * 
or  ^  reverted  *  phosphate. 

On  such  soils  (poor  in  lime),  basic  slag, 
Peruvian  guano,  or  one  bone  meal,  also  find  an 
appropriate  place. 

Numerous  experiments  have  been  made  re- 
garding the  assimilability  of  mineral  phos- 
phates when  finely  ground.  It  appears  that 
apatites  and  other  cr^talline  phosphates  not 
disintegrated  in  the  soil,  have  a  very  small 
effect  as  manure  even  when  finely  ground.  The 
small  crystalline  grains  of  the  Somme  phosphate 
lie  in  this  category.  The  majority  of  mmera 
phosphates  are,  however,  effective  as  manure 
when  very  finely  ground,  but  to  a  different  ex- 
tent on  different  soils.  The  conditions  favour- 
able to  the  use  of  unjlissolved  phosphates  are 
presence  of  humus  and  absence  of  lime.  On 
the  moor  soils  of  Germany,  where  such  con-* 
ditions  prevail,  basic  slag  has  had  its  greatest 
success.  A  calcareous  soil  is  the  one  most  un- 
suitable for  the  use  of  undissolved  phosphates, 
calcium  carbonate  offering  a  great  resistance  to 
the  solution  of  calcium  phosphate  (Chem.  Soc. 
Trans.  1866,  313). 

It  is  generally  admitted  that  precipitated 
dicalcium  phosphate  is  nearly  equal  in  effect  to 
soluble  phosphate.  Phosphates  that  are  soluble 
in  ammonium  citrate  (including  the  reverted 
phosphate  of  superphosphate)  may  be  safely 
reganied  as  assimilaole  by  plants  ;  in  America 
they  are  regarded  as  of  .about  equal  value  with 
water-soluble  phosphate ;  that  they  are  so 
always  is  certamly  open  to  doubt.  Phosphates 
that'  are  insoluble  m  ammonium  citrate  are 
often  effective  as  manure.  Ammonium  citrate 
gives  thus  no  safe  distinction  between  assimil- 
able and  non-assimilable  phosphates,  though  it 
affords  a  useful  approximate  means  of  deter- 
mining *  reverted  '  pnosphate  in  superphosphate. 

As  a  measure  of  ready  availability  in  basic 
sla^,  a  2  p.c.  solution  of  citric  acid  has  now 
superseded  ammonium  citrate. 

Special  Mbthods  of  Analysis. 

The  enormous  quantity  of  artificial  manures 
bought  and  sold  upon  the  results  of  analysis  has 
led  to  great  attention  being  paid  to  the  ques- 
tion of  accurate  and  speedy  analytical  methods. 
To  enter  into  a  discussion  of  all  the  methods 
which  have  been  suggested,  or  even  of  those 
which  have  been  '  officially  *  recognised  by  the 
associations  of  agricultural  analysts  in  different 
countries,  is  here  impossible. 

In  the  analysis  of  fertilisers,  the  object  is 
sometimes  merely  the  determination  of  a 
definite  fact,  such  as  the  percentage  of  total 
nitrogen  or  the  percentage  of  total  phosphoric 
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acid.  In  such  cajses  there  are  divers  processes 
serving  to  arrive  at  the  same  results.  Some- 
times, however,  the  analysis  is  needed  for  such 
a  purpose  as  the  determinations  of  '  soluble ' 
phosphate.  Here  much  depends  upon  the 
mterpretation  of  the  word  'soluble,'  since 
solubility  depends  not  merely  on  the  nature  of 
the  solvent,  but  upon  its  proportion  to  the 
material  acted  upon  and  the  moae  and  duration 
of  its  application.  It  is  therefore  necessary 
to  define  *  solubility '  before  determining  it. 
Unfortunately,  different  interpretations  of  solu- 
bility have  been  in  vogue  in  different  countries, 
causing  occasional  confusion  in  international 
trade,  but  recent  efforts  to  arrive  at  international 
Agreement  have  been  attended  with  some 
measure  of  success. 

Analysis  of  Raw  Mineral  Phosphates 
Determination  of  phosphoric  acid.  The  phos- 
phoric acid  in  mineral  phosphates  may  be 
accurately  determined  eitner  by  the  use  of 
molybdic  acid  or  by  what  is  sometimes  called 
the  citrio-oxalic-magnesium  process,  without 
the  intervention  of  molybdic  acid. 

There  are  several  modifications  of  the 
molybdate  process  which  give  fairly  accurate 
and  therefore  concordant  results  in  the  hands 
of  careful  workers.  Their  one  common  dis- 
advantage is  that  the  quantity  of  sample  repre- 
sented in  the  portion  of  solution  finally  worked 
upon  is  necessarily  smaller  than  in  the  altema- 
-  tive  procedure,  and  consequently  any  errors  due 
to  inaccuracy  of  calibration  of  nasks  or  pipettes 
or  to  lack  of  exactness  in  usinff  them,  are 
correspondingly  multiplied;  and  the  same 
observation  obviously  attaches  to  errors  inci- 
dental to  the  washing  of  precipitates,  the 
eflficiency  of  filters,  and  the  operations  of 
weighing.  There  is  cogent  reason  tor  supposing 
that  many  disagreements  sometimes  attnbuted 
to  the  use  of  alternative  processes  are  due  to 
insufficient  appreciation  of  some  of  these  sources 
of  error,  or  to  the  non-observance  of  the  pre- 
cautions necessary  to  avoid  them.  Considera- 
tions of  the  pecuniary  cost  of  molybdic  acid 
lometimes  afford  a  temptation  to  operate  on  far 
too  small  a  scale,  and  this  temptation  should 
be  resisted.  Thus,  many  continental  analysts 
were  for  years  content  to  operate  on  as  little  as 
0'2  gram  of  raw  phosphate.  In  such  a  case,  a 
single  milligram  of  magnesium  pyrophosphate 
(the  form  in  which  the  phosphate  is  weighed)  is 
equivalent  to  approximately  0-7  p.c.  of  tri- 
calcium  phosphate — ^a  grave  consideration  in  the 
case  of  large  cargoes,  the  price  of  which  is 
exactly  adjusted  to  the  results  of  analysis,  even 
to  the  second  place  of  decimals. 

Two  modifications  of  the  molybdic  process 
as  applied  to  the  analysis  of  raw  mineral  phos- 

S hates  may  be  given,  the  first  being  that  of  G. 
orgensen,  who  has  devoted  much  time  and 
attention  to  the  matter,  the  other  that  com- 
municated by  Dr.  M.  Ullmann,  on  behalf  of  the 
Verein  Deutscher  Dunger-Fabrikanten,  to  the 
International  Congress  of  Applied  Chemistry 
in  London  in  1909.  Jorgensen's  process  was 
originally  published  in  Denmark,  but  an  account 
of  it,  communicated  by  himself,  is  published 
in  tho  Analyst,  1909,  34,  392.  As  there 
are  some  differences  of  detail  between  the 
processes,  both  of  which  yield  accurate  results. 


they  may  be  given  side  by  side.  It  will  be  seen 
that  Jorgensen  operates  "finally  on  a  quantity 
corresppnding  to  1  gram  of  the  original  material, 
whilst  in  UUmann's  process  the  quantity  is 
halved.  1  gram  can,  however,  be  equally  well 
taken  by  doubling  the  quantity  of  reagents. 

Reagents  used. 

Solvent. 

Jorgensen.  Ullmann. 

Nitric  acid  of  sp.gr.  Aqua  regia  (3  parts 

1*21.  hydrochloric    acid    of 

Bp.gr.  1*12,  and  1  part 

nitric  acid  of  sp.gr.  1  '2). 

Molybdic  Solution. 


100  grams  of  am- 
monium molybdate  are 
dissolved  in  280  c.c.  of 
ammonia  ofsp.gr.  0*97, 
and  300  c.c.  of  this 
solution  poured  with 
vigorous  shaking  into 
7(K)  c.c.  of  nitric  acid 
of  sp.flrr.  1*21,  the  mix- 
ture being  allowed  to 
stand  for  24  hours. 


150  grams  of  am- 
monium molybdate  are 
dissolved  in  600  c.c.  of 
water.  This  solution 
and  a  separat-e  solution 
of  400  ^;rams  of  ammo- 
nium mtrate  are  mixed 
and  made  up  to  1  litre. 
The  mixture  is  poured 
into  1  litre  of  nitric 
acid  of  sp.gr.  1*2,  and 
allowed  to  stand  for  12 
hours  at  60"",  or  for  24 
hours  at  the  ordinary 
temperature. 


Wash  Fluid  for  Molybdic  Precipitaie. 

40   grams    of   am-  32  grams  of  nitric 

monium  nitrate  and  10     acid  of  sp.gr.  1*2  and 
grams    of    nitric    acid     50    grams    of    ammo- 
per  litre.     The  author     nium  nitrate,  made  up 
prepares  this  b^^  mix-     to  1  litre, 
ing  90  C.C.  of  nitric  acid 
ofsp.gr.  1*4  with  about 
1600  c.c.  of  water,  add- 
ing SO  c.c.  of  ammonia 
of  sp.gr.  0-91  and  mak- 
ing up  to  2  litres. 


Magnesia 

60  ^rams  of  pure 
crystallised  magne- 
sium chloride  and  150 
grams  of  pure  am- 
monium chloride,  dis- 
solved and  made  up  to 
1  litre. 


Mixture^ 

50  fframs 
crystallised 


of  pure 
magne- 


sium cliloride  and  160 
grams  of  pure  ammo- 
nium chloride,  dis- 
solved and  made  up  to 
1  litre. 


Wa^h  Fluid  for  Ammonium- Magnesium 
Precipitate. 

Ammonia    solution  Ammonia    solution 

containing      21      p.c.     containing      2*      p.c. 
NH,.     (This    may    be     NH,. 
made  bv  diluting  100 
parts  of  ammonia  of 
sp.gr.  0*91  with  water 
to  1  litre.) 

Method  of  Jorgensen.  Five  grams  of  the 
mineral  phosphate  are  dissolved  in  20  c.c.  of 
nitric  acid  in  a  250  c.c.  flask.  After  gentle 
boiling  for  16  minutes,  the  contents  of  the  flask 
are  cooled,  made  up  to  250  c.c,  and  filtered.  To 
60  c.c.  of  the  filtraUi  (=^^1  gram  of  the  phosphate) 
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in  a  beaker-flafik,  105  c.c.  of  the  molybdic  solur 
tion  are  added,  and  the  flask  and  its  contents 
placed  in  a  water-bath  at  a  temperature  of  50° 
*lor  ]0  minutes,  with  occasional  stirring.  After 
cooling  and  standing,  the  supernatant  liquid  is 
poured  through  a  Ster  and  the  precipitate  is 
washed  10  times  by  decantation  with  the  acid 
ammonium  nitrate  solution,  about  20  c.c.  being 
used  for  each  washing.  The  filtrate  should  be 
tested  with  more  molybdic  solution  to  see  that 
the  precipitation  is  complete.  The  washed 
precipitate  is  dissplved  in  100  c.c.  of  2^  p.c. 
ammonia  solution,  and  filtered,  if  necessary, 
throuffh  the  filter  which  served  for  its  separation, 
the  filter  being  washed  8  times  with  ammonia 
solution,  until  the  final  volume  is  about  180  c.c. 
The  beaker-flask  is  covered  with  a  clock-glass, 
the  contents  brought  just  to  boiling-point,  and 
30  to  35  c.c.  of  the  magnesia  mixture  added  drop 
by  drop  from  a  burette,  the  whole  being  well 
stirred  and  allowed  to  cool  with  frequent  stirring 
as  long  as  it  remains.  If  the  precipitate  is 
not  compact  and  crystalline,  the  stirring  during 
this  time  should  be  continuous.  After  standing 
for  at  least  4  hours,  the  precipitate  is  filtered  off, 
using  a  platinum  (Gooch)  crucible  packed  with 
spongy  platinum,  and  washed  with  the  2^  p.c. 
ammonia  solution  until  free  from  chlorides,  and 
once  with  alcohol.  It  is  then  dried,  heated  (at 
first  gently),  and  then  ignited  strongly,  cooled, 
and  wcu^hed  as  Mg^'Pfij, 

Method  of  Uumann.  To  15  grams  of  the 
phosphate  in  a  500  c.c.  flask,  50  c.c.  of  aqua  rcgia 
are  added,  the  whole  being  evaporated  nearly  to 
the  consistency  of  syrup  for  the  elimination  of 
silica.  The  residue,  after  setting  to  an  approxi- 
mately solid  mass,  is  taken  up  with  10  c.c.  of 
nitric  acid  (of  sp.gr.  1*2)  and  50  c.c.  of  water, 
boiled,  cooled,  mMe  up  to  500  c.c.  with  water, 
and  filtered.  50  c.c.  of  the  filtrate  (=0*5  gram 
of  the  phosphate)  are  treated  with  an  excess  of 
molybdic  solution  (at  least  100  c.c.  for  everv 
0*1  gram  of  PfOg),  and  digested  in  a  water- bath 
at  50°  for  1  hour.  After  sufficient  standing,  the 
supernatant  liquid  is  poured  through  a  small 
close  filter,  and  the  precipitate  washed  re- 
peatedly by  decantation  until  free  from  calcium. 
At  least  five  washings  with  20  c.c.  each  time  are 
recommended.  The  filtrate  should  be  tested 
with  molybdic  solution  to  see  that  the  precipi- 
tation hais  been  complete.  The  precipitate  is 
dissolved  with  from  80  to  100  c.c.  of  the  2^  p.c. 
ammonia  solution,  and  filtered  through  the  same 
filter  which  served  for  its  separation.  The 
filter  should  then  be  washed  five  or  six  times 
with  hot  water,  until  the  total  volume  of  the 
solution  is  from  130  to  150  c.c.  The  solution  is 
warmed  to  60°  or  80°,  and  immediately  precipi- 
tated with  20  c.c.  (or  a  sufficiency)  of  the  neutral 
magnesia  mixture,  added  drop  by  drop  with 
constant  stirring.  After  at  least  4  hours' 
standing,  followed  by  half  an  hour's  stirring, 
the  precipitate  is  allowed  to  rest,  filtered,  and  i 
washed  with  2^  p.c.  ammonia  solution  until  the  \ 
washings  are  free  from  chlorine.  The  precipitate  | 
is  driecC  gently  heated,  ignited  to  constancy,  and  ! 
weighed  as  Mg^P^Ot. 

CnrBic-OxALio-MAOirBsnTM  PnocEsa. 
The  phosphoric  acid  (and  incidentally  the  ' 
lime)     may    oe    correctly    determined    in    the 
toUowing    way.     Two   grams   of   the   mineral 


phosphate  are  treated  with  25  c.c.  of  strong 
hydrochloric  acid  in  a  beaker  covered  with  a 
clock-glass  to  avoid  loss  by  spraying.  After  a 
few  mmutes'  warming,  the  clock-glass  is  washed 
back  into  the  beaker  and  removed,  the  beaker 
being  placed  in  a  water- bath  and  the  contents 
evaporated  to  dryness.  This  results  in  the 
elimination  from  solution  of  not  only  silica,  but 
of  fluorine  compounds,  the  romoval'of  which  is 
essential  to  the  accuracy  of  the  process.  Mere 
evaporation  to  dryness  with  a  small  quantity  of 
hydrochloric  acid  is  insufficient  to  ensure  this 
removal.  It  is  necessary  to  use  at  least  the 
large  quantity  of  acid  specified  (25  c.c),  so  that 
its  evaporation  may  extend  over  several  hours. 
(The  non-observance  of  this  precaution  is  a 
fruitful  source  of  error,  resulting  in  the  subse- 
quent formation  of  magnesium  fluosilicate  and 
consequent  over-estimation  of  phosphoric  acid.) 
The  dry  residue  is  taken  up  with  5  or  10  c.c.  of 
hydrochloric  acid  and  about  20  c.c.  of  water,  and 
warmed.  The  silica,  together  with  pyrites  or 
other  insoluble  matters,  is  filtered  off  and 
thoroughly  washed.  To  the  filtrate  and  wash- 
ings (measuring  about  150  c.c),  4  grams  of 
powdered  citric  acid  are  added  and  3  to  4  grams 
of  powdered  ammonium  oxalate.  The  solution 
is  heated  nearly  to  boiling,  and  rendered  just 
alkaline  with  dilute  ammonia  (sp.gr.  about 
0*970)  and  excess  of  acetic  acid  is  immediately 
added  and  the  liquid  is  boiled  for  a  few  momenta. 
The  calcium  oxalate  Lb  immediately  filtered  off 
and  washed  several  times  with  boiling  water, 
dried,  and  ignited  over  a  yellow  arpand  flame, 
and  weiffhed  as  CaCO,.  The  precipitate  con- 
tains all  the  calcium.  It  may  contain  very 
minute  quantities  of  ferric  oxide,  aluminium 
oxide,or  manganese  oxide,  and  a  minute  quantity 
of  phosphoric  acid.  On  this  account  the  precipi- 
tate, after  being  weighed,  is  dissolved  in  dilute 
hydrochloric  acid,  the  solution  being  boiled  and 
treated  with  a  slight  excess  of  recently  diluted 
ammonia.  The  small  precipitate  which  forms 
is  filtered  through  a  small  filter,  washed,  and  re- 
dissolved  in  a  little  dilute  acid,  the  solution  being 
boiled  and  <^&in  treated  with  a  slight  excess  of 
ammonia.  The  precipitate  is  washed,  ignited, 
and  weighed.  If  this  small  precipitate  weiglis 
only  5  or  0  milligrams  or  less  (as  is  usually  the 
case  in  the  hands  of  a  practised  worker),  it  may 
be  assumed  that  the  precipitate  contains  PsO( 
equal  to  half  its  own  weight  of  Mg^PjOy,  this 
assumption  being  based  on  the  analysis  of  a 
larse  number  of  such  precipitates.  But  if, 
owing  to  unskilful  work  or  to  any  peculiarity  in 
the  mineral  under  investigation,  the  quantity 
is  greater,  the  little  precipitate  may  be  ro- 
dissolved  in  hydrochloric  acid,  with  the  addition 
of  about  01  gram  of  citric  acid,  and  its  solution 
added  to  the  original  filtrate  from  the  calcium 
oxalate  precipitate. 

This  filtrate  is  made  strongly  ammoniacal 
and  the  phosphoric  acid  precipitated  by  the 
gradual  aadition  of  magnesium  mixture,  a  large 
excess  being  finally  added.  The  gradual 
addition  and  vigorous  stirring  are  both  necessary 
to  ensure  that  the  precipitate  comes  down  in  a 
compact  crystalline  form.  The  whole  bulk  at 
this  stage  will  be  about  350  c.c  After  2  to  3 
hours,  during  which  the  liquid  is  frequently 
stirred — or  after  standi^^^ Jf^  ^o^e^convenient, 
over-night — the  greater  part   of  the  liqUm   is 
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decanted  off  through  a  close  filter,  leaving 
about  40^. c.  of  it  in  the  beaker  with  the  precipi- 
tate. The  filter  is  washed  with  dilute  hydro- 
chloric acid,  the  washings  being  used  to  redissolve 
the  precipitate  in  the  beaker.  After  complete 
re-solution,  the  contents  of  the  beaker  are 
rendered  ammoniacal  by  slowly  dropping  in 
dilute  ammonia  with  vigorous  stirring  until  the 
precipitate  assumes  as  before  a  dense  crystalline 
form.  Excess  of  ammonia  solution  C^p-gr-  0*880), 
equal  to  about  one-fifth  or  one-sixth  of  the  bulk 
of  the  liquid,  is  added  and  the  whole  allowed  to 
stand  with  occasional  vigorous  stirring  for  at 
least  one  hour.  The  precipitate  is  then  filtered, 
washed  well  with  ammonia  (sp.gr.  0*970),  dried, 
ignited,  and  weighed  as  Mg^P^O^. 

The  re-solution  and  second  precipitation  of 
the  ammonium  magnesium  phosphate  is  an 
essential  feature  of  the  process,  since  in  the  first 
precipitation  small  quantities  of  magnesium 
oxalate  are  usually  formed.  The  non-obsenrance 
of  this  precaution  has  been  a  frequent  source  of 
•  high '  results. 

The  presence  of  ammonium  citrate  and  am- 
monium oxalate  results  in  the  retention  in  solu- 
tion of  a  minute  quantity  of  P2O5.  In  earlier 
days  it  was  usual  to  precipitate  the  ammonium 
magnesium  phosphate,  in  a  flocculent  form,  by 
the  sudden  addition  of  ammonia  and  magnesium 
mixture,  and  under  these  circumstances  {see,  for 
example,  the  original  directions  of  Fresenius)  a 
very  substantial  correction  was  necessary  for 
solubility  of  the  precipitate.  Crystalline  precipi- 
tation, however,  reduces  this  to  a  minimum,  and 
the  accurate  determination  by  molybdio  acid  of 
the  phosphoric  acid  in  the  evaporated  and 
ignited  filtrates  obtained  in  a  larse  number  of 
analyses  of  numerous  grades  and  varieties  of 
phosphate  indicates  that,  if  the  process  be  carried 
out  as  here  described,  the  quantity  of  P^O^ 
which  escapes  precipitatioii  corresponds  to 
an  average  of  approximately  0*0025  gram  of 
Mg^PjO.,  which  quantity  must  be  add^  to  the 
weight  of  Mg^PgOf  obtained,  together  with  half 
the  weight  of  the  small  ammonia  precipitate 
(obtained  from  the  calcium  oxalate  precipitate), . 
unless  this  was  redissolved  into  the  main  filtrate 
{see  above). 

If  the  precautions  herein  set  forth  are  ob- 
served, the  results  will  be  identical  with  those 
obtainable  by  the  accurate  working  of  the 
molybdic  process  as  defined  by  Joigensen  or  by 
Ullmann. 

Direct  Maonssium  Pkkcipitation  without 
Removal  of  Calcium.  I 

This  process  consists  in  adding  to  the  acid  | 
solution  of  the  phosphate  a  large  excess  of  citric  | 
acid,  sufficient  to  prevent  oalcium  precipitation,  ■ 
and  of  ammonia,  and  in  the  direct  precipitation 
of  the  phosphoric  acid  by  magnesium  mixture,  1 
without  re-solution.     This  process  (with  certain  i 

Precautions)   answers   well  for  basic  slag   {see  \ 
iter),  and  in  some  hands  appears  to  give  good  j 
results  with  mineral  phosphates.     It  does  not,  , 
however,  answer  equally  well  for  all  phosphates, 
and  the  result,  even  when  accurate,  owes  its  I 
success  to  a  balance  of  positive  and  negative  I 
errors,  since  the  precipitate  finally  weighed  does 
not  consist  of  pure  MgjPjOy,  as  is  assumed  to  be 
the  case.     For  rougn  work,   as   in  phosphate 
prospecting,  when  an  error  of  0*5  p.c.  or  so  is 


of  no  moment,  it  is  excellent,  being  expeditious 
and  involving  a  minimum  of  trouble.  It  is 
essential  that  silica  should  be  eliminated  by 
preliminary  evaporation  of  the  acid  solution  to 
dryness  as  in  the  preceding  section. 

Determination  of  Ferric  Oxidx  and 
Alumina  in  Mineral  Phosphates. 

The  solvent  used  should  be  hydrochloric  acid 
rather  than  aqua  regia.  The  latter  is  sometimes 
recommended.  For  many  phosphates  it  is 
perhaps  immaterial  which  solvent  is  used.  But 
some  phosphates  (such  as  American  river  pebble 
phosphates)  contain  much  pyrites.  If  a^a 
regia  is  used,  this  is  dissolved  and  included  as 
ferric  oxide — which  is  misleading,  seeing  that 
pyrites  is  not  attacked  by  the  sulphuric  acid 
used  in  superphosphate  making,  and  is  conse- 
quently non-injurious.  It  shomd,  therefore,  be 
eliminated  with  the  silica,  as  is  the  case  if  hydro- 
chloric acid  be  used  as  the  solvent. 

There  are  two  methods  in  use  which  accu- 
rately determine  ferric  oxide  and  alumina. 

Acetate  Method. 

Two  grams  of  phosphate  are  treated  with 
strong  hydrochloric  acid.  The  solution  is 
evaporated  to  dryness  and  the  residue  redis- 
solved in  acid  and  water  and  filtered  from  the 
silicious  residue.  The  filtrate  is  oxidised  bv 
addition  of  bromine  water  until  orange  coloured, 
nearly  neutralised  with  ammonia,  cooled  and 
precipitated  with  a  good  excess  of  ammonium 
acetate  solution  containing  an  excess  of  acetic 
acid.  After  standing  some  hours,  the  precipi- 
tate is  filtered  off  and  washed  with  hot  water. 

The  bulky  precipitate  contains  all  the  ferric 
oxide  and  alumina  (as  phosphates),  together  with 
a  varying  quantitv  of  calcium  phosphate.  It  is 
dried,  ignited,  and  weighed.  It  is  then  dissolved 
in  a  very  small  quantity  of  hydrochloric  acid  and 
about  1  gram  of  citric  acid  and  0*5  gram  of 
ammonium  oxalate  added,  slight  excess  of  am- 
monia, and  then  excess  of  acetic  acid.  After 
simmering  gently  for  half  an  hour  the  calcium 
oxalate  is  filtered  off,  ignited,  and  weighed 
as  oarbonate.  The  phosphoric  acid  is  then 
determined,  exactlv  as  in  the  citric-oxalic- 
magnesium  method  of  phosphate  analysis  al- 
ready described — except  that  the  operation  is 
concfucted  all  through  in  solutions  of  very  small 
bulk.  The  sum  of  the  lime  and  phosphoric  acid 
deducted  from  the  weight  of  the  ammonium 
acetate  precipitate  will  give  the  ferric  oxide  and 
alumina.  The  iron  is  determined  by  precipi- 
tating the  total  filtrates  and  washings  from  tne 
precipitation  and  reprecipitation  of  the  am- 
monium magnesium  uhospnate  with  ammonium 
sulphide.  If  allowea  to  stand  for  an  hour  or 
two  at  a  temperature  of  about  80°C.,  the  precipi- 
tate settles  well,  and  may  be  rapidly  nltered, 
washed  with  hot  water  to  which  a  little  ammonia 
and  ammonium  sulphide  are  added,  ignited 
strongly  and  weighed  as  Fefi^-  '^^^  alumina  is 
obtained  by  difference.  The  method  is  tedious, 
but  accurate. 

Modified  Glaser  Method. 

The  following  method,  modified  from  that  of 

Glaser  (which  originally,  but  incorrectly,  assumed 

a  constancy  of  composition  of  the  precipitate  of 

mixed  phosphates)  is  somewhat  shorter,  and 
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gives  resultB  identical  with  those  obtained  by 
the  method  just  described. 

Four  grams  of  the  phosphate  are  treated 
with  about  25  o.c.  of  strong  hydrochloric  acid 
and  evaporated  to  dryness.  The  residue  is 
taken  up  with  10  c.c.  of  strong  sulphuric  acid, 
about  an  equal  bulk  of  water  being  cautiously 
added.  After  digestion  in  a  water-bath  for 
about  }  hour,  the  cake  of  calcium  sulphate  is 
well  broken  up  by  stirring  with  a  glass  rod/^and 
the  whole  contents  of  the  beaker  are  washed 
into  a  200  c.c.  flask  with  ordinary  strong  aloohol 
(methylated  spirit),  and  allowed  to  remain  for 
an  hour  with  frequent  shaking.  The  contents 
are  then  made  up  (with  spirit)  to  200  cc,  acain 
well  shaken  and  filtered  rapidly.  Of  the  clear 
filtrate,  100  c.o.  (=2  grams  of  the  sample)  are 
evaporated  in  a  glass  or  porcelain  basin  untU  the 
resiaue  fumes  and  begins  to  *  char,'  when  it  is 
washed  with  a  little  hot  water  into  a  beaker  and 
mixed  with  sufficient  bromine  water  to  make  it 
strongly  orange-coloured.  After  standing  for 
half  an  hour,  the  liquid  is  heated  nearly  to 
boiling  and  precipitated  with  slight  excess  of 
ammonia,  kept  in  a  water-bath  for  half  an  hour, 
and  made  slightly  acid  with  acetic  acid.  The 
precipitate  (wnich,  under  these  conditions,  con- 
tains only  phosphoric  acid,  ferric  oxide,  and 
alumina)  is  filtered  ofif,  washed  with  a  slightly 
ammoniacal  20  p.c.  solution  of  ammonium 
nitrate,  dried,  igmted,  and  weighed.  It  is  then 
dissolved  in  a  little  hydrochloric  acid,  1  gram  of 
citric  acid  is  added  to  the  solution,  which  is  then 
made  ammoniacal,  and  the  phosphoric  acid 
determined  by  precipitation  with  magnesium 
mixture.  The  total  bulk  of  fluid  should  be  kept 
within  about  100  c.c.  In  this  case,  the  precipi- 
tate of  ammonium  maenesium  phosphate  does 
not  need  re-solution  and  re-precipitation,  seeing 
that  no  oxalate  is  present.  The  iron  is  precipi- 
tated from  the  futrate  with  ammonium  sul- 
phide, OS  in  the  preceding  process,  and  the 
alumina  is  arrived  at  by  di&rence. 

Lasne  Procbss  fob  Direct  Determination 
or  Alumina. 

Objection  has  been  sometimes  raised  to  the 
fact  that,  while  in  the  processes  already  de- 
scribed, ferric  oxide  is'  determined  directly, 
alumina,  on  the  other  hand,  is  taken  by  differ- 
ence. The  following  process,  as  described  by 
H.  Lasne,  affords  a  correct  method  for  the  direct 
determination  of  alumina.  It  has  been  fre- 
quently tested  by  the  writer  of  this  article,  in 
whose  experience  it  gives  results  substantially 
identical  with  those  obtained  by  the  two 
differential  methods  already  quoted.  In  either 
case,  whether  a  direct  or  an  indirect  method  be 
used,  success  depends  upon  delicacy  of  manipula- 
tion and  strict  attention  to  the  details  pre- 
scribed. 

Five  grams  of  phosphate  are  treated  with 
hydrochloric  acid,  the  solution  being  evaporated 
to  dryness,  taken  up  with  60  c.o.  of  10  p.c. 
hydrochloric  acid,  and  digested  at  about  lOO^C. 
for  1  hour.  The  solution  is  diluted  to  600  cc, 
and  filtered,  125  c.c.  being  taken  for  the  deter- 
mination  of  alumina.  Five  grams  of  caustic  soda 
(free  from  silicic  and  alumina)  and  1  gram  of 
sodium  phosphate  are  dissolved  in  20  c.c.  of 
distilled  water  in  a  nickel  basin.  Into  this 
solution  the  125  c.c.  of  phosphate  solution  are 


poured,  with  constant  stirring,  and  kept  for 
about  an  hour  at  a  temperature  of  about  100^0. , 
with  occasional  stirring,  preferably  with  a 
nickel  spatula.  The  liquid  is  cooled,  and  made 
up  to  250  c.c.  in  a  glass  flask.  The  contents  are 
filtered,  and  200  c.c.  of  the  filtrate  (  =  1  gram  of 
the  phosphate  sample)  mixed  with  30  c.c.  of  a 
solution  of  ammonium  chloride  (125  grams  per 
litre),  sufficient  hydrochloric  acid  beinc  added 
to  dissolve  such  precipitate  as  is  formed.  Am- 
monia is  then  added  in  very  slight  excess.  After 
boiling  for  5  minutes,  the  precipitate  is  filtered 
off,  washed  slightly  once  with  water,  and  re- 
dissolved  through  the  Alter  into  the  original 
beaker  with  a  Ottle  10  p.c.  hydrochloric  acid, 
the  filter  being  washed  with  water  five  or  six 
times.  The  smution  is  treated  with  3}  cc.  of  a 
solution  of  pure  ammonium  phosphate  (10 
grams  per  100  cc),  and  ammoma  added  till  a 
permanent  precipitate  is  formed,  and  then 
sufficient  dilute  hydrochloric  acid  to  again 
dissolve  the  precipitate.  The  fluid  is  diluted 
to  250  c.c,  when  10  c.c  of  a  solution  of  ammo- 
nium hyposulphite  (15  grams  per  100  cc)  are 
poured  in.  ^ter  half  an  hour's  boiling,  five 
drops  of  a  saturated  solution  of  sodium  acetate 
are  added,  and,  after  5  minutes'  further  boiling, 
the  precipitate  is  Altered  off  and  washed  seven 
or  eight  times  with  water.  The  precipitate, 
which  is  granular  and  not  gelatinous,  is  ignited 
to  constancy,  and  assumed  to  have  the  com- 
position of'  pure  aluminium  phosphate.  Its 
weight  multiplied  by  0'418  gives  the  alumina 
in  1  gram  of  the  sample. 

Analysis  of  Superphosphate,  Dissolved 
Bones,  &c. 

'  Moisture  '  is  conventionally  determined  by 

simply  drying  to  constancy  at  100^0.  The  result 

should,  in  such  cas^,  be  stated  as  *  moisture  *  - 

(i.e.  loss  at  100°C.),  because  the  figure  obtained  is 

I  not  moisture  in  the  true  sense,  since  it  includes 

,  a  varying  quantity  of  water  of  hydration.    True 

moisture  can  only  be  determined  by  dicing  to 

constancy  in  vacud  over  sulphuric  acid.     The 

result  in  that  case  should  be  stated  as  *  true 

.  moisture '  (i.e.  loss  in  mai6). 

Determination  of  Soluble  Phosphate. 
Formerly  in  England,  and  still  in  America, 
solubility  was  determined  by  fractional  exhaus- 
tion with  successive  small  quantities  of  cold 
water  (with  or  without  a  final  exhaustion  with 
!  hot  water).  On  the  continent  of  Europe  it  has 
'  long  been  usual  to  dissolve  in  a  largo  bulk  of 
water  at  one  operation.  The  former  method 
usually  extracted  somewhat  more  phosphoric 
acid  than  the  latter,  since  some  interaction 
occurs  on  dilution  between  the  dissolved  phos- 
phoric acid  and  the  *  insoluble  '  phosphate.  As 
this  depends  upon  the  chemical  composition  of 
the  original  phosphate,  and  also  on  the  degree  of 
dilution,  the  differences  in  the  results  obtained 
by  the  two  methods  of  extraction  are  variable — 
being  sometimes  negligible,  but  occasionally 
serious. 

The  following  method  of  extraction  of 
soluble  phosphate,  adopted  at  a  meeting  of  the 
International  Congress  of  Applied  Chemistry,  is 
now  usually  adopted  in  England,  and  is  tho 
method   officially   laid   down   in    1908    by   the 
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Board  of  Agriculture  for  use  under  the  Ferti- 
lisers and  Feeding  Stuffs  Act : — 

*  In  the  case  of  superphosphates,  dissolved 
bones  and  similar  substances,  20  grams  of  the 
sample  shall  be  continuously  agitated  for  30 
minutes  in  a  litre  flask  with '800  c.c.  of  water. 
The  flask  shall  then  be  filled  to  the  mark,  and 
again  shaken,  and  the  contents  shaU  be 
filtered.' 

The  mode  of  determination  of  pluwphate  in 
the  water  solution  thus  obtained  is  officially 
prescribed  as  follows : — 

'  60  C.C.  of  the  filtrate  shall  be  boiled  with 
20  C.C.  of  concentrated  nitric  acid,  and  the 
phosphoric  acid  shall  be  determined  by  the 
molyodate  method  prescribed  below.' 

Official  Molybdatb  Method  (Boabd  of 
aobicultube,  1908). 

*  To  the  solution,  which  should  preferably 
contain  from  0*1  to  0*2  gram  of  phosphoric 
oxide  (PjOj),  100  to  150  c.c.  of  molybdic 
acid  solution  prepared  as  described  below,  or 
an  excess  of  such  solution,  i.e.  more  than  is 
sufficient  to  precipitate  ail  the  phosphoric 
oxide  present  in  the  solution,  shall  be  added, 
and  the  vessel  containing  the  solution  shall  be 
placed  in  a  water-bath  maintained  at  70**  for 
15  minutes,  or  until  the  solution  has  reached 
W.  It  shall  then  be  taken  out  of  the  bath 
and  allowed  to  cool,  and  the  solution  shall  be 
filtered,  the  phospho-molybdate  precipitate 
being  washed  several  times  by  decantation, 
and  finally  on  the  paper  with  1  p.c.  nitric  acid 
solution.  The  filtrate  and  washings  shall  be 
mixed  with  more  molybdic  aeid  solution  and 
allowed  to  stand  for  some  time  in  a  warm 
place  in  order  to  ascertain  that  the  whole  of 
the  phosphoric  oxide  has  been  precipitated. 

*  The  phospho-molybdate  precipitate  shall 
be  dissolved  in  cold  2  p.c.  ammonia  solution, 
prepared  as  described  below,  and  about  100  c.c. 
of  tne  ammonia  solution  shall  be  used  for  the 
solution  and  washings.  15  to  20  c.c.  of 
magnesia  mixture  prepared  as  described  below, 
or  an  excess  of  such  mixture,  i.e.  more  than 
sufficient  to  precipitate  all  the  phosphoric 
oxide  present,  shall  then  be  added  drop  by 
drop,  with  constant  stirring.  After  standing 
at  least  2  hours  with  occasional  stirrins,  the 
precipitate  shall  be  filtered  off,  washed  with 
2  p.c.  ammonia  solution,  dried,  and  finally 
weighed  as  magnesium  pyrophosphate.  The 
Titrate  and  washings  shall  be  tested  by  the 
addition  of  more  magnesia  mixture. 

*  (e)  Preparation  of  molybdic  acid  solution. 

*■  The  molybdic  acid  solution  shall  be  pre- 
pared as  follows : — 

*  125  grams  of  molybdic  acid  and  100  c.c. 
of  water  shall  be  placed  in  a  litre  flask,  and  the 
molybdic  acid  shall  be  dissolved  by  the  addi- 
tion, while  the  flask  is  shaken,  of  300  c.c.  of 
8  p.c.  ammonia  solution,  prepared  as  described 
below.  400  grams  of  ammonium  nitrate  shall 
be  added,  the  solution  shall  be  made  up  to  the 
mark  with  water,  and  the  whole  added  to 
1  litre  of  nitric  acid  (sp.gr.  1*19).  The  solution 
i>hall  be  maintained  at  about  35*^  for  24  hours 
and  then  filtered. 

*  (/)  Preparation  of  magneMa  mixture. 

'  The  magnesia  mixture  shall  be  prepared 
as  follows : — 


'  UO  grams  of  crystallised  magnesium 
chloride  and  140  grams  of  ammonium  chloride 
shall  be  dissolved  in  1300  c.c.  of  water.  This 
solution  shall  be  mixed  with  700  c.c.  of  8  p.c. 
ammonia  solution,  and  the  whole  shall  be 
allowed  to  stand  for  not  less  than  three  days 
and  shall  be  then  filtered. 

*  (27)  Preparation  of  the  ammonia  solutions. 
'  The  8  p.c.  ammonia  solution  shall  be  pre- 
pared as  follows : — 

'  One  volume  of  ammonia  solution  of  sp.gr. 
0*880  shall  be  mixed  with  three  volumes  of 
water.  This  solution  shall  then  be  adjusted 
by  the  addition  thereto  of  more  strong  am- 
monia solution  or  water  as  required  until  the 
sp.gr.  of  the  solution  is  0*967. 

*  The  2  p.c.  ammonia  solution  shall  be  pre- 
pared as  foUows : — 

'  One  volume  of  8  p.c.  ammonia  solution 
shall  be  mixed  with  three  volumes  of  water.' 

The  soluble  phosphate  may  be  determined 
equally  well  by  applymg  to  100  c.c.  of  the  water 
extract,  obtained  by  the  official  method  of 
extraction  (=2  grams  of  the  ori^nal  super- 
phosphate) the  oxalic-citric-magnesmm  process 
as  described  for  raw  mineral  pho8phat««, 
omittinff  the  evaporation  to  dryness ;  out  in 
disputed  cases  in  which  litigation  may  arise,  the 
molybdate  method  should  be  used. 

Both  *  soluble  phosphate'  and  *  insoluble 
phosphate '  in  England  are  always  stated  in 
terms  of  tricalcium  phosphate.  On  the  Conti- 
nent, it  is  usual  to  state  them  in  terms  of  PjOt, 
with  or  without  a  statement  of  the  equivalent 
CajP^O..  The  'insoluble'  phosphate  is  esti- 
mated by  determining  the  total '  phosphate 
and  deducting  from  it  the  soluble  phosphate. 

Dbtkrminatiok  of  Total  Phosphate  ts 
Fertilisbbs. 

This  may,  in  most  cases,  be  carried  out  by 
the  methods  already  described  for  the  analysis 
of  raw  mineral  phosphates,  materials  containing 
much  organic  matter  being  first  incinerated. 

The  official  method  prescribed  in  England 
under  the  Fertilisers  and  Feeding  Stuffs  Act, 
however,  which  should  be  adhered  to  in  disputed 
cases,  is  the  molybdate  method,  already  de- 
scribed under  soluble  phosphate. 

The  official  prescription  of  the  Board  of 
Agriculture  for  determination  of  total  phosphate 
in  fertilisers  is  as  follows  : — 

*  A  weighed  portion  of  the  sample,  in  which 
portion,  if  necessary,  the  organic  matter  has 
been  destroyed  by  ignition  and  the  silica  re- 
moved by  appropriate  means,  shall  be  dis- 
solved in  nitric  acid  and  boiled,  the  solution 
being  made  up  to  a  definite  bulk.  The 
phosphoric  acid  shall  be  determined  in  an 
aliquot  part  of  the  solution  by  the  molybdate 
method  prescribed  '  {see  above). 

Reverted  Phosphate. 
The  *  reverted  '  phosphate  in  superphosphate 
may  be  determined  as  follows :  2  grams  of  the 
sample  are  stirred  up  in  a  beaker  with  successive 
quantities  of  50  c.c.  of  water,  each  portion,  after 
settling,  being  decanted  off  through  a  filter. 
The  wat'Cr-soluble  phosphate  having  been  thus 
approximately  removed,  the  matter  on  the  filter 
is  washed  back  into  the  beaker  with  a  little 
water,  and  the  undissolved  matter  is  treated 
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with  either  neutral  or  ammoniacal  ammonium 
citrate  solution.  In  America,  neutral  citrate  is 
used,  made  by  dissolving  185  grams  of  citric 
acid,  neutralising  with  ammonia  (using  alcoholic 
solution  of  coralline  as  indicator),  and  making 
up  to  1  litre.  In  France,  a  strongly  ammoniacal 
solution  is  used,  made  by  dissolving  400  grams 
in  1  litre  of  ammonia  of  sp.gr.  0'920. 

In  the  American  method,  the  water-insoluble 
residue  referred  to  is  digested  with  100  c.o.  of 
(neutral)  citrate  solution  for  half  an  hour  with 
frequent  shaking.  In  the  French  method,  it  is 
digested  with  100  c.c.  of  (ammoniacal)  solution 
for  12  hours,  agitating  occasionally  during  the 
first  hour. 

The  matter  undissolved  by  the  citrate  solu- 
tion is  filtered  off,  washed,  isnited,  and  dissolved 
in  hydrochloric  or  nitric  acia  and  the  phosphoric 
acid  determined  in  it.  The  difference  between 
water-soluble  phosphate  and  total  phosphate 
gives  the  insoluble  (including  reverted)  phos- 
phate. The  difference  between  this  and  the 
phosphate  undissolved  by  citrate  solution  is 
taken  as  *  reverted  '  phosphate.- 

Analysis  of  Basic  Slao. 
In  the  analysis  of  basic  slag,  it  is  now  usual 
to  determine  (a)  the  percentage  of  *fine  meal,* 

(b)  the  percentage  of  total  phosphoric  acid,  and 

(c)  the  percentage  of  phospnoric  acid  soluble  in 
a  2  p.c.  solution  of  citric  acid. 

Fine  meal, — ^Tbis  is  determined  by  sifting  a 
given  weight  of  the  sample  through  a  sieve  made 
of  brass  gauze,  having  approximately  10,000 
apeiiiures  per  square  inch,  of  the  make  known  aa 
'Amandus  Kahl,  No.  100  E,  Hamburg,'  and 
weighing  the  residue. 

As  the  size  of  the  apertures  depends  upon  the 
gauge  of  the  wire,  the  use  of  any  other  make  or 
pattern  of  gauge  is  a  possible  source  of  dis- 
crepancy. In  well-ground  slag  from  80  to  90  p.c. 
should  pass  through  the  sieve.  This  is  called 
the  percentage  of  '  Fine  meal.' 

The  total  'phosphoric  acid  may  be  determined 
as  in  mineral  phosphates  or  a»  in  other  fertilisers. 

An  excellent  method  for  slag,  however, 
^ivin^  (by  an  admitted  balance  of  errors)  results 
identical  with  those  of  the  molybdic  process,  is 
as  follows :  Treat  2  grams  of  the  slag  with 
strong  hydrochloric  acid  and  evaporate  to 
dryness.  Take  up  with  16  c.c.  of  hydrochloric 
acid  and  26  c.c.  of  water,  adding  20  grams  of 
powdered  citric  acid.  The  silica  is  filtered  off 
and  washed,  and  the  filtrate  and  washings 
(measuring  about  170  c.c.)  are  cooled,  a  large 
excess  of  magnesium  mixture  is  culded  and  about 
50  c.c.  of  strong  ammonia.  The  liquid  is  stirred 
continuously  for  15  or  20  minutes  by  aid  of  a 
mechanical  stirrer,  and  allowed  to  stand  with 
occasional  stirring  for  2  hours.  The  precipitate 
is  filtered  off,  dried,  ignited,  and  weighed  as 
Mg,P,0,. 

N.B. — ^This  process  is  largely  in  use  on  the 
C^ntinent^  without  observance  of  the  initial 
precaution  of  evaporating  the  acid  solution  to 
dryness  to  remove  soluble  silica.  If  the  slag  be 
merely  digested  with  acid  and  the  liquid  filtered 
and  precipitated  vrithout  having  been  evaporated 
to  dr3meB8,  the  results  may  be  serioiisly  in  excess 
of  the  truth.  This  has  been  pointed  out  by  i 
several  investigators,  but  is  not  yet  well  | 
recognised.  I 


The  phosphate  soluble  in  2  p.c.  solution  of 
citric  acid  is  determined,  according  to  the 
method  prescribed  in  the  official  directions  of 
the  Board  of  Agriculture  : — 

*  Phosphate  soluble  in  2  p.c,  citric  acid  solidion, 
*5  grams  of  the  sample  shall  be  trans- 
ferred to  a  stoppered  bottle  of  about  1  litre 
capacity.  10  erams  of  jpure  crjnstallised  citrio 
acid  shall  be  dissolved  in  water,  the  volume 
shall  be  made  up  to  500  c.c,  and  the  solution 
shall  be  added  to  the  weighed  portion  of  the 
sample  in  the  bottle.  To  lessen  the  possi- 
bility of  caking,  the  portion  of  the  sample  in 
the  bottle  may  be  moistened  with  5  c.c.  of 
alcohol  or  methylated  spirit  before  the  citric 
acid  solution  is  added ;  and  in  that  case  the 
volume  of  the  citric  acid  solution  shall  be 
495  c.c.  instead  of  600  c.c.  The  bottle  shall 
be  at  once  fitted  into  a  mechanical  shaking 
apparatus,  and  shall  be  continuously  aeitated 
during  30  minutes.  The  solution  shall  then 
be  filtered  through  a  large  "  folded  "  filter,  the 
whole  of  the  liquid  being  poured  on  the  paper 
at  once.  If  not  clear,  tne  filtrate  shall  be 
again  poured  throush  the  same  paper. 

*  50  c.c.  of  the  filtrate  shall  oe  taken  and 

the  phosphoric  acid  shall  be  determined  by 

the  molybdate  method  prescribed.' 

It  may  be  added  that  100  c.c.  of  the  solution 

(=1  gram  of  sample)  can  be  used  equally  well 

for  the  molybdate  determination. 

The  phosphate  in  the  citric  acid  solution  of 
the  slag  is  frequently  estimated  by  direct  pre- 
cipitation with  magnesium  mixture  after  adding 
a  large  excess  of  ammonium  citrate.  The  results, 
however,  are  inaccurate  (being  too  high)  unless 
the  citric  acid  solution  of  the  slag  is  first  evapo- 
rated to  dr3nie6s  with  hvdrocnloric  acid  to 
eliminate  soluble  silica.  If  this  precaution  be 
taken,  the  results  compare  well  with  those  of  the 
molybdate  process — which,  on  the  whole,  is 
quicker,  ana  therefore  preferable. 

Analysis  of  Potash  Salts. 

Some  commercial  potash  salts  are  of  complex 
constitution,  others  are  approximately  simple 
salts.  The  methods  of  determining  such  con- 
stituents as  calcium,  magnesium,  cnlorine,  &c., 
do  not  differ  from  those  ordinarily  employed  in 
inorganic  analysis,  but  the  essential  determina- 
tion, namely,  that  of  potash,  may  be  described. 
Broadly  speaking,  two  methods  are  in  use, 
namely,  the  perchloric  acid  method  and  the 
platinum  chloride  method.  The  perchloric  acid 
method  was  formerly  but  little  used  in  this 
country,  but  owing  to  the  great  increase  in 
the  cost  of  platinum-chloride  has  now  come 
int.o  wide  use,  and  ranks  with  the  platinum 
chloride  method  as  "  official "  in  England. 

The  following  are  the  details  of  the  method 
for  determining  potash  in  potash  salts  and  in 
fertilizers  officially  prescribed  in  England  in 
1918  for  use  under  the  Fertilisers  and  Feeding 
Stuffs  Act  :— 

*  Dbtbrmination  of  Potash. 

*  (o)  Muriate  of  potash  free  from  sulphates. 

*  A  weighed  portion  of  the  sample  (about 
5  grams  in  the  case  of  concentrated  muriate  of 
potash  or  10  grams  in  the  case  of  low-grade 
muriate)  shall  bo  dissolved  in  water,  the  solu- 
tion shall  be  filtered  if  necessary  and  made  up 
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to  500  c.c.  The  potash  shall  be  determined 
in  60  c.c.  of  the  solution  either  by  the  platinum 
chloride  method,  or  by  the  perchloric  acid 
method,  prescribed  below  in  clauses  (e)  and 
( / )  of  this  paragraph. 

'  (6)  Sous  of  potash  containing  atdphates.  I 
'A  weighed  portion  of  the  sample  (about 
5  grams  in  the  case  of  concentrated  sulphate 
of  potasli  or  10  grams  in  the  case  of  kainit  or 
other  low-grade  salts)  shall  be  boiled  with 
20  c.c.  of  hydrochloric  acid  and  300  c.c.  of 
water  in  a  half-litre  flask.  Barium  chloride 
solution  shall  be  cautiously  added,  drop  by  : 
drop,  to  the  boiling  solution  until  the  sulphuric 
acid  is  completely  precipitated.  Any  slight 
excess  of  barium  shaU  be  removed  by  tine  addi- 
tion*of  the  least  possible  excess  of  dilute  sul-  j 
phuric  acid.  The  liquid  (without  filtration) 
shall  be  cooled  and  made  up  to  600  c.c.  and 
filtered.  60  c.c.  of  the  filtrate  shall  be  taken 
and  evaporated  to  dr3niess,  and  shall  then  be 
moistened  with  concentrated  hydrochloric 
acid,  again  evaporated  to  dryness,  treated 
with  a  little  dilute  hydrochloric  acid  and 
filtered  if  necessary.  The  potash  shall  be 
.determined  in  the  filtrate  either  by  the 
platinum  chloride  method,  or  by  the  perchloric 
•acid  method,  prescribed  below  in  clauses  (e) 
■and  (/)  of  tms  paragraph.  If  the  solution 
•contains  phosphates,  iron,  manganese,  or 
•other  substances  that  would  interfere  with 
the  determination  of  potash,  the  method  pre- 
iscribed  in  clause  (c)  of  this  paragraph  is  to  be 
used  instead  of  the  method  prescribed  in 
•clause  (by 
(In  calculating  the  results,  international 
Qitomic  weights  are  used,  including  Seubert's 
atomic  weieht  for  platinum,  which,  in  the 
.international  table  for  1911,  is  given  as 
J  96-2.) 

*  (c)  Potash  in  flue-dust. 

*  Ten  grams  of  the  sample  shall  be  gently 
ignited  in  order  to  char  organic  matter,  if 
present,  and  shall  then  be  boned  with  300  c.c. 
of  water.  10  c.c.  of  concentrated  hydrochloric 
acid  shall  be  added  slowly  so  as  not  to  check 
the  boiling,  which  is  to  be  continued  for  a 
further  10  minutes  after  the  addition  of  the 
last  portions  of  acid.  The  liquid  shall  bo 
filtered  into  a  half-litre  flask  and  raised  to 
the  boiling-point ;  and  to  the  boiling  liquid 
powdered  barium  hydroxide  is  to  be  added 
until  there  is  slight  excess.  The  liquid  shall 
then  be  cooled,  made  up  to  500  c.c,  and 
filtered.  Of  the  filtrate,  250  c.c.  shall  be 
treated  with  ammonia  solution  and  excess  of 
ammonium  carbonate,  and,  while  boiling, 
with  a  little  powdered  ammonium  oxalate. 
It  shall  then  be  cooled,  made  up  to  500  c.c. 
and  filtered.  Of  the  filtrate,  50  c.c.  or  100 
c.c,  according  to  the  amount  of  potash 
expected,  shall  be  evaporated  in  a  porcelain 
dish  to  dryness.  If  desired,  nitric  acid  may 
be  added  during  the  evaporation  after  free 
ammonia  has  been  driven  off.  The  residue  is 
to  be  he^ited  gently  over  a  low  flame  until 
all  ammonium  salts  are  expelled,  the  tempera- 
ture being  carefully  kept  below  that  of  low 
redness.  The  residue  shall  be  moistened 
with  concentrated  hydrochloric  acid,  evapor- 
ated to  dryness,  treated  with  dilute  hydro- 
chloric acid,  filtered,  and  the  potash  deter- 


mined in  the  filtrate  cither  by  the  platinum 

I  chloride  method  or  by  the  perchloric  acid 
method,  prescribed  below  in  clauses*  (e)  and 

1      ( / )  of  this  paragraph. 

'  *  {d)  Potash  in  gtianos  and  mixed  fertilisers. 

i  *  Ten  grams  of  the  sample  shall  be  gently 

ignited  in  order  to  char  organic  matter,  if 
present,  and  shall  then  be  heated  for  10 
minutes  with  10  c.c.  of  concentrated  hydro- 
chloric acid,  and  finally  boiled  with  300^c.c.  of 
water.  The  liquid  shall  be  filtered  into  a 
half-litre  flask,  raised  to  the  boiling-point,  and 
a  slight  excess  of  powdered  barium  hydrate 
shall  be  added.  The  contents  of  the  flask 
shall  be  cooled,  made  up  to  500  c.c.  and 
filtered.  Of  the  filtrate,  250  c.c  shall  be 
treated  with  ammonia  solution  and  excess  of 
ammonium  carbonate,  and  then,  while 
boiling,  with  a  little  powdered  ammonium 
oxalate,  cooled,  made  up  to  600  c.c,  and 
filtered.  Of  the  fiJtrate,  100  c.c  are  to  be 
evaporated  in  a  porcelain  dish  to  dryness. 
If  desired,  nitric  acid  may  be  added  during 
the  evaporation  after  free  ammonia  has  been 
driven  off.  The  residue  is  to  be  heated 
gently  over  a  low  flame,  till  salts  are  expelled, 
the  temperature  being  carefully  kept  below 
that  of  low  redness.  The  residue  shall  bo 
moistened  'with  concentrated  hydrochloric 
acid,  evaporated  to  dryness,  treated  with 
dilute  hydrochloric  acid,  and  filtered.  The 
potash  shall  be  determined  in  the  filtrate 
either  by  the  platinum  chloride  method,  or 
by  the  perchloric  acid  method,  prescribed 
below  in  clauses  (e)  and  ( / )  of  this  paragraph. 

*  (e)  PltUinum  chloride  method. 
'  To    the    solution    obtained    as    above 

described  in  clauses  (a),  (6),  (c),  or  (d)  of  this 
paragraph  a  few  drops  of  hydrochloric  acid 
shall  be  added,  if  none  is  present,  and  also 
10  c.c  or  20  c.c.  (according  to  whether  the 
portion  weighed  was  5  grams  or  10  grams)  of  a 
solution  of  platinum  chloride  containing  10 
grams  of  platinum  per  100  c.c  Aft^r  evapora- 
tion to  a  syrupy  consistency  on  a  water- oath, 
the  contents  of  the  basin  shall  be  allowed  to 
cool  and  shall  then  be  treated  with  alcohol  of 
sp.gr.  0*864,  being  washed  by  decantation  until 
tne  alcohol  is  colourless.  The  washings  shall 
be  passed  through  a  weighed  or  counter- 
poised filter  paper,  on  which  the  precipitate 
shall  be  finally  collected,  washed  with  alcohol 
as  above,  dried  at  100°,  and  weighed. 

*  The  precipitate  is  to  be  regarded  as 
KjPtn,,  and  is  to  be  calculated  to  its 
equivalent  as  K^O. 

*  ( / )  Perchloric  acid  method. 
*To    the    solution    obtained    as    above 

described  in  clauses  (a),  (&),  (r),  or  {d)  of  this 
paragraph  and  placed  in  a  small  glass  or 
porcelain  basin,  7  cc,  or  12  cc.  (according 
to  whether  the  portion  weighed  was  5  grams 
or  10  grams),  of  a  20  p.c  solution  of  percWoric 
acid  (sp.gr.  1*125)  shall  be  added.  The  basin 
shall  be  placed  on  a  hot  plate  or  sand-bath 
and  the  contents  evaporated  until  white 
fumes  are  copiously  evolved.  The  precipitate 
shall  be  re-dissolved  in  hot  water,  a  few  drops 
of  perchloric  acid  solution  added,  and  the 
whole  concentrated  again  to  the  fuming  stage. 
After  cooling,  the  residue  in  the  basin  shall 
be  thoroughly  stirred  with  20  ce^^  ^alcohol 
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of  speoifio gravity  0*816  to  0*812  (96  to  96  p.o.  i 
of  alcohol  by  volume).   The  precipitate  shall  be 
allowed  to  settle,  and  the  clear  liquid  shall  be 

S)ured  through  a  weighed  or  counterpoised  | 
ter  paper,  or  through  a  sooch  crucible,  drain-  . 
ing  the  precipitate  as  com]9etely  as  possible  from  I 
the  liquid  before  adding  the  wasmng  solution.  | 
The  precipitate  shall  be  washed  by  decantation  | 
with  alcohol  (as  above)  sa,turated  with  potas- 
sinin  perohlorate  at  the  temperature  at  which  | 
it  is  used,  pouring  the  washings  through  the  ' 
paper  or  gooch  crucible  on  which  the  whole  I 
of  the  precipitate  is  finally  collected,  dried  | 
at  lOO^'C,  and  weighed.  i 

*  The  precipitate  is  to  be  r^arded  as' 
KCIO4,  and  is  to  be  calculated  to  its  equivalent  > 
as  K,0.'  I 

Detbsmdtation  of  Nitroosn  in  Fxbtilisxbs.  I 
Nitrogen  was  formerly  determined  by  the  I 
soda-lime  combustion  process  which  was  modified 
by  Ruffle  (Chem.  Soc.  Trans.  1881, 87),  so  as  to  be 
also  applicable  to  mixtures  containing  nitrates 
by  means  of  introducing  into  the  soda  lime  an 
admixture  of  sodium  thiosulphate.  The  soda- 
lime  process  has  now,  however,  been  almost 
universally  superseded  by  Kjeldabl's  moist  sul- 
phuric acid  combustion  process,  modified  and 
improved  by  the  successive  labours  of  many 
investigators.  In  its  present  form  it  is  one  of 
the  most  accurate  and  reliable  processes  at  the 
disposal  of  the  analyst.  It  cannot  be  more 
clearly  or  concisely  described  than  by  quoting 
the  directions  laid  down  for  its  use  in  connection 
with  the  FertiliserB  and  Feeding  Stuffs  Act  in 
the  official  regulations  of  the  Bouxl  of  Agri- 
culture (1908)  :— 

*  The  presence  or  absence  of  nitrates  must 
first  be  ascertained. 

*  Nitrogen  in  abaewx  of  nitrates. 

'  A  weighed  portion  of  the  sample  shall  be 
transferred  to  a  Kjeldahl  digestion  fiask; 
10  grams  of  potassium  sulphate  and  25  c.c.  of  ! 
concentrated  sulphuric  acid  shall  be  added,  ' 
and  the  flask  shall  be  heated  until  a  clear  ' 
liquid,  colourless,  or  of  light  straw  colour,  is  | 
obtained.  The  operation  may  be  accelerated  | 
by  the  addition  of  a  small  crystal  of  copper  • 
sulphate  or  a  globule  of  mereury  to  the  liquid  | 
in  the  digestion  flaak.  I 

*  The  quantity  of  ammonia  shall  be  deter-  1 
mined  by  distillation  into  standard  acid  after  > 
liberation  with  alkali,  and,  where  mereury  has  I 
been  used,  with  the  addition  also  of  sodium  or  , 
potassium  sulphide  solution. 

*  Nitrogen  in  mixed  feriilisere  when  nitrates 
are  present. 

*  A  weiehed  portion  of  the  sample  shall  be 
transferred  to  a  Kjeldahl  digestion  fiask  ;  30 
c.c.  of  concentrated  sulphuric  acid,  containing 
1  gram  of  salicylic  acid,  shall  be  added,  ana 
the  flask  shall  be  shaken  so  as  to  mix  its 
contents  without  delay.  The  shaking  shall 
be  continued  at  intervals  during  10  minutes, 
the  flask  being  kept  cool,  and  then  6  grams  of 
sodium  thiosulphate  and  10  grams  of  potas- 
sium sulphate  shall  be  added.  The  flask  shall 
be  heated  until  the  contents  are  colourless  or 
nearly  so.  (Copper  sulphate  or  mereury  may 
be  used  as  above  deecnbod. 

*  The  quantity  of  ammonia  shall  be  deter- 
mined as  above  prescribed.' 


The  quantity  of  material  operated  upon  will 
vary  according  to  its  nature.  In  the  case  of 
mat'Crials  rich  in  nitrogen,  from  1  gram  to  1*5 
grams  may  be  operated  upon.  On  the  other 
hand,  in  the  case  of  materials  composed  chieflv 
of  inorganic  matter,  and  containing  only  small 
quantities  of  nitrogen — ^like  low  quahty  dissolved 
bone  compounds— as  much  as  5  or  6  grams  may 
be  conveniently  operated  upon.  It  is  usually 
convenient  to  make  two  simultaneous  experi- 
ments on  different  quantities  of  the  material, 
such  as  1  gram  and  1*5  grams,  or  1  '5  erams  and 
2"  grams.  "The  larger  the  quantity  of  material 
that  can  be  satisfactorily  dealt  with,  the  less, 
obviously,  is  the  multiplication  of  experimental 
error.  Duplicate  results,  in  careful  hands, 
should  differ  by  no  more  Uian  a  few  units  in  the 
second  place  of  decimals,  when  expressed  as 
pereentage  of  nitrogen  in  the  material  under 
examination. 

It  is  pointed  out  in  the  regulations  that  all 
the  materifibls  used  in  either  of  the  methods 
described  must  be  examined  as  to  their  freedom 
from  nitrogen,  by  means  of  a  control  experiment 
carried  out  under  similar  conditions  with  the 
same  quantities  of  the  reagents  which  are  em- 
ployed in  the  actual  analysis,  1  ^ram  of  pure 
sugar  being  substituted  for  the  weighed  portion 
of  the  sample.  The  quantity  of  standard  acid 
neutralised  in  the  control  experiment — ^which 
should  be  small  if  the  materials  are  ^ood — ^must 
be  deducted  from  the  total  quantiW  of  acid 
found  to  have  been  neutralised  in  the  distillation 
of  the  sample.  The  observance  of  this  pre- 
caution is  of  vital  importance,  seeing  that  small 
quantities  of  nitrcaen  compounds  are  frequently 
found  even  in  su^huric  acid  sold  as  pure  for 
analysis  ;  while  traces  of  nitrates  or  nitrites  may 
be  present  in  sodium  hydroxide. 

In  the  above  described  modification  of  the 
Kjeldahl  process  for  mixtures  containing 
nitrates — due  originally  to  Jodlbauer — phenol 
mav  be  used,  if  desired,  in  place  of  salicylic  acid, 
ana  1  gram  of  zinc-dust  may  be  used  in  place  of 
the  5  grams  of  sodium  thiosulphate.  Zinc-dust, 
like  the  other  materials,  may  contain  traces  of 
nitrogen,  and  must  be  carefully  examined  by 
being  included  with  the  other  materials  in  a 
*  blank '  experiment. 

In  the  case  of  ammonium  sulphate  or  other 
material  containing  nitrosen  in  the  form  of 
ammonium  salts  only  (other  than  ammonium 
nitrate),  the  nitrogen  may  be  determined  by 
simple  distillation  with  alkali. 

Determination  of  nitrogen  in  sodium  nitrate  or 

in  saltpetre.    This  may  be  carried  out  by  several 

methods.     One  of  the  most  convenient  is  the 

Ulsch  method,  which  in  the  regulations  of  the 

Board  of  Agriculture  is  described  as  follows  : — 

*  One  gram  of  the  sample  shall  be  placed 

in  a  half-litre  Erlenmeyer  nask  with  50  c.c.  of 

water.     10  grams  of  reduced  iron  and  20  c.c. 

of  sulphuric  acid  of  1*35  sp.gr.  shall  be  added. 

The  flask  shall  be  closed  with  a  rubber  stopper 

provided  with  a  thistle  tube,  the  head  of  wnich 

shall  be  half  filled  with  glass  beads.     The 

liquid  Hhall  be  boiled  for  6  minutes,  and  the 

flask  shall  then  be  removed  from  the  flame, 

any  liquid  that  may  have  accumulated  among 

the  beads  being  rinsed  back  with  water  into 

the  flask.    The  solution  shall  be  boiled  for 

3  minutes  more,  and  the  beads  again  wa<thod 
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with  a  little  water.  The  quantity  of  ammonia 
shall  then  be  determined  as  above  prescribed. 
{See  Nitrogen  in  absence  oj  nitrates,) 

'  In  cases  in  which  the  proportion  of 
nitrates  is  small,  a  laiger  quantity  of  the 
sample  shall  be  taken.* 
General  observations  as  to  preparing  samples 
for  analysis.  In  the  case  of  all  samples,  whether 
of  fertilisers  or  of  raw  materials  for  use  in  their 
manufacture,  it  is  obviously  important  to 
obtain  a  thoroughly  representative  portion  for 
analysis.  To  this  end  it  is  usual,  in  the  case  of 
powdered  fertilisers  in  dry  or  moderately  dry 
condition,  to  pass  the  sample  through  a  sieve, 
the  perforations  of  which  are  about  I  mm.  in 
diameter,  pulverising  the  portions  at  first  re- 
tained on  the  sieve — either  in  a  mortar  or,  better, 
in  a  suitable  mill — ^until  they  pass  through. 
Adventitious  materials  which  cannot  be  con- 
veniently crushed,  such  as  fragments  of  metal 
sometimes  found  in  basic  slag,  must  be  removed 
and  weighed,  and  subsequently  allowed  for  in 
calculating  the  results  of  the  analysis.  Some 
materials,  like  shoddy,  wool  waste,  or  hair, 
cannot  be  powdered,  but  as  a  rule  they  can  be 
passed  through  a  shredding  machine  ;  or,  if  this 
IS  not  po88iWe,'they  must  be  finely  cut  up  by 
hand.  Some  moist  fertilisers  do  not  admit  of 
being  passed  through  a  sieve,  and  in  dealing  with 
these  the  analyst  must  use  his  discretion  as  to 
the  beet  mode  of  obtaining  an  average  sample. 
Crystalline  or  saline  materials,  like  ammonium 
sulphate,  potassium  chloride,  kainit,  or  sodium 
nitrate,  are  best  prepared  by  mixing  and 
rapidly  grinding  in  a  stoneware  mort-ar,  the 
portion  reserved  for  analysis  being  especially 
finely  ground.  In  the  case  of  many  moist 
materieJs,  especially  fibrous  materials  like  shoddy 
wool  waste,  or  rough  fish  guano,  moisture  is 
inevitably  lost  during  the  preparation  of  the 
sample.  It  is  therefore  necessary  to  separately 
determine  the  moisture  in  a  large  average  portion 
of  the  original  material  before  proceeding  to 
pulverise  the  remainder.  The  moisture  must 
also  be  determined  in  the  fine  material  as  pre- 
pared for  analysis,  and  the  results  of  the  analysis 
recalculated  so  as  to  represent  the  percentages 
present  in  the  sample  in  its  original  moist  con- 
ditiom  In  the  case  of  raw  mineral  phosphates,  ' 
it  is  usual  to  determine  the  moisture  in  a  rough  , 
sample  separately  taken  for  this  purpose,  and 
to  conduct  the  rest  of  the  analysis  on  a  sepa- 
rately prepared  fine  portion,  after  drying  the 
latter  at  100° — the  results  being  returned  on  the 
dry  basis,  with  a  simple  statement  at  the  foot 
of  the  analysis  of  the  percentage  of  moisture  in 
the  rough  sample.  But  in  the  case  of  almost 
all  other  materials,  the  results  of  the  analvsis 
are  returned  as  percentages  of  the  material  in 
its  original  moist  condition.  B.  D. 

FERULIC  ACID.    m.  Mcthoxy  -  p  -  hydroxy - 
>CH:CHCOaH(l) 
cinnamicacidC^K^^  OCHj  (3).     Occurs 

^OH  (4) 

in  asafoetida  resin  (Hlasiwetz  and  Barth, 
Annalen,  138,  64) ;  in  opopanax  (Tschirch  and 
Knilt,  Arch.  Pharm.  1899,  256),  and  in  the  resin 
of  the  black  fir  (Bamberger,  Monatsh.  12,  441). 
The  alcoholic  extract  of  asafoBtida  resin  is  pre- 
cipitated with  lead  acetate,  and  the  precipitate, 
consisting  of  lead  ferulate,  Ls  decomposed  with 
sulphuric    acid.     It   has    been    prepared    arti- 


ficially by  means  of  Perkin's  reaction  by  hea1>- 
ing  together  vanillin,  acetic  anhydride,  uid  dry 
sodium  acetate,  and  decomposing  the  acetyi- 
feruhc  acid  thus  formed  with  potash  (Tiemann 
and  Nagai,  Ber.  1878,  647) ;  also  by  treating  the 
methyl  ether  of  /)-amino-m-coumaric  acid  with 
I  sodium  nitrite  and  decomposing  the  diazo- 
compound  thus  produced  with  water  (Ulrich, 
.7.  1885,  2093  ;  c/.  D.  R.  P.  32914  ;  Frdl.  i.  588). 
Rhombic  needles,  melting  at  168°-169°,  almost 
insoluble  in  cold  water,  readily  soluble  in  alcohol, 
less  soluble  in  ether  (Tiemann  and  Nagai,  Ber. 
1876,  416).  The  solution  gives  with  lead  acetate 
a  yellow  flocculent  precipitate,  with  ferric 
chloride  a  yellowish-brown  precipitate,  reduces 
silver  nitrate  and  Barreswil's  (Feming^s)  solution 
on  warming.  Fusion  with  caustic  potash  converts 
it  into  acetic  and  protocatechuic  acids.  Sodium 
amalgam  reduces  it  to  hydroferulic  acidCioHj^Of. 

FETTBOL  V,  Bole. 

FIBRIN  V.  Blood  and  Pboteins. 

FIBRINOGEN  v.  Blood  and  Proteins. 

FIBROLYSIN.  Trade  name  for  a  combina- 
tion of  thioeinamine  and  sodium  salicylate. 

FICHTELITE.  a  hydrocarbon  C„H,s, 
found  as  white  or  yellowish  platy  crystals  and 
crystalline  crusts  in  the  crevices  of  li^nified  pine 
wood  in  peat-bogs.  The  monoclimc  crystals, 
both  natural  crystals  and  those  obtained  bv  re- 
crystallising  the  material  from  alcohol  or 
benzene,  are  interesting  on  account  of  their 
hemimorphio  development,  there  being,  as  in 
crystals  of  cane-sugar  and  tartaric  acid,  no 
plane  of  symmetry.  Sp.gr.  1*01  ;  m.p.  46° ; 
b.p.   355*2° ;    specific   rotation  in  solution   in 

chloroform    [a]?^'=H-18'08°.     Analysis    gives: 

C  86*79,  H  13-02  p.c. ;  the  vapour  density  is 
8*6 ;  and  the  molecular  weight,  determined  by 
the  cryoecopic  method  in  benzene,  254-2.  It 
has  a  high  degree  of  stability,  and  can  bo  dis- 
tilled over  red-hot  lead  oxide  without  decom- 
position ;  derivatives  are  consequently  difficult 
to  obtain.  Oxidation  with  chromic  acid  in  an 
acetic  acid  solution  yields  two  acids,  the  silver 
salts  of  which  are  CigHsoOeAgs  and  CsH^O^Ag. 
On  distillation  under  270  mm.  pressure  the  bulk 
goes  over  at  290°-296°  as  a  nearly  colourless, 
viscous  liquid  with  a  splendid  blue-violet 
fluorescence ;  this  is  dehyorofichtelite  Cj.Hjq. 
Localities  where  fichtelite  has  been  found  are 
Redwitz  and  several  other  places  in  the  Fichtel 
Mountains  in  northern  Bavaria,  Kolbermoor 
near  Rosenheim  in  southern  Bavaria,  Borkovic 
and  other  places  in  Bohemia,  Handforth  in 
Cheshire,  Shielding  in  Ross-shire,  &c.  For  a 
review  of  the  literature,  «cc  A.  Schmidt,  Centralbl. 
Min.  1901,  619;  F.  PlzAk  and  V.  Rosicky, 
Zeitsch.  Kryst.  Min.  1908,  xliv.  332 ;  A.  Rofiati, 
ibid.  1912, 1.  126.  L.  J.  S. 

FICOCERYLIC  ACID  Ci^H^COOH,  m.p. 
57°,  is  obtained  from  the  wax  of  the  wild  fig-tree. 

FIG.  Ficus  carica  (Linn.).  Many  varieties 
are  known,  varying  greatly  in  size  of  fruit — ^from 
6  or  7  grams  to  80  grams  each — the  aver- 
age weight  of  the  fresh  ripe  fruit  being  about 
35  grams. 

According  to  Colbv  (Reports  of  the  Agric. 
Exp.  Stat.  California,  1892-1894),  the  average  of 
41  analyses  of  different  varieties  is —      ^ 

Water  Sugar    .  JPnitfiinjO®bC 

78*9  15-6  1*4  ^6 
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The  juice,  amounting  on  the  average  to  about 
76  p.c.  of  the  whole,  contained  20*7  p.c.  of 
sugar  and  0*12  p.c.  of  free  acid  e^ressed  as 
su^hur  trioxide. 

Balland  (Rev.  intern,  falsif.  1900,  13,  92) 
found  more  water,  less  nitrogenous  matter,  and 
in  addition  about  0*28  p.c.  fat,  and  1*5  p.c. 
crude  fibre. 

Colby  found  the  ash  to  have  the  following 
composition  (mean  of  3  analyses) : — 

K,0  Na,0  MgO  CaO  Mn^O^  F^,0,  P.Oj  SO,  SIO,  CI 
65*8  2-4    6*6  11*2    0*2      2*2    12*8  3*9  4*3  2*0 

figs  are  eaten  in  the  fresh,  ripe  state  in 
districts  where  they  are  grown,  but,  for  export, 
they  are  largely  dried.  The  following  is  the 
average  composition  of  dried  figs  (Konig) : — 

Free  acid  (oB    Other  carbo- 
Water  Protein  Sugar  Malic  acid)  Fat  hydrates  Fibro  Ash 
28*8     3*6    61*4      0*7        1*3      6*3      6*2  2*7 

The  seeds  of  dried  figs,  according  to  Balland 
{I.e.),  contain — 

Water    Protein      Fat  Carbohydrates   Fibre        Ash 
7-7        12*0       24*6        23*4  29*8         2*5 

Hotter  (Zeitsch.  Nahrung8m.-Unters.  Hy- 
giene u.  Waarenk.  1895,  9,  1)  found,  in  dried 
figs  from  Smyrna,  0*0015  p.c.  of  boric  acid. 
Wittmann  (Zeitech.  landw.  Versuchs  Oesterreich, 
1901,  4,  131)  found  0*83  p.c.  pentosans  in  fresh, 
3*8  p.c.  in  dried  figs. 

According  to  analyses  by  Paladino  (Bio- 
chem.  Zeitsch.  1910,  24,  263),  the  following 
represents  the  composition  of  green  and  dried 
figs:— 


^     I   S    S     S  ;g 

Green  figp,  pulp     800  0*7  0*3  16*2  1*3  0*8  0*7 

„    skin      86*0  (?)  0*1     5*4  5*8  2*7  (?) 

Dried  figs  .         .   67*0  41  2*2  26*0  8*0  0*2  2*5 

It  thus  appears  that  the  proportion  of  water 
in  dried  figs  varies  greatly. 

When  figs  are  moistened  with  warm  water 
containing  tartaric  acid,  they  si)eedily  ferment 
and  yield  a  wine.  This  is  Istfgely  made  in 
Algeria,  and  is  used  for  adulterating  grape  wine. 
When  fig  wine  is  evaporated  to  a  syrup  and 
allowed  to  cool,  it  solicufiee,  after  24  hours,  to  a 
crystalline  mass  consisting  chiefly  of  mannitol, 
but  containing  glycerol  and  smafi  quantities  of 
sugar  and  orsamc  acids.  Mannitol  is  present  in 
fie  wine  to  the  extent  of  6  or  8  grams  per  litre, 
whilst  in  grape  wine  its  amount  does  not  exceed 
a  few  decifframs  per  litre.  This  fact  may  be  used 
to  detect  fig  wine  as  an  adulterant  of  grape  wine 
(Cables,  Gompt.  rend.  1891,  122,  811). 

The  stems  and  branches  of  plants  of  the 
genus  Ficus  yield  a  viscid,  milky  juice  containing 
caoutehouc  or  resinous  substances  resembling 
caoutehouo.  F,  elastica  (Roxb.)  is  the  species 
from  which  the  laigest  proportion  oi  this 
substance  is  obtainable.  H.  I. 

FIG  WAX  V.  Waxes. 

FILBERT.  The  seed  of  Corylus  AveUana 
(Linn.).  The  kernels  have  the  following  average 
composition  (Konig) : — 

Soluble 
Water    Protein    Fat  Carbohydrates  Crude  fibre  Ash 
71         17-4    62*6  7*2  3*2        2*6 
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These  were  evidently  in  the  dried  condition  ; 
as  usually  eaten  for  dessert  filberts  contain 
much  more  water.  The  essentiid  oil  of  the 
leaves  was  examined  by  Haensel  (Chem.  Zentr. 
1909,  i.  1476),  who  found  it  present  to  the  extent 
of  0*04  p.c.  It  is  light  brown  in  colour,  solidifies 
at  about  30°,  contain  18  p.c.  of  palmitic  acid, 
and  a  paraffin  hydrocarbon  melting  at  49°. 
It  had  an  acid  value  60*4,  ester  value  24*6,  and 
its  sp.gr.  (in  the  super-cooled  liquid  condition) 
was  0*8844  at  26°.  H.  L 

FILICIC  ACID  V,  Fiux  has. 

FILITANNIC  ACID  v,  Fqjx  mas  and 
Tannins. 

FIUX  MAS  (B.P.),  Aspidium  (U.S.P.>. 
Male  fern ;  Rhizoma  filicxs,  (Bacine  de  foughre 
mdle.  Ft.  ;  Famwurzel,  Ger.)  The  rhizome  of 
male  fern,  Aspidium  filix  mas  (Swartz),  has  been 
a  favourite  anthelmintic  medicine  since  the 
times  of  Theophrastus,  IMoscorides,  Pliny,  and 
Galen.  (For  botanical  characters,  #.  Woodville 
(Med.  Bot.  271),  Moore  and  Lindley  (Ferns*  of 
Great  Britain,  14-17),  and  Bentl.  A.  Trim. 
300.) 

The  early  chemical  investigations  of  the 
rhizome  (see  Pereira,  Mat.  Med.  3rd  ed.  2,  969, 
and  PouJjBson,  Arch.  exp.  Path.  Pharm.,  1891, 
29,  1)  show  that,  besides  the  constituento 
common  to  plants,  it  contains  a  peeuliar  ffreen 
fixed  oil,  tannin,  and  a  crystalline  compound, 
first  analysed  by  Luck  (J.  1861,  668)  and  named 
by  him  filicic  acid.  These  constituents  are  all 
found  in  the  ethereal  extract  or  *  oil  of  male 
fern,*  in  which  form  alone  the  drug  is  made  use 
of  in  medicine. 

The  green  fixed  oil  is  composed,  according  to 
Katz  (Arch.  Pharm.  236,  656)  of  the  glvcendes 
of  oleic,  palmitic,  and  cerotio  acids,  the  chief 
constituent  beins  triolein.  The  tannin,  filitannic 
or  filicitannic  acid,  is,  according  to  Mami  (Anna- 
len,  143,  276),  a  glucoside;  Wollenweber 
(Arch.  Pharm.  1906,  244,  466)  gives  it  the 
formula  C4iH440„N,2HjO  (?).  Its  aqueous 
solution  froths. 

Filicic  acid  OsaH^jOi,  or  O^^^fi^^  is  an 
amorphous  colourless  powder,  melting  at  about 
125°,  and  physiologically  active.  In  boiling 
ethereal  solution  it  is  converted  to  its  lactone 
filicin  0,(H4^0i,  (Poulsson,  Lc),  or  G,.H3,0it 
(Boehm).  This  uihydride  is  inert  and  forms 
small  yellow,  rhombic  leafiets,  m.p.  184*5°.  It 
is  insoluble  in  water,  hardly  soluble  in  cold 
alcohol,  readily  in  hot.  Bv  careful  treatment 
with  alkfiJi  it  can  be  retransformed  to  the  active 
acid  (Poulsson).  An  insight  into  the  constitu- 
tion of  filicic  acid  has  been  obtained  by  Boehm, 
who  has  isolated  a  number  of  other  crystalline 
substences  from  fern  extracts,  and  has  made  by 
far  the  most  important  oontributions  to  our 
knowledge  of  the  subject  (Arch.  exp.  Path. 
Pharm.  1897,  38,  35 ;  Annalen,  1898,  301,  171  ; 
1899,  307,  249;  1901,  318,  230,  245,  263; 
1903,  329,  269,  310,  338).  All  the  substances 
isolated  by  Boehm  appear  to  be  either  methyl- 
ated phloroglucinylpropyl  ketones,  or  to  con- 
sist of  two  or  three  such  ketone  nuclei 
joined  together  by  one  or  two  methylene 
groups. 

Aspidinol  CijHi^O*,  bright  yellow  crystals, 
m.p.  156°- 161°,  is  the  simplest  of  these  sub- 
stances.    On  boiling  with  zinc-dust  and  sodium 
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hvdrozido  it  is  decomposed  to  methylphloro- 
gliicinolinonomethyl  ether  and  n-butyric  acid. 
It  probaUy  has  the  constitution — 

KCMe-0(OMek 
>)CO-CHaCH,-CH, 
CH=C(OHK 
Fmdn  (filicio  acid),  on  the  other  hand,  is  the 
most  oomplez,  and  consists  of  three  such  ketone 
naddy  joined  by  two  other  carbon  atoms.    On 
boiling  for  a  short  time  with  zinc-dust  and 
sodium    hydroxide   it   yields,    amongst   other 
products,    iilicinic  acid  butanone,*  m.p.  95*^-97^, 
which  is  isomeric  with  aspidinol,  and  has  the 
constitution — 

<Me,-C(OH)^ 
>JCOCH,CH,CH, 
H=C(OH)/  I 

or  one  tautomeric  with  it.  i 

By  more  prolonged  boiling  it  breaks  up  into 
n-butyric  dSbid  and  gfem-dimethylphlon^lucinol 
(filicinic  add).  The  latter  substance  gives,  on 
oxidation,  dimethylmalonic  acid. 

The  other  substances  isolated  by  Boehm  are 
composed  of  two  ketone  nuclei  joined  by  one 
methylene  sroup. 

Albiujnain  G^K^fi^,  needles,  m.p.  148^, 
consists  of  two  filicinic  acid  butanone  residues, 
and  can  be  synthesised  from  this  ketone  by 
means  of  formaldehyde,  whence  the  constitution  : 

CMe,  CMe. 

OCj/^COH   H0C/\C0 

I        II  HI 


Hausmann  and  Boehm,  Annalen,  1903, 329, 321 ). 
Aspidin  hi^s  most  probably  the  constitution — 

CMe,  CCO-Pr* 

OC/^COH  H0C/\X)H 


I 


I.-c!n 


V 

COH 


CfOH 


Phloraspin  CasHj.O^,  colourless  needles, 
m.p.  21 1^  is  similarly  built  up  of  methylphloro- 
glucinol-n-butanone,  and  the  methyl  ether  of 
phloroglucinol-n-butanone,  two  isomeric  ketones 
G11H11O4,  lower  homologues  of  those  already 
lefen^  to. 

Flavaspidic  acid  CttHsgOg  exists  in  two 
modifications,  molting  at  92"^  and  ISB"",  and 
appears  to  have  on  one  side  a  four-membered 
nng— 

CMe  CCOCjH, 

oc/i\:50H  hoc/Vjoh 

|CH,||  II         I 

C,H,<X)-G^     C— CH,— C       CCH, 

CO  COH 

By  boiling  hydriodic  add  it  is  reduced  to  a 
xanthene  derivative — 

CO  CMejG— O— CC(COPi*)'COH 


A: 


II 


Pr^OC :  C(OH)C  CH.C  QOH)— CMe 

With  the  exception  of  filicic  acid,  all  the 
above  substances  occur  also  in  the  rUzome  of 
A&pidium  spintUo8um  (Swarts),  in  which  the 
filidc  acid  is  replaced  by  (ispidin  CfJ^ztO^, 
m.p.  124*6®  (sapoiystichin,  Poulsson,  Arch.  exp. 
Path.  Pbarm.  1898,  41,  246).  As  the  latter  fern 
is  often  confused  with  A,  fiUx  mas,  the  com- 
mercial extracts  of  male  fern  may  oontoln 
aspidin  as  well.  The  substance  may  be  recog- 
nised in  the  crude  extract  by  crystallisation 
(Hausmann,    Arch.    Phann.    1899,    237,    544  j 


Pr«COC^^.C— CH,  -Cv^  xX)Me 

COH  CiOMe 

being  built  up  of  aspidinol  and  filicinic  acid 
butanone.  On  reduction  with  hydriodic  acid 
the  same  xanthene  derivative  is  formed  as  is 
obtained  from  flavaspidic  acid. 

Most  of  the  above  substances  are  physio- 
logically active  on  tape  worms  and  other  lower 
^mimftlR  (Boehm ;  Straub,  Arch.  exp.  Path. 
Pharm.  1902,  48,  1) ;  the  simplest  one  having 
any  drap:ee  of  activity  is  filicinic  acid  butanone ; 
lower  degradation  products  are  inactive.  It  is 
difficult  to  attribute  the  anthelmintic  action  to 
any  one  substance  in  particular,  but,  according 
to  Kraft  (Arch.  Pharm.  1904,  242,  489),  this 
action  is  primarily  due  to  yet  another  substance, 
filmarone^  more  comfdez  than  anv  isolated  by 
Boehm.  Kraft  states  that  good  extracts  of 
male  fern  contain  3*5  p.c.  filicic  acid,  2 '5  p.c. 
flavaspidic  add,  0-06  p.c.  albaspidin,  0*1  p.c. 
aspidinol,  0*1  p.c.  flavaspidin  (probably  identical 
with  phloraspm  of  Boehm),  and  5  p.o.  filmarone. 
The  last  substance,  C^^HmOi,,  is  an  amoiiphous 
brownish-yellow  acid,  mdting  at  about  60  ,  and 
consisting  dl  four  <^fferent  phloroglucinyl  ke- 
tones. Boiling  with  zinc-dust  and  sodium 
hydroxide  decomposes  it  into  filicic  acid, 
aspidinol,  and  various  other  substances.  Whether 
filmarone  is  a  chemical  individual  is  not  clear, 
but  it  seems  to  have  met  with  a  certain  measure 
of  clinical  success. 

For  cases  of  poisoning  by  fern  extracts,  see 
Poulsson  (Arch.  exp.  Path.  Pharm.  1891,  29,  1) ; 
for  detection  of  filidc  acid  in  such  cases,  see 
Bocchi  (Chem.  Zentr.  1896.  u.  1137).      G.  B. 

FILMARONE  v.  Filix  mas. 

FILROLTSIN.  A  mixed  solution  of  allyl- 
thiourea  (thiosinamine)  and  sodium  salicylate. 
Used  in  the  treatment  of  lupus  and  in  softening 
scar-tissue. 

FILTER-PAPER.  The  high-grade  filter- 
paper  used  by  the  chemist  for  analytical  work 
IS  usually  made  from  cellulose  obtained  from 
flax  or  cotton,  mostly  in  the  form  of  waste 
material  as  yam  fabric  or  rags.  Cotton  cellu- 
lose is  preferred  owing  to  its  low  hydrating 
power,  as  compared  with  linen  cellulose,  under 
the  action  of  *  beating,'  resulting  in  what  is 
termed  a  *  free '  pulp,  imparting  *  bulk '  or  soft- 
ness to  the  paper  on  which  its  efficiency  as  a 
filtering  medium  largely  depends. 

The  filter-paper  used  in  analysis,  or  for 
chemical  work  in  general,  should  be  as  free  as 
possible  from  inorganic  matter.  Lime  and 
otiier  inorganic  impurities  may  be  introduced 
into  the  pulp  by  the  water  used,  or  by  the 
chemical  operations  in  the  paper-mill,  such  as 
bleaching.  Iron  and  copper  may  be  present 
from  want  of  care  in  sorting  the  matenal  em- 
ployed. Silica  and  alumina  maybe  owing  to 
the  presence  of  kaolin  in  the  rags.  The  oiganic 
impurities  consist  mainly  of  starch,  oil,  and 
resmous  matter — ^the  last  duo  to  the  natural 
presence  of  resin  in  the  cotton  fibre.  The 
starch  arises  principally  from  the  dressing  in  the 
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rag  matwiai,  and  is  lai]nly  removwl  by  the, 
tnftimeoi  with  boUing  lukui  and  subseqaent 
waahing  to  which  tha  rags  are  aubjeoted.  The  ' 
amall  amoant  kit  in  the  pulp  haa  the  efifoot  of ; 
'  aisiiig,*  and  thereby  impain  the  abeorbing  i 
power  and  filtering  speed  of  the  paper.  The  , 
amount  of  oil  kft  in  good  filter-paper  is  usually  . 
not  greater  than  <h07  or  0*08  p.c.  (Bevan  and 
Baoon,  Analyst,  1916,  150).  I 

Acooidii^  to  McBride  and  Schenter  (J. 
Amer.  CbeoL  Soc.  1917,  39,  928),  filter-paper 
frequently  oontains  reducing  substances  which 
are  extracted  by  the  solutions  passed  throush 
the  pi^per,  and  which  cause  the  filtrate  to  &- 
colorise  dflnte  permanganate  solution,  such  ab 

50  ^'  lOO*  ^"P^^^'^^y  vl^^D^  ^®  titration  is  made 
oa  the  heated  liquid,  whereby  a  reLbtiTely  con- 
siderable eoor  may  be  caused.  TThe  experi- 
ments indicated  thAt  the  main  bulk  of  the 
reducing  matter  is  extracted  by  the  first  portion 
of  the  reagent  passed  through,  and  that  if  the 
filter  be  washed  with  25  co.  of  the  reagent  before  | 
use,  filtnkticm  and  titration  may  be  carried  out, 
even  on  the  heated  liquid,  without  sensible  enor. 

FILTER  PUMPS.  The  filter  pump  is  gene-^ 
rally  some  form  of  dynamic  air  pump.  Sprengel* 
in  1865  (CaienL  Soc.  Trans.  18,  9),  showed  how 
a  'veiy  perfect  Tacuum  could  be  obtained  by  the 
fail  oi  meroury  or  other  liquids,  and  Bunsen, 
in  1868  (Annalen,  148,  277),  showed  how  the 
difference  of  pressure  so  obtained  could  be 
utilised  in  greatly  improying  the  ordinaiy 
process  of  fiUiation. 

This  application  has  given  a  name  to  all 
these  instruments,  though  they  are  applicable  to 
neariy  all  the  purposes  for  which  any  ordinary 
air  pump  or  aspirator  might  be  used.  Many  of 
them,  with  a  continuous  supply  of  falling  liquid 
or  of  steam  or  other  gas,  under  pressure,  are 
almost  automatic  in  their  working,  and  far  more 
oonyenient  than  any  piston  air  pump. 

The  pumps  used  m  laboratories  are  of  three 
kinds: 

1.  Barometer  or  weu;ht  pumpe. 

2.  Momentum  or  pubation  pumpe. 

3.  Injection  or  pressure  pumps. 

1.  Barometer  pumps.  Of  tnese  there  are 
two  varieties,  the  statical  or  Geissler  pump,  and 
the  dynamic  or  Sprengel  pump. 

The  Geissler  pump  was  invented  about  1855 
by  Geissler,  ana  in  it  air  is  exhausted  by  the 
alternate  emptying  and  filling  with  mercury  of 
a  vessel  forming  the  upper  put  of  a  barometric 
column.  It  is  simply  an  application  of  the 
Torricellian  vacuum.  Geissler  used  this  pump 
in  the  production  of  his  vacuum  tubes,  ana  since 
his  time  it  has  been  modified  and  improved  by 
many  inventora :  Topler  (Dingl.  poly.  J.  1862, 
423),  also  Poggendoif,  Mitsdberlich,  Pfliiger, 
Joule,  and  others. 

The  Sprengel  pump,  in  its  simplest  form,  is 
a  plain  tnoe  of  small  but  uniform  bore,  and  of  a 
length  rather  greater  than  that  of  the  barometric 
column  of  the  liquid  used  in  it.  It  is  furnished 
with  a  side  tube  near  its  upper  extremity.  The 
continuous  falling  of  the  hquid,  generaUy  mer- 
cuiy  or  water,  produces  the  exhaustive  effect, 
which  is  slow  at  first,  but  can  be  made  to  give 
a  more  perfect  vacuum  than  is  possible  by  any 
other  means.  The  improvements  of  the  Sprengel 
pump  have  been  chiefly  towards  quickening  its 


action,  and  have  been  described  by  McLeod, 
Swan  and  Steam,  Gimingham,  Weinhold,  and 
othera.  Grookes*  experiments  on  the  radio- 
meter and  radiant  matter  were  rendered  possible 
by  the  use  of  the  Sprengel  pump,  ana  in  the 
manufacture  of  incandescent  electric -lighting 
lamps  these  barometric  pumps  have  had  a 
considerable  industrial  appucation.  The  Spren- 
gel pump,  worked  by  water,  was  that  used  by 
0unsen  m  his  improved  mode  of  filtration,  and 
this  application— the  most  important  to  the 
chemist — save  rise  to  the  many  inventious 
described  oelow  in  this  article. 

2.  The  momentum  or  pulsation  pump.  This 
was  described  by  Jacn,  in  1872  (Pogg.  Ann.  148, 
317).'  It  oonsjets  of  a  plain  tube  of  moderate 
lensth,  with  side  tube  near  the  upper  end.  In 
action,  the  sdft  indiarubber  tube  connecting  the 
apparatus  with  the  water  supply  (of  a  very 
moderate  fall  or  pressure)  ia  ingeniously  made  to 
act  as  a  valve  by  which  the  water  is  alternately 
admitted  and  shut  off.  We  have  thus  an  action 
similar  to  that  of  the  hydraulic  ram,  in  which 
the  momentum  of  a  column  of  liquid  comes  into 
play.  In  the  ram,  water  is  raised  in  front  by 
the  momentum ;  in  this  pump,  air  is  pulled  in 
behind.  Modifications  of  the  Jagn  pump  have 
been  described  by  Thorpe  (Phil.  M«r.  1872,  249), 
also  by  Foots,  Linnemann,  and  O.  Witt.  As 
these  pumps  are  intermittent  in  their  action, 
they  work  more  slowly  than  othera  which  are 
continuous,  and  have  bleen  supeneded  by  them. 

3.  Injector  or  pressure  pumps.  These  con- 
sist of  tubes  of  various  foims,  but  generally 
furnished  with  a  jet  or  narrow  neck  in  front  of 
a  wider  nedc  or  expanding  mouthpiece.  Any 
liquid  or  gas  under  pressure,  such  as  water  or 
steam,  may  be  used  to  work  them,  and  in  any 
position. 

They  are  similar  in  principle  and  con- 
struction to  the  water  pump  (Fig.  1)  described 


Fio.  1 

by  James  Thomson  (B.  A.  1852-^)  or  the 
Giffard  steam  injector,  patented  in  1858.  The 
principle  of  the  injector  was,  however,  partially 
known  long  before.  Hawksbee,  in  1719,  found 
that  on  blowing  through  a  tube  into  a  small  box, 
the  air  escaping  by  another  tube  opposite  the 
fint,  the  pressure  m  the  box  became  less  than 
that  of  the  atmosphere ;  and  D.  Bemouilli,  in 
1738,  found  that  water  from  a  higher  source 
flowinfl  towards  the  wide  end  of  a  conical  tube 
could  lift  water  from  a  lower  level  through  a 
side  tube  attached  near  the  narrow  part  of 
the  conical  tube.  Between  1830  and  1850,  the 
steam-jet  aspirator  was  used  by  CarBon,  G. 
Stephenson,  and  othen.  Clement  and 
Besormes,  in  1855  (Ann.  Chim.  Phys.  36,  69), 
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showed  that  a  light  plate  brought  near  a  small 
orifice  in  the  side  of  a  reservoir  of  compressed  air 
was  attracted,  and  remained  rapidly  oscillating 
near  the  opening.  This  effect  can  be  shown 
by  blowing  between  the  fingers  against  a  piece 
of  paper,  or  by  blowing  between  two  cards,  as 
described  in  Weinhold's  Physics,  312.  All 
these  experiments  are  examples  of  the  passage 
of  a  fluid  through  an  expanding  mouthpiece, 
causing  a  diminished  pressure  as  compared  with 
that  in  front,  which  m  each  case  is  Uiat  of  the 
atmosphere. 

The  first  injector  air  pump  for  laboratory  use 
was  that  of  Christiansen,  described 
in  1872  (Pogg.  Ann.  196,  155).  In 
Fis.  2,  A  is  a  piece  of  thick- walled 
indiarubber  tubing,  perforated  at 
B  by  a  hot  wire,  and  constricted 
at  o  by  a  ring  drawn  over  the 
tube.  On  inserting  at  b  a  short 
piece  of  bent  glass  tubing  drawn 
out  to  a  jet,  and  connecting  the 
top  end  of  a  with  the  water 
supply  under  moderate  pressure, 
air  is  drawn  in  through  the 
bent  tube,  and  a  considerable  vacuum  ob- 
tained. 

Other  early  forms  of  injectors  were  described 
by  Lovett  (Chem.  News,  May,  1874,  209)  and 
Casamajor  {ibid,  June  27,  1875,  33) ;  and  seon 
after  these  dates  numerous  forms  were  invented 
for  the  use  of  chemists,  dentists,  &c. 

The  experiments  of  W.  Froude  (B.  A.  1875), 

thouffh  made  for  a  different  purpose,  afford  an 

exceUent  explanation  of  the  action  of  injectors. 

Froude  snowed  that  water  under  any  head  h 

(Fig.  3),  passing  through  a  contracted  pipe,  does 


Fig.  3. 

not  exert  an  excess  of  pressure  on  the  convergiM 
surface,  which  it  meets,  as  is  frequently  stated, 
but  that  the  pressure  is  least  at  the  contracted 
part,  as  shown  by  the  levels  in  the  gauge  glasses 
a,  6,  r,  d,  «.  If  the  pipe  be  much  contracted,  the 
pressure  can  be  still  more  reduced,  so  that  if  two 
cisterns,  a  and  b  (Fig.  4),  be  connected  by  such  a 
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no  movement,  while  at  o  there  is  no  pressure, 
but  very  rapid  movement.  The  pressure  and 
vdocity  of  movement  are  therefore  convertible 
and  complementary,  and  the  differences  of 
pressure  at  any  two  points  vary  as  the  differences 
of  the  squares  of  the  velocities  at  those  points. 
In  any  given  case  the  pressure  observed,  plus 
that  which  has  been  lost  in  producing  velocity, 
is  constant  and  equal  to  the  total  head  of  water  h 
(Fiffs.  3, 4, 5).  If  we  modify  Froude*s  experiment 
and  out  off  the  pipe  at  b  (Figs.  4,  5),  the  pressure 
at  B  is  simply  tiie  general  pressure  of  the  atmo- 
sphere, ana  all  the  pressure  due  to  the  head  of 
water  in  a  has  been  changed  into  velocity,  but 
the  velocity  at  o  must  oe  greater  than  the 
velocity  at  b  by  as  many  times  as  the  sectional 
area  of  the  pipe  at  o  is  contained  in  its  area  at  B. 
The  velocity  at  o  being  so 
much  greater  than  at  B, 
the  pressure  must  be  less, 
and  therefore  less  than  that 
of  the  atmosphere.  The  tube 
o  (Fig.  5)  may  be  regarded 
as  a  gauge  to  show  the 
minus  pressure,  and  if  this 
gauge  be  supplied  with  mer- 
cury, the  mtter  may  rise 
to  near  the  height  of  the 
barometer.  In  place  of 
water  or  liquid  under  pres- 
sure, air,  steam,  or  any 
ffas  under  pressure  may 
be  used,  and  injector  air  pumps  worked  by 
steam  have  been  proposed  by  Lovett,  Kochinke, 
Teclu,  and  others. 

Injector  air  pumps,  worked  by  water,  may 
be  classified  i 

(a)  As  in  Figs.  6,  7,  where  the  water  enters  by 
a  jet  placed  over  a  constricted  tube  or  neck,  the 
air  b^ng  drawn  in  on  all  sides  round  the  jet  of 
water.  The  ratio  of  the  areas  of  the  jet  and 
neck  in  this  form  is  generally  1  : 2,  or  their  re- 
spective diameters  1 :  1'4. 


Waier 


Fio.  4. 

contracted  pipe,  a  portion  of  the  pipe  at  c  may 
be  removed  without  the  flow  of  the  liquid  being 
interfered  with  ;   the  water  rising  in  the  cistern 


Fio.  6. 


Fig.  8.    Fio.  9. 


(6)  As  in  Fig.  S,  where  the  jet  and  neck  are 
continuous  and  the  air  enters  on  one  side  only. 

(c)  As  in  Fig.  9,  where  the  general  form  is 
similar  to  (a),  but  the  air  enters  bv  a  very  narrow 
jet  and  the  water  filling  the  body  of  the  pump 


b  only  slightly  below  its  level  in  a.     At  f,  in  the  |  enters  all  round  the  jet. 

central  line  of  the  connectmg  pipe,  the  full  head         These  differences  in  construction  are  of  little 

of  pressure  h  is  exerted,  but  there  is  practically  1  importance    in    the  practical   working   of  the 
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instruments,  but  by  altering  the  width  of  the 
apertures,  pumps  suited  to  different  pressures 
can  be  obtained.  Pumps  with  very  narrow  { 
apertures  work  best  with  small  quantities  of 
water  at  very  high  pressures,  whereas  pumps 
with  wider  apertures  require  much  more  water 
at  a  low  pressure.  As  the  water  passing  I 
through  these  instruments  is  practically  a  falling 
body,  on  multiplying  the  weiffht  of  water  in 
pounds  used  per  minute  by  its  nead  or  pressure 
m  feet,  we  obtain  in  foot-pounds  the  power  re- 
quired to  produce  the  exhaust  in  one  minute*B 
working  of  the  pump.  Compared  in  this  manner, 
the  low-pressure  pumps  are  less  efficient  than 
those  workins  at  higher  pressures. 

In  using  these  injectors,  care  should  be  taken 
to  have  a  sufficient  and  constant  water  supply. 
The  water  tap  turned  full  on  should  supply  m 
one  minute  twice  to  three  times  the  quantity 
required  by  the  pump  in  the  same  time.     In 
towns  and  large  buildmgs  where  many  persons 
are   usin^   the   water  at  different  level6,   the 
pressure  is  often  very  variable,  and  a  reservoir  I 
of  water  under  pressure  is  necessary.     A  simple  , 
form  devised  by  the  author  is  a  strong  iron 
bottle  (or  an  iron  boiler)  capable  of  standing  a  , 
greater  pressure  than  is  likely  to  be  required, 
say  up  to  or  over  100  lbs.  per  square  inch.     This 
bottle  A  (Fig.  10)  has  one  tube  passing  to  the 


provided  with  an  overflow  at  a  certain  height,  so 
as  to  give  a  blast  of  air  under  pressure  suitable 
for  general  blowpipe  work.  The  vacuum  tube 
from  the  pump  is  connected  by  means  of  the 
tap  c  (Fig.  10)  with  the  safety  tube  d,  hhving  a 
Bunsen  valve  fitted  inside  to  the  end  of  the 
vacuum  tube,  thence  with  the  bajrometric  gauge 
E  and  the  laboratory  vacuum  tube  o. 

Fig.  11  shows  in  full  size  the  tap  c  in  Fig.  10, 
which  is  fitted  to  the  bottom  of  the  safety  tube 
and  to  the  laboratory 
vacuum  tube  at  each 
working  place  on  the 
tables  F  (Kg.  10).  An  or- 
dinary good  gas  tap, 
which  should  be  specially 
ground  so  as  to  be  as 
air-tight  as  possible,  has 
the  little  screw  and 
washer  at  the  bottom  of 
the  plug  removed  and 
a  hole  bored  from  c 
into  the  ordinary  through 
hole  of  the  tap,  the  latter 
beinff  soldered  up  at  one  side  at  d,  so  that 
the  hole  is  from  the  bottom  to  one  side  only, 
and  the  plug  is  then  trimmed  and  reground. 
A  piece  of  tubing,  ff,  is  then  soldered  on  to  the 
body  of  the  tap  and  a  pointer,  e,  soldered  on  to 
the  top  of  the  plug  to  point  which  wajr  it  is 
open.  When  the  plug  is  turned  across  in  the 
ordinary  position  of  a  closed  tap.  it  is  closed  to 
both  A  and  b  ;  when  the  pointer  points  to  a»  it 
is  open  towards  a,  and  if  towards  b  to  b.  The 
tube  FF  is  fitted  air-tiffht  by  means  of  a  stopper 
in  the  bottle  h  (Fig.  10). 

By  means  of  these  taps  (devised  by  the 
author  in  1883),  one  pump  can  do  all  the  ex- 


FiG.  11. 


Fro.  10. 


bottom  connected  by  a  T-piece  with  the  water- 
supply  pipe,  and  it  may  carry  a  pressure  gauge 
if  desired.  The  connection  with  the  water  tap 
may  be  made  with  lead  pipe  and  soldered  joints, 
or  with  sound  rubber  tuoing  encased  in  a  double 
thickness  of  strong  canvas  sewn  over  it,  the 
connections  being  well  bound  with  copper  wire. 
The  bottle  beixig  air-tight  and  water-tight  under 
pressure,  and  rail  of  air  when  coxmected  with 
the  supply  pipe,  the  air  cannot  escape,  but  is 
compressed  oy  the  pressure  of  the  water.  Thus 
at  15,  30,  or  45  Ids.  pressure  the  bottle  be- 
comes half,  two-thirds,  or  three-fourths  full  of 
water,  and  with  a  variable  pressure  in  the  supply 
pipe  keepff  the  pressure  more  constant,  and 
maintains  the  supply  for  some  time,  depending 
on  the  size  of  the  Iwttle  or  reservoir.  Passing 
from  this  reservoir,  the  supply  pipe  is  next  lea 
to  the  pump  b,  which  may  be  convenientlv 
fixed  out  of  the  way  on  a  board  acainst  the  wtHl 
behind  the  laboratory  table.  The  ooard  carries  a 
barometric  gauge  to  show  the  vacuum  obtained. 
Passing  trom  the  pump,  the  water  used  runs 
into  the  sink  on  the  laboratorv  table,  or  if  de- 
sired it  may  be  coxmected  with  a  box  or  drum 


I  haustion  work  in  an  ordinary  laboratory  for  a 
j  number  of  filtrations  going  on  simultaneously. 
I  The  pump  is  coxmected  wiui  a  main  pipe  of  soft 
'  lead  tubing  passing  along  or  under  the  laboratory 
j  tables,  and  at  each  worker's  place  is  a  bottle 
I  like  H  (Fig.  10)  fixed  below  the  table,  the  tube  ff 
I  from  it  risiiii;  above  the  table.     One  end  of  the 
I  ^P»  8Ay  ^  is  coxmected  with  the  vacuum  main 
,  pipe  by  soldered  lead  tubins ;  the  other  end  of  the 
tap  is  connected  by  a  fiexible  tube  with  the  filter- 
ing apparatus  or  other  vessel  to  be  exhausted. 
In  using  this  arrangement,  all  the  vacuum 
'  supplied  at  b  must  come  from  the  bottle  below 
I  ff,  and  nut  from  the  main  pipe,  which  is  then 
shut  off.     When  the  vacuum  is  not  required  at 
I  B,  the  tap  is  turned  towards  a  to  raise  the  degree 
,  of  exhaustion  in  the  bottle.    As  these  bottles 
'  are  of  half -gallon  or  2*2  litres  capacity,  a  mode- 
rate vacuum  in  one  of  them  (say  haU  to  three - 
i  quarters  the  height  of  the  barometer)  is  suffi- 
I  cient  for  a  filtration  on  the  small  scale,  and  as 
there  are  a  number  of  such  bottles  in  the  labo- 
!  ratory  they  form  together  a  vacuum  reservoir  of 
some  magnitude    available    at    once    without 
waiting.      If  well  fitted,   the  taps  retain  the 
vacuum  for  several  days.     A  lute  made  by  dis- 
solving indiarubber  in   vaseline   at  as  low  a 
temperature  as  possible  is  of  good  service  for 
these  taps  and  connections. 

The  author  made  a  series  of  comparative 
tests  of  the  pumps  in  common  use  (J.  Soc. 
Chem.  Ind.  1887,  64-76).  With  a  supply  and 
pressure  of  water  suited  to  each  pump,  and 
exhausting  receivers  of  the  above  capacity, ^2^ 
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litsieB,  vactiA  correeponding  to  from  half  to  three- 
qnarters  of  the  height  of  the  barometer  could 
generally  be  obtain^  in  one  minute's  workings  ; 
such  vacua  are  quite  sufficient  for  ordinary 
filtrations. 

Ab  the  apparent  size  of  these  instruments 
is  somewhat  misleading,  the  quantity  of  water 
used  is  the  real  test  of  size ;  pumps  of  the  same 
construction  but  of  different  sizes  would  exhaust 
a  receiver  at  different  rates,  but  in  proportion  to 
the  water  used. 

The  table  on  p.  198  gives  the  results  in  brief 
of  tests  made  with  the  pumps  most  frequently 
found  in  use ;  first,  in  exhaustii^  a  receiver  of 
2*2  litres  capacity,  and  second,  in  blowing  air, 
with  the  exhaust  tube  of  the  pump  open  to  the 
atmosphere.  The  results  of  the  first  minute's 
working  only  are  given,  though  the  tests  were 
carried  on  to  10  minutes.  In  each  case,  those 
pumps  which  worked  best  during  the  first 
minute  continued  to  so  do  throughout,  and  came 
nearest  to  the  hei|rht  of  the  barometer  at  the 
end  of  the  exhaustion. 

The  blowing  power  of  each  pump  is  also  a 
test  of  its  exhaustive  power,  as  m  blowing  with 
the  pump  open  to  the  atmosphere  it  is  practically 
exhausting  an  infinitely  large  receiver. 

Of  the  high-pressure  pumps,  those  of  Fischer, 
Bulk,  Knecht,  and  Muencke  s  brass  pumps  give 
good  results,  and  of  the  low-pressure  pumps, 
which  use  more  water,  those  oi  Aizberger  and 
Zulkowsky,  Finkener,  and  Korting,  are  good. 
Alvergniat*s  glass  and  brass  pumps  are  mter- 
mediate  in  cmtracter,  and  won  well  through  a 
considerable  range  of  pressure. 

Given  abundance  of  water  at  sufficient  pres- 
sure,  the  pumps  which  sive  the  most  rapid  | 
exhaustions   are   those  of  Finkener,   Korting,  ' 
Alveigniat,   Aizberger,   and  Zulkowslor ;     but  { 
where  economy  of  water  is  desired,  the  high- 
iressure  pumps  ought,  if  possible,  to  be  used.  I 
'hough  considered  as  macnines  doing  work  for  j 
the  power  put  into  them,  none  of  these  injectors 
is  very  perfect,  yet  they  are  exoeedinglv  con- 
venient, 'and  it  will  be  observed  that  SI  those 
tested  give  at  sovu  particulaf  pressure  in  one 
minuted  working  sufficient  vacua  for  filtrations 
and  similar  laboratory  work. 

In  choosing  an  instrument  for  laboratonr  use, 
one  should  ascertain  the  average  quantity  of 
water  per  minute  delivered  by  the  hilly  open  water 
tap  and  also  the  average  pressure  in  tne  closed 
water  pipes.  The  pump  elected  should  require  not 
more  uian  half  the  quantity  of  water  delivered  bv 
the  open  tan,  and  should  work  well  at  from  half 
to  two-thirds-  of  the  pressure  in  the  closed  pipes. 
In  recent  years,  there  has  been  a  great 
increase  in  the  use  of  injectors  for  industrial 
purposes,  including  many  chemical  and  mechani- 
cal applications. 

Generally,  the  energy  applied  in  injectors 
gives  about  50  p.c.  in  real  effective  duty,  but 
their  low  initial  cost,  absence  of  movins  parts , 
and  of  metallic  or  corrodible  surfaces,  and  above  ' 
all  the  perfect  control,  under  which  they  can  be  | 
applied  and  regulated,  more  than  make  up  for 
the  low  percentege  of  duty.    Thus  they  are  ideal  I 
machines  where  ordinary  punips  or  exhausters  i 
are  tnadmissible,  and  are  excellent  as  auxiliary  I 
agents  to  more  complicated  or  pennanent  ap-  ' 
pantos  for  improving  the  draught  in  furnaces,  , 
the  ventilation  in  mines  and  workshops,  and  the 


conveyance  or  transfer  of  corrosive  liquids  and 
gases,  and  of  mixtures  of  solids  and  liquids,  such 
as  ordinarv  sewage,  and  of  mixtures  of  sand  and 
water.  The  removal  of  ashes  in  steamships  is 
most  conveniently  effected  by  this  means. 

Injectors  are  used  to  produce  a  blast  for  the 
division  or  spraying  of  liquids,  as  in  the  burning 
of  liquid  or  semi-hquid  fuels  under  boilers,  the 
coating  of  large  sunacee  by  spraying  the  paint 
over  them,  even  where  they  are  difficultly 
accessible.  The  spraying  of  water  into  the 
leaden  chambers  in  the  manufacture  of  sulphuric 
acid  is  found  to  be  more  efficient  than  the  ad- 
mission of  steam. 

Similarly,  the  exhaust  obtained  by  injectors 
worked  by  air,  steam,  or  water,  is  applied  in  the 
various  methods  of  vacuum  cleaning.  These 
anplications  are  well  described  in  the  book  on 
Tne  Transportation  of  Gases,  Liquids,  and 
Solids,  written  and  published  by  Oskar  Nagel,  of 
New  YorK  1910. 

A  convenient  circulating  pump  which  may 
be  constructed  out  of  or<&nary  laboratory 
materials,  and  is  adapted  to  maint«ain  a  flow,  of 
water  around  most  complex  apparatus  at  almost 
any  desired  rate,  has  been  contrived  by  J.  S. 
Morgan  (Chem.  Soc.  Trans.  1915,  107,  1710). 
A  simple  valve  to  prevent  water  from  being 
sucked  bac]jL  into  the  filtering  flask  has  been 
described  by  Hutchinson  (Chem.  News,  1912, 
106,  99).  T.  F. 

FILTRATION  is  the  operation  of  mechani- 
cally separating  finely  divided  solids  from  their 
associated  liquids  by  means  of  porous  media. 


T] 


Fio.  1. 

The  media  used  may  consist  of  loose  material, 
such  as  sand ;  a  compact  body,  such  as  biscuit 
pottery ;  or  woven  or  felted  materials,  such  as 
cloth,  paper,  and  felt.  It  may  be  remarked, 
however,  that  the  real  filtering  medium  is  often 
the  layers  of  separated  solids,  the  materials 
mentioned  above  only  serving  as  convenient 
supports.  A  loose  filtering  medium  is  generally 
adopted  where  the  proportion  of  liquid  is  re- 
latively laige  and  the  solids  of  little  value.  The 
filter  shown  in  Fig.  1  may  be  used  for  cleansing 


Fio.  2. 

an  effluent.  Each  compartment,  o,  is  filled  with 
wood-wool,  kieselguhr,  or  similar  material  which 
is  replaced  when  choked.     Fig.  2  is  a  section  of 
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a  filter  in  which  the  bed,  6-10  inches  deejp,  is 
formed  by  means  of  layers  of  graded  materials, 
as  graveJ,  sand,  coke,  limestone,  &o.  The 
upper  layer  of  (finest),  material  is  retained  in 
puM^e  by  a  covering  of  stout  wire  gauze  or  per- 
forated metal,  when  the  shovels  of  the  workmen 
are  removing  the  separated  solids.  By  pro- 
viding a  movable  basket  with  a  bottom  of 
gauze  which  may  be  lifted  by  means  of  a  crane, 
an  economy  in  handling  is  effected  where  labour 
.is  dear.  This  filter  is  intended  for  vacuum 
working  by  connecting  the  lower  pipe  opening  a 
to  a  vacuum  vessel  and  puinp.  The  swingpg  pipe 
h  enables  the  workman  to  remove  rapidly  the 
upper  layeiB  of  liquid,  which  may  become  clear 
by  subsidence.  In  filters  of  this  type,  where  the 
solids  are  of  no  value,  their  removal  ia  often 
accomplished  by  stiixing  the  upper  layeis  and 
running  to  waste  the  turbid  liquor.  The 
direction  of  the  liquor  current  is  often  reveised 


ior  the  same  purpose.  Water  supplies  are 
usually  filtered  through  sand  filters,  and  by  the 
addition  of  a  coagulant  (to  form  large  aggrega- 
tions), such  as  aluminium  sulphate,  pressure 
may  be  used,  and  the  rate  of  filtration  increased 
from  4  to  over  200  vertical  inches  ^  hour. 
The  ordinary  domestic  water  filter,  in  which 
hollow  cylinders  of  biscuit  pottery  are  used  as 
the  filtering  medium,  is  occasionally  met  with 
in  a  laii^e  foim  in  chemical  factories.  To 
obtain  smtable  porosity,  such  filtering  devices 
are  made  of  clay  mixed  with  finely  divided 
combustible  mat^als  such  as  wood,  cork,  &c., 
which  are  burnt  off  in  the  process  of  firing. 
Filter  stones  are  made  on  this  principle,  in 
which  the  layers  are  of  varying  porosity. 
For  very  fine  precipitates  in  acid  solutions 
filters  provided  with  such  '  stones  *  or  *  tiles  ' 
are  most  successful,  and  are  far  more  economical 
than   filter   presses   using   woollen   cloths.    A 


Fig.  3. 


common  form  is  shown  in  Fig.  3,  and  consists 
of  a  lead-lined  steel  cylinder  holding  three 
(one  or  more)  filtering  trays,  which  may  be 
attached  to  the  front  cover  and  moved  in  and 
out  on  rails.  The  *  tiles  *  are  provided  on  the 
underside  with  grooves  or  with  feet  to  rest  on 
the  fiooiB  of  the  trays,  and  are  cemented  in 
position.  Outlet  pipes  with  valves  passing 
through  temporary  joints  on  the  front  or  back 
of  the  cylinder  provide  for  the  dischai^  of  the 
filtrate. 

The  trays  may  be  filled  with  sludge  or 
mother  liquor  while  outside  the  cylinder,  or 
simple  arrangements  may  be  made  for  the 
purpose  after  the  admission  of  compressed  air 
when  filtration  ia  proceeding.  8i|;ht  glasses  are 
sometimes  provided  for  inspection,  especially 
to  ensure  that  washing  commences  before  the 
cake  of  precipitate  begins  to  crack.  Generally, 
the  operator  waits  until  air  appears  at  an  outlet 
before  the  valve  of  that  particular  tray  is  closed. 
The  cake  is  washed  in  a  similar  way,  and  since 


there  is  little  diffusion,  the  amount  of  waslung 
water  required  is  very  small.  The  rate  of  filtra- 
tion through  these  '  tiles  *  does  not  alter  after 
many  months  of  use,  and  the  filtrate  is  bright 
from  the  start. 

The  simplest  filtering  apparatus  in  which  a 
woven  fabnc  is  used  consists  of  a  frame  to 
which  the  fabric  is  secured.  A  wicker  basket 
is  sometimes  used,  and  this  arrangement  is 
most  convenient  where  the  cake  of  material  is 
to  be  folded  in  the  cloth  and  squeezed  in  a 
press  for  the  removal  of  more  liquor.  Washed 
graphite  and  similar  materials  are  often  sepa- 
rated in  long  and  narrow  canvas  bags  tied  to 
spouts  in  the  delivery  channel  from  the  washing 
apparatus.  A  simple  form  of  vacuum  filter, 
using  a  woven  fabric  or  a  disc  of  paper  as  a 
filtering  medium,  is  shown  in  Fig.  4.  It  is 
made  in  stoneware,  the  perforated  plate  h 
supporting  the  fabric  and  the  vacuum  pump 
being  connected  with  the  nozzle  a. 

Inltration  may  be  carried  out  in  centrifugal 
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machines  which  are  conveniently  driven  from 
below.  The  rotating  basket  is  provided  with  a 
removable  cage  carrying  the  filtering  cloth, 
which  is  bodily  removed  and  replaced  at  each 
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operation.  Another  system  by  which  rapid 
filtration  may  be  obtained  with  a  small  area  of 
filtering  surface  consists  in  mounting  the  filter 
cloth  on  a  perforated  drum, 
as  shown  in  the  diagrammatic 
section  (Fig.  6).  The  drum 
revolves  about  once  a  minute 
in  a  bath  of  the  liquid  to  be 
filtered  which  is  maintained 
at  a  constant  level.  The 
filtrate  is  removed  from  the 
inside  of  the  drum  imder  a 
vacuum  of  10  or  12  inches  of 
mercury,  produced  by  con- 
necting the  hollow  spindle  of 
the  drum  with  a  vacuum  vessel 
and  pump.  The  deposited  solids 
on  tne  surface  of  the  drum  are 
washed  bv  the  water  jets  b 
and  finally  removed  by  the 
scrapers  c. 

A  type  of  filter  which  is 
now  coming  into  common 
use  is  the  vacuum  leaf-filter.  In  this  filter  a 
group  of  flat  filtering  bags,  provided  with 
means  to  prevent  them  from  collapsing,  are 
surrounded  by  the  liquid  to  be  filtered,  and 
a  partial  vacuum  applied  to  the  interior  of  the 
bags  or  leaves.  Wnen  cakes  of  most  eflicient 
thickness  are  formed,  either  the  mother  liquor 

^[mmmmimiiiimlRiB^: 


will  take  place  fastest  at  those  points  where 
the  resistance  to  the  flow  of  liquor  is  least,  t.e. 
the  porosity  of  the  cake  is  automatically  main- 
tained constant  all  over,  with  a  result  that 
the  washing  must  also  be  uniform  and 
efficient. 

The  most  important  apparatus  for 
filtration  is  the  niter  press  (Fiff.  6) — a 
mechanical  arrangement  by  wnich  an 
enormous  area  of  filtering  surface  may 
be  provided  in  a  very  small  space, 
with  the  additional  advantage  that  the 
operation  may  be  carried  out  under 
almost  any  conditions  of  pressure.  A 
number  of  plates  covered  with  filter 
cloth  are  put  together  in  a  frame  to 
form  a  series  of  hollow  spaces  in  which 
the  liquor  to  bo  filtered  is  forced. 
The  central  area  of  each  plate  is  pro- 
vided with  projections  or  ribs  to 
support  the  filter  cloth  and  to  enable  the  liquid 
which  has  passed  through  the  cloth  to  leave  the 
press  through  a  channel  in  the  plate.    The  solid 
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Fig.  6. 

or  the  group 'of  filtering  leaves  is  moved,  and 
washing  water  applied.  After  washing,  the 
cakes  may  be  dislodged  from  the  leaves  by  a 
puff  of  compressed  air.  >i  It  will  be  realised  that, 
during  the  formation^of  the  cake,  deposition 


matter  is  retained  in  the  hollow  spaces,  and  is 
discharged  in  cakes  by  separating  the  plates. 
The  hoUow  spaces  between  the  plates  are  formed 
either  by  raised  margins  on  the  plates.  Recessed 
plate  type  or  chamber  press  (Fig.  7),  or  bv  means 
of  distance  frames,  the  width  of  which  deter- 
mines the  thickness  of  cake  formed.  Flush  plate 
and  distance  frame  type  or  frame  presn  (Fig.  8). 
The  plates  and  frames  are  made  of  material 
suitable  for  the  liquors  to  be  treated,  and  may 
be  of  cast  iron,  gun-metal,  aluminium,  hard 
lead,  wood,  &c.  Iron  plates  are  sometimes 
covered  with  sheet  tin,  lead,  zinc,  or  ebonite. 
Chamber  presses  are  to  be  preferred  where  the 
solids  do  not  form  a  solid  cake,  or  where  there 
is  risk  of  choking  the  narrow  channels  leading 
to  the  frames  of  the  frame  press.  The  pressure 
used  and  the  thickness  of  cake  are  also  deter- 
mined by  the  character  of  the  separated  ^lolids. 
With  slimy  solids,  a  thin  plate  and  a  low  pressure 
are  desirable;  the  cake  may  be  i  incn  thick 
and  the  pressure  may  be  that  produced  by 
placing  the  feed  tank  a  few  feet  above  the 
press.  Easily  filtered  solids  may  be  separated 
in  a  frame  3  inches  wide  at  a  pressure  of  over 
100  lbs.  per  square  inch.  Frames  1  inch  wide 
are  used  m  general  work. 

Owing  to  the  facility  of  forming  channels 
through    the    press    fro,^„,pl^^tp^i[fete  ,fcy 


202 


FILTRATION. 


^.- , 

=>    1 

O 

UJ 

1- 

<  1 

K   ! 

S    !    : 

il   ; 

i 

1 

T  "^ 

"ttiJ 

is" 

Flo.  a 


proyiding  holes  in  each  plate  in  similar  positions, 
many  complicated  operations  may  be  performed. 
The  liquid  treated  may  be  continuously  main- 
tained at  a  suitable  temperature  by  providing 
channels  in  each  plate  for  the  circulation  of  a 
hot  or  cold  fluid.  By  the  provision  of  rubber 
diaphragms  and  water  under  high  pressure,  the 
'  cakes  nu^  be  squeezed  before  removal  from  the 
press.  Washing  the  cakes  is  simply  accom- 
plished by  feedmg  the  washing  water  oy  means 
of  a  special  channel  behind  the  filtering  cloths 
of  alternate  plates,  and  allowing  it  to  leave  the 
press  by  a  chann^  connected  to  the  remainder 
of  the  plates  (Fig.  8).  As  the  washing  water 
rises  in  the  cakes,  the  imprisoned  air  is  allowed 
to  escape  by  means  of  air  cocks. 

The  joints  between  the  plates  at  each  of  the 
holes  which  form  a  channel  through  the  press, 
are  made  by  rubber  packing  rings  or  by  the 
arrangement  of  short  pieces  of  ruober  pipe  so 
that  tiie  internal  pressure  of  the  liquid  ensures 
tightness. 

Air  vessels  of  ample  dimensions  should  be 
fitted  to  pumps  feeding  filter  presses  to  nrevent 
variations  in  pressure.  Taps  are  usually  pro- 
vided on  each  plate  for  tne  delivery  of  the 
filtrate,  so  that  any  plate  may  be  cut  out  should 
its  effluent  become  turbid.  In  starting  the 
filtration,  the  pressure  is  applied  gradually  to 
build  up  the  nltering  layer ;  with  some  sub- 
stances, the  filtrate  is  always  turbid  for  a 
second  or  two.  In  presses  where  the  plates 
deliver  their  filtrate  mto  a  common  channel, 
small  cylindrical  filters  supported  in  cages  are 
sometimes  provided  to  stop  this  action  and 
also,  by  choking,  to  automatically  stop  the 
delivery  of  a  turbid  filtrate  through  the  piercing 
of  any  filter  doth.  Presses  for  volatile  liquids 
are  usually  provided  with  a  cover  dipping  into 
an  oil  or  water  seal,  and  connected  on  occasion 
with  suitable  recovery  plant. 

The  materials  used  as  filter  cloths  are  simply 
well-made  strong  fabrics — cotton  material  tor 
most  purposes,  wooUen  fabric  for  dilute  acid 
Uquors,  and  for  certain  fine  work,  silk.  The 
filter  paper  used  should  be  crinkled  to  admit  of 
its  expansion  in  contact  with  its  supporting 
fabric.  Wire  gauze  or  perforated  metal  j^tes 
are  used  for  some  filtrations,  a  filter  bed  oeing 
first  formed  by  running  into  the  press  a  pulp  of 
vegetable  or  mineral  fibres. 

The  rate  of  filtration  and  washing  is  com- 
parable with  the  flow  of  liquids  through  capillary 
tubes,  provided  that  it  is  understood  that  the 
total  area  of  ti^e  passages  through  the  cake  is 
affected  by  the  pressure  and  by  the  visoosity 
of  the  filtrate  or  washing  liquid. 

If  washing  be  carried  out  at  pressures  which 
do  not  break  down  the  cake,  the  rate  of  washiiijg 
will  depend  on  the  filtration  pressure,  and  is 
directly  proportional  to  the  washing  mssure, 
and  inversely  proportional  to  the  thickness  of 
the  cake  and  the  viscosity  of  the  washing  liquid. 
During  filtration,  however,  owing  to  the  pressure 
affecting  the  porosity  of  the  cake,  the  rate  is 
usually  proportional  to  the  pressure  raised  to  a 
power  less  than  unity.  An  increase  in  the 
viscosity  of  the  liquid  increases  the  value  of  this 
index.  In  the  case  of  a  coarsely  granular  or 
crystalline  precipitate,  the  value  of  this  index 
may  be  0*6,  but  with  fine  amorphous  material 
it  may  not  be  more  than  0'2._^  ^i^i  gelatinous 
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precipitates  the  effect  of  preesure  on  the  porosity 
of  the  cake  is  generally  so  serious,  that  only 
enough  pressure  to  ensure  the  flow  of  the  mother 
liquor  may  he  used. 

With  precipitates  requiring  much  washing, 
it  is  good  practice  to  filter  at  a  lower  pressure 
than  that  at  which  washing  is  carried  out,  for 
not  only  is  the  rate  of  washing  increased,  but 
the  effioienoy  of  the  washing  is  improved.  It 
will  be  noticed  that  in  the  ordinary  filter  press 
tho  thickness  of  cake  during  washing  is  twice 
that  durinff  filtration,  when  the  mother  liquor 
is  ddivered  in  the  middle  of  the  cake. 

J.  W.  H. 

FDIB  BLUE,  GEMTIAM  BLUE  6B,  SPIRIT 
BLUi^  OPAL  BLUE,  BLEU  DE  NUTT,  BLEU 

LUMIERE.  The  hydrochloride,  sulphate,  or 
acetate  of  triphenylrosaniline  and  triphenyl- 
pararosaniline  {v.  Tbifhxnyi.-m]etb:anx  coloub- 

n^G  KATTKBS). 

FIRE-CLAY.  A  refractory  clay  suitable  for 
the  manufacture  of  fire-bncks  for  furnace- 
linings,  gas-retorts,  crucibles,  glass-house  pots, 
ftc.  The  qualities  required  for  such  goods  are 
that  they  should  retain  their  size  and  shape 
during  ming,  possess  strength  and  durability, 
resist  high  ana  sudden  changes  of  temperature, 
and  the  ooiroeive  action  of  hot  liquids  and  gases. 
The  attainment  of  a  combination  of  these 
qualities  best  suited  to  any  particular  purpose 
will  depend  more  on  the  pnysioal  characters 
of  the  fire-clay  than  on  its  chemical  composition, 
and  actual  trial  of  samples  is  desirable  rather 
than  detailed  analyses.  It  is,  however,  essential 
that  the  materiu  should  consist  mainly  of 
aluminium  silicate,  with  only  small  amounts  of 
alkalis,  calcium,  iron  (especially  as  pyrites),  and 
titanium,  all  of  which  have  the  effect  of  lowering 
the  fusibility.  The  presence  of  free  silica  also 
has  the  same  effect,  out  to  a  much  less  danee. 
Pure  kaolinite  (HfAl^SitO,,  m.p.  about  1820'') 
and  quartz  (m.p.  1760°,  as  tridymlte)  are  both 
highly  refractory,  but  mixtures  have  a  lower 
mehmg-point  thaxL  either,  with  a  minimum  of 
1630°  for  90  p.c.  kaolin  and  10  p.c.  quartz. 
This  is,  however,  still  above  the  lower  limit 
(about  1600°)  usually  allowed  for  a  fire-clay. 
The  best  fire-clays  occurring  beneath  beds  of 
coal  in  the  English  coal-measures  contain 
A1,0«,  20-30  p.c.,  and  SiO„  60-70  p.c.  (corre- 
sponding to  about  3-23  p.c.  of  free  silica).  With  i 
increasing  amount  of  silica  these  clays  gradually  ; 
pass  into  sandstones,  which  are  also  used  as  | 
refractory  materials;  e,g.  ganister  (q.v,)  and 
the  so-called  Dinas  'clay'  from  the  Vale  of 
Neath  in  Olamorganshire,  containing  as  much  as 
08  p.c.  of  silica.  The  analyses  at  top  of  next 
column  are  of  fire-clays  from :  I.  Stourbridge  in 
Worcestershire,  by  G.  Tookey  (also  PgO.,  0*06 

Ko.).  n.  Dowlais  in  Glamorganshire,  by£.  Riley. 
I.  Better-bed  fire-cW  from  Bowling  m 
Yorkshire,  by  J.  W.  Westmorland  (also  TiO„ 
0*87  p.c.).  TV,  Plastic  fire-clay  from  8t.  Louis, 
Missouri,  quoted  by  H.  Ries,  1908  (also  SO., 
0*35).  (For  a  large  series  of  analvses  of  British 
and  foreign  fire-days,  v,  Percy^  Metalluigy : 
Fuel,  1876,  87.) 

The  celebrated  fire-clay  of  Stourbridge  in 
Worcestershire  is  remarkable  for  the  small 
amount  of  contraction  that  it  undergoes  when 
fired,  the  shrinkage  of  the  unrefined  clay  being 
in  some  oases  as  low  as  1  p.c.    For  the  purpose 
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of  reducing  shrinkage,  fire-clay  is  often  mixed 
with  *grog,'  t.e.  burnt  fire-clay,  which  has  also 
the  effect  of  giving  sufficient  porosity  to  the 
fire-bricks  to  enable  them  to  withstand  sudden 
changes  of  temperature.  A  greater  degree  of 
porosity,  with  correspondingly  less  strength, 
required  in  the  fire-bncks  of  household  stoves, 
is  often  produced  by  mixing  sawdust  with  the 
clay. 

I  A  fire-day  oocuirinff  in  the  miUstone-grit 
I  series  at  Glenboie  in  Lanarkshire,  has  been 
i  examined  by  J.  W.  Gr^ory  and  D.  P.  Mc- 
I  Donald  (Proc.  Roy.  Soc.  Edinburgh,  1910,  xxx. 
I  348,  374),  who  find  that  the  fine-grained  claj 
I  substance  forming  the  bulk  of  the  material  is 
I  present  as  minute  rounded  granules  about 
I  0*001  mm.  in  diameter ;  this  is  amorphous  and 
'  not  crystalline,  and  is  referable  to  the  mineral 
I  species  halloysite  rather  than  to  kaolinite. 
I  Embedded  in  it  are  abundant  grains  of  quartz, 
I  some  grains  of  felspar,  and  minute  crystals  of  a 
rhomM>hedral  carbonate  referred  to,  sidero- 
plesite  (a.  variety  of  chalybite). 

(F.  H.  Ries,  Clays,  their  Occurrence,  Pro- 

rties,  and  Uses,  2nd  ed.  New  York,  1908 ; 
B.  Searle,  An  Introduction  to  British  Olays, 
Shales,  and  Sands,  London,  1912 :  A.  B.  Searle, 
Refractory  Materials,  London,  1917.) 

L.  J.  S. 

FIRE  EXTINCTION  AND  PREVENTION. 
Combustion,  as  it  exists  in  ordinary  cases  of 
fire,  is  due  to  the  rapid  combination  of  the 
burning  material  with  the  oxygen  of  the  air  at 
temperatures  above  the  ignition-point,  and  it 
may  be  extiruFuished  either  by  lowering  the 
temperature  of  the  burning  mass  below  the 
point  necessary  for  the  continuance  of  the  com- 
oustion,  or  by  cutting  off  the  access  of  air,  and 
so  depriving  the  combustion  of  the  oxygen 
which  is  essential  for  its  support 

The  usual  method  adopted  for  extinguishing 
a  fire  is  to  pour  on  to  the  blazing  materiu  a  large 
volume  of  water,  and  this  acts  partly  by  render- 
ing heat  latent  in  its  evaporation,  and  so  cooling 
down  the  burning  mass,  and  pwrtly  by  the  steam 
generated  driving  back  the  air  and  so  giving 
time  for  the  cooling  action  to  take  effect. 

The  force  with  which  the  water  is  thrown 
upon  the  burning  body  also  produces  a  con- 
siderable effect  by  sweeping  the  flame  from  the 
surface  and  so  extinguishing  the  burning 
gaseous  products. 

Although,  in  round  figures,  1  lb.  of  well- 
dried  wood  on  combustion  will  convert  about 
6  lbs.  of  water  into  steam,  yet  in  the  early  stages 
of  a  fire  it  is  only  the  surface  of  the  wood  that  is 
burning,  so  that  the  6  lbs.  of  water  will  have  a 
useful  effect  over  a  considerable  surface,  whilst 
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the  steam  generated  occnpies  a  yolume  about 
1700  timefi  that  of  the  water  used. 

In  the  use  of  water,  a  certain  amount  of 
discretion  is  necessary,  as  otherwise  undesired 
results  may  follow.  For  instance,  in  a  big 
warehouse  fire,  the  lower  portion  soon  becomes 
a  mass  of  red-hot  carbonaceous  matter,  and  if 
water  is  recklessly  played  into  this,  the  water 
is  almost  instantly  turned  into  steam,  which  is 
\  decomposed  in  passing  through  the  surrounding 
red-hot  carbon,  forming  a  mixture  of  hydrogen 
and  carbon  monoxide,  known  as  *  water  gas.* 
This  gas  is  inflammable,  and  by  its  combustion 
adds  to  the  general  blaze,  whilst,  if  it  escapee 
being  ignited,  it  may  collect  under  ceilincs  and 
roofs,  where,  mixinc  with  air,  it  forms  a  nighly 
explosive  mixture  Sable  to  be  ignited  by  any 
chance  flame  or  spark. 

If,  however,  tne  water  is  directed  on  to  the 
top  of  the  mass,  the  carbonaceous  matter  is 
cooled  downwards,  so  that  the  steam  evolved 
does  not  pass  through  the  glowing  carbon, 
and  there  is  thus  the  minimum  generation  of 
inflammable  products. 

A  fire  can  also  be  extinguished  by  practically 
smothering  it  by  cutting  off  the  supply  of  air, 
and  although  tms  is  rarely  practicaole,  yet  the 
closing  of  all  doors  and  windows,  by  reducing 
the  quantity  of  air  available^  checks  the  com- 
bustion. 

Water  is  useless  for  the  extinction  of  burning 
oils  and  spirits,  as  these,  being  lighter  than 
water,  float  on  the  surface  and  continue  to  bum. 
The  best  way  of  treating  a  fire  of  this  kind  is  to 
throw  on  it  sawdust,  sand,  or  earth  or  anything 
that  will  serve  to  keep  the  air  away,  and  so 
cause  the  flame  to  die  out. 

Sawdust  is  more  efficient  than  sand,  as  it 
floats  on  the  burning  liquid.  For  the  extinction 
of  small  petrol  fires,  such  as  may  occur  in  a 
garage,  the  British  Fire  Prevention  Committee 
recommend  the  use  of  a  mixture  of  sawdust, 
1  bushel  (about  12  lbs.),  with  10  lbs.  of  sodium 
bicarbonate.  The  sawdust  floats  on  the  burning 
liquid,  smotheriuff  the  fire,  and  the  action  is 
materially  assisted  by  the  carbon  dioxide  given 
off  by  the  bicarbonate.  A  mixture  patented  in 
the  U.S.  as  *  Foamite  '  consists  of  acid  sulphate 
of  alumina  and  bicarbonate  of  soda,  the  latter 
being  mixed  with  a  licorice  decoction.  The 
two  solutions  are  run  simultaneously  into  a 
mixing  tank,  and  thence  fiow  to  the  fire.  Another 
foaming  mixture  is  produced  from  solutions  of 
sodium  hydroxide  (caustic  soda)  and  ordinary 
alum.  The  separate  liquids  are  kept  ready  for 
use  at  many  stores  and  garages. 

Attempts  have  been  made  to  employ  certain 
gases  which  are  unable  to  support  combustion, 
and  which  can  be  obtained  commercially  at  a 
fairly  cheap  rate,  but  the  advantages  of  this 
method  are  very  doubtful,  as,  unless  the  whole  of 
the  surrounding  air  can  be  replaced  by  an  atmo- 
sphere of  the  extinguishing  gas,  little  gooo 
results.  With  a  fire  well  alight  in  an  open  space, 
there  is  always  a  strong  up-cuzient  of  hot  air 
and  the  products  of  combustion,  so  that  any  gas 
poured  on  to  the  fire  would  be  carried  upwairds 
out  of  the  area  where  it  would  be  effective.  In 
certain  cases,  however,  as  in  confined  spaces, 
this  method  has  its  uses.  For  instance,  when  a 
chimney  is  on  fire,  the  combustion  can  be 
stopped  by  throwing  a  handful  of  sulphur  on 


the  fire  in  the  peAe,  The  sulphur  bums, 
forming  sulphur  dioxide,  and  this  being  drawn 
up  the  chimney  cuts  off  the  supply  of  air  from 
the  burning  soot  and  so  extinguisnes  the  fire. 

The  fact  that  certain  gases  and  salts  will 
extinguish  a  fire  imder  certain  conditions,  has 
led  to  a  variety  of  apparatus  being  designed, 
which  are  known  under  the  name  of  chemical 
extincteurs,  and  vary  in  size  from  the  small  hand 
grenade  to  the  horse-drawn  or  motor-driven 
chemical  fire  engine.  Amongst  the  substances 
that  have  been  brought  into  requisition  for  this 
pumose  are  such  gases  as  carbon  dioxide, 
nydrochloric  acid  gas,  and  ammonia,  none  of 
wnich  supports  combustion,  and  salts,  like 
common  salt  and  borax,  tungstates  and  phos- 
phates of  the  alkali  metals,  which  form  a 
Eroteclive  coating  on  the  surface  of  the  com- 
ustible  material. 

Extincteurs  may  be  divided  into  two  classes, 
those  in  which  carbon  dioxide  is  provided  in  a 
liquefied  form  in  a  suitable  capsule  which  can 
be  pierced,  or  the  gas  generated  rapidly  from  a 
charge  of  some  carbonate,  such  as  chalk  or 
sodium  carbonate,  and  an  acid  in  the  presence 
of  a  large  volume  of  water.  The  pressure 
created  by  the  evolution  of  the  carbon  dioxide 
in  the  containing  vessel  causes  the  water  to 
dissolve  the  gas,  and  at  the  same  time  the 
pressure  drives  the  water  holding  the  gas  in 
solution  through  the  small  hose  and  nozzle  on 
to  the  fire.  The  water,  as  soon  as  it  is  subjected 
to  the  ordinary  atmospheric  pressure  and  heat, 
gives  up  the  carbon  dioxide,  which,  together 
with  the  steam,  drives  the  air  away  from  the 
burning  material,  whilst  the  cooling  effect  of  the 
water  is  aided  in  the  extinction  by  the  salts  in 
solution  coating  the  heated  mass. 

The  substances  generally  employed  for  the 
rapid  evolution  of  the  carbon  dioxide  are  sodium 
carbonate  and  hydrochloric  or  sulphuric  acid. 
These  chemicals  must,  of  course,  be  kept 
separate  in  the  extinoteur  until  the  moment 
when  the  apparatus  is  brought  into  action,  and 
there  are  several  devices  for  securing  this  end. 
In  some  cases,  the  acid  is  contained  in  a  thin 
glass  bottle,  which  is  left  unsealed,  at  the  top  of 
the  apparatus,  whilst  the  carbonate  is  dissolved 
in  the  water.  On  turning  the  containing  vessel 
upside  down,  the  acid  runs  out  of  the  bottle  and 
mingles  with  the  carbonate  solution,  causing 
immediate  evolution  of  the  sas.  In  other  forms, 
the  acid  is  in  a  sealed  bottle,  which  is  broken 
either  by  the  release  of  a  leaden  weight  inside 
the  extincteur  or  by  a  blow  on  a  plunger  from 
outside.  In  the  large  forms  of  extincteur,  the 
add  is  contained  in  a  bottle  covered  by  a  lead 
capsule,  which  can  be  pierced  when  necessary 
by  a  lever  from  outside  the  apparatus. 

According  to  a  Memorandum  of  the  British 
Fire  Prevention  Committee  (Tests  on  Fire 
Extinguishers,  No.  186),  bicarbonate  of  soda  is 
usually  employed,  and  care  must  be  taken  that 
the  normal  carbonate  is  not  substituted  in 
designed  for  the  former.     The  sul- 


pnuric  acid  should  be  1*84  sp.ffr.,  and  the 
quantity  used  should  be  considerably  less  than 
the  theoretical  amount,  so  that  the  discharged 
liquid  shall  not  be  acid.  One  lb.  of  bicarbonate 
requires  theoretically  9*3  ozs.  of  pure  sulphuric 
acid,  but  the  maximum  quantity  should  not 
exceed  6  ozs.  (by  weijg^ht) j    8m.alW  quantities 
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down  to  3*5  ozs.  (weight)  being  equally  effective. 
0*75  lb.  of  sodium  bicarbonate  is  sufficient  for 
2  gallons  of  water.    An  air  space  of  15  p.c. 
should  be  allowed  for  expansion  of  the  liquid. 
The  quantity  of  liquid  should  not  exceed  3 
gallons ;    with  this  amount  the  total  weight  of 
the   extincteur  will   approximate   to  0*6  cwt. 
Less  than  1  aallon  of  liquid  is  too  small  to  be  of  j 
practical  vaJue.    Dangerous  pressures  may  be  ' 
set  up  through  the  rapid  generation  of  gas,  | 
especiaUy  if  some  obstruction  at  the  valve  or 
discharge  exists,   and  several  fatal   accidents 
have    occurred.    The    Committee    recommend  ; 
that  all  extincteurs  should  stand  a  hydraulic 
pressure  test  of  350  lbs.  per  square  inch  for  | 
5  minutes,  and  the  same  applies  to  rubber  hose.  ' 
For  certain  situations  it  may  be  necessary  to 
provide  against  the  liquid  contents  freezing.  ^ 
Such  salts  as  common  salt  or  calcium  chloricbs  < 
are  employed,  and  these  may  set  up  corrosion  | 
of  the  metal  container,  solders,  &o.  i 

The  second  class  of  extincteur  contains  solu-  | 
tions  of  chemicals  which  coat  the  combustible  | 
materials,  and  in  addition  some  of  them  employ  I 
chemicals  which  give  off  extinctive  gases  when 
subjected  to  the  heat  of  the  fire. 

One  of  the  most  effective  of  the  many  solu- 
tions that  can  be  used  for  this  purpose  is  a  solu- 
tion of  a  mixture  of  sodium  sulphide  and  am- 
monium chloride  in  molecular  proportions. 
When  this  is  thrown  upon  a  hot  nre,  sulphur 
dioxide  and  ammonia  are  set  free  and  smother 
the  combustion,  whilst  the  remaining  com- 
bustible gets  coated  with  a  glaze  of  common 
salt. 

For  small  fires  and  in  the  earliest  stages  of 
a  fire  in  an  enclosed  space,  extinoteurs  have 
proved  very  usd^ul,  but  m  the  open  and  with  a 
strong  conflagration  they  are  perfectly  useless. 
A  fire  can  ranidly  and  easily  be  extinfuished  if 
it  be  attackea  within  a  few  minutes  of  its  start- 
ing, but  in  the  majority  of  cases  the  fire  originates 
during  the  night  or  when  the  place  is  shut  up,  so 
that  b;]^  the  time  the  outbreak  is  noticed  the  fire 
has  gained  a  firm  hold.  In  order  to  cope  with 
these  cases,  numerous  automatic  devices,  such 
eus  sprinklers,  have  been  brought  forward. 

The  first  form  of  automatic  sprinkler  was 
introduced  by  Major  A.  Stewart  Harrison,  who 
had  the  idea  of  fitting  the  various  rooms  to  be 
protected  with  a  system  of  water  pipes  furnished 
at  the  necessary  places  with  nozzles  closed  by 
easily  fusible  metal  plugs.  Any  serious  rise  in 
temperature  melted  the  plugs  and  started  the 
flow  of  water  through  the  various  jets.  Auto- 
matic sprinklers  have  been  widely  employed, 
and  many  different  forms  of  apparatus,  based 
in  general  on  the  release  of  a  valve  oy  the  melting 
of  strips  of  fusible  alloy,  are  in  use.  The  alloy 
commonly  employed  has  the  composition : 
bismuth,  4  parts  ;  lead,  2  parts  ;  tin,  1  part ; 
cadmium,  1  part.  Its  melting-point  is  65°C. 
(150^F.).  Such  fusible  alloys  nave  also  found 
application  in  the  automatic  release  of  fire- 
proof doors,  shutters,  &c. 

It  is  the  earlier  stages  of  an  outbreak  of  fire 
that  are  the  most  important  from  the  point  of 
view  of  ease  of  extinction,  and  in  order  to  draw 
attention  as  soon  as  possible  to  an  outbreak  of 
fire  in  a  building,  such  as  a  closed  warehouse, 
automatic  fire  aUrms  have  been  devised,  which 
on  an  undue  rise  of  temperature,  complete  an 


electric  circuit  and  ring  a  bell  at  a  fixed  place 
some  distance  away,  say,  at  a  fire  station.  The 
first  forms  of  automatic  fire  alarm  consisted  of 
thermostats,  which  were  sensitive  thermo- 
meters, into  the  bore  of  which  were  sealed 
platinum  contacts :  as  the  temperature  at  the 
seat  of  the  fire  rose,  the  mercury  of  the  thermo- 
stat expanded  and  completed  an  electric  con- 
nection, causing  a  fire  alarm  to  ring.  But  these 
were  not  certain  in  action,  owing  to  the  surfaces 
of  the  mercury  and  platinum  becoming  dirty 
and  failing  to  establish  contact,  so  to  obviate 
this  treuue,  liquids  having  a  deansing  action 
were  introduced  above  me  surface  of  the 
mercury  to  prevent  any  amalgamation  or 
oxidation  and  ensure  contact. 

Another  form  of  thermostat  consists  of  a 
closed  U-tube  containing  mercurv,  above  the 
surface  of  which  in  each  hmb  a  volatile  liquid  is 
confined,  and  one  limb  is  also  surrounded  oy  an 
insulating  sleeve.  A  sudden  rise  of  temperature 
will  cause  the  liquid  to  volatilise  more  rapidly 
in  the  exposed  limb,  and  so  drive  the  mercury 
downwaros  :  this  action  opens  a  closed  electric 
circuit  and  closes  a  secondary  s^tem,  which 
transmits  a  signal  to  any  required  spot.  A 
differential  thermostat  is  also  used  in  connection 
with  a  fixed  temperature  thermostat,  which 
remains  stationary  until  a  definite  temperature 
is  attained,  and  then  has  a  long  range  for  a  small 
increase  in  temperature.  After  the  first  warning 
call  has  been  ffiven,  a  further  rise  in  temperature 
gives  a  fire  c«dl. 

Some  alarms  depend  for  their  action  upon 
the  unequal  expansion  of  metals,  whilst  others 
rely  on  the  difference  in  rate  of  expansion 
between  relatively  laige  and  small  masses  of  the 
same  metal;  but  in  all  cases,  the  movement 
brought  about  by  the  sudden  rise  of  temperature 
is  made  to  complete  an  electric  circuit,  and  thus 
give  warning  at  some  predetermined  place. 

Although  timber,  b'ke  all  oiganic  substances, 
is  combustible  and  is  burnt  away  when  subjected 
to  a  high  temperature,  yet  it  can  be  treated  in 
such  a  way  as  to  render  it  fireproof,  so  that, 
instead  of  causing  it  to  bum  away,  intense  heat 
merely  chars  it.  Various  substances  have  been 
suggested  for  this  purpose,  but  many  of  these 
so-called  '  antipyrenes  have  proved  unsuitable 
owing  to  their  injurious  effect  upon  the  wood  or 
upon  the  pcunts  and  varnishes  used  upon  it. 
Common  salt  was  at  one  time  regarded  with 
much  favour  as  a  fireproofing  material  for  wood, 
but  its  hydroscopic  properties  ultimately  caused 
its  use  to  be  abandoned 

Any  substance  which  is  to  be  used  for  fire- 
proofing  wood  must  have  no  deleterious  action 
on  the  wood  or  corrode  the  nails  and  screws 
inserted  in  it,  and  must  also  be  a  stable  and  non- 
volatile body,  otherwise,  although  the  chemical 
might  do  the  required  work  for  a  short  period, 
if  evaporated  it  would  leave  the  wood  as  in- 
flammable as  before.  The  compounds,  which 
practical  experience  has  shown  to  be  of  use  in 
this  direction  are  ammonium  chloride,  am- 
monium phosphate,  ammonium  sulphate,  cal- 
cium chloride,  magnesium  chloride,  zinc  chloride, 
zinc  sulphate,  stannous  chloride,  alum,  borax, 
boracic  acid,  and  the  tungstates. 

On  a  practical  scale,  the  timber  is  run  oxva 
trolley  into  a  large  chamber,  which  is  sealed  iip 
and  then  oxhaustod  of  air  as  far  as  possible.     In 
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this  way,  all  the  air  and  moiBture  are  extracted 
from  the  oeUs  of  the  wood,  and,  after  allowing 
the  wood  to  remain  in  the  vacuom  for  some  time 
to  complete  the  extraction,  the  solution  of 
chemicals  is  run  into  the  chamber,  the  whole  of 
the  contents  being  then  placed  under  hydraulic 
preBBure,  the  amount  of  which  is  caiefuDy  r^n- 
lated  according  to  the  nature  of  the  wood  under 
treatment,  as  the  pressure  required  by  a  dense 
wood  would  crush  and  destroy  the  cells  of  a 
lighter  timber.  A  gauge  glass  on  the  lihamber 
shows  when  the  ri^t  proportion  of  liquid  has 
been .  absorbed,  when  the  wooo  is  removed, 
drained,  and  dried  at  a  definite  temperature. 
The  temperature  to  which  the  wood  is  subjected 
for  dryiiu;  purposes  has  a  great  effect  upon  the 
quality  of  the  mial  product :  too  high  a  tempera- 
ture will  cause  the  wood  to  be  brittle,  but  u  the 
correct  temnerature  be  employed,  the  wood 
dries  with  all  its  original  qualities  unimpaired, 
but  with  the  added  property  of  non-inflamma- 
bility. 

Wood  treated  in  this  way,  with  mixtures  of 
ammonium  phosphate  and  boracic  acid,  can  be 
worked  in  just  the  same  way  as  non-treated 
wood  :  it  has  no  injurious  effect  upon  the  tools, 
and  will  take  paints,  varmshes,  ana  other  decora- 
tive material  as  well  as  before  treatment,  whilst 
nails  and  screws  do  not  corrode  in  it. 

When  wood  thus  treated  is  subjected  to  the 
action  of  a  flame,  charring  takes  place,  as  the 
cellulose  of  the  wood  fibre  is  still  left,  and  under 
the  action  of  heat  is  carbonised,  but  directly 
the  flame  is  removed  the  charred  mass  blackens, 
and  no  spreading  of  the  flre  takes  pLioe.  This 
effect  is  due  to  the  chemicals  used  (chiefly  am- 
monium phosphate  and  boracic  acid)  being 
forced  into  the  cells  of  the  wood  by  the  course 
of  treatment  adopted,  and  once  there  it  is 
practically  impossible  to  remove  them.  Under 
the  influence  of  heat,  the  ammonium  phosphate 
decomposes,  giving  off  ammonia  and  ]^osphoric 
acid,  tne  former  of  which  drives  any  air  out  of 
the  wood  replacing  it  by  a  non-combustible  gas, 
whilst  the  phosphoric  acid  together  with  the 
boracic  acid  coat  the  cell  wal^  with  a  glaze, 
which  prevents  the  access  of  oxygen  from  the  air 
to  canyon  further  combustion.         V.  B.  L. 

FISCHER'S  SALT,  Potassium  ecbaUinUrite. 

FISETIN,  FISETOL  v.  Young  fustic. 

FISH  OUS  V,  Oils  aitd  Fats. 

FLAGSTORE.  A  stratified  rock  which  may 
be  split  along  the  planes  of  bedding  into  smooth- 
faced slabs,  suitaole  for  use  as  paving  stones. 
If  the  stone  is  too  absorbent,  or  finelv  laminated, 
the  surface  is  apt  to  flake  off  by  tne  action  of 
frost  As  hardness  and  durability  are  essential 
in  a  flagstone,  sandstones  are  superior  to  calca- 
reous or  argillaceous  rocks.  The  flaggy  sand- 
stones are  generally  micaceous ;  and  their 
fissility  may  oe  partly  due  to  the  presence  of 
.mica  along  defimte  planes.  The  best  English 
flagstones  are  derived  from  the  lower  coal-mea- 
sures, the  millstone  grit,  and  the  Yoredale  rocks. 
Most  of  the  flags  used  for  paving  the  streets  of 
London  are  obtained  from  the  Yorkshire  coal- 
field. The  Elland  flagstone,  which  is  extensively 
worked,  is  a  fine-grained  micaceous  sandstone 
from  the  lower  coal-measures,  or  ganister  series, 
extending  with  persistence'  throuffh  the  coal- 
fields of  Yorkshire,  Lancashire,  ana  Derbyshire. 
In  Scotland,  the  lower  old  red  sandstone  yields 


paving  slabs  of  very  large  size,  the  best-known 
oeing  the  dark-grey  flagstones  of  Caithness  and 
the  Arbroath  pavement  of  Forfarshire.  The 
celebrated  Caithness  flagstone  is  one  of  the  most 
important  economic  products  of  the  old  red 
sandstone.  It  is  used  locally  as  a  building 
stone,  and  for  use  as  stone  flooring  and  stair- 
cases it  has  been  exported  to  aU  pArts  of  the 
world.  The  extensive  works  for  Liebig's  meat- 
extract  on  the  River  Plate  in  South  America 
are  floored  throughout  with  Caithness  flags. 
The  stone  is  finely  laminated,  tough  and  com- 
pact, and  its  cementing  material  is  siliceous, 
argiUcMseouB,  calcareous,  and  bituminous.  The 
last  of  these,  derived  from  the  vast  number  of 
fossil  fishes,  renders  the  stone  impervious  to 
moisture.  Analysis  of  stone  from  the  Castle 
Hill  quarries  at  Thurso,  Caithness-shire,  gave  : 
SiO„  69-46 ;  Al,0,-fFe,0„  lO'fiO ;  KjO-fNa,0, 
2-20;  CaCO,,  10-66;  organic  matter,  6-79  d.c. 
Weight  per  cubic  foot,  167  lbs.  L.  J.  S. 

FLAKE  WHITE.    A  variety  of  white  lead 
Lbad).     The  term  is  also  applied  to  basic 


bismuth  nitrate. 
FLAME. 

Inrandeseenee  of  gases.    When  solids  and 

liquids  are  heated  beyond  a  certain  temperature 

by  an  external  source  of  heat,  they  become 

luminous,  and  the  intensity  of  the  light  emitted 

increases  very  rapidlv  as  the  temperature  is 

further    increased.     There    is    no    reason    to 

suppose  that  gases   would  behave  differently 

except  in  degree,  for  according  to  the  kinetic 

molecular  theory  of  matter,  light  should  arise 

from  molecular  vibrations  occasioned  by  mole- 

ci:Qar    collisions.      It    is    doubtful,    however, 

whether  a  gas  has  ever  been  brought  by  artifice 

into  what  may  be  called  a  state  of  purely 

thermal  glow.    The  high  transparency  of  gases 

to  light  18  correlative  to  a  very  low  emissivit^. 

Iodine  vapour,  which  is  an  exceptional  gas  in 

its  absorptive  power,  does  indeed  glow  when 

heated  in  a  glass  tube  even  when  the  walls  are 

,  considerablv  below  a  red  heat,   but  there   is 

I  reason  to  oelieve  that  this  glow  is  coimected 

I  with  the  dissociation  and  recombination  of  the 

atoms  in  the  iodine  molecule  {see  especially 

I  Evans,  Astrophys.  J.  32,  1,  1910). 

I       Attempts  to  heat  colourless  gases,  such  aa 

I  nitrogen,    to    the    glowing-point,    have    given 

I  negative  results. 

In  almost  every  case,   a  flame  is  glowing 
,  gas,  and  in  view  of  the  facts  just  recited  we 
must  add  the  qualification  that  the  glow  is  the 
accompanimetU  of  chemical  change.    It  would  be 
possible    to    refine    upon    this    definition.     A 
,    flame '  of  pure  hydrogen  in  dustlees  air  is, 
according  to  Stas,  invisible,  the  radiation  of 
;  short-wave  length  being  wholly  in  the  ultra- 
violet.   Again,  the  glow  observed  during  the 
decomposition  of  acetylene  in  a  hot  tube  may 
'  be  due  wholly  to  the  particles  of  liberated  carbon 
,  and  in  no  degree  to  anything  gaseous.     But, 
speaking   generally,    the   bajsis   of  flame   is   a 
glowing  gas,  and  the  exciting  cause  chemical 
I  action.     This  description  would  include  ordinary 
i  hot  flames  and  also  flames  of  the  kind  called 
phosphorescent,  which  may  be  quite  cold  in  the 
ordinary  sense  of  the  wortL 

If,  then,  a  chemical  change  takes  place, 
resulting  in  the  production  of  gas  and  the  libera- 
tion of  a  quantity  of  latent  cnemical  energy,  a 
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flame  -may  make  its  appearance.  Ezperienoe 
sho^s  that  this  only  oooun  when  the  amount  of 
eneisy  liberated  is  very  considerable,  in  other 
words,  flames  are  only  to  be  expected  during  the 
resolution  of  highly  endothermio  compounds,  like 
ffuncotton,  into  gaseous  constituents,  or  during  the 
formation  of  highly  exothermic  compound  gases 
from  their  components,  as  in  the  case  of  carbon 
dioxide  from  carbon  monoxide  and  oxygen.  In 
phosphorescent  flames,  such  as  that  of  phos- 
phorus, the  energy  liberated  per  ffram-molecule 
of  product  formM  is  no  less  considerable. 

Flames  produced  during  the  decomposition 
of  single  endothermic  compounds  do  not  call 
for  any  detailed  consideration,  since,  apart 
from  their  genesis,  they  do  not  present  many 
special  features  of  interest.  The  case  of  aoety- 
lene  is  interesting,  inasmuch  as  a  flame  initiated 
in  a  column  of  the  gas  at  one  point  is  not  propa- 
gated for  more  than  a  short  mstance,  unless  the 
gas  is  under  a  pressure  of  about  two  atmospheres. 

CondltlODS  determining  flame.  The  princi- 
ples underlying  flame  phenomena  are  best  con- 
sidered in  the  ordinary  case  where  the  flame  is 
occasioned  by  combination  between  two  sub- 
stances, either  single  substances  or  mixtures  of 
substances.  Such  a  case  as  that  of  coal  sas  and 
air  is  complicated  by  the  fact  that  both  these 
substances  are  mixtures,  and  it  is  to  be  remem- 
bered that  in  the  intermingling  of  such  mixtures 
the  diffusive  power  of  each  component  will 
assert  itself  and  lead,  for  the  moment,  to  local 
Tariatlons  of  condition. 

In  selecting  even  one  of  the  simplest  cases 
for  the  purpose  of  discussing  flame  pnenomena, 
it  is  necessaiy  to  premise  that  there  are  many 
factors  of  which  we  have  at  present  only  an 
imperfect  knowledge,  and  many  doubtless  of 
which  we  have  no  conception  at  alL  We  may 
recall,  for  example,  the  remarkable  discoveries 
concerning  the  influence  of  minute  quantities  of 
water  vapour  upon  the  initiation  and  intensity 
of  combustion.  The  mechanism  of  what  was 
formerly  regarded  as  so  simple  a  chemical 
phenomenon — the  burning  of  hydrogen — ^is  full 
of  difficulties.  H.  B.  l^xon,  discussing  this 
subject  (Chem.  Soc.  Trans.  1910,  97,  601), 
considers  that  steam  intervenes  in  the  initial 
action  of  hydrogen  on  oxygen  at  moderate 
temperatures,  but  he  does  not  think  it  necessary 
for  the  propagation  of  a  flame  once  started  in 
the  mixture.  The  mode  of  action  of  the  steam, 
which,  according  to  £.  W.  Moirley's  calculation, 
quoted  by  Bone  (British  Association  Reports, 
1910),  is  present  to  less  than  the  extent  of 
4  molecules  per  1000  million  molecules  of  dried 
gas,  is  at  present  unintelligible. 

Notwithstanding  Larmor's  conclusion  about 
the  infrequency  of  trimolecular  collifdons  in  a 
gas,  and  the  support  thereby  given  to  the 
theoretical  and  experimental  inference  of  other 
workers  as  to  the  probability  of  one  molecule  of 
hydrogen  uniting  initially  with  one  molecule  of 
oxT^en,  Dixon  ^ows  that  there  are  great  diffi- 
culties in  maintaining  that  hydroeen  peroxide 
is  the  first  product  formed  in  a  hydrogen  flame. 

Similar  complications  present  themselves  in 
nearly  every  case  of  combustion.  The  main 
phenomena  of  flame  aui,  however,  be  usefully 
discussed  without  entering  into  minutisB  of  the 
chemical  transactions  involved,  and  this  course 
will  be  taken  in  what  follows. 


Lbnits  of  InflammaMttty.  In  order  that  a 
flame  of  the  common  tvpe  mav  be  produced,  it 
is  necessary  to  have  the  combining  substances 
mixed  in  certain  proportions,  and  to  heat  a 
portion  of  the  mixture  initially  to  a  certain 
temperature.  The  proportions  within  which 
self-sustaining  flame  may  be  incited  are  called 
the  Umit8  of  xnfiaimmabihty,  and  the  temperature 
at  which  self-sustaining  flame«is  set  up  is  called 
the  temperature  of  ignition. 

When  a  portion  of  a  stationary  inflammable 
mixture  is  raised  to  the  temperature  of  i^ition, 
unless  the  quantity  so  heated  is  very  mmute,  a 
flame  travels  through  the  mixture.  The  flame 
may,  however,  be  quenched  in  the  neighbour- 
hood of  surfaces  of  high  heat  conductivity,  as, 
for  example,  when  it  enters  narrow  tul>es  or 
impinges  upon  a  fine  metallic  meshwork.  This 
is  the  well-known  principle  which  applies  in  the 
miner's  safety  lamp,  the  flaming  fire-damp  and 
CLir  within  the  lamp  being  extinguished  in  con- 
tact with  the  metallic  sauze.  The  rate  at  which 
a  flame  travels  through  an  inflammable  mixture 
depends,  apart  from  the  form  and  material  of 
the  enclosure,  on  the  nature  of  the  eases,  on 
their  proportion  in  the  mixture,  and  on  the 
distance  traversed.  Formerly,  the  rates  of 
inflammation  of  gaseous  mixtures  were  supposed 
to  be  very  moderate.  Thus,  for  hydrogen  and 
oxygen  in  the  proportions  of  electrol^c  gas, 
Bunsen  gave  the  rate  of  propagation  of  flame 
as  34  metres  per  second. 

The  exist^ce  of  vastly  higher  rates  was  first 

demonstrated  by  Berthelot,  in  the  discovery  of 

the  'explosive  wave,'  and  as  the  result  ox  lus 

researches  as  well  as  t^ose  of  Mallard  and  Le 

Chatelier  and  H.  B.  Dixon,  we  now  know  that 

in  many  gaseous  mixtures  the  initial  slow  rate 

of  infiammcUion  may  be  succeeded  by  a  rate  of 

explosion  or  detonation,  amounting  to  between 

1600  and  3500  metres  per  second.    If  mixtures 

of  this  kind  be  ignited  at  the  end  of  a  long 

j  tube,  the  fliame  first  proceeds  with  a  sensibly 

uniform  velocity  for  a  distance  of  from  0'25 

,  to  1  metre  (period  of  inflammation) ;    then  a 

I  vibratory   movement  ensues,   which    increases 

!  in  intensity  until  finaily  the  explosive  wave  is 

j  set  up,  and  the   flame   proceeds   through   the 

rest  of  the  mixture  with  the  high  velocity  just 

described. 

In  connection  with  flames,  we  are  concerned 
only  with  the  rates  of  inflammation,  and  these 
are  exhibited  for  a  number  of  mixtures  in  the 
diagram  (Fig.  1  taken  from  Chapman,  Chem.  Soc.- 
Trans.  1921,  119,  1679). 

As  will  be  seen  from  the  diagram,  the  rate 
of  propagation  of  flame  is  not  necessarily 
greatest  in  mixtures  containing  the  combining 
gases  in  the  proportions  just  required  for  com- 
plete combination.  The  flame  in  a  mixture  of 
40  p.c.  of  hydrogen  and  60  p.c.  of  air  has  a  higher 
rate  of  propagation  than  one  with  28  or  29  p.c. 
of  hydrogen  (the  stoichiometric  proportions). 
This  apparent  anomaly  is  explained  when  we 
consider  that  (1)  heat  evolution  per  unit  volume 
of  the  mixture  diminishes  as  we  depart  from  the 
Btoichiometrical  proportions :  (2)  heat  conduction 
from  layer  to  layer  increases  in  rapidity  as  the 
proportion  of  the  highly  conducting  gas  (hydro- 
gen) increases,  until  (3)  this  accelerating  effect  of 
the  gas  in  excess  is  balanced  by  the  diminution 
of  heat  evolved  per  unit  volume  of  the  mixture. 


of  ignition  of  gaseous  mixtures  is  the  temperature 
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Temperature  of  ignitioo.    The  temperature  '  intensifies,  a  greater  rate  of   combination  has 

'set  in,  and  the  liberation  of  heat  becomes  more 

perceptible. 

The  foreeoinff  considerations  lead  to  a 
tolerably  precise  diaracterisation  of  the  tempera- 
ture of'  ignition.  As  heat  is  supplied  at  an 
increasing  rate  to  a  gaseous  mixture,  the  rate  of 
combination  increases,  and  if  the  combination 
itself  produces  heat,  a  point  will  be  eventuallv 
reached  when  this  heat  will  be  produced  with 
sufficient  speed  to  compensate  the  loss  due  to 
radiation  and  conduction.  The  source  of 
external  heat  may  then  be  withdrawn  and  the 
burning  will  continue.  The  temperature  re- 
I  quired  to  induce  this  condition  is  tne  tempera- 
ture of  iffnition.  It  may  be  well  illustrated  by 
I  causing  toe  vapour  of  carbon  disulphide  to  issue 
I  from  a  tube  at  the  mouth  of  whicn  is  a  rin£  of 
platinum  wire  that  can  be  gradually  heated  by 
an  electric  current.  A  phosphorescent  flame 
appears  below  the  temperature  of  ignition.  If 
the  current  through  the  platinum  ring  be 
diminished,  the  flame  disappears  ;  if  it  be  rtused, 
the  flame  increases  in  intensity  until  a  certain 
temperature  is  attained  when  self-sustaining 
combustion  ensues  and  accessory  heat  from  the 
platinum  ring  is  no  longer  necessary. 

The  following  table  of  ignition  temperatures 
is  taken  from  a  paper  by  Dixon  and  Coward 
(Chem.  Soo.  Trans.  1909,  95,  614)  :— 


Combustible  gas  in  air. 
Fio.  1. 


Per  cent. 


to  which  a  portion  must  be  heated  to  produce  self- 
sustaining  flame.  The  fact  that  they  are  usually 
ignited  by  a  match  flame  or  a  spark  of  high  tem- 
perature produces  the  impression  that  a  flame 
necessarily  appears  per  wltum.  Experiment  and 
theory  teach  that  the  rate  of  chemical  action 
varies  continuously  with  varying  temperature, 
and  if  flame  is  merely  an  accompaniment  of 
chemical  action,  it  should  appear  gradually  as 
the  temperature  is  increased  The  fraction  of 
combining  molecules  in  a  mixture  at  low  tem- 
perature might  not  yield  a  visible  amount  of 
radiation  ;  but  as  the  temperature  rose  we  might 
expect  a  glow  to  appear  gradually  and  to  in- 
tensify. &  the  rate  of  chemical  action  normally 
increases  very  rapidly  with  increasing  tempera- 
ture, the  luminosity  need  not  appear  far  below 
the  temperature  of  ignition.  To  test  this  view, 
it  is  therefore  necessary  to  examine  mixtures 
in  that  region  of  temperature.  Almost  the  only 
case  that  at  once  presents  itself  is  that  of  phos- 
phorus. Phosphorus  ignites  at  about  60°,  so  that 
at  the  ordinary  temperature  it  is  within  60°  of 
ite  temperature  of  ignition.  The  fact  that  ite 
vapour  glows  at  ordinary  temperature  is  the 
best-known  property  of  pnosphorus.  The  glow 
diminishes  as  the  temperature  is  reduced,  and 
disappears  at  about  7°. 

If  other  combustible  substances  are  examined 
under  corresponding  conditions,  the  vast  ma- 
jority show  the  same  property.  Ail  that  is  neces- 
sary is  to  heat  them  in  admixture  with  air  to 
a  temperature  near  their  igniting-point,  when 
they  snow  all  the  appearance  of  *  phosphores- 
cence.* 

When  phosphorescence  begins,  the  number  of 
molecules  combining  in  a  given  volume  of  the  gas 
is  small,  so  that  the  elevation  of  temperature 
of  the  whole  mixture  will  be  small.  As  the 
temperature  is  raised  and  the  phosphorescence 


Thb  Ignition  Tempebatubbs  of  Gases. 
Iffoition  temperature 


In  oxygen 

In  air 

Between     Mean 

Between    Mean 

Hydrogen 

680°-690°  686° 

680°-^90°  686* 

Carbon   mon- 

oxide (moist) 

637°-668°  660° 

644°-668°  661° 

Cyanogen 

803°-818°  811° 

860°-862°  866° 

Ethylene 

600°-519°  610° 

642°-647°  643° 

Acetylene 

416°-440°  428° 

406°-440°  429° 

Hydrogen  sul- 

phide  . 
Methane 

220°-236°  227° 

346°-379°  364° 

666°-700°   — 

660°-760°    — 

Ethane  . 

620°-630°   — 

620°-630°    — 

Propane 

490°-^70°   — 

—          — 

Ammonia 

700^-860°   — 

—           — 

The  gases  were  separately  heated  to  the  same 
I  temperature  and  then  allowed  to  meet,  and  in 
'  this  way  certain  difficulties  attending  earlier 
I  methods  of  determining  ignition  temperatures 

were  overcome.  Anotner  method  of  deter- 
;  mining  temperatures  of  ignition  employed  by 

Falk  (J.  Amer.  Chem.  Soc.  28,  1617 ;  29,  1636) 
I  and  modified  by  Dixon  (Chem.  Soc.  Trans.  1910, 

97,  674),  consists  in  compressing  the  gaseous 
'  mixture  under  practically  adiabatic  conditions, 
!  and  so  heating  it  to  the  point  of  inflamma- 
,  tion. 
I       Types  of  flame.    A  stationary  flame  with 

complete  combustion  may  be  produced  by  ignit- 
j  ing  an  inflammable  mixture  as  it  issues  into  a 
I  neutral  atmosphere,  or  by  allowing  one  of  the 
I  combining  gases  to  issue  from  an  orifice  into  an 
I  atmosphere  of  the  other,  and  igniting  the  self- 
I  made  mixture  at  the  orifice.  A  third  method  is 
,  to  have  one  gas  in  excess  in  the  mixture  and  to 
I  allow  it  to  issue  into  an  atmosphere  containing 
I  the  other.     All  these  conditions  are  found  in 
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practice,  and  they  merg^  into  each  other.  Let 
U8  consider  the  case  of  a  flame  of  carbon  mon- 
oxide in  air,  which  lends  iteelf  readily  to  experi- 
mental demonstration.    {See  Fiff.  2.) 

If  undiluted  carbon  monoxide  be  sent  from 
a  cylindrical  tube  under  a  gentle  pressure,  the 
flame  which  is  formed  is  a  simple  hollow  cone  of 
blue  light  resting  upon  the  orince  of  the  tube  (a). 
If  the  tube  be  maae  of  a  material  of  high  heat 
conductivity,    there   is   a   peroeptible   gap   of 
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extinction  between  the  end  of  the  tube  and  the 
superimposed  flame.  The  genesis  of  the  cone 
is  easy  to  understand.  The  escaping  gas  makes 
its  own  mixture  with  air,  and  so  the  stream  is 
burned  through  from  the  outside  as  it  asoends. 
The  current  of  gas,  moreover,  issues  with  a 
greater  velocity  in  the  axis  of  Uie  tube  than  at 
the  sides,  where  it  is  impeded  by  friction  asainst 
the  walls,  and  the  unbumed  gas  in  the  middle  is 
also  heated  as  it  ascends  t]m)ugh  the  burning 
walls.  All  these  factors  promote  the  oonioal 
form  of  the  flame.  The  form  of  a  carbon 
monoxide  flame  issuing  from  any  other  kind  of 
orifice  can  be  predicted  from  similar  considera- 
tions. Of  course,  when  the  velocity  of  issue 
increases,  the  case  is  complicated  by  the  turbu- 
lent motion  of  the  gas. 

Let  us  now  consider  the  effect  of  adding  some 
air  to  the  carbon  monoxide  before  it  issues  from 
the  orifice.  Air  added  in  this  way  is  often 
called  vrimary  air,  and  the  additional  air  taken 
from  the  atmosphere  round  the  orifice  to  com- 
plete the  combustion  is  called  secondary  air.  A 
small  quantity  of  primary  air  produces  a 
noticeable  effect  upon  the  flame.  The  cone 
diminishes  in  height,  and  seems  to  have  a  lining 
of  brighter  blue  [h).  With  a  little  more  air,  the 
lining  is  seen  to  be  a  second  cone  within  the  first, 
and  consequentlv  with  a  gentler  slope.  The 
individuality  of  tois  inner  cone  becomes  apparent 
when  the  proportion  of  primary  air  mixed  with 
the  issuing  gas  is  sufficient  to  bring  the  mixture 
well  within  the  limits  of  *  inflammability  *  (c). 
The  mixture  is,  indeed,  inflaming  downwards,  but 
as  the  rate  of  propagation  does  not  exceed  the 
upward  velocity  of  the  ffas  stream,  the  inner  cone 
of  flame  cannot  travel  against  the  gas  stream. 
With  more  air,  however,  a  greater  rate  of  in- 
flammation ensues,  and  eventually  the  inner 
Vol.  TH.—T, 


cone,  after  beoominff  more  and  more  squat, 
enters  the  tube  and  travels  against  the  gas 
stream,  first  as  a  flat  disc  and  then  as  a  convex 
surface  with  the  bulge  downwards  (d).  Through- 
out all  these  changes,  the  second  or  outer  cone  is 
maintained  at  the  orifice  of  the  tube  by  the  com- 
bustion in  the  external  air  of  the  carbon  mon- 
oxide remaining  in  excess  of  what  the  primary 
air  suffices  to  oxidise  in  the  inner  cone  or 
disc.  It  loses  in  brilliance  owing  to  its  dilu- 
tion with  the  carbon  dioxide  and  nitrogen 
which  oome  up  from  the  inner  cone.  If  the 
primary  air  supply  be  further  increased,  the 
outer  cone  will  eventually  disappear  altogether, 
for  a  point  is  reached  when  the  oxidation  can  bo 
completed  by  the  primary  air  (e).  This,  however, 
is  not  the  end  point,  for  an  excess  of  primary 
air,  just  like  a  defect,  diminishes  the  rate  of 
inflammation,  and  consequently  when  this  rate 
has  been  reduced  below  the  velocity  of  outflow 
of  the  gaseous  mixture,  the  single  (inner)  cone 
of  flame  will  rise  again  to  the  orifice  of  the  tube 
and  remain  there.  It  is  to  be  noted  that  now 
the  flame  consists  of  only  one  film  of  biiming 
gas.  The  film  is  still  conical,  in  virtue  of  the 
^ater  axial  velocity  in  the  stream  of  gas,  but 
it  has  considerable  thickness,  and  its  lower 
boundary  is  also  a  conical  surface  ( / ).  There  is 
need  of  a  term  to  distinguish  a  flame  of  gas 
which  is  burning  continuously  throughout  the 
whole  or  nearly  the  whole  space  included  by  its 
external  surface,  from  one  which  is  burning  in 
thin  films  and  whose  external  surface  includes 
chiefly  unbumed  gas.  The  word  *  solid*  is 
sometimes  used  in  this  connection,  but  a  *  solid 
carbon  monoxide  flame '  is  obviouslv  a  contra- 
diction in  terms.  Perhaps  one  might  speak  of 
a  volume  fiame  as  distinguished  from  ek  film  flame. 

The  last  stage  to  be  described  in  the  develop- 
ment of  the  caroon  monoxide  air  flame  is  reached 
when  the  excess  of  primary  air  brings  the 
mixture  near  to  the  limits  of  inflammabihty,  or, 
precisely  speaking,  when  the  rate  of  inflamma- 
tion of  the  mixture  is  reduced  below  the  velocity 
of  the  slow-moving  part  of  the  ascending  gas 
mixture  adjacent  to  tne  walls  of  the  tube.  The 
flame  then  gets  detached  from  the  orifice,  rises, 
and  disappears. 

The  various  phases  are  shown  diagramma- 
tically  in  Fiff.  2. 

In  Fig.  2  (e)  the  inner  cone,  which  has  re- 
treated, is  shown  as  being  arrested  at  the  orifice 
of  the  narrow  tube  through  which  the  mixed 

§ase6  are  led  into  the  wider  one.  The  arrest  is 
ue  to  the  fact  that  the  velocity  of  efflux  throush 
the  narrow  tube  exceeds  in  all  cases,  for  tne 
present  example,  the  velocity  of  inflammation 
of  the  mixture.  Mention  may  here  be  made  of 
a  piece  of  apparatus  used  by  Smithells  (Chem. 
Soc.  Trans.  1892,  61,  204),  known  as  the  flame 
separator,  as  it  depends  for  its  action  on  the 
pnnciple  just  referred  to.  The  separator.  Fig.  3, 
consists  of  two  cylindrical  tubes  of  different  dia- 
.  meter,  made  preferably  of  fireproof  glass,  one  of 
I  which  slides  within  the  other  through  an  india- 
rubber  collar.  A  brass  candle  adapter  attached 
to  the  inner  tube  keeps  the  inner  tube  coaxial 
with  the  outer  one.  Mixtures  of  an  inflammable 
gas  and  air  can  be  admitted  through  the  lower 
end  of  the  narrow  tube  by  attaching  a  T -piece,  or 
more  simply  by  attaching  it  to  a  Bunsen  burner. 
In  all  cases,  a  two-conea  flame  can  be  obtained. 
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Fio.  3. 


and  if  the  proportion  of  the  gasee  is  suitably 
adjusted  for  a  velocity  of  inflammation  inter- 
mediate between  the  upward  Telocity  of  the 
mixture  in  the  wide  tube  and  that  in  the  narrow 
one,  the  inner  cone  will  descend  in 
the  wide  tube  and  come  to  rest  at 
the  orifice  of  the  narrower  one.  If  the 
outer  cone  be  now  slid  down,  a  two- 
coned  flame  rests  on  the  orifioQ  of  the 
narrow  tube.  The  practical  value  of 
the  appliance  depends  on  the  fact  that 
it  permits  of  the  aspiration  of  the  in- 
terconal  gases  in  a  pure  state,  and  in 
^JA  this  way  it  has  been  of  assistanoe  in 
n  the  studv  of  the  progress  of  combustion 
1 1       in  complex  gases. 

Flame  temperatures.    The  principles 

^      developed  in  the  discussion  of  the  carKx>n 

^f      monoxide  air  flame  are  applicable  to  all 

flames.    We  may  now  ap]ply  them  in 

connection  with  the  question  of  flame 

temperature. 

In  speaking  of  the  temj^rature  of 
flame  it  is  necessary  to  specify  exactly 
what   is   meant  by  the  term.     Most 
flames  are    composed    of    thin   films, 
and    their    external    surface    encloses 
a  large  quantity  of  unbumed  gas.    We  might 
speak  of  the  temperature  of  such  a  fiame  as 
meaning    the    average    thermal    state    of    the 
burning    films    and    the    included   gas.    This, 
however,  is  not  the  custom.    The  temperature 
attainable  by  the  combustion  of  sas  usually 
means  the  temperature  which  would  be  indicated 
by  a  thermometric  instrument  wholly  immersed 
in  the  region  of  combustion.    It  is  obviously 
very  difficult  to  make  such  measurements  in 
thin  films  of  flame ;  in  volume  flames,  produced 
by  burning  readv-made  mixtures  of  combustible 
MB  and  air  it  is  more  practicable  to  measure 
tne  temperature  experimentallv.    Flame  tem- 
peratures have  been  measurea  chiefly  (1)  by  | 
exploding  gaseous  mixtures  and  calculating  the 
temperature   from   the   increase   of   [unessure ; 
(2)  Dy  means  of  thermo-couples,  especially  the 
platinum     platinum-rhodium     couple     of     Le 
Ghateller;   (3)  by  use  of  optical  pyrometers  in  | 
cases  where  the  flame  contains  incandescent 
solid ;    (4)  by  analysis  of  interoonal  gases  and  , 
the  application  of  thermodynamics.    The  sub-  ' 
ject,  both  theoretically  and  practically,  is  com-  < 
])licated,  and  an  adequate  discussion  is  impossible  ; 
within  the  limits  of  this  article.     A  '  theoretical  < 
temperature '  of  fiame  may  be  calculated  from  { 
the  thermal  value  of  the  reaction,  and  the  mass  ' 
and  specific  heat  of  the  products.    Thus,  in  the 
case  of  hydrogen,  taking  the  heat  of  formation  , 
of  a  mm-molecule  of  steam  (18  grams)  to  be  | 
57,660  calories,  and  the  specific  heat  of  steam 
at  constant  pressure  as  0*4805,  we  have  : 

Btoe  of  tempentoie  =  is^TsOS  "  ^^'' 
As  a  matter  of  experiment,  the  temperature  of  I 
an  oxy-hydrogen  fiame  is  found  to  be  about  ' 
2400°  (F6ry). 

The  discrepancy  is  easily  understood,  for  the 
calculation  involves  several  assumptions;  the 
action  is  supposed  to  be  instantaneous,  so  that 
no  heat  is  radiated  in  the  process,  and  the  specific 
heat  of  steam  is  supposed  to  be  unaltered  at 
high  temperatures.  jBoth  these  assumptions  j 
are  in  conflict  with  experimental  facts. 


Calculated  flame  temperatures,  where  air  is 
used,  proceed  on  the  assumption  that  the  heat 
of  reaction  is  distributed  among  all  the  products, 
including  the  passive  nitrogen,  so  as  to  bring 
them  to  the  same  temperature.  Thus,  in  the 
above  calculation,  we  should,  if  air  were  used 
instead  of  oi^gen,  add  a  term  for  the  nitrogen, 
&c.,  and  so  obtain  a  value  of  about  2500°. 

Temperatures  of  flames,  calculated  in  this 
way,  for  combustion  in  air,  approximate  more 
'  neariy  to  the  measured  temperatures,  and  the 
numbers  obtained  serve  at  least  to  nve  an 
estimate  of  the  relative  temperatures  of  different 
flames. 

The   following   table   is   calculated   by   Le 
Chatelier,  all  the  substances  being  burnt  in  air : — 
CtoCO,      .  2040°        CH4  .     1850°    • 

CtoCO       .  1280°        C,H,  .     2420° 

CO      .         .  2100°        Producer  ga«  1350° 
•  H,      .         .  1970° 

To  these  may  be  added :  combustion  of  C 
in  air  with  5  p.c.  unused  oxyven  in  the  products, 
1060°,  ditto  with  5  p.c.  of  CO  in  the  products, 
1930° ;  producer  gas  with  air  supply  heated  to 
1000°,  2160°. 

How  far  these  calculated  fisures  accord  with 
direct  measurements  may  be  illustrated  by  the 
following  results,  given  by  F6ry,  who  used  an 
optical  method : — 

MAXIMUM  Flamb  Tbmperatubxs  (FteY,  1904). 

Deg.  C.    Deg.  F. 

Bunsen  burner,  sas  fully  aerated    1871        3400 
„  „        msufficient  air       1712        3114 

Acetylene  flame  .         .     2648        4618 

Alcohol  flame.  .     1705        3101 

Denayrouze  burner,  alcohol  and 
air 1862        3384 

Do.,  half  each  alcohol  and  petro- 
leum spirit  ....     2053        3727 

Hydrogen,  free  flame  in  air        .     1900        3452 

Oxy-coal  gas  blow-pipe  flame    .     2200        3992 

Oxy-hydrogen      „        „  .     2420        4388 

To  these  may  be  added  a  series  of  recorded 

temperatures  of  the  flame  of  a  Bunsen  burner 

using  coal  gas : 

Maximum  Tsmpxbatubb  in  thi  Flamb  of  a 
BmrsBN  BTTHiinBB  using  Coal  Gas. 
Date.  Def .  C. 

I860.— Bunsen  and  Kirohhoff  . 


1877.— Rosetti       ....  1360 

1892.— Rogers        ....  1230 

1892.— Lewes         ....  1630 

1895.— MXJrae        ....  1726 

1896.— Waffgener  ....  1770 

1899.— Bertoibusch                           .  1830 

1902.— White  and  Traver                  .  1780 

1905.— F6ry 1871 

Only  the  later  numbers  are  of  importance. 
F6ry  estimates  the  temperature  of  the  electric  arc 
to  be  3760°,  and  that  of  the  sun  to  be  7800°. 
The  temperature  of  the  acetylene-oxygen  flame 
is  supposed  to  be  between  3000°  and  4(XX)°. 

ijiother  aspect  of  the  temperature  Question 
presents  itself  when  the  practical  use  01  flames 
IS  involved.  As  an  example,  we  may  briefly 
discuss  the  use  of  a  coal-sas  air  flame  lor  heating 
a  Welsbach  mantle.  The  object  is,  of  course, 
to  get  the  mximum  flux  of  lisht  from  the  con- 
sumption of  a  flxed  aznount  of  coal  gas,  in  other 
woros,  we  seek  to  raise  the  maximum  mantle 
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surface  to  the  maximum  temperature.  A 
primary  consideration  is,  that  as  the  temperature 
is  raised  the  intensity  of  light  emitted  mcreases 
in  a  much  more  rapid  ratio.  The  total  eneigy 
radiation  of  an  ideially  *  black  body  *  increases 
as  the  fourth  power  of  the  absolute  temperature, 
and  of  this  radiation  the  proportion  which  is 
visible  also  increases  in  a  rapid  ratio.  This 
is  especially  the  case  with  the  Welsbach  mantle 
whicn  has  a  selective  radiating  power  for  short 
wave  lengths.  Even  a  small  reduction  in  tem- 
perature must  therefore  be  accompanied  by  a 
loss  of  intrinsic  brilliance. 

A^ain,  having  repaid  to  the  shape  of  a 
mantle,  to  its  inevitaole  irregularities,  original 
or  acquired,  and  to  the  unsteadiness  of  a  flame, 
it  is  evident  that  a  high  temperature  can  only 
be  attained  when  it  is  suspended  in  a  tolerably 
thick  stratum  of  flame,  altnough  the  manUe  has 
doubtless  a  steadying  and  localising  efifect  on 
the  flame. 

Reverting  to  the  discussion  of  the  carbon 
monoxide  air  flame  we  may  easily  apply  the 
conclusions  to  the  case  of  a  Bunsen  oumer, 
usin^  coal  gas  and  air.  This  burner,  as  used  in 
its  ordinary  form,  draws  in  through  the  air  ports 
at  the  base  (by  the  injector  action  of  the  coal 
^as  escaping  from  the  nipple)  from  2  to  2}  times 
its  volume  of  air,  about  hiuf  the  amount  required 
for  complete  combustion.  This  air  effects  a 
partial  oxidation  of  the  coal  gas,  and  yields  an 
inner  cone  of  flame ;  the  oxidation  is  completed 
when  the  products  from  the  inner  cone  mingle 
with  the  external  air,  an  outer  cone  being  formed. 
A  Bunsen  or  '  atmospheric  *  burner  thus  gives  a 
double  flame.  If  the  two  cones  be  separated  by 
a  considerable  interval  in  the  flame  separator, 
it  is  easy  to  show  that  the  temperature  reigning 
in  the  inner  cone  exceeds  that  in  the  outer  cone, 
but  if  the  two  cones  are  close  together,  the 
reverse  is  the  case.  The  explanation  is  to  bo 
found  in  the  fact  that  when  the  two  cones  are 
near,  the  eases  coining  to  the  outer  cone  have 
still  a  high  temperature  from  the  act  of  their 
formation,  and  tneir  temperature  is  to  be  added 
to  the  rise  occasioned  by  the  completion  of  their 
combustion,  in  the  outer  cone.  From  this  it 
might  appear  that  the  best  disposition  of  a 
mantle  in  the  flame  would  be  that  in  which  it 
.  occupies  the  surface  of  the  outer  cone.  But  it 
is  to  be  remembered  that  the  mantle  deforms 
the  cone  by  altering  the  currents  of-  gas  and 
air,  and,  besides,  the  outer  surface  of  the  mantle 
will  lose  heat  very  rapidlv  if  it  is  at  the  con- 
fines of  the  flame.  We  should  rather  suppose, 
therefore,  that  it  would  be  better  to  submerge 
the  mantle  in  the  flame  to  some  extent,  and  if 
this  is  done  and  if  at  the  same  time  by  the  use 
of  a  glass  chimney  we  cause  a  more  rapid  flux 
of  BIT  round  the  flame  to  quicken  the  combustion 
in  the  outer  cone,  we  get  the  conditions  which, 
as  a  matter  of  fact,  have  been  found  most 
effective  for  heating  a  mantle  with  the  original 
type  of  Bunsen  burner. 

The  great  gain  to  be  secured  by  raisins  the 
temperature  of  the  mantle  soon  led  to  momfica- 
tions  of  the  ori^nal  Bunsen  burner,  whereby  it 
was  sought  to  mtrodnce  a  larger  proportion  of 
primary  air.  A  IftiKe  number  of  devices  have 
oeen  used,  of  which  the  two  most  important 
relate  to  the  form  of  the  burner  tube  and  to  the 
construction  of  the  burner  head. 


In  the  well-known  Kern  burner,  the  tube  is 
formed  on  the  Venturi  principle,  and  has  in- 
ternally the  form  of  a  hyperbolic  spindle  ▲.  This 
secures  an  inteke  of  primary  ajr  ^mich  is  practi- 
cally sufficient  for  complete  combustion.  The 
mixing  of  air  and  gas  and  the  stability  of  the 
flame  are  secured  by  an  expanded  burner  head, 
capped  by  a  berrated  disc  b,  through  the  teeth  of 
which  the  gas  mixture  issues  in  narrow  streams. 
These  streams  coalesce  and  produce  a  conical 
sheet  of  flame  of  uniform  character  and  sensible 
thickness.  The  flame,  in  fact,  is  of  the  blow- 
pipe type  (Fig.  4a). 

The  M^ker  burner  is  constructed  on  much 
the  same  principle,  but  the  gas  mixture  passes 
from  the  expanded  burner  head  through  a  deep 
metal  grid.  The  flame  is  therefore  a  cone  of 
gas  burning  through  and  through.    It  will  be 
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Fig.  4  b.' 


seen  that  the  Kern  flame  is  designed  speoiallv 
for  heating  a  mantle,  whilst  the  M6ker  flame  is 
designed  to  confine  the  combustion  to  the  small- 
est attainable  volume  and  to  provide  a  very 
compact  hot  flame  for  general  laboratory  or 
furnace  use  (Fig.  4b). 

Increased  in-draught  of  air  can  also  be 
secured  by  the  use  of  chimneys.  If  the  gas  or 
air  or  both  are  put  under  extra  pressure  and  so 
delivered  with  high  velocity,  volume  flames  may 
be  obtained,  wmch,  unlike  that  of  a  M^ker 
burner,  have  their  base  blown  up  into  a  cone, 
so  that  the  flame  appears  to  be  two-coned.  This 
reallv  constitutes  a  olowpipe  flame. 

ihe  inversion  of  a  Bunsen  flame  modifies 
its  form  in  such  a  way  as  to  make  it  more 
efficient  for  heating  a  mantle.  The  outer  film 
of  flame  becomes  shorter,  thicker,  and  more 
globular,  and  as  the  products  of  combustion 
necessarily  drift  back  past  the  flame,  there  is 
a  certain  recuperation  of  heat. 

The  efficiency  of  various  flames  for  giving 
light  may  be  gathered  from  the  followins 
table  of  illuminating  value  per  cubic  foot  ^ 
gas  consumed.  The  numbers  are,  of  course, 
only  approximate,  but  they  give  an  idea  of 
the  temperatures  to  which  the  mantle  is  raised. 
The  fact  that  in  all  cases  the  same  chemical 
action  is  taking  place  shows  how  misleading 
the  term  '  flame  temperature  *  may  be  unless 
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the  precise  character  and  use  of  the  flame  are 
specified : — 


Form  of  IrtiTfier 
Ordinary  batswing 
Argand 

Wenham    (regenerative) 
Upriglit,  witli  mantle 
Inverted        „ 


Candle-power  per  cubic  foot 

eoMumed 
2-5 
S-25 
8-9 

20-40  (according  to  pressure) 
20-70 


The  hottest  flame  that  is  in  practical  use  is 
that  of  the  acetylene-oxycen  olowpipe.  Jn 
this  c€ise,  we  have  not  only  the  heat  of  oxidation 
of  the  carbon  and  hydrogen  involved,  but  also 
the  positive  heat  of  decomposition  of  the  mole- 
cule of  acetylene.  The  acetylene-oxygen  flame 
can  be  used  for  welding  iron  and  also  for  per- 
forating steel.    (F.  Aobttlene;  OzYasa?.) 

The  ehemleal  ehanges  taking  place  In  flames. 
In  the  foregoing  part  of  this  article,  attention 
has  been  drown  to  general  principles  which  are 
applicable  to  flames  as  a  wnole,  without  parti- 
cular regard  to  the  detailed  features  of  structure 
or  the  stages  of  chemical  decom})Osition.  Before 
discussing  any  flame  in  particular,  we  m^y 
adduce  one  or  two  further  general  considera- 
tions with  r^ard  to  chemical  changes  in  flame. 
It  has  been  assumed,  for  the  sake  of  simplicity, 
that  in  the  flames  of  hydrogen  and  carbon 
monoxide  the  chemical  change  takes  place  in  one 
simple  step.  When  we  come  to  other  com- 
bustibles, it  is  obvious  that  such  assumptions 
may  be  still  less  warrantable.  If,  for  example, 
we  are  dealing  with  a  combustible  element 
which  is  capable  of  affording  two  oxides,  we  may 
have  the  oxidation  in  the  flame  taking  place  in 
two  stages,  each  stage  producing  a  mstinctive 
feature  in  the  flame.  Or,  if  we  have  a  com- 
bustible consisting  of  two  or  more  oxidisabie 
elements,  the  oxidation  might  conceivablv  take  | 

Elace  selectively.    Again,  in  a  compound  com- 
ustible,  it  is  possible  that  the  oxygen  may,  in  ' 
the  flrst  instance,  add  itself  to  the  molecule  of 
combustible,   producing   a   complex   substance 
which   is   idtimately   resolved.      Lastly,    it   is  I 
possible  that  the  heating  effect  of  the  burning  I 
envelope  in  a  flame  may  produce  a  purely  ther-  ' 
mal  chemical  effect  on  some  of  tne  enclosed  ' 
unbumed  gas. 

Only  in  a  few  cases  has  the  prcwressive  i 
combustion  in  flames  been  studied  ferny.  In 
the  case  of  a  cyanoffen-air  flame,  it  has  been 
shown  (Smithells  ana  Bent,  Chem.  Soc.  Trans. 
1894,  05,  603)  that  the  inner  crimson  film  of  the 
flame  marks  the  combustion  of  the  gas  to  carbon 
monoxide,  whilst  in  the  blue  fringe  of  the  flame 
the  oxidation  is  completed  by  the  combustion 
of  the  carbon  monoxiae. 

The  case  of  hydrocarbon  flames  is  naturally 
the  one  of  most  interest.  The  earliest  investiga- 
tions of  the  progress  of  combustion,  made  dv 
Hilgard,  Landolt,  and  Blochmann,  in  Bunsen^ 
laboratory,  dealt  with  the  flames  of  the  complex 
combustibles,  wax,  v^etable  oils,  coal  gas,  and 
consequently  the  resuRs  were  not  very  easy  to 
interpret.  In  more  recent  times,  the  combus- 
tion of  single  hydrocarbons  has  been  carefully 
examined. 

The  flame  of  a  hydrogen-carbon  oom}>ound, 
or  of  a  mixture  contaimng  some  quantity  of 
hydrocarbons,  shows  three  distinct  parts  when 
produced  in  the  ordinary  way.  Of^  these,  the 
most  conspicuous  is  the  bright  yellow  patch 
from  which  the  chief  flux  of  light  takes  place. 


The  lower  part  of  the  flame  is  surrounded  by  a 
brieht-blue  sheath  or  *  calyx,'  which  thins  off 
and  ends  where  it  overlaps  the  lower  part  of  the 
yellow  region.  In  addition  to  this,  the  whoie 
flame  is  surrounded  by  a  complete  mantle  of 

I  dimly  burning  gas.     The  flame  is  hollow,  that 

,  is    to  say,     it   is 

'  filled  with  im- 
bumt  gas,  and 
even  the  bright- 
yellow  region  is 
an  extremSy  thin 
conical  sheet.  A 
diagrammatic  sec- 
tion of  a  normal 
hydrocarbon  flame  ^--jj|^- 
is  given  in  Fig.  6. 
The  relative  de- 
velopment of  the 
different  parts  is, 
of  course,  different 
in  different  flames. 
It  depends  on 
many  factors,  the 
chief  of  which  are 
the  richness  of  the 
gas  in  carbon,  the 
character  of    the 


Fig.  5. 


orifice,  and  the  rate  at  which  the  gas  issues. 
The  flame  of  acetylene,  suitably  developed  by 
allowing  the  gas  to  issue  in  such  a  way  that 
it  is  spread  out  into  a  thin  sheet,  shows  a 
very  large  yellowish-white  luminous  region,  in 
the  glare  of  which  the  other  parte  of  the  flame 
are  indistinguishable.  On  the  other  hand, 
an  alcohol  flame  exhibits  scarcely  any  yellow 
luminosity. 

If  we  take  the  flame  of  a  hydrocarbon 
burning  in  an  ordinary  Bunsen  burner  with  the 
air  ports  closed,  and  then  gradually  open  the 
ports,  we  can  see  how  the  luminous  flame  passes 
into  the  *  atmospheric*  type,  and  convince 
ourselves  that  the  blue  calyx  and  the  mantle  of 
the  luminous  flame  represent  respectively,  the 
Inner  and  outer  cones  of  the  Bunsen  flame. 
Turning  a  luminous  flame  low-  to  the  point 
where  only  a  Jl>lue  button  of  light  remains  at  the 
burner  tip,  enables  us  to  see  a  like  transition. 

The  changes  experienced  by  hydrocarbons 
when  burning  in  a  Bunsen  burner  were  investi-  . 
gated  by  Smithells  and  Ingle  by  the  use  of  the 
cone-separating  apparatus  already  described 
(Chem.  Soc.  Trans.  1892,  61,  209),  and  the 
analyses  of  the  interconal  gases  (after  cooling) 
showed  in  all  cases  that  a  partial  combustion 
had  taken  place,  leaving  very  little,  of  the 
original  hydrocarbon  unoxidised.  The  products 
of  partial  oxidation  were  carbon  monoxide, 
carbon  dioxide,  hydrogen,  and  water  vapour, 
accompanied,  of  course,  by  the  nitrogen  of  the 
*  primary  *  air  supply.  The  following  are  some 
ot  the  analytical  results  : — 


Gas  employed. 

C,H, 

CH4 

C.H. 

Cioalgas 

CO,      . 
H,0     . 
CO       . 

3-6 

6-8 

131 

4-2 

9-6 

17-6 

7-7 

16-0 

16-6 

4-5 

s-o 

8-8 

Hydrocarbon 

1-3 

— 

0-6 

— 

H,        . 

9-4 

3-9 

0-6 

9-3 

N          .         . 

60-6 

67-2 

731 

62-0 

These  analyses  refer  to  the  cooled  gases,  but 
experiments  (unpublished),  made  by  a  modifica- 
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tion  of  Deville's  method  to  entrap  and  preserve 
the  gases  as  they  exist  at  the  hign  temperature, 
have  not  given  any  ground  for  doubting  that 
the  figures  given  in  we  table  represent  essen- 
tially the  changes  that  occur  in  tne  inner  cone. 
Independent  experiments  by  Haber  and  Richardt 
(Zeitsck  anoig.  Ghem.  1904,  38,  6)  bear  out  this 
conclusion. 

We  may  say,  therefore,  that  the  inner  cone 
of  a  Bunsen  flame  (and  the  corresponding  blue 
calyx  of  a  luminous  flame)  marks  the  region  of 
a  partial  oxidation  in  which  no  carbon,  but 
some  hydrogen,  remains  unoxidised.  In  the 
outer  cone  (and  the  corresponding  mantle  of  a 
luminous  flame),  the  carbon  monoxide  and  hydro-  i 
gen  coming  from  the  inner  cone  (or  calyx)  find, 
and  are  bumine  with,  the  air  necessary  to  com- 
plete  their  oxi£tion.  . 

The  experimental  results  just  described  stood 
in  direct  opposition  to  a  view  which,  notwith- 
standing repeated  contradictory  evidence,  had 
prevails  for  three-quarters  of  a  century,  namely, 
that  in  the  combustion  of  a  hydrocarbon  with  a  . 
deficiency  of  air,  the  hydrosen  was  preferentially  | 
or  selectively  oxidised,  ana  the  carbon  set  free.  ' 
It  miffht  now  be  said  that  there  is  a  preferential  | 
or  selective  combustion  of  the  carbon.    The  | 
use  of  these  expressions  has,   however,   been  : 
objected  to,  and  need  not  be  insisted  !u>on.  [ 
The  objection  arises  chiefly  from  a  considera- 
tion of  the  results   obtained  by   a  long  and 
careful  series  of  studies  made  by  W.  A.  Bone 
and  his  collaborators,  on  the  progressive  oxida-  , 
tion  of  hydrocarbons  from  a  temperature  of  ' 
250*"  upwards.     The  results  of    these  experi- 
ments are  summarised  in  a  Report  on  Gaseous 
Ck>mbustion,  drawn  up  by  Proieesor  Bone  for 
the    British   Association    [see    B.    A.    Report, 
Sheffield,  1910),  and  in  this  rej^rt  references 
to  the  original  papers  will  be  found.    According 
to  Bone,  *the  attckck  of  the  oxygen  upon  the 
hydrocarbon  may  be  supposed  to  involve  a 
series    of    successive    "  hydroxylations,"    the 
hychx>xylated  molecules  either  breaking  down 
or  undergoing  further  oxidation,  according  to 
their  relative  stabilities  and  affinities  for  oxyjjren 
at  the  particular  temperature.*    The  foUowmg 
is  the  scheme  for  ethane : — 

(a)  Slow  Combustion  at  300°-400^ 
CH,CH,-»CH,'CH,OH-»CH,CH(OH), 
Ethane.       Bthyl  alcohol.     H,0+CH,-CHO-» 

Acetaldehyde. 

->CO+H,0 +H-CHO-»H-COOH->CO(OH), 
Form-  Formic  Carbonio 

aldehyde.        add.  acid. 

CO-f H,0  CO.-fHjO 

(b)  Explosive  Combustion. 

0  1  2 

CH,-CH,  ->  CH,CH,OH  ->  CH,CH(OH), 


CHaCHO+HaO 

/IchT+co  \ 

\C+2H,+C0/ 

The  experimental  basis  of  these  schemes  lies 

in  the  actual  isolation  of  the  various  members 

of  the  series  of  transition  substances  implicated. 

Space  allows  of  only  one  further  reference  to 

these  investigations.     Bone  considers  that  one 


I    C,Ha-H,0    I 
\2C+2H,-fH,0/ 


of  the  most  significant  features  '  has  been  the 
proof  afforded  of  the  relatively  much  greater 
affinity  of  hydrocarbons  as  compared  wiUi  that 
of  either  hydrogen  or  carbon  monoxide,  for 
oxygen  at  the  high  temperature  of  flames.* 
Thus  in  the  explosion  of  a  mixture  corresponding 
to  CgH«-|-H,-p0,  there  is  practically  no  forma- 
tion of  steam. 

Lumlnoalty  of  hydrocarbon  flames.  In  the 
preceding  paragraphs,  the  chemistry  of  the  com- 
Dustion  of  nydrocarbons  in  the  Bunsen  flame  and 
in  the  blue  parts  of  luminous  flames  has  been 
explained  in  its  oeneral  features.  It  remains  to 
explain  the  deveu)pment  of  the  yellow  luminous 
region  of  hydrocarbon  flames.  As  is  well 
known,  the  first  explanation  was  given  by 
Humphry  Davy,  in  1816,  among  many  other 
observations  upon  flame  still  well  worthy  of 
attention.  Davy  attributed  the  luminosity  to 
the  deposition  of  solid  charcoal,  which  he  said 
'  miffht  be  owing  to  a  decomposition  of  a  part 
of  the  ffas  towards  the  interior  of  the  flame 
whexe  tne  air  was  in  smallest  quantity.'  The 
ambiguity  of  this  explanation  and  its  supposed 
implication  of  a  selective  combustion  of  the 
hydrogen,  have  already  been  alluded  to.  Start- 
ing from  this  *  solid  particle  *  eimlanation  of  the 
lignt  of  a  hydrocarbon  flame,  Davy  was  led  to 
consider  that  all  flames  of  high  luminosity  con- 
tained solid  partides.  He  knew  that  the 
phosphoric  oxide  was  gasefied  at  the  tempera- 
ture of  a  phosphorus  flame,  yet  he  believed  that, 
in  the  flame  itself,  solid  particles  of  the  substance 
were  produced,  and  were  conserved  by  the 
elastic  force  of  the  flame  producing  a  kind  of 
compression. 

Davy's  explanation  ,  remained  unassalled 
until  1867,  when  E.  Frankland  made  an  im- 
portant series  of  researches  on  the  luminosity 
of  flames.     He  concluded : 

(1)  That  bright  flames  exist  which  do  not 
contain  solid  particles. 

(2)  That  the  luminosity  of  flames  depends 
mainly  on  the  density  of  the  substances  con- 
tained in  them. 

(3)  That  feebly  luminous  flames  may  be  made 
bright  by  compressing  the  burning  gases. 

(4)  That  the  luminosity  of  onlinary  hydro- 
carbon flames,  such  as  that  of  coal  gas,  is  not 
due,  in  any  important  degree,  to  solid  particles 
of  carbon,  but  almost  entirely  to  the  glow  of 
dense  hydrocarbon  vapours. 

Frankland  attributed  luminosity  to  the 
density  of  the  hot  gases  in  the  flame,  whether 
this  density  were  due  to  high  molecular  weight 
or  to  compression.  So  far  as  hydrocarbon 
flames  are  concerned,  Frankland's  views  were 
soon  submitted  to  destructive  criticism,  especially 
by  Heumann. 

A  crucial  experiment  indicating  the  presence 
of  solid  particles  in  flame,  first  proposed  by 
Soret  and  subsequently  by  Burch  and  by 
Stokes,  consists  in  focussing  the  image  of  the 
sun  on  to  the  flame  and  examining  the  scattered 
liffht  with  a  Nicol  prism.  That  test,  applied  to 
a  nydrocarbon  flame,  gives  a  positive  result,  and 
the  presence  of  solid  particles  in  such  flames  is 
no  longer  disputed. 

It  IS  true  that  the  black  soot  deposited  on 
cold  objects  introduced  into  luminous  hydro- 
carbon flames  is  by  no  means  pure  carbon,  but 
this  19  to  be  expected  when  we  remember  that 
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any  oondensible  hydrocarbon  in  the  flame  would 
be  depoeited  along  with  partioles  of  pure  carbon, 
if  Buch  were,  in  fwst,  present. 

It  may  now  be  taken  aa  agreed  that  the 
luminosity  of  hydrocarbon  flames  is  due  to  the 
separation  of  solid  particles  of  carbon.  The 
process  by  which  the  carbon  becomes  separated 
in  the  flame  has  been  the  subject  of  much  experi- 
ment and  discussion.  Is  it  involved  directly  in 
the  oxidation  that  is  taking  place,  or  is  it  merely 
a  thermal  effect — and  in  eiuier  case,  what  are  tbte 
stages  of  the  process  f  It  is  impossible  here  to 
give  more  than  a  brief  summary  of  the  views 
that  have  been  held.  In  the  flrst  place,  it  may 
be  said  that  the  old,  simple,  and  plausible 
explanation  of  a  preferential  oxidation  of  hydro- 
gen is  untenable  for  reasons  already  given.  In 
the  next  it  may  be  affirmed  that,  generallv 
speaking,  hydrocarbons,  subjected  to  a  hiffh 
tempecature,  deposit  solid  carbon.  It  woiSd 
appear,  therefore,  that  the  separation  of  carbon 
in  a  flaine  might  be  adequately  explained  by  the 
fact  that  the  unbumed  nydrocarbon  within  the 
burning  sheath  of  the  flame  is  highly  heated  by 
the  burning  parts.  The  fact  that  when  the  heat 
is  tapped  for  the  burning  sheaUi  by  a  ring  of  cold 
wire,  the  flame  loses  luminosity,  is  one  among 
several  indications  that  the  deposition  of  carbon 
is  a  secondary  and  a  thermal  effect  of  the  com- 
bustion. At  the  same  time,  the  experiments  of 
Bone  would  lead  us  to  be  cautious  in  denying 
that  in  some  cases  the  chemical  processes  might 
contribute  to  the  separation  of  carbon. 

Taking  it  for  granted  thaA  the  decomposition 
of  the  hydrocarlK>n  is  purely  thermal,  we  may 
next  consider  the  stages  that  are  passed  through. 
This  raises  the  whole  question  of  the  thermal 
decomposition  of  hydrocarbons,  a  subject  of 
great  experimental  difficulty,  on  which  really 
satisfactory  results  have  ooJy  been  obtained 
over  a  small  range  of  substances  {see  Bone  and 
Coward,  Chem.  Soc.  Trans.  1908,  98,  U07). 

The  view  that  ethylene,  on  heating,  undeisoes 
the  simple  change  0,H4=3G+0U|,  which  long 
served  to  explain  the  luminosity  of  flames,  is  no 
longer  tenable.  The  doctrine  of  Berthelot, 
according  to  which  the  molecules  of  hydro- 
carbons, on  heating,  undergo  progressive 
coalescence  with  elimination  of  hydrogen  imtil 
in  the  end  a  molecule  is  left  containing  a  negli- 
gible proportion  of  hydrogen,  is  likewise  con- 
tradicted by  modem  experiments.  The  hypo- 
thesis of  V.  B.  Lewes  (Plroc.  Boy.  Soc.  1895, 
57,  450),  that  the  formation  of  acetylene  and  its 
subsequent  decomposition  are  the  essential  cause 


ethylene,  it  may  be  supposed  that  the  primary 
effect  of  hiffh  temp^ture  is  to  cause  an  elimina- 
tion of  hydrogen  with  a  simultaneous  loosening 
or  dissolution  of  the  bond  between  the  carbon 
atoms,  giving  rise  to  (in  the  event  of  dissolution) 
residues  such  as  :  GH,  and*  OH.  These  residues, 
which  can  only  have  a  very  fugitive  separate 
existence,  toay  subsequently  either  (a)  form 
H,0:OH,  and  HC  i  OH,  as  the  result  of  encounters 
with  other  similar  residues,  or  (h)  break  down 
directly  into  carbon  and  hydrogen,  or  (c)  be 
directly  "  hydrogenised "  to  methane  in  an 
atmosphere  already  rich  in  hydrcwen.  These 
three  possibilities  may  all  be  rea&sed  simul- 
taneously in  the  same  decomposing  gas  in 
proportions  dependent  on  the  temperature, 
pressure,  and  amount  of  hydrogen  present.  The 
whole  process  may  be  represented  oy  the  f ollow- 
'  ing  scneme,  the  dotted  line  indicating  the 
tendency  to  dissolve  the  bond  between  the 
carbon  atoms  which  becomes  actually  effective 
at  higher  tomperatures : —  ' 


H-6iCH=[: 

HJH 
Ethane. 


:CHJ-hH,]= 


(a)  CA+H,. 
(6)  2C+2H,+H,. 
(c)  plus  H,=2CH4. 


H 


:CH 

Ethylene. 


I  (a)  C.H,+H,. 
=[2{iCH)-fHJ=  (6)  2C+H,+lEi,. 

((c)  jrftt«2H,=2CH4. 


'  In  the  case  of  acetylene,  the  main  primary 
change  may  be  either  one  of  polymerisation  or 
of  di^olution,  according  to  the  temperature,  and, 
if  the  latter,  it  may  be  supposed  tnat  the  mole- 
cule breaks  down  across  the  triple  bond  between 
the  carbon  atoms,  giving  rise  to  2(  jCH),  and  that 
these  residues  are  subroquently  either  resolved 
into  carbon  and  hydrogen  or  "  hydrogenised," 
according  to  circumstances,  thus  : 


2/:cm-/(«)  2C+H,. 


HCiCH 

Polymerisation. 

*  Incidentally,  it  may  be  observed  that  the 
rates  of  decomposition  of  these  hydrocarbons 
are  veiy  much  slower  than  their  rates  of  com- 
bustion, and  that  therefore  in  the  propagation 
of  a  flame  through  a  homogeneous  mixture  of  a 
hydrocarbon  and  oxygen,  oxidation  will  probably 
take  precedence  of  all  other  chemical  pheno- 
mena. 

The  chemistry  of  a  hydrocarbon  flame  has 


of  luminositv  in  hydrocarbon  flames,  is  regarded  ,  now  been  given  as  completely  as  present  know 
by  those  who  have  concerned  themselves  with  j  ledge  and  the  limits  of  space  allow. 


the  subject   as    based   on   wholly   insufficient 
evidence. 

Bone  and  Coward  have  been  led  to  the  con- 
clusion that  the  thermal  decomposition  of 
hydrocarbons  is  too  complex  a  phenomenon  to 
be  represented  by  ordinary  chemical  equations. 
I>ealing  with  methane,  ethane,  ethylene,  and 


The  art  of  getting  the  maximum  of  light  from 
a  hydrocarbon  solely  by  its  own  combustion  may 
be  deduced  and  stated  briefly  as  follows  :  The 
gas  must  be  so  burned  as  to  liberate  within 
the  burning  walls  of  its  flame  the  maximum 
amount  of  solid  carbon  that  can  be  heated  to 
a  high  temperature  and  be  wholly  oxidised  as 


acetylene,  they  observe  first  of  all  that  whilst  i  welL    Spreading  out  the  sas  stream  increases 


at  a  high  temperature  methane,  the  most  steble 
d  the  hydrocarbons,  is  resolved  direcUy  into 
carbon  and  hydrogen,  this  only  takes  place  in 
contact  with  solid  surfiaoes,  whilst  with  the  three 
other  gases  decomposition  takes  place  through- 
oat  their  bulk. 

They  say:    'In  the  cases  of  ethane  and 


the  relative  proportion  ot  hot  non-luminous 
burning  walls,  and  dimimshes  the  central  zone 
of  imbumed  gas  from  which  the  solid  carbon 
has  to  be  derived.  It  is  on  the  right  adjustment 
of  these  two  elements  of  a  flame  for  the  particular 
sas  in  use,  that  the  construction  of  a  suitable 
burner  depends,  and  it  is  obvious  that  the  best 
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roBult  can  only  bo  maintMiied  when  the  oom- 
pontion  of  the  ffas  and  air,  the  Dreasure,  and 
temperature  are  kept  constant.  Of  oourBe,  the 
question  is  oomplic»ted  when  we  introduce  the 
uctoiB  of  ohimnsys  and  heat-regeiierating 
devices. 

It  may  be  conyanient  here  to  revert  to  the 
question  of  obtaining  the  highest  temperature 
from  the  combustion  of  a  ued  amount  of  a 
hydrooarbon.     Fig.     6    is     reproduced    from 


Fig.  6. 

photographs  of  five  gas-flames,  where  the  rate 
of  gas  flow  was  constant.  In  the  first  flame,  a,  we 
have  the  gas  burning  (with  some  smoke)  without 
any  *  primary  '  air  ^ ;  in  the  second,  we  have  just 
sufficient  pnmary  air  to  cause  delumination ; 
in  the  third,  we  have  as  much  air  as  possible 
without  producing  instability ;  in  the  fourth,  a 
M6ker  burner  is  used ;  in  the  fifth,  we  have  the 
gas  mixed,  before  issuing  from  the  burner,  wiUi 
enouffh  carbon  dioxide  to  produce  delumination. 
SpeaEing  of  each  flame  as  a  whole,  we  may  say 
that  the  hotness  is  greater  in  profwrtion  as  the 
surface  is  less.  In  the  carbon  dioxide-fed  flame, 
neutral  molecules  of  that  gas  are  wedged  in 
between  those  of  the  combustible  gas,  and  the 
mixture  has  to  wander  far  before  it  gets  mixed 
with  enough  oxygen  to  sustain  combustion. 
When  it  acquires  this  oxygen,  there  is  round 
each  buminff  molecule, not  only  the  inert 
nitrogen  of  the  air  but  the  equally  inert  carbon 
dioxide.  The  flame  is  a  thin,  single,  hollow  sheet, 
and  the  temperature  is  quite  insufficient  to 
decompose  any  of  the  hydrocarbons  within. 
It  has  the  non-luminous  appearance  of  a  Bunsen 
flame,  but  it  is,  of  course,  absolutely  the  opposite 
of  that  in  its  genesis,  for  it  represents  a<uayed 
and  diluted  instead  of  quickened  and  concen- 
trated combustion. 

The  limits  of  space  have  rendered  necessary 
the  omission  of  many  matters  relating  to  the 
chemistry  and  physics  of  flame.  The  exact 
molecular  and  suD-molecular  mechanism  by 
which  the  luminosity  of  wholly  gaseous  flames 
is  regulated,  is  a  subject  of  great  interest.    It  is 

,'  The  unsteadiness  of  this  flame  makes  it  appear 
somewhat  too  large  in  a  i»hotograph. 


BOW  generally  believed  to  be  associated  with 
electronic  transactions.  Some  discussion  of  the 
subject  is  to  be  found  in  the  Rritish  Association's 
Report,  Leicester,  1907  (Smithells*  address  to 
Section  B).  A.  Sm. 

FLASH  LIGHTS.  A  term  usuallj  applied  to 
combustible  mixtures  which  bum  with  a  brilliant 
Uffht  and  more  or  less  instantaneous  flash,  and 
which  are  employed  sjteoially  for  photoj^raphic 
purposes.  Slower-burning  nuxtures,  which  also 
yield  a  bright  Ught  on  combustion,  such  as  are 
used  for  signalling  purposes,  are  known  as  jians 
(Me Bbnoaluohts;  Indian  ruui;  Pyrotbchny). 
For  photographic  purposes,  it  is  essential 
that  the  flash  light  should  be  (1)  sufficiently 
brilliant,  (2)  of  the  desired  rapidity,  and  (3) 
specially  rich  in  actinic  light.  Of  all  the  known 
available  materials  which,  on  combustion,  yield 
a  bright  and  highly  actinic  light,  the  metal 
magnesium  stands  pre-eminent;  and  the 
earuest  and  simplest  methods  of  employing  this 
substance  consisted  in  projecting  a  definite 
Quantity  of  the  finely  powdered  metal  into  the 
name  of  a  spirit  lamp. 

Various  contrivances  have  been  devised  for 
this  purpose :    one  simple  plan  is  to  place  the 
charge  of  magnesium  powaer  in  the  bowl  of  a 
day  tobacco  pipe  to  the  mouthpiece  of  which  is 
attached  a  ruober  ball.    A  loose  plug  of  tow  or 
cotton  wool,  wetted  with  methylat^  spirit,  is 
then  lip^hUy  inserted  into  the  mouth  of  the  bowl : 
the  spirit  IS  ignited  and,  on  suddenly  squeexing 
the  ball,  the  msffnesium  is  thrown  into  the  flame. 
I       The  next  development  consists  in  mixing 
I  the   powdered   magnesium   with   some   highly 
I  oxygenated  salt,  such  as  potassium  chlorate,  in 
such  proportion  that  the  mixture,  when  placed 
'  in  a  small  heap  upon  a  metal  tray,  could  be 
I  ignited  by  a  match  or  taper,  and  would  bum 
'■  with  much  the  same  rapidity  as  a  similar  small 
,  heap  of  gunpowder.    The  danger  inherent  in 
such  mixtures  was  found  to  be  greatly  reduced 
by  substituting  barium  chlorate  for  the  potas- 
sium salt ;   and  more  recently,  since  potassium 
'  perchlorate  has  become  a  common  commercial 
article,  this  compound  is  more  usually  employed 
in  preference  to  the  chlorates. 

Mixtures  oi  magnesium  with  certain  nitrates 
I  of  the  so-called  rare  earths  have  been  made  the 
subject  of  patents.     One  such  consists  of : 
'  Magnesium  powder  10  parts 

Thorium  nitrate       10     „ 

and  a  rather  less  quick  mixture  contains  : 
Magnesium  powder  10  parts 
Zirconium  mtrate      5     „ 

One  of  the  chief  drawbacks  to  magnesium 

flash  powders  is  the  volume  of  white  smoke  of 

magnesium  oxide  which  is  produced  on  their 

!  combustion,  and  many  efforts  have  been  made 

I  to  obviate  this  nuisance.     Some  of  these  are 

purely  mechanical  contrivances  for  withdrawing 

I  the  smoke,  but  others  are  attempts  to  produce 

!  mixtures  which  shall  emit  little  or  no  smoke. 

The  two  following  mixtures  claim  to  yield 
I  smokeless  magnesium  flash  powders  : — 

(1)  Powdered  magnesium,  barium  peroxide, 
I  and  collodion.  The  charge  of  powder  is  blown 
;  by  means  of  a  pneumatic  pump  into  a  small  iron 
I  cracible  heatea  by  a  Bunsen  burner. 
I  (2)  1  part  of  magnesium  powder  mixed  with 
1  part  of  either  silicic  add  ('infusorial  eaith  *). 
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barium  sulphate,  anhydrous  calcium  sulphate, 
anhydrous  magnesium  sulphate  ('  kieserite  *),  or 
boric  acid. 

It  is  further  claimed  for  this  mixture  that  if 
loaded  into  a  cylindrical  case  with  a  constricted 
opening,  a  non-instantaneous  or  'time'  flash 
may  be  obtained. 

At  the  present  time,  since  the  pyrotechnic 
possibilities  of  finely  powdered  aluminium  have 
become  known,  in  most  flash  powders  the 
magn^ium  is  usually  more  or  less  replaced  by 
aluminium,  in  some  cases  even  wnolly  re- 
placed ;  one  such  mixture  consists  of  : 

Aluminium  powder         .     40  parts 

Potassium  perchlorate         60     „ 

It  is  usual,  however,  to  retain  some  of  the 

magnesium  in  order  to  ensure  the  necessary  high 

actmic  quality  of  the  light  emitted.    Thus  a 

typical  mixture  consists  of  : 

.  Powdered  magnesium  100  parts 

Powdered  aluminium  60     „ 

Ferric  oxide    .  .       30     ,, 

Copper  carbonate     .         .      30     „ 
Magnesium  sulphate  (dry)         5     „ 
The  following  mixtures  claim  to  be  non> 
explosive  and  almost  smokeless  : — 

(1)  Powdered  magnesium  and  aluminium 
fthe  quantity  of  aluminium  usually  varvinc 
from  £  to  ^  the  amount  of  magnesium),  mixed 
with  peroxides  of  calcium,  magnesium,  or 
manganese.  I 

(2)  Powdered  magnesium  and  aluminium  { 
mixed  with  perborio  acid  or  tungstio  acid  or  ; 
their  salts. 

(3)  Powdered  magnesium  and  aluminium, 
with  sulphate  of  cerium  or  thorium,  or  an  alum. 
For  example : 

Powdered  magnesium  .8  parts 

Powdered  aluminium  .  .  2     „ 

Finely  powdered,  dry  chrome  alum       10     „ 

Many  mixtures  containing  aluminium  as  an 
ingredient  are  rendered  more  rapid  iix  their 
combustion  by  the  addition  of  silica,  while  their 
rate  of  combustion  may  be  retarded  by  the 
introduction  of  regulated  quantities  of  car- 
bonates of  alkalis  or  alkaline  earths  or  oxides  of 
the  latter.  Thus  the  above  mTxture  may  be 
converted  into  a  slow-burning  *  time  *  mixture 
by  the  addition  of  2  parts  of  an  alkaline  earth 
oxide  or  carbonate. 

Flash  powders  are  now  frequently  loaded 
into  small  cases  or  cartridges ;    ignition  of  the 
mixture  being  effected  sometimes  oy  an  electric 
arrangement  and  sometimes  by  means  of  an 
inserted  strip  of  magnesium  ribbon.      In  the  ' 
former  case,  the  two  electric  wires  are  fixed  into  I 
the  cartridge,  with  either  a  short  spark-gap  or  ' 
joined  by  a  fine  incandescing  wire.  ' 

One  of  the  many  patented  cartridges  has  a 
case  which  is  itself  innammable.  It  consists  of 
a  short  celluloid  cylinder  closed  at  the  bottom  i 
with  a  cork  saturated  with  collodion,  and  at  the  ■ 
top  with  a  disc  of  cork  saturated  with  an  ! 
emulsion  of  magnesium.  Through  this,  thei«  is  ' 
inserted  a  short  strip  of  magnesium  ribbon  < 
which,  on  ignition,  communicates  its  combustion  , 
to  the  charge. 

A  number  of  contrivances  have  been  devised 
for  producing  a  rapid  succession  of  flash  lights 
for  purposes  of  cinematograph  photography. 
Those  consist  essentially  of  mechanical  devices 


for  the  intermittent  feeding  of  metallic  magne- 
sium against  the  two  metal  terminids  of  an 
electric  circuit.  Q.  S.  N« 

FLAVANILINE  v.  Quinounb. 

FLAVANTHRENE  O^.H^OtN,  An  anthra- 
oene  dyestuff  discovered  by  R.  Bohn  of  the 
Badische  Anilin-  und  Soduabrik,  by  melting 
^-aminoanthraquinone  with  caustic  potash. 
Has  a  large  application  for  unmoraanted 
v^etable  fibres,  wnich  assume  a  deep-blue  colour 
in  the  reduced  vat,  changing  after  a  lew  minutes* 
exposure  in  the  air  to  a  permanent  yellow.  The 
colour  is  very  fast,  except  when  subjected  to 
powerful  rays  of  sunlight,  which  cause  it  to 
assume  a  temporary  green  shade. 

Prepared  techni<»llv  from  2-aminoanthra- 
quinone  and  potassium  hydroxide  at  360*"  (D.  R. 
P.  133686) ;  with  aluminium  chloride  (D.  R.  P. 
136015) ;  with  antimony  pentachloride  in  boiling 
nitrobenzene  (D.  R.  P.  138119);  by  oxidising 
with  chromic  acid  or  other  acid  oxidising  agents 
(D.  R.  PP.  139633  and  141355) ;  in  the  last- 
named  case,  it  is  accompanied  by  indanthrene, 
to  which  it  is  closely  related  (v.  Indanthbsnb). 

Flavanthrene  -  is  a  weak  base,  sparingly 
soluble  in'  high-boiling  solvents,  and  very 
stable  towards  heat;  it  exists  in  glistening, 
brown-yellow  needles.  It  is  applied  to  the  fibre 
after  reduction  with  alkaline  hyposulphites^ 
fomung  a  deep-blue  vat  (D.  R.  PP.  139634, 
139835,  140573,  142963). 

The  constitution  of  flavanthrene  has  been 
determined  by  R.  SchoU  and  his  co-workers 
(Ber.  1907,  40,  1691)  in  the  following  manner  :-- 

l-amino-2-methylanthraquinone  was  con- 
verted by  the  diazo-  reaction  into  l-iodo-2- 
methyUnthraquinone  Oi(H,0,I,  which  passes 
by  means  of  Ullmann's  copper  method  (Annalen, 
1904,  332,  38)  at  270''  into  2 : 2'-dimethyl. 
1-dianthraquinonyl  (I.).  This  substance  has 
also  been  prepared  from  the  diazonium  sulphate 
of  the  metnyianthraquinone  by  means  of  copper 
powder  and  acetic  anhydride  (Knoevenagel, 
ber.  28,  2048),  and,  when  oxidised  with  chromic 
acid,  yields  the  corresponding  dicarboxylic  acid 
C30H14O..  The  acid-amide  derivative  was 
readily  obtained  from  this  in  the  ordinary  wa^', 
and  tne  application  of  Hofmann*s  reaction  with 
bromine  and  potash  converts  it  into  the  amine 
(II.)  and  a  stage  further  into  flavanthrene  (IIL). 


FLAVAURIN. 


2n 


Havanthrene  must  therefore  have  the 
annexed  constitution  UL,  and  in  obtaining  it 
from  2-aminoanthraquinone  in  the  process  oi 
manufacture,  two  molecules  must  unite  with 
loss  of  two  molecules  of  water  and  two  atoms  of 
hydrogen,  according  Ui  the  scheme  : 
CO 

.C,,Hi,0.N,  +  2H,0  +  H, 
'FUvanthiene. 
NH, 

llie  inunediate  precursor  of  flavanthrene, 
2  :  2'-diamino-l  :  r-dianthraquinonyl  may  be 
prepared  by  boiling  l-chloro-2-benzylidene- 
ammoanthraquinone  with  copper  powaer  and 
nai>hthal6ne,  extracting  the '2-2'-dibenzylidene- 
amino-1  :  I'-dianthraquinonyl  so  formed  with 
cold  alcoh(^  and  leavinf  the  solution  for  some 
time,  when  the  benzylidene  residues  are  spon- 
taneously eliminated  and  the  desired  compound 
crystallises.  It  forms  microscopic  red  needles, 
and  changes  into  flavanthrene  at  250''  (Scholl 
and  Dischendorfer,  Ber.  1918,  61,  462 ;  Chem. 
Soc.  Abstr.  1918,  308). 

As  the  application  of  this  dyestuff  to  the 
fibre  depends  upon  its  behaviour  towards  re- 
ducing i^ents  in  the  vat,  just  as  in  the  analogous 
case  of  indieo,  careful  investigations  have  Been 
carried  out  oy  R.  Scholl  and  ms  assistants  (Ber. 
1908,  41,  2304),  under  a  variety  of  conditions, 
which  show  that  the  reduction  products  of 
flavanthrene  consist  of  some  seven  definite 
compounds : 

(a)  DthydroflavanthreTie  hydrate,  obtained 
by  reducing  flavanthrene  with  alkaline  sodium 
hyposulphite  in  an  atmosphere  of  hydrogen. 
On  coounff,  bronze-coloured  needles  of  the  di- 
sodium  salt  of  this  hydrate  crystallise  out,  and 
by  acidifying  with  acetic  acid,  the  free  dihydro- 
flavanthrene  hydrate  is  isolated  as  bluish-green 
coppery  crystals,  which  remain  stable  at  the 
oromaiy  temperature,  but  readily  oxidise  to 
flavanthrene  at  100**  or  when  moist. 

(6)  DihydrofiavarUhrene  is  obtained  from 
the  above  bv  dehydration  at  160''-170''  in  a 
stream  of  caroon  dioxide ;  it  consists  of  a  fi;reen 
powder  which  is  more  stable  than  the  hy&kte. 
it  may  also  be  prepared  by  reducing  flavan- 
threne with  hydnodic  acid  ajid  red  phosphorus 
at  126°.  Although  flavanthrene  itself  is  only  a 
weak  base,  this  dihydro  derivative  reaculy 
forms  salts  with  nuneral  adds;  dihydro- 
flavanthrene  hydrochloride  probably  contains 
the  acid  unitea  to  a  N-  atom.  The  o-benzoyl 
derivative  melts  at  220"^. 

(e)  a-TeirahydrorpavarUhrene  hydrate  is  iso- 
lated in  the  form  of  its  sodium  salt  when 
flavanthrene  is  reduced  with  zinc-dust  and 
caustic  soda.  On  acidifying,  (a)  and  (/)  are 
formed. 

(d)  Flatfanthrine  hydrate,  prepared  by  re- 
ducing flavanthrene  with  hydnodic  acid  and  red 
phosphorus  at  210°,  is  a  menish-brown  powder, 
losing  water  at  240°  witii  formation  otjiavan- 
ikrine,  which  consists  of  lane  brown  needles 
with  a  metallic  lustre,  m.p.  39°.  It  is  readily 
oxidised  to  flavanthrene. 

(e)  a-hexahydrtifiavanihrene,  and  (g)  Fla- 
vanihrinol,  are  both  formed  by  energetio  reduc- 
tion of  flavanthrene  with  zinc-dust  and  caustic 
soda. 


( / )  is  a  stable  blue-black  powder  which  loses 
water  at  160° ;  dissolves  in  alcohol  to  a  bluish 
red  solution  with  a  brilliant  scarlet  huorescence. 
It  forms  fluorescent  solutions  in  alcoholic  alkalis 
and  concentrated  acids,  dyeing  unmordanted 
wool  in  the  alkaline  bath  red,  ^niich  changes  to 
greenish  blue  with  acids  and  violet  on  washing 
with  water.  Prolonged  heating  of  the  hydrate 
of  ( / )  with  zinc-dust  m  alkaline  solution  converts 
it  into  the  hydrate  of  (g),  whilst  the  anhydrous 
compound  itself,  ( /),  is  further  dehydrated  at  300° 
in  carbon  dioxide,  with  formation  of  anhydrous 
flavanthrinol  (g).  By  means  of  a  current  of  air, 
an  alkaline  solution  of  (/)  readily  passes  into 
flavanthrene. 

Flavanthrinol  {g)  may  be  obtained  from  its 
hydrate  by  heating  to  160°,  and  forms  red  solu- 
tions with  an  olive-ffreen  fluorescence  in  con- 
centrated acids,  and  dyes  unmordanted  wool 
violet-red,  becoming  green  with  acids  and  blue 
with  water.  Flavantimnol  requires  to  be  heated 
in  air  or  oxidised  with  ferricyanide  before  it  will 
yield  the  original  flavanthrene. 

Another  method  of  obtaining  flavanthrene, 
though  only  'in  small  yields,  is  aescribed  below 
(Scholl,  Ber.  1910, 43, 1734).  Dianthraquinonyl, 
on  nitiation,  forms  a  mixture  of  dinitro  deriva- 
tives, which  by  reduction  with  sodium  sulphide 
five  flavanthrene.  By  warming  with  sodium 
yposulphite,  a  red  solution  is  obtained,  colouring 
unmordanted  cotton  light-blue  in  the  bath, 
which  changes  in  the  air  to  flavanthrene  yellow. 

When  &vanthrene  is  digested  for  8  hours 
with  a  nitrating  mixture,  a  yellow  powder 
separates,  G,8H^O|oN«,  which  appears  to  be 
dinitrodinitrosodihydroxyflavanthrene.  This 
is  reduced  by  ammonia  and  ammonium  sulphide 
to  tetra-aminodihydroxyflavanthrene,  which, 
on  warming  with  alkaline  hyposulphite,  yields  a 
dark-blue  vat,  dyeing  cotton  a  blue-black,  which 
turns  green  with  hydrochloric  acid,  owing 
probably  to  the  formation  of  a  hydrochloride, 
and  again  assumes  a  blue-blaoK  colour  on 
washing  with  water,  owing,  no  doubt,  to  dis- 
sociation (Ber.  1910,  43,  1748). 

FLAVASPIDIC  ACID  v.  Fiux  has. 

FLAVAURIN.  A  yellowish-red  powder  con- 
sisting of  either  the  ammonium  or  sodium  salt 
of  dmitrophenolsulphonic  acid,  and  obtained 
by  boiling  mononitrophenolortho-  or  para-ral- 
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phonic  acid  with  dilute  nitric  acid  (Leii 
Anilinfabr.  Beyer  und  Kettel,  D.  R.  P.  27^71, 
June  8,  1883,  expired  October,  1886).  Flavaurin 
dissolvee  i^eadily  in  water,  {ormine  a  yellow  solu- 
tion, and  was  introduced  as  a  yellow  dye  for  silk 
and  wooL 

FLAVELLAGIC  ACID  v.  Ellaoio  acid. 

FLAVENOL  v.  Qudtolinb.  | 

FLAVEOSINE  v,  Acbidinb  dybstuitfs. 

FLA  VINE  V.  QrxBciTRON  babx. 

FLAVOGALLOL.  When  callic  acid  in  sul-  | 
phnric  add  solution  is  treated  with  arsenic  acid 
and  the  mixture  heated  at  110'*-120'*  for  6 
houiB,  a  mixture  containing  flavellagic  and 
coeruleoellaffift  acids  is  mainly  produced,  though 
when  the  oxidation  is  carried  out  in  the  presence 
of  80  p.c.  suli>hurio  acid  fiavogaUoi  0.iH,Oit  is 
obtained.  This  consists  of  hair-like  yeliow 
needles,  spa^insly  soluble  in  the  usual  solvents, 
soluble  in  sodium  hydroxide  solution  with  an 
oranffe-yellow  colour.  With  sulphuric  acid  it 
yiel£  the  anhydroavlphaU  0,|H«Oii*H|804, 
orange-yellow  prisms,  whereas  the  tripoUunum 
salt  GaiHjOi^s,  prepared  with  alcoholic 
potassium  acetate  forms  an  orange-coloured 
crystalline  powder. 

AcetylflavogoUoi  0,iH,Ois(CtH,0)„  small 
prismatic  needles,  melts  and  decomposes  at 
278*'~280%  and  the  corresponding  benzoyl  com- 
pound CttHipiJCfH^O),,  yellow  prisms,  at 
326''-328°.  With  boiling  aniline  flavogallol 
yields  the  aniUde  CgiHyOnNH-C.Hs,  which 
crystallises  in  yellow  needles,  melting  above 
345**.  In  the  paste  form  flavogallol  readily 
dyes  mordanted  fabrics,  and  employing  woollen 
cloth  the  following  shades  are  produced  : — 

Chromium.      Copper.  Tin.  Iron. 

Dull  olive-        Pale        Pale  orange-     Brownish- 
yellow.         brown.  yellow.  black.      | 

When  acetyl  flavocallol  is  hydrolysed  by 
the   acetic   ether   method,    ethyl  flavogaUontUe  i 
C,,Hi40is,   ]pa]e  yellow  needles,   is  produced, 
and  in  a  similar  manner  by  the  employment  of  [ 
methyl   alcohol   in   this   process   methyl  fiavo- 
gaUomte,   CssHi^Oi,    is    obtained.     By    gentle 
treatment    with    strong    potassium    hydroxide 
solution    flavogallol    gives    fiavogaUonic    acid 
CsiH,pOi|,   needles,    which   melt   above   300%  | 
and  this  when  acetylated  is  reconverted  into 
acetvl  flavogaJlol. 

The  more  energetic  action  of  potassium 
h^rdroxide  solution  giveB  ilavogallone  CioH,oOii, 
minute  needles,  and  this  yields  the  acetyl 
compound  C,4H,40,„  leaflets,  m.p.  257°-269*. 

When  flavogallol  is  methylated  with  alkali 
and  methyl  sulphate  and  the  product  is  digested 
with  5  p.c.  potassium  hydroxide,  two  apparently 
isomeric  acids  C,iH40e(OMe)io,  (a)  colourless 
prisms,  m.p.  206*'-208**  and  (6)  m.p.  238^-240°, 
are  obtained,  and  these  both  appear  to  be  pro- 
duced by  the  addition  of  throe  molecules  of 
water  to  flavogallol  and  a  subseqruent  methyla- 
tion  of  ten  hydroxyl  groups.  These  are  di- 
carboxylio  acids,  and  when  esterified  give  the 
dimethyl  ethers  of  the  formula 

Ca,H„0„(CO,Me), 
(o)  melting  at  128°-130**.  and  (b)  at  86**-«7°. 

The  acid,   m.p.   206°-208°,   when  digested 
with  alcoholic  potash  at  176°  loses  one  methoxy 
group  with  formation  of  a  new  acid 
C..H„0„(CO,H), 


which   cmtallises   in  glistening   leaflets,   m.p. 
1 83''-184^    These  reactions  suj^gest  the  presence 


in  flavogallol  of  an  ellagic  acionuoleus,  and  as 
a  result  Bleuler  and  Perkin  (Chem.  Soc.  Trans. 
1916,  109,  543)  have  tentatively  suggested  the 
formula —  * 

OH     Q        OH 


H0/\-C0— 0-n/^\/^       Y  Y^ 


-O— CO 


rJV^Nco/^ 


for  this  colouring  matter.  In  case  this  should 
prove  correct  flavogallonic  acid  (1),  flavogallone 
(2),  and  the  dicarboxyhc  acid  obtained  by 
methylaUon,  m.p.  206<-208°  (3),  will  possess 
the  following  oonstitutioos  : — 


/\co/^ 

OMe  OMe 

OOH  MeOf^,OMe  MeOj^OMe 
^V^OMe 


OMe  COOK 


"CO" 


A.  G.  P. 

FLAVOLINE  v.  Quinolinb. 

FLAVONE,  the  mother  substance  of  a  large 
and  very  important  group  of  natural  colouring 
matters, 


.  O 


/\/' 


CH 

\/\co/ 

has  been  synthesised  by  the  following  methods  : 
(a)Aoetyl-o-hydrox^benzylideneacetophMionc 
(1)  yields  the  dioromide  (2)  (Feuerstein  and  v. 
Ko  ••  ~      


Lostanecki,  Ber.  1898,  36, 1767)— 
/\— O— COCH, 


(1) 


(2) 


Is^^^-CO— CH=  CHC.H5 

/\~0-<XX)H, 
ly^^J-CO— CHBr 


IHBi^-CHBi^-CjHs 


and  the  latter,  on  treatment  with  alcoholic 
potash,  is  converted  into  flavone,  according  to 
the  following  scheme  : — 


,.OiHBr JC— jH 
y^CO — HC— JBr 


i-C.H. 


k. 


/\/' 


V-C,I 


CH 


+2HBr 


(6)  Affain  (v.  Kostaneoki  and  Tambor,  Ber. 
1900, 33, 330),  ethyl-o-ethoxybenzoate  and  aceto- 
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phenone,  in  the  preeence  of  sodium,  give  o-  i 
ethoxybenzoylaoetophenone — 


0 


-O—Et      +cH,CO— <'"~^ 
-CO— OEt  V_/ 


aluminium  chloride  give  the  corresponding 
flavones.  Thus  3-phenoxy  cinnamio  acid  in  this 
way  gives  flavone— 


C,H, 


A 

CC,H, 


C-C,H, 


;Ht— CO— /     ^+EtOH 

This   compound,   when   digested   with   boiling 
hydriodic  acid,  gives  flavone— 

i^y CO CH 


/\/' 


Vo 


CH 


+H,0 


(c)  Orthohydroxyacetophenone  derivatives 
can  be  condensed  with  aiomatio  alde^^ydes  with 
production  of  flavanones  (dihydroflavones) — 


l^-<!0— CH,  +  COhI,^ 


HOCO— CH  \co/ 

and  substituted  flavones  can  be  readily  pre- 
pared by  the  employment  of  cinnamic  acids 
containing  other  Jiydroxyaryl  nuclei.  Phenyl 
thiocinnamic  acid  from  thiophenol  and  phenyl 
propiolic  acid  ethyl  ester 

C,H6C(SC,H,) :  CHCOOH 
in  this  manner  yields  ^io/Iavtme — 
S  — C-C,H5 
/        II 

a  compound  which  crystallises  in  yellow  needles 
I  and  closely  resembles  flavone. 

In  case  the  ^-hydroxyaryl  cinnamic  acids  are 
'  here  replaced  by  the  corresponding  derivatives 
'  of  fumario  acid,  benzo-y-pyrone  (chramio/M)^ 
'  carboxyUc  acids  are  produced  which  readily 
I  evolve  carbonic  acid  gas  with  formation  of 
I  chromone.  Thus  3-phenoxy-fumaric  acid 
COOHC(OC,H,) :  CHCOOH 

gives    benzo-7-pyrone    (chromone)    oarboxylic 


acid^ 


On  treatment  with  bromine  bromflavonone  is 
produced — 


>-o 


CHBr 

\/\co/ 

and  this  bv  means  of  alkalis  splits  off  hydro- 
bromic  acid  and  is  converted  into  the  flavone—- 


CH-<~> 

CHBr 


+KOH 


N/NX)/ 


/^y 


o. 


I,      > ^+KBr+H20 

CH 

\/^NC0/ 
(v.  Koetaneckiji^vi,  and  Tambor,  Ber.  1899. 
32, 326).  "^ 

(d)Ruhemann  (Ber.  1913,  36,  2188)  has 
employed  for  the  synthesis  of  flavone  the  esters 
of  i9-hydroxyaryl  cinnamic  acids.  The^e  mav  be 
prepared  by  the  interaction  of  phenyl  propiolic 
acia  esters  with  sodium  phenolates — 
C,H4-0 :  C-COOEt+NaOC,H, 

=CJB[,-C(OC,H,) :  CNa-COOEt 
These  egtere  are  readily  transformed  into  the 
free  aoids,  the  chlorides  of  which  by  means  of 


CH 


\/\)o/ 


II 
0-€00H 


>  Though  chromone  itself  was  first  obtained  by 
JjLuhemann  and  Stapleton  ijio^,  ett.),  chromone  deriva- 
tives bad  been  prepared  sligbUyearlier  by  v.  Kostaneckl 
(Bar.  1900,  1098),  who  employed  for  this  purpose 
methods  similar  to  those  he  had  found  serviceable  for 
the  synthesis  of  flavone  compounds.  Thus  the  diketone 
(1),  (compare  method  (e)  above)  obtained  by  the  Inter- 
action of  o-methoxy-benn>lc  add  methyl  ester,  and 
acetone  on  treatment  with  hydriodic  acid,  gives  ^- 
methyl-chromone  (2) — 

(1)  0,H4<(  I  /  0-CH, 

\C0  — OH,  (2)  C,H4  II 

CH 

cq/ 

Again,  according  to  v.  Kostaneckl,  Paul,  and  Tambor. 
the  diketone  (1)  i«epared  from  resaoetophenone  mono- 
ethyl  ether  and  ethyl  oxalate,  on  treatment  with  alco- 
holic hydrocbtorio  acid  gives  8  ethoxychromone  car- 
boxyUc add  (2>— 

BtOfV-OH    CO-COOEt 

I        I  CH 

X/Xco/ 

This  when  mdtiKi  gives  8  ethoxychromone  (8),  and  by 
means  of  hydriodic  acki  can  be  converted  into  8  by- 
droxychromone  (4) — 


C-€0 


(8) 


BtO 


/\/' 


P    V 


II 
CH 


OH 

(4) 
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(e)  Simonis  (Ber.  1914,  47,  2229),  again,  has 
described  another  method  for  the  synthesis  of 
flavone.  Whereas  Pechmann  and  Doisbeig 
found  that  phenols  could  be  condensed  by  means 
of  sulphuric  acid  with  the  esters  of  ^-ketonio 
acids,  to  form  a-pjrrone  (coumarin)  derivatiyes, 
aceording  to  the  following  equation  which 
illustrates  the  nreparation  of  methyl-coumarin 
from  phenol  ana  acetoaoetic  ether, 

CCH, 

^\— H         OH— CCH,         /^^  \h 

+        Vjh  ^  I 

\/-^H      ROCO  \/\o/ 

by  employing  phosphorus  pentoxide  as  the 
condensing  agent  the  reaction  takes  another 
course.  Thus  phenol  and  methvlaoeto-aoetic 
ether  in  this  way  gives  dimetnyl-chromone 
(Petsohek  and  Simonis,  Ber.  1913,  46,  2014)— 

^^— H       ORCOv  ^^'^N/     \ 

XJCH, 
+  II       -» 

I.— OH  HO--C-CH, 


\/\o/ 


CCH, 
CCH, 


whereas  benzoyl-acetio  ether  and  phenol  (ibid, 
1914,  46,  2232)  give  flavone 


CH— C,H, 


/\— H  ORCO. 

^CH       I 

\/-^«    hoJ-chJ^/^^/ 

For  the  preparation  of  chloroflavones,  see  Ruhe* 
mann  (fier.  1921,  64, 912),  and  aminoflavones,  see 
Bogert  and  Marous  (J.  Amer.  Chem.  Soo.  1919, 41, 
83).  Flavone  crystallises  from  Uffroin  in  colourless 
needles,  m.^.  9n°,  and  is  readily  soluble  in  the 
usual  orgeuuc  solvents .  Its  solution  in  sulphuric 
acid  is  yellow  and  possesses  a  weak  blue  fluor- 
escence. 

By  the  action  of  alkalis,  flavone  and  hydroxy- 
flavones  suffer  hydrolysis  according  to  the 
following  scheme : — 

The  first  product  of  the  reaction  owing  to 
the  disruption  of  the  pyrono  ring  is  the  /3- 
diketone  (2; — 

./N-OH 


(I) 


\/' 


— CO- 


HO— C— C.Hj 
CH 


-»    (2) 


/VOH 


i— CO— fCH, 


co-<:j,H5 

•6 


The  {j^oduots  of  the  hydrolysis  of  naturally 
ooourring  flavone  colouring  matters  have  in 
the  past  been  mainly  instrumental  in  deter- 
mininff  their  constitution. 

All  natural  hydroxyflavones  which  have  at 
present  been  carnully  examined  dye  aluminium 
mordanted  fabrics  a  yellow  shade,  the  intensity 
of  which  is  dependent  upon  the  position  of 
their  hydroxy]  groups. 

Thus  ohrysin-l :  3-dihydroxyflavone 


HO; 


/;\/^\ 


^N)0 


/ 


a 

and  this  change  may  be  regarded  as  the  reverse 
of  its  S3mthesis  according  to  method  (6).  The 
ketone  then  suffers  further  hydrolysis  as  shown 
by  the  dotted  lines  (a)  into  acetophenone  and 
salicylic  acid — 

/OH 
C.HZ  +CH,-CO-C,H, 

XJOOH 
or   (h)   o- hydroxy   acetophenone   and    benzoic 
acid — 

.OH 


C.H,. 


/^ 


NjO— CH, 


-fCOOHCgH, 


and  apisenin-l :  3  : 4'-trihydroxy  flavone  possess 
but  feeble  dyeing  property,^  whereas  luteolin- 
1:3:3':  4'-tetr^ydroxy  flavone  is  a  strons 
colouring  matter.  Though  Liebermann  and 
V.  Koetanecki's  rule  is  m  this  instance  but 
partially  applicable,  it  is  evident  that  the 
dyeing  property  in  the  flavone  group  is  only 
fully  developed  when  at  least  two  nydroxylB 
in  the  ortho-  position  to  one  another  are  present* 
There  is  every  reason  to  anticipate  also  that  a 
3  : 4-dihydroxy-flavone  would,  like  luteoiin, 
possess  well-marked  dyeiiu;  properties.  Of  the 
influence,  however,  of  such  a  grouping  in  the 
positions  2' :  3' :  2  :  3  and  1  :  2,  information  is  at 
present  lacking,  as  compounds  possessing  these 
characteristics  have  as  yet  to  be  discovered. 

According  to  the  quinonoid  theory,  it  has 
been  suggested  that  the  flavone  colouring 
matters,  at  least  in  the  form  of  their  lakes,  may 
possess  a  paraquinonoid  structure,  which  in  the 
case  of  luteoiin  may  be  represented  thus — 


OH 


/\/^ 


OH 


^V 


I 

OH 

and  such  a  formula  has  been  applied  by  Perkin 
(Chem.  Soo.  Trans.  75,  433)  to  the  monoalkali 
and  oxonium  salts  of  these  compounds.  It 
has  been  pointed  out  by  Watson  (Chem.  Soc. 
Trans.  1914,  105,  759)  that  dyes  which  are 
quinonoid  in  all  possible  tautomenc  forms  exhibit 
a  deep  colour,  the  opposite  being  generally  the 
case  with  those  whion  cannot  be  represented  in 
this  way.  Numerous  instances  are  cited  to 
>  illustrate  this  point,  for  which  the  paper  itself 
should  be  consulted,  but  an  examination  of  the 
formula  of  luteoiin  and  alizarin  will  render 
sufficiently  clear  the  theory  of  this  author — 

^    o 


oh/\/    \ 


OH 


H3 


OH 


CH 


\^oy 


^       ^      OK 

OX/ 


o 


>  The  shades  given  by  these  and  other  feeble  colour- 
ing matters  of  a  similar  type  can  be  more  satisfactorily 
observed  by  employing  mordanted  wool  rather  than 
mordanted  calico. 
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Lnteolin,  the  only  flavone  colouring  matter 
poesesBin^  strong  dyeing  property  which  has 
been  carefully  examined,  gives  shaaes  possessing 
considerable  fastness  to  light,  and  these  are 
much  more  permanent  than  those  given  tiy  the 
present  known  members  of  the  flavonol  group. 

Natural  Flavonb. 
Very  interesting  is  the  occurrence  of  flavune 
in  nature  (Milller,  Chem.  Soc.  Trans.  1915,  107, 
872).  It  is  well  known  that  many  varieties  of 
the  primula  possess  on  their  nower  stalks, 
leaves,  and  seed  capsules  a  characteristic  dust 
termed  by  gardeners  '  meal '  or  *  farina,'  and 
this  is  most  pronounced  on  varieties  obtained 
from  China  and  Japan.  This  powder,  examined 
by  Hugo  MiiUer  wno  obtained  it  mainly  ^m 
the  P.  jnUvertUerUa  and  P.  japonica,  dissolves 
readily  in  benzene  and  boiling  ligroin,  and  the 
concentrated  solution  on  coobng  became  semi- 
,  solid  owing  to  the  separation  of  crystalline 
tufts. 

It  possessed  the  formula  Oi(H,qO„  melted 
at  QS'^-lOO^  and  on  boiling  with  dilute  sodium 
hydroxide  gave  slowly  a  yellow  solution,  with 
formation  of  a  small  quantity  of  acetophenone, 
and  the  latter  could  be  obtained  in  greater 
quantity  by  the  action  of  methyl  alcoholic 
sodium  hydroxide.  Employing  methyl  alcoholic 
barium  hydroxide,  a  reagent  not  previously 
suggested  for  the  degradation  of  flavone  com- 
pounds, Miiller  obtained  a  substance  Ci^HijO,. 
This  hf  the  action  of  alkalis  was  converted  into 
salicyhc  acid  and  acetophenone  and  evidently 
consisted  of  hydroxy-lx^oyl-acetophenone  (o- 
hydroxy-dibenzoyl-methane)— 

OHC,H4COCH,COC,H5 

The  compound  CuHjoOj  was  thus  without 
doubt  flavone, 

\/\co/ 

and  it  is  interesting  to  note  that  though  hydroxy- 
benzoyl-acetophenone  was  assumed  by  Feuer- 
stein  and  v.  Kostanecki  (Ber.  1898,  31,  1768) 
to  be  the  first  product  of  the  hydrolysis  of  this 
substance,  its  isolation  in  this  manner  had  not 
previously  been  effected. 

The  function  which  flavone  exercises  in  the 
economy  of  the  plant  life  of  the  primula  is 
difficult  to  explain,  though  it  may  be  of  service 
on  account  of  its  repellent  action  towards 
water. 

DiFLAVOHB. 

This  substance  was  prepared  by  Ryan  and 
O'Neill  (Proceedings  Royal  Irish  Academy, 
xxxii.  B,  5,  48),  wno  employed  ss  a  starting- 
point  for  their  synthesis  diaoetoresorcinol — 

oh/\)h 

CM} — CO—- V     •- — CO— CHj 

This  by  interaction  with  bensuddehyde  yields 
the  dichalkone 

C.HsCH = CH— CO— l^y— CO— CH = CHC.Hg 


the  acetyl  compound  of  which  when  brominated 
forms  the  tetraoromide 

C,H5(0C0CH,),(C0CHBrCHBrC,H,), 

Alcoholic  potash  convefts  the  latter  com- 
pound into  diflawme — 


/"- 


^\/\/^ 


CH^0/\/\C0/^^^ 


o 


and  this  ciystallisee  in  faint  yellow  needles, 
m.D.  277**-278**.  In  its  general  properties 
dinavone  resembles  flavone,  and  its  faint 
yellow  solution  in  sulphuric  acid  has  a  beautiful 
blue  fluorescence.  Colouring  matters  of  this 
group  are  at  present  unknown.  A.  G.  P. 
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It  is  usual  to  subdivide  the  great  family  of 
yellow  colours  derived  from  flavone  into  two 
classes,  flavone  and  flavonol,  and  the  latter 
group  is  distinguished  l^  the  fact  that  the 
hydrogen  in  the  y-pyrone  ring  of  these  com- 
pounds is  substituted  by  hydroxyl,  whereas  in 
the  former  it  is  not. 

Flavonol,  so  -designated  by  v.  Kostanecki, 
was  synthesised  by  v.  Kostanecki  and  Szabrin- 
ski  (Ber.  1904,  37,  2819)  in  the  following 
manner: — 

By  the  action  of  amyl  nitrite  and  hydro- 
chlonc  acid  in  alcoholic  solution  on  flavanone, 
Monitrosoflavanone  (1),  m.p.  158^-159°,  is  pro- 
duced, and  this  by  means  of  boiling  dilute  acids 
splits  off  hydroxylamine  and  is  converted  into 
ffavonol — 


(1) 


X       bH-C.H, 
CA  I  +H,0  ■ 


C:N0H 

^co/ 

0> 


/  C-O.H, 

(2)  CA  11  +NH,OH 

\  COH 

\co/ 

Flavonol  dystallises  from  alcohol  in  yellow 
needles,  m.p.  169°-170°.  When  warmed  with 
aqueous  sodium  hydroxide  it  forms  a  yellow 
liquid,  and  on  cooling  the  sodium  salt  separates 
in  the  form  of  yellow  needles.  Its  solution  in 
sulphuric  acid  exhibits  an  intense  violet  fluores- 
cence. Acetylflavonol,  colourless  needles,  melts 
atllOMlK 

Accordixiff  to  Auwers  and  Miiller  (Ber. 
1908,  41,  4233),  bcmzylidenecoumaranones  can 
be  converted  into  flavonols.  Thus  benzyl- 
idene-4-methylcoumaranone  dibromide  when 
treated  with  potassium  hydroxide  gives  2- 
methylflavonol.  The  reaction  may  Toe  thus 
expressed  :—  L.,y,u.^u  uy  ^^  ^  ^^  .^ 
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CH,-C,H,  CBrCHBrC,H, 


\co/ 

•     .OH 
CHj'CjHj 


Br 


\co-c=< 


CC,Hj 


OH 


That  this  peculiarity  arises  from  the  ^firesence 
of  the  pyrone  hydrozyl  is  evident  if  the  structure 
of  moiin  is  compared  with  the  lotoflavone  of 
Dunstaa  and  Henry  (Phil.  Trans.  1901,  194,  515) 


>0H 


VhN:o/ 


CH 


./' 


-»  CH, 


0-C,H, 


•''•^  COH 

\co/ 


The  hydrolvsii 
benzoylcarbinol    and 


sis  of  flavonol  into  o-hydrojrjr- 
benzoio    acid    may    be 
expressed  by  the  following  equations  : — 


3A 


^CO 


C— C,H, 

II  -^ 

COH 

/ 


/ 


OH  HOC— C«H, , 


cA 


N^o 


COH 


C,H,. 


/ 


OH    CO— CeH^ 


\C0— CHOH 


/OH 
->  C,H4<  +C.H5COOH 

^  CO— CHjOH 

and  this  reaction,  which  is  typical  of  the 
behaviour  in  these  circumstances  of  the  whole 
series  of  these  compounds,  has  in  general  been 
employed  to  ascertain  their  structure.  It  is 
best  effected  by  digesting  the  fully  methylated 
flavonols  with  boilmff  alcoholic  potash  for  some 
hours,  for  owing  to  uie  occurrence  of  secondary 
reactions  it  cannot  be  satisfactorily  carried  out 
with  the  unmeth^ated  compounds. 

For  the  synthesis  of  numerous  flavonols, 
many  of  which  occur  naturally,  v.  Kostanecki 
and  his  co-workers  have  employed  as  a  general 
method  thi^t  found  serviceable  for  the  prepara- 
tion of  flavonol  itself.  The  flavonols,  with  the 
exception  of  morin,  which  curiously  enough  is 
colourless,  are  yellow  crystalline  substances, 
soluble  in  alkaune  solutions  with  a  yellow 
colour,  and  yield  with  ease  in  the  presence  of 
acetic  acid  orange  crystalline  oxonium  salts. 
According  to  Perkin,  whereas  as  a  rule  hydroxy- 
flavones  are  not  oxidised  by  air  in  alkaline  solu- 
tion and  ean  be  precipitated  therefrom  unchanged 
by  adds,  flavonols,  on  the  other  hand,  are  really 
decomposed  in  this  manner  with  the  formation 
of  water-soluble  products. 

Interesting  is  the  fact  that  though  certain 
colouring  matters  of  this  group  do  not  possess 
two  hy<uoxyls  in  tiie  ortho-  position  relatively 
to  one  another,  they  are  nevertheless  stronff 
dyestuffs,  and  of  these  the  tetrahydroxyflavonol 
morin  may  be  taken  as  an  example — 

..     .0,         OH 
OH^V^ 


the  tinctorial  properties  of  which  are  exceedingly 
feeble.  It  seemed  possible  that  this  dyeing 
effect  was  to  be  attriDuted  to  the  fact  that  this 
comi>ound  contains  the  hydroxyl  (1)  in  the  peri- 
position  to  the  chromophore  and  which  is  present 
in  most  of  the  natural  dyes  of  this  group. 
Such  a  su^estion,  however,  became  untenable 
on  the  synthesis  of  resomorin — 

COH 

\/\co/' 

by  Bonifazi,  v.  Kostanecki,  and  Tambor  (Ber. 
1906,  39,  86),. which  dyes  the  same  shades  as 
morin  but  does  not  contain  the  peri-hydroxyl 
in  question.  Evidently  therefore  the  tinctorial 
properties  of  these  hyoro^  flavonols  can  only 
oe  accounted  for  by  their  possession  of  the 
grouping 

C=0 


U 


H 

the  effect  of  which  is  considerably  strengthened 
by  the  presence  of  hydroxyls  in  other  positions 
in  the  molecule,  and  this  has  received  support 
from  the  observation  of  v.  Kostanecki  and 
Szabrinski  that  flavonol  itself  dyes  on  aluminium 
mordant  a  pale  yellow  shade.  Though  ortho- 
hydroxyl  groups  aie  not  essential  to  the  dyeing 
pronerty  of  hydroxyflavonols,  their  presence, 
at  least  in  certain  positions,  has  considerable 
influence,  not  only  m  deepening  the  tone,  but 
also  in  reddening  the  shade.  Thus,  whereas 
morin  dyes  bright  yellow  shades,  quercetin  (1) 


(1) 


oh/X/-    \ 


OH 


-o 


'^<^ 


C 
COH 


OH 


(2) 


oh/\/ 


.  OH 


OH 


COH 
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^(^O 


In 
/ 


OH  ^^ 


gives  a  brown-orange  shade  on  aluminium 
mordant,  and  the  effect  of  the  p3rrone  hydroxyl 
is  very  evident  on  comparing  quercetin  with 
luteolin  (2)  which  grves  m  the  same  way  only 
a  bright  yellow  colour.  A  multiplication  of 
hydroxyls  does  not  effect  any  general  alteration 
of  shade  given  by  these  compounds,  as  is  so 
well  known  to  take  place  in  the  anthraquinone 
group. 

'        The  shades  given  by  the  flavonols  are  not 
I  so  fast  to  light  as  those  given  by  the  flavone 
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luteolin,  and  this  may  arise  in  part  owing  to  the 
^greater  susceptibility  of  their  salts  (or  lakes)  to 
oxidation.  In  this  respect  they  vary  again 
among  themselves,  qaercetin  being  a  somewhat 
faster  colour  tha^  fisetin,  and  morin  than 
quercetin. 

On  the  other  hand,  the  character  of  the 
shade  given  by  the  natural  dyestuff  varies  in 
tone,  as  to  whether  the  colouring  matter  is 
present  as  ^lucoside  or  in  the  free  condition. 
Thus  in  dyeing  with  quercitron  bark,  quercitrin 
and  not  quercetin  is  the  dyestuff,  whereas  in 
old  fustic  no  glucoside  is  present,  and  the 
tinctorial  effect  is  due  to  morin  itsell  The 
^ade  again  given  by  a  glucoside  is  naturally 
dependent  on  the  position  of  the  sugar  nucleus, 
and  thus  the  quercetin  elucoside,  queroimeritrin 
(see  Cotton  Flowers)  has  quite  distinct  pro- 
perties in  this  respect  from  quercitrin  itself. 
Again,  a  glucoside  may  be  almost  devoid  of 
tinctorial  property,  as  in  the  case  of  the  kaemp- 
ferol  glucoside  robinin  and  the  alizarin  glucosiae 
rubexythric  acid.  The  idea  formerly  held  that 
gluooeides  in  general  were  not  true  dyestuflb, 
and  that  during  the  dyeing  operation  by  the 
action  of  the  mordant  they  were  hvdrolysed 
with  production  of  the  colour  lake  of  the  free 
colouring  matter,  is  incorrect.  This  evidently 
arose  from  the  fact  that  in  certain  of  these 
dyestufb,  as,  for  instance,  madder  and  Persian 
berries,  the  glucoside  is  accompanied  by  its 
specific  enzyme,  which  in  case  the  temperature 
of  the  dye- bath  is  graduallv  raised  from  the  cold 
upwards,  effects  the  hydrolysiB  of  the  elucoside 
before  the  dyeing  operation  has  reaUy  com- 
menced. A.  G.  P. 
.FLAVOPURPURIN  v,  Auzasin  and  alldbd 

OOLOUSmO   ICATTSBS. 

FLAX.  This  term,  as  applied  to  the  fibre  of 
commerce,  desi^pmtes  the  product  of  the  plant 
Linum  usikUisstmum  (Linn.),  bolcmging  to  the 
nat.  order  Linaeem,  a  group  consisting  of  herbs 
and  smaJl  shrubs  indigenous  to  all  temperate 
climates.  Linum  usikUissimumiB  now  only  found 
in  its  cultivated  condition.  The  plant  occurs  in 
two  main  *  forms  * :  L.  uaitaiissimum  /.  fmlgart 
or  indehMcms,  with  a  taller  stem  and  fruits  that 
do  not  split  open  spontaneously ;  and  L. 
usitatisnmum  f.  kumile  or  crepiktns,  more  richly 
flowered  and  with  fruits  that  open  spontaneously. 
The  former  form  is  cultivated  for  tne  production 
of  fibre,  the  latter  for  the  production  of  seed 
(linseed).  The  herb  has  a  solitaiy  erect  stem, 
atteunin^  a  height  of  from  20  to  40  inches.  The 
cultivation  of  flax  is  of  insignificant  extent  in 
England  and  Scotland,  but  is  of  much  greater 
importance  in  Ireland.  It  forms  also  an  im- 
portant crop  in  some  parts  of  Belgium,  Holland, 
France,  and  Russia. 

The  plant  having  attained  about  two-thirds 
of  its  full  height,  is  ready  for  gathering  ;  as  when 
allowed  to  grow  to  maturity  a  coatser  and  less 
valuable  fibre  results.  The  stem  consists  of  an 
internal  woody  core,  an  external  cortex,  and  an 
intermediate  cellular  tissue  (the  bast),  from  which 
the  flax  is  prepared.  The  operations  necessary 
in  the  preparation  of  the  fibre  for  the  purposes 
of  the  spinner  are  (1)  pulling  ;  (2)  ripplmg  ;  (3) 
steeping,  retting,  or  watering;  (4)  grassing; 
(5)  breaking  ;  (6)  scutching  ;  (7)  hecklmg.  Of 
these,  *  pulmig  ^  is  a  distinctive  method  of  gather- 
ing the  flax  plant,  which  is  always  torn  up  by 


the  roots  and  not  cut  down  like  other  crops.  A 
fine  day  is  selected  for  this  purpose,  and  the 
,  stems  are  as  far  as  possible  arranged  in  sizes  by 
j  the  pullers  ;  those  also  being  assoited  which  may 
;  have  besn  damaged  by  wind  and  rain.  '  Rippling  * 
i  is  the  process  of  removing  the  seed  bafisbv 
'  drawing  the  heads  through  a  species  of  comb 
set  up  usually  in  the  field  wherein  the  flax  is 
being  harvested.  *  Retting  '  consists  in  immers- 
ing the  stems  in  pools  or  streams  of  water  in 
such  a  poeiUon  tnat  thev  shall  stand  almost 
erect,  although  weighted  down  so  as  to  be  quite 
submerged.  The  object  of  this  is  to  induce  fer- 
mentation, which  dissolves  the  glutinous  matter 
and  disintegrates  the  fibres.  Pure  soft  water 
and  great  judgment  in  the  proper  length  of  time 
to  be  allowed,  which  may  be  ten  days  to  a  fort- 
night, are  essentials  in  this  part  of  the  treat- 
ment. Retting  is  followed  fay  *  grassing,'  where- 
by the  separation  of  the  flax  fibre  irom  the 
ligneous  portions  of  the  stalkis  further  facilitated. 
It  consists  in  spreading  the  stems  on  the  grass 
for  a  week  or  a  fortnight,  during  which  time 
they  are  occasionally  turned.  The  flax  during 
this  operation  becomes  somewhat  bleached. 
*  BreaUng  '  and  *  scutching  '  are  the  means 
employed  to  strip  off  the  haid  epidermis,  and  are 
effected  either  by  hand  or  machinery.  '  Heck- 
ling '  is  a  still  further  combing,  which  arranges 
the  fibres  in  parallel  order,  rei^y  for  the  manu- 
facture of  yam. 

According  to  Kolb,  retting  sets  up  a  peculiar 
fermentation,  which  results  in  pectose  or  its 
analogous  bodies  being  changed  into  pectin  and 
pectic  acid ;  of  which  the  former  being  soluble  is 
left  in  the  water,  whilst  the  latter  being  insoluble 
remains  attached  to  the  fibre  until  its  treatment 
with  hot  alkaline  lye  in  bleaching,  when  it  is 
changed  into  soluble  metapectic  acid. 

iSider  the  microscope,  flax  fibre  has  the  ap- 
pearance of  a  cylindrical  tube,  not  continuous  as 
m  the  case  of  cotton,  but  broken  up  by  septa  or 
knots  at  irregular  distances  through  the  length 
of  the  fibre,  varying  from  four  to  six  times  the 
diameter  of  the  tuoe.  This  diameter  is  from 
about  yAtu  ^  T^  o^  An  inch.  The  adhesive 
power  of  the  fiores,  which  gives  the  strength 
when  spun  into  yam,  appears  to  depend  on  the 
twist  given  by  the  spmdle  as  well  as  by  the 
tenacity  of  the  rough  cellular  sheath,  which  re- 
mains always  more  or  less  incrusted  with  the 
characteristic  resinous  dei>osit.  Advantage  is 
taken  of  the  presence  of  this  gummy  deposit  to 
detect  the  admixture  in  fabrics  of  cotton  with 
linen ;  as,  although  the  ultimate  basis  of  both 
is  cellulose,  cotton  exists  in  a  much  purer  state 
than  flax.  The  difference  in  the  reaction  upon 
them  by  caustic  alkalis  points  out  such  admix- 
ture. When  immersed  in  a  boiling  solution  of 
caustic  potash  and  water  for  about  a  minute,  and 
then  pressed  between  folds  of  filter  paper,  flax 
exhibits  a  dark-yellow  colour,  whilst  cotton, 
when  similarly  treated,  either  remains  white  or 
becomes  a  very  bright  yellow.  The  same  solu- 
tion of  potash  employed  cold  colours  raw  flax 
orange-yellow,  whilst  cotton  becomes  grey,  a 
result  which  Kuhlmann  believed  to  be  due  to  the 
pectic  substances  contained  in  flax. 

FLEMINOIN  V.  Wabab  ;  Rssors. 

FLINT.  (Fr.  SUex;  Qer.  Feuerdein.)  lA 
native  form  of  silica,  being  a  compact  massive 
variety  of  the  mineral  quarte  with  some  admixed 
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hydrated  silica  (opal).  It  grades  into  chalce- 
dony, chert,  homstone,  or  jasper,  and  may  be 
banded  and  marked  like  agate ;  no  sharp  line 
of  demarcation  can  be  dn^m  between  these 
several  varieties  of  quartz.  The  term  '  flint '  is 
commonly  limited  to  the  nodular  masses  found 
in,  or  derived  from,  the  Chalk  formation.  This 
material  is  of  organic  origin,  being  derived  from 
the  siliceous  (opaline)  remains  of  marine 
organisms  (spondee  with  siliceous  spicules, 
radiolaria,  and  diatomacesB)  deposited  on  the 
sea-floor  together  with  the  calcareous  remains 
of  other  organisms  which  gave  rise  to  the  chalk 
itself.  After  depositioD,  tiiis  disseminated  sili- 
ceous material  became  segregated"  into  nodules  ; 
being  no  doubt  re-deposit^  in  the  colloidal 
condition,  and  subsequently  dehydrated  and 
transformed  into  the  crystalline  condition. 
The  fact  that  nodules  of  flint  are  usually  arranged 
along  the  bedding  planes  in  the  chalk  would 
suggest  that  these  layers  correspond  to  periods 
when  siliceous  organisms  predominated,  and 
that  the  solution  and  re-deposition  of  the  silica 
took  place  contemporaneously  in  the  soft  ooze. 
On  the  other  hana,  the  occurrence  of  flint  in 
platy  forms  filling  vertical  joints  in  the  ohalk, 
suggests  that  solution  and  re-deposition  may 
also  have  taken  place  subsequent  to  the  con- 
solidation of  the  cnalk. 

Flint  is  dull  in  colour  and  lustre,  being 
yellowish,  blackish,  or  more  usually  of  a  smoke- 
grey  colour,  and  with  a  more  or  less  waxy  or 
greasy  appearance.  It  breaks  with  a  smooth 
oonchoidal  fracture,  and  under  certain  conditions 
with  a  conical  fracture.  Thin  flakes  are  trans- 
lucent at  the  edges.  Thin  sections  in  polarized 
light  show  that  a  large  part  of  the  material  is 
minutely  crystalline  (crypto-crystalline).  Sp.gr. 
2*60-2*63  (somewhat  less  than  that  of  crystal- 
lised quartz).  The  material  consists  of  nearlv 
pure  silica  (about  %  p.c.)  with  1-1*4  p.o.  of 
water,  and  traces  of  iron,  aluminium,  calcium, 
and  organic  matter.  It  is  much  more  readily 
soluble  in  a  hot  solution  of  caustic  alkali  than 
is  orystalUsed  quartz.  The  white  patina  or 
crust  often  seen  on  flints  consists  in  some  cases 
of  adhering  chalk  mixed  with  silica  (CaCO. 
60  p.c.) ;  or  more  often  it  consists  wholly  of 
silica,  and  has  beoi  produced  by  the  weathering 
of  the  material,  the  opal  being  dehydrated  or 
removed  in  solution  ana  the  crystalline  particles 
liberated  in  a  powdery  condition. 
'  Flints  occur  principally  in  the  Upper  Chalk, 
which  is  of  wide  distribution  in  the  south-east 
of  Enffland,  around  the  Paris  basin,  in  Denmark, 
the  island  of  Riigen,  Co.  Antrim,  &o.  With  the 
denudation  of  the  rock  the  resistant  -flints 
accumulate  in  gravels  and  other  secondary 
deposits.  The  material  is  obtained:  (1)  as 
irresrular  nodules  coated  with  chalk  as  a  by- 
proauct  from  chalk  quarries  worked  for  lime, 
cement,  whitning,  &c. ;  (2)  iron-stained  pebbles 
from  gravel  pits ;  (3)  Doulders  and  pebbles  , 
collected  on  the  seashore.  I 

Flint  was  perhaps  the  very  first  mineral  to 
be  worked  for  practical  uses,  as  witness  the  pre- 
historic pabeolithic  implements  and  the  highly 
finished  flints  of  the  neolithic  period.  Flints  for 
tinder-boxes  and  gun-flints  are  still  worked  by 
the  flint-knappers  at  Brandon,  in  Suffolk  (for 
an  account  of  this  industry,  v.  S.  B.  J.  Skertchly, 
Mem.   GeoL  Survey,   1879).    Apart  from  the 


local  use  of  flint  as  a  building  stone  {v.  £.  T. 
Baggallay,  Trans.  B.  I.  Brit.  Arch.  1885),  and 
for  road  making  and  concrete,  the  principal  use 
of  the  material  is  in  the  ceramic  industry.  For 
this  purpose  large  quantities  are  collected  along 
the  French  coast  between  Havre  and  St.  Valery 
at  the  mouth  of  the  Somme.  The  material  is 
burnt  and  thrown  into  cold  water,  when  it  can 
readily  be  finely  ground  to  a  snow-white  powder ; 
large  quantities  of  flint  pebbles  are  also  ground 
between  blocks  of  chert.  For  the  manufacture 
of  porcelain,  as  well  as  for  glazing  and  enamel- 
ling, powdered  flint  is  better  than  crystallised 
quartz,  probably  on  account  of  the  di (Terence  in 
texture  of  the  material.  Formerly  it  was  also 
used  in  the  manufacture  of  glass  (hence  the 
term  flint-glass).  Powdered  flmt  bonded  with  a 
highly  plastic  clay  is  used  for  making  refractory 
sihca-bricks  for  steel  furnaces.  Hound  nodules 
of  flint  are  used  in  tube  mills  for  grinding  felspar, 
cement-clinkers,  ore,  &c.,  the  silica  worn  mm 
them  being  an  uninjurious  contamination. 
The  Danish  flints  are  best  suited  for  this  purpose. 
As  an  inert  material  it  is  used  as  a  filler  in  acid 
towers.  Powdered  flint  is  used  for  Tna.lriTig 
sand-paper.  Flint  is  also  cut  and  polished  tox 
use  as  asate-mortars,  poUshen,  and  bumisheis. 
(v,  W.  ffill,  Flint  and  Chert,  Proo.  GeoL  Assoc. 
1911,  xxii.  61 ;  J.  W.  MqUor  and  A.  J.  Campbell, 
Flint  and  Quartz,  Trans.  English  Ceramic  Soo. 
1916,  XV.  76).  L.  J.  S. 

FLORENCITE.  Basic  phosphate  of  aluminium 
and  cerium  (CJe,0,,  &c.,  28  p.c.) — 

AlP04*CeP04Al(0H)», 
crystallised  in  the  rhombohedral  system  and 
isomorphous  with  the  strontium  salt  hamlinite. 
Sp.^.  3 '586.  It  is  found  as  small  yellowish 
grains  and  crystals  in  diamond- bearing  sands 
near  Diamantina,  Brazil,  and  in  cinnabar- 
bearing  sands  and  in  mica-schist  with  topaz 
near  Ouro  Preto,  Brazil.  L.  J.  S. 

FLORES  CINAE  v.  Saktonica. 

FLORIDOSE.  An  aldohexose  found  in  the 
red  sea- weed,  FhridecB,  and  in  Chondnts  ElaJtus, 
AhnfeUia  pricata,  and  other  sea  plants.  Crystal- 
lises from  water;   is  soluble  in  alcohol;    m.p. 

152°-I63*';  [a]^-f  80-76^    Reduces  Barreswil's 

(Fehling*s)  solution ;  is  fermented  by  yeast ; 
forms  a  hydrazone,  m.p.  158^-160^  Soluble 
in  methyl  and  ethyl  alcohols  and  in  hot  water ; 
a  needle-shaped  osazone,  m.p.  193°.  Sodium 
amalgam  reduces  it  to  a  hexahydric  eJcohol, 
fion&d  (Takahashi,  J.  Tokyo  Chem.  Soc.  1919, 
40,  167). 

FLOS-FERRI  o.  AsAGOinTB. 

FLUID  GELATIN  v.  Aluminium  oleate,  art. 
Alttms. 

FLUOCERITE.  Fluoride  of  cerium  (40  p.c), 
lanthanum  (30  p.c),  and  yttrium  (3  p.c.)  earths, 
(Ce,  La,  Di)  F,,  crystallised  in  the  hexa^ronal 
system.  It  is  reddish-yellow  with  resinous 
lustre,  and  massive,  rarely  as  crystals.  Sp.p^. 
5*70,  6*93.  It  occurs  in  pegmatite  veins  wiUi 
gadolinite,  orthite,  Ac,  at  Osterby,  Finbo,  and 
Broddbo  in  Sweden  (P.  Geijer,  Geol.  For  Forh. 
Stockholm,  1921,  43,  19).  L.  J.  S. 

FLUORAL  r.  Sththbtio  drugs. 

FLUORAM.   Trade  name  for  acid  ammonium 

fluoride.  L^iyiLi-Lcu  uy    ^^^^^^TL,.^ 


FLUORENE. 
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id(  I*    *^c/  Vormod  (Delacre,   Bull. 


FLUORANTHENE  Idryl 

J      /--    >H 

C,H,— CH'  .    . 

rw-  J.J        J    XI    u    r.-.i-        J  ^  VI.    J  '  Soc.    ohim.    [3]    27,    875).     The    hiKh-boiling 

,^''*"In'*^.'!??''P*r'^*".*^y  *'?«?'  Vf<,t°-^^*^?r^  I  f^tio^  of  tir^oi,  ^ter  depositing  naphthale^ 
(Ber  10  2143;  Animlen  193,  U2)mcoalta».  ^^  anthracene  are  distilled ;  the  fraction 
and  by  Goldschmiedt  m  stupp.  a  mixture  of  foiling  between  295°  and  310°  contains  the 
hydrocarbons  obtained  in  diBtiHing  mercury  ores  j^,      ^ion  of  the  fluorene.  which,  on  fusion 

at  Idna  (Ber  10,  2022).  Obtained  from  the  ^^j,  ^J^^^^  j^,,  ^^  jSO",  is  converted  into  a 
fraction  ofcoal  tar  boUing  Wher  than  anthra-  ^^^  potassium  compound  (Weissgerber,  Ber. 
cene^by  redistiUin^  it  at  2M  under  a  pressure  34  iggjj .  ^^  latter  was  originalfy  separated 
of  60  mm.  A  mixture  of  pyrene  and  fluo-  „echanioaUy  from  the  fused  hydrocarbons  and 
ranthene  pMses  over  which  may  be  separated  ^^^  g^^^^J  regenerated  by  treatment  with 
by  repeated  orjmteUisations  from  alcohol  of  .  ^^^^  ^  r  ^124150).  fiiphenylene  oxide, 
their    picnc    acid    compounds;     the    Auoran- !  ^,^^^4^^  t^e  original  mixture,  ta  converted 


thene  picrate  separates  as  long  reddish-ye] 

needles,  melting  at  I82''-183°.  Forms  slender 
needles  or  monoclinic  plates,  melting  at  109°- 
110°;  boils  at  260°-25I°  under  a  pressure  of 
60  mm.  Sparingly  soluble  in  cold,  readily 
soluble  in  boiling  alcohol;  soluble*  in  ether, 
carbon  disulphide,  chloroform,  benzene,  and 
glacial  acetic  acid.  Warm  concentrated  sul- 
phuric acid  dissolves  the  hydrocarbon,  produc- 
ing a  deep-blue  colour. 

Chromic  acid  oxidises  it  to  a  quinone  Oxfifi^ 
(red  needles  melting  at  187°-188°),  which,  on 
further  oxidation,  yields  diphenyleneketone- 
carboxylic  acid 

C«H4v 

>C0 
',— COOH 

(m.p.  19r-192'').  This  acid  is  converted  by 
heating  with  lime  into  diphenyleneketone  (v. 
Fluorene),  and  by  fusion  with  caustic  potash 


A.H,- 


into  potassium  diphenate,  and  a  small  proportion 
of  ifuorene  into  o-phenyl benzoic  acid ;  the 
alkaline  mass  is  then  treated  with  water  and  the 
hydrocarbons  obtained  pure  by  fractional  dis- 
tUlation  (D.  R.  P.  130679).  The  sodium  com- 
pound, also  used  for  the  separation,  is 
obtained  bv  fusing  the  mixture  of  hydro- 
carbons with  sodium  or  sodamide  at  150°-200° 
(D.  R.  P.  203312).  In  the  presence  of  aniline 
or  other  oreanic  bases,  the  reaction  proceeds 
more  smoothly,  and  at  a  lower  temperature 
(D.  R.  P.  209432).  Recrvstallisation  from 
alcohol  and  glacial  acetic  acid,  and  precipitation 
of  the  picric  acid  compound  (m.p.  81°),  may  be 
used  in  the  purification. — Lustrous  laminxe, 
melting  at  1 15*  (Delacre,  I.e.),  Boils  at  294°- 
295°  (corr.).  Sparingly  soluble  in  cold,  readily 
'  in  hot  alcohol ;  readily  soluble  in  ether,  benzene, 
and  carbon   disulphide.     Oxidation  with   lead 


into      iwdipkenic      acid 


oxide  yields  bisdiphenylene  ethane  and  bisdi- 

CgH4*C00H'^(T,  2)    phenylene  ethylene  (red  needles  melting  at  188°) ; 

I  .  with  chromic   acid  diphenyleneketone  (yellow 

CeH4-C00H  (1,  3).  !  prisms  melting  at  84°,  boiling  at  337°);    with 

Fuming  nitric  acid  forms  with  the  hydrocarbon    fused  caustic  potash  o-phenylbenzoic  acid  and 

'    •  with  potassium  permanganate  o-phthalic  acid. 

With  nitric  acid  (sp.gr.  1*4)  in  glacial  acetic 
solution  at  80°,  2-nitrofluorene  is  formed  (Diels, 
Ber.  34,  1758j ;  fuming  nitric  acid  produces  the 
2  :  7-paradinitro  derivative,  melting  at  199°-201° 
(Fittig  and  Schmitz,  Annalen,  193,  134),  265°- 
260°  (Barth  and  Gpldschmiedt,  Ber.  11,  846). 
The  corresponding  amino  compounds  have  been 


a  trinitro  derivative. 

FLUOR-APATITE  v.  Apatite. 
FLUORENE  o-Diphenylene  methane 

C,H/ 
Discovered  by  Berthelot  in  coal  tar  (Compt. 
rend.  65,  465 ;   Ann.  Chim.  Phys.  [4]  12,  222). 
Obtained  (1)  by  passing  the  vapour  of  diphenyl- 

methane  through  a  red-hot  tube  (Grabe,  Ajmalen,    _    

174,    194) ;     (2)   by  reduction  of  diphenylene  i  gubstitution  compounds  are  formed, 

ketone    either    by    distillation    with    zinc-dust  '  *     '  "    ' 

(Fittig,  Ber.  6, 187)  or  by  heating  with  hydriodic 

acid  and  red  phosphorus  to  150°-160°  (Grabe, 

ibid.  7,  1625) :   the  diphenvlene  ketone  mav  be 

synthesised  by  splitting  off  H^O  and  CO,  from 

^phenio  acid  (C^termayer  and  Fittig,  Auf.  5, 

935)   or  by  diazotising  o-amino-benzophenone 

and  eliminating  the  diazo-  group  (Grabe  and 

Ullmann,  ibid,  27,  3485) 

CO  CO 


NH,  N=Nx 


< 


CO 


y^c 


<3)   by  condensing   ethyl   trichloracetate   with 
benzene  in  the  presence  of  aluminium  chloride 
Vol.  III.— T. 


used  in  the  preparation  of  azo  dyes,  but  do  not 
yet  appear  to  have  found  practical  application. 
By  the  action  of  sulphuric  acjd  and  the  halogens, 
pounds  are  formed.  The  nega- 
tive character  of  the  methylene  hydrogen 
atoms  is  shown  by  the  formation  of  potassium 
and  sodium  compounds  (v.  aupra),  and  by  the 
formation  of  condensation  products  with 
benzaldehyde  and  oxalic  ester  (Thiele,  Ber.  33, 
851  ;  Wislicenus,  ibid.  33,  771).  The  con- 
version of  phenanthrenequinone,  by  fusion  with 
potash,  to  9-oxyfluorene-9-carboxylic  acid 
i  (Schmidt  and  Bauer,  Ber.  38,  3738),  and  the 
'  formation  of  phenanthrene  by  a  pyrogenic  re- 
;  action  from  methyl  fluorene  (Grabe,  ibid.  37, 
4145),  furnish  instances  of  the  mutual  con- 
'  version  of  5  and  6  rings.  Reduction  with 
hydriodic  acid  yields  a  decahydrofluorene, 
Ci,H,,  (Schmidt,  ibid.  40,  4666);  fluorene 
perhydride  CuHj,,  is  described  by  Spiegel  {ib^d. 
41,884;  42,916)!  ^ 

Isomeric    diphenylencmethanes  ^  i^fff^  c 
scribed  by  Camelley  (Chem.  Soc.  Trans.  188 
708),  who  obtained  them  bv  passing  the  mixed 
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vapours  of  benzene  and  toluene  through  a  red- 
hot  tube.  1.  S. 

FLUORENE  KETONE  r.  Ketones. 

FLUORESCEIN    v.    Triphenyl    methane 

OOLOURINO  MATTERS. 

FLUORESCENT  BLUE  or  RESORCIN  BLUE 

C|gU,BraN,0B(NH4).  A  colouring  matter  ob- 
tained in  1880  by  Weselsky  and  Benedikt  by 
treating  a  solution  of  diazoresorufin  in  potassium 
carbonate  with  bromine,  and  precipitating  with 
an  acid.  Soluble  in  boiling  water,  giving  a 
reddish-violet  solution  with  green  fluorescence. 
On  the  addition  of  hydrochloric  acid,  the  aqueouF 
solution  gives  a  yellowish-brown  precipitate. 
With  zinc-dust  and  caustic  soda  solution  rapidly 
becomes  colourless,  but  again  becomes  blue  on 
exposure  to  air.  Soluble  in  concentrated  sul- 
phuric acid  with  blue  colour,  which  becomes 
violet  on  addition  of  water,  and  eventually  gives 
a  reddish-brown  precipitate.  Dyes  silk  and 
wool  blue  with  brownisn  fluorescence  (Biiinner 
and  Kramer,  Ber.  17,  1847,  1867,  1876 ;  Wesel- 
sky and  Benedikt,  Monateh.  6,  605 ;  Ber.  18, 
Ref.  76)  {v.  OxAZiNE  ooix)nRiNQ  matters). 

FLUORINDDfES  r.  Azines. 

FLUORINE.  Sym.F.  At.  wt.  19*0.  Ampere, 
in  1810,  first  pointed  out  the  analogy  between 
hydrochloric  acid  and  the  gas  evolved  from  a 
mixture  of  fluorspar  and  sulphuric  acid ;  he 
assumed  the  existence  of  an  element  similar  to 
chlorine,  and  further  that  the  acid  obtained 
from  fluorspar  was  a  hydrogen  compound. 
Berzelins  and  Davy,  a  few  years  later,  more 
fully  established  this  view. 

The  name  fluorine  was  given  to  the  supposed 
element  on  account  of  its  being  a  constituent  of 
fluorspar.  Many  fruitless  attempts  had  been 
made  to  isolate  the  element,  but,  owing  to  its 
great  affinity  for  other  elements,  none  could  be 
regarded  as  successful  until  Moissan,  in  1886, 
announced  his  results. 

Occurrejice, — ^Fluorine  occurs  in  the  com- 
bined state  only,  and  generally  as  fluor-spar  CaF,, 
crystallising  in  cubes  and  octahedrons ;  thu 
compoimd  is  found  in  abundance  in  Derbyshire, 
where  it  is  known  as  Derbyshire-spar,  and 
*  Blue  John  * ;  it  is  also  found  in  Northumber- 
land, Durham,  Yorkshire,  and  Cornwall,  and 
from  it  most  of  the  preparations  of  fluorine  are 
made  (v.  Fluor-spar).  Crydiie,  a  double 
fluoride  of  aluminium  and  sodium  SNaF'AlF, 
or  AlsFe'6NaF,  found  in  Greenland,  is  a  mineral 
containing  fluorine  (r.  Crvolete).  Fluorine 
is  widely  but  sparingly  diffused,  occurring  in 
small  amount  in  conjunction  with  aluminium 
and  silicon  in  Uypaz\  with  cerium  and  yttrium 
in  fiiiocerite  and  yitrocerite;  it  occurs  also  in 
apatite,  toavelliU,  wagneriU^  and  other  minerals. 
It  is  aUo  found  in  the  idoerase  of  Vesuvius, 
Ghristiansand  in  Norway,  and  in  the  variety 
from  the  River  Wilui  in  Siberia  (Jannasch, 
Jahr.  Mineral.  1883,  2,  123).  Traces  of  it 
exist  in  sea-water,  and  in  the  water  of  many 
mineral  springs  and  rivers.  Traces  of  fluorine 
have  been  detected  by  Wikon  in  the  silicious 
stems  of  grasses  and  equisetaceous  plants. 
Bones,  both  fossil  and  recent,  contain  fluorine 
(Camot,  Compt.  rend.  1892,  114,  1189-1192), 
and  it  is  found  in  the  enamel  of  the  teeth 
(Gabriel,  Zeitsch.  physiol.  (^hem.  18,  267-303, 
1894 ;  Wrampelmeyer,  Zeitsch.  anal.  Chem. 
32,  650-563,  1894).     It  is  said  to  occur  in  the 


;  blood,  the  brain  (Horsford,  Annalcn,  149,  202)» 
and  in  milk,  also  in  human  urine. 

Tammann  (Zeitsch.  physiol.  Chem.  1888,  12, 
322-326)  has  shown  that  fluorine  is  of  sreat  im- 

S>rtance  in  the  animal  economy,  while  Saber 
orstmann  (Ann.  Chim.  Phys.  114,  510)  has 
Memonstrated  that  certain  plants  do  not  develop 
in  its  absence. 

Isolation  of  fluorine. — Davy  concluded,  from 
his  experiments  on  the  compounds  of  fluorine, 
that  the  latter  was  an  extremely  active  element. 
>Since  his  time  many  chemists  have  endeavoured 
to  obtain  fluorine  in  the  free  state.  It  has  been 
known  since  the  time  of  Faraday  that  strong 
hydrofluoric  acid  is  a  very  bad  conductor  of  the 
electric  current,  and  Moissan  in  his  experiments 
found  that  the  current  from  60  Bnnsen  cells 
was  not  able  to  effect  a  passage  through  the 
anhydrous  acid ;  by  dissolving  a  little  nydro- 
gen  potassium  fluoride  HF'KF  in  the  acid,  it 
was  at  once  rendered  a  conductor.  The  appa- 
ratus employed  consisted  of  an  irido- platinum 
U-tube  9*5  cm.  high  and  1  '5  cm.  diameter  (Fig.  1 ). 
At  the  side  and  near  the  top  of  each  limb  was  a 
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small  exit  tube  of  platinum,  r  and  H;  each  limb 
of  the  U-tube  was  provided  with  a  hollow 
cylinder  screwed  into  it,  and  the  hollow  part  of 
each  cylinder  was  closed  bv  a  stopper  of  fluorspar, 
through  the  axis  of  which  passed  the  terminals 
!  of  iri£o  platinum  (Fig.  2) ;  the^  terminals  were 
I  2  mm.  square  in  section  and  side,  12  mm.  long, 
and  passed  to  within  3  mm.  from  the  bottom  of 
'  each  limb.  The  whole  apparatus  was  first 
I  entirely  freed  from  moisture  by  drying  at  120°, 
then  about  6  grams  of  the  double  fluoride  of 
'  hydrogen  and  potassium  were  introduced,  the 
stoppers  screwed  in  and  covered  with  shellac, 
ana  then  placed  in  a  methyl  chloride  bath,  a 
constant  supply  of  which  at  —23°  was  main- 
tained in  the  bath.  The  delivery  tubes,  hitherto 
kept  in  communication  with  desiccators  of  fused 
potash,  are  now  connected  with  the  vessel  con- 
taining anhydrous  hydrofluoric  acid,  and  about 
16  grams  are  gently  aspirated  into  the  apparatus. 
On  now  passing  a  current  from  20  Bunsen  cells 
through  the  solution,  a  continuous  evolution  of 
gas  took  place.  To  demonstrate  its  effects  upon 
other  bodies,  they  were  placed  in  small  glass 
tubes,  and  brought  to  the  delivery  tube  at  the 
positive  side  (Fig.  3). 

On  taking  the  apparatus  to  pieces  after  each 
experiment,  the  hyorofluoric  acid  remaining  was 
found  to  contain  a  small  quantity  of  platinum 
fluoride  in  solution,  and  a  black  mud  consist- 
ing of  a  mixture  of  iridium  and  platinum  in 
suspension.  The  negative  electroae  was  not 
attacked,  but  tlie  platinum  rod  forming  the 
positive  pole  was  eaten  away  to  a  point,  so  that 
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one  rod  only  served  for  two  experiments.     The 
tkvtngp  delivery  of  gas  was  about  1  -5  to  2  litres  ' 
per  hour. 

It  is  probable  that  potassium  fluoride  is  first 
deeomposed,  fluorine  being  evolved  at  the  posi- 
tive  pole,   and  potassium,   which   decomposes 


Fio.  3. 

hydrofluoric  acid,  liberating  its  equivalent  of 
hydiocren  at  the  negative  pole,  re-forming  potas- 
sium fluoride  which  may  be  again  electrolysed 
Hence  a  small  quantity  of  the  double  fluoride 
can  serve  for  the  decomposition  of  a  compara- 
tively large  amount  of  hydrofluoric  acid. 

To  prepare  the  pure  anhydrous  acid,  a 
known  volume  of  commercial  acid  was  treated 
with  sufficient  potassium  carbonate  to  neu- 
tralise about  a  fourth  part,  and  was  then  dis- 
tilled in  a  leaden  retort  over  an  oil-bath  at 
120°.  Potassium  fluosilicate,  formed  from 
the  hydrofluosilic  acid  contained  as  impurity, 
was  not  decomposed  on  distilling,  and  the  dis- 
tillate was  therefore  free  from  silica.  The 
distillate  was  divided  into  two  parts,  one  of 
which  was  neutralised  by  potassium  carbonate 
and  then  added  to  the  other  half,  thus  form- 
ing the  double  fluoride  HF'KF.  This  was 
dried  at  100°,  and  kept  for  several  days  in 
vacuum  in  the  receiver  of  the  air-pump,  over 
sulphuric  acid  and  sticks  of  potash.  When 
penectiy  dry,  this  compound  falls  to  powder, 
and  is  then  ready  for  the  preparation  of  the 
anhydrous  acid.  The  dry  fluoride  thus  obtained 
was  introduced  into  a  platinum  retort  and 
gently  heated ;  the  first  portions  of  distillate 
are  rejected,  as  they  contain  traces  of  water. 
A  platinum  receiver  is  then  adapted  and  placed 
in  a  freezing  mixture  of  ice  and  salt :  on  in- 
creasing the  temperature,  pure  hydrofluoric  acid 
passes  over  and  is  condensed  in  the  receiver  as 
a  limpid  liquid,  which  boils  at  19*4°,  is  very 
hygroscopic,  and  fumes  in  air  (Ann.  Chim.  [6] 
12,  472-537). 

The  double  fluoride  is  very  soluble  in  hydro- 


fluoric acid,  forming  with  it  a  crystallisable 
compound  richer  in  hydrofluoric  acid  than  the 
double  fluoride  itself,  and  which  gives  off  no 
acid  vapour  at  the  boiling-point  of  tM  anhydrous 
acid  (19-4^). 

Moissan  electroh^sed  the  double  fluoride  iU 
self,  which  fuses  at'  140^  to  a  colouriess  liquid. 
The  experiment  was  done,  as  before,  in  a  U-tube 
of  platinum,  but  the  latter  was  strongly  attacked. 
On  dippinff  the  platinum  terminals  of  the  battery 
into  the  fused  double  fluoride  contained  in  a 
platinum  dish,  gas  was  freely  evolved  at  each 
pole,  detonation  occurring  on  bringing  the  ter- 
minals together,  even  in  the  dark.  The  wire 
at  the  end  where  the  fluorine  was  evolved  was 
strongly  corroded. 

Later  Moissan  found  it  possible  to  use  an 
apparatus  made  of  copper.  The  metal  becomes 
coated  with  a  film  of  fluoride  CuF„  which  is 
insoluble  and  protects  the  copper  from  furUier 
corrosion.  The  electrodes  must  be  made  of 
platinum  instead  of  copper,  as  the  fluoride 
formed  on  the  latter  would  diminish  the  current 
(Ck>mpt.  rend.  1899,  128,  154^1645). 

For  the  preparation  of  anhydrous  hydrorai 
fluoride  sodium  hydrogen  fluoride  ia  preferable 
to  the  potassium  salt. 

Fluorine  can  be  prepared  in  quantity  by  the 
electrolysis  of  fused  potassium  hydrogen  fluoride. 
A  stout  cylindrical  copper  cell,  3^  inches 
diameter  by  8  inches  deep,  heated  electrically 
by  a  nichrome  winding,  is  used.  The  cell  itseb 
acts  as  a  cathode  and  a  graphite  rod  as  ^ode. 
The  evolution  of  fluorine  occurs  at  240°-250° 
with  a  current  of  10  amperes  at  12  volts  (Argo, 
Mathers,  Humiston  and  Anderson,  Amer. 
Eleotrochem.  Soc.  1919).  For  a  modification  of 
this  process  see  Meyer  and  Sandow,  Ber.  1921, 
54  [B],  759. 

Properties. — Fluorine  is  a  gas  of  a  pene- 
trating and  disagreeable  smell,  similar  to 
that  of  hypochlorous  acid.  A  column  of  the 
gas  enclosed  in  a  platinum  tube  50  cm.  long, 
with  colourless  fluorspar  ends,  has  a  decid^ 
greenish-yellow  colour  (Moissan,  Compt.  rend. 
1890,  109,  937-940).  Its  dispersion  is  anoma- 
lous, being  less  at  the  blue  end  of  the  spectrum 
than  it  is  at  the  red  (J.  H.  Gladstone  and  G. 
Gladstone,  PhU.  Mag.  1891,  [5]  31,  1-9). 

The  atomic  refraction  of  fluorine,  as  deter- 
mined from  a  number  of  its  compounds  for  the 
line  H  of  the  solar  spectrum,  varies  from  0*35  to 
0*63,  the  numbers  for  chlorine,  bromine,  and 
iodine  being  10*0,  16*2,  and  25*2  respectively 
(Gladstone,  I.e.).  For  sodium  light,  the  values 
1*082  in  unsaturated  and  0*775  in  saturated 
compounds  (calculated  according  to  the  Lorentz 
formula)  have  been  obtained  by  Swarts  (Chem. 
Zentr.  1897,  ii.  1042-1043).  The  atomic  re- 
fraction  of  fluorine  in  unsaturated  bodies  is  thus 
almost  equal  to  that  of  hydrogen,  so  that  if  a 
double  link  is  really  present,  fluorine  has  the 
smallest  atomic  refraction  of  any  known  element, 
its  magnitude  corresponding  to  its  extremely 
low  atomic  volume,  shown  by  Traube  to  lie 
between  0  and  1  (Annalen,  1896,  290,  105).  The 
refractive  index  of  the  free  element  is  1 -OCX)! 95 
for  sodium  light,  being  thus  almost  exactly  one 
quarter  that  of  chlorine,  and  bearing  the  same 
relation  to  it  as  do  the  refractive  indices  of 
nitrogen,  oxygen,  and  neon  to  those  of  phos- 
phorus, sulphur   and  ai^on  respectively.     This 
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value  was  obtained  directly  from  meaaurement 
of  the  electrolytic  gas,  due  allowance  being  made 
for  oxygen,  ozone,  and  nitrogen,  which  are 
always  present  (Cuthbertson  and  Prideaux, 
Phil.  Trans.  1906,  205,  A,  319-331). 

The  density  of  fluorine  was  determined  after 
purification  of  the  gas  by  passing  it  through  a 
platinum  worm  cooled  to  —50**  by  methyl 
chloride,  and  thence  through  a  tube  containing 
anhydrous  sodium  fluoride,  which  removes  the 
last  traces  of  hydrogen  fluoride.  The  volume  of 
the  gas  was  determmed  by  analysis  after  inter- 
action with  water.  The  first  determination  was 
made  in  platinum  vessels,  and  gave  the  value 
1*265  (air)  (Moissan,  Compt.  rend.  1890,  109, 
861-864),  but  a  later  value,  1*310,  obtained  by 
the  Regnault  method  in  a  glass  vessel  (Moissan, 
ibid,  1904,  138,  728-732),  corresponds  almost 
exactly  to  the  value  1*3 19,  calculated  from  the 
atomic  weight  F==  19*05  and  molecular  weight 
38*10.  The  possibility  of  the  existence  of  any 
measurable  proportion  of  free  fluorine  atoms  is 
thus  excluded. 

Fluorine  was  liquefied  by  Moissan  and 
Dewar  in  1897  (Compt.  rend.  1897,  124,  1202- 
1205)  by  subjecting  the  gas  to  the  cooling  action 
of  liquia  oxygen,  tailing  under  reduced  pressure. 
Liquid  fluorine  is  of  a  yellowish  colour  and  very 
mooile.  When  placed  in  liquid  hydrogen,  it 
forms  a  white  solid,  m.p.  —223°  (Moissan  and 
Dewar,  Compt.  rend.  1903,  136,  641-643).  The 
critical  temperature  of  fluorine  is  about  120° ; 
the  critical  pressure,  about  40  atmospheres ; 
and  the  boiling-point,  —187°.  The  density  of 
liquid  fluorine  is  about  1*14.  Its  specific  re- 
fraction is  greater  than  that  of  liquid  air  or 
oxygen,  its  capillary  constant  less  than  that  of 
liquid  oxygen.  It  has  no  magnetic  properties, 
and  shows  no  specific  absorption  bands  (Moissan 
and  Dewar,  Chem.  Soc.  Proc.  1897,  175). 

Fluorine  gas  has  an  irritating  effect  on  the 
eyes  and  upon  the  mucous  membrane.  It 
decomposes  water  with  formation  of  hydro- 
fluoric acid,  and  the  oxyeen  which  is  set  free  is 
ozonised.  It  corrodes  glass,  and  attacks  with 
violence  all  organic  compounds,  cork  being  at 
once  carbonised  and  inflamed ;  alcohol,  etner, 
benzene,  and  turpentine  take  fire  immediateh' 
in  contact  with  it. 

Fluorine,  freed  from  hydrofluoric  acid  by 
subjection  to  the  temperature  of  boiling  air  and 
subsequent  passage  oyer  dry  sodium  fluoride 
cooled  by  a  solution  of  solid  carbon  dioxide  in 
acetone,  does  not  attack  glass  even  at  100°,  pro- 
vided that  the  surface  of  the  glass  is  free  m>m 
all  traces  of  oicanio  matter.  It  is  impossible 
to  dry  fluorine  Dy  means  of  phosphorus  pent- 
oxide,  as  phosphoryl  trifluoride  is  immediately 
formed  (Moissan,  Compt.  rend.  1899,  129, 
799-804). 

Fluorine  combines  with  hydrogen,  even  in 
the  dark,  the  combination  is  attended  with 
detonation,  and  is  effected  even  at  the  tempera- 
ture of  liquid  hydrogen  (Moissan  and  Dewar, 
ibid.  1903,  136,  641-643).  Iodine  bums  in 
fluorine  with  a  pale-blue  flame,  forming  iodine 
pentafluoride  (Moissan,  ibid.  1902,  135,  563), 
and,  in  an  atmosphere  of  iodine  vapour,  fluo- 
rine bums  with  a  similar  flame.  Vapour  of 
bromine  loses  its  colour  in  fluorine,  and  the  com- 
bination is  sometimes -attended  with  detonation 
with  formation  of  bromine  trifluoride  (Lebeau. 


ibid.  1905,  141,  1015;  Prideaux,  Chem.  Soc. 
Trans.  1906,  316).  Fluorine  at  once  releases 
chlorine  from  cold  potassium  chloride  ;  chlorine 
is  also  expelled  from  its  combination  with  carbon 
in  carbon  tetrachloride,  but  does  not  unite  with 
fluorine. 

Nitrogen  also  has  no  action  on  the  gas,  but 
excess  of  fluorine  acts  upon  nitric  oxide  at  the 
temperature  of  liquid  oxygen,  forming  nitroxyl 
fluoride,  m.p.  —139°,  b.p.  —63*5°,  density 
2*17-2*31,  a  colourless  gas  at  the  ordinary 
temperature  (Moissan  and  Lebeau,  Compt.  rend. 
1906,  140,  1621-1626). 

Sulphur,  selenium,  and  tellurium,  on  being 
placed  in  fluorine,  at  once  melt  and  inflame 
with  incandescence  and  formation  of  fumes 
and  a  coating  of  solid  fluorides.  Phosphorus 
bums  in  it  with  formation  of  fluoride  and 
oxyfluoride  ;  arsenic  in  powder  becomes  incan- 
descent, and  forms  liquid  drops  of  the  trifluoride.; 
antimony  also  becomes  incandescent.  Silicon 
in  crystalline  form,  and  cold,  bums  with  bril- 
liancy, and  sometimes  with  scintillations.  Ada- 
mantine boron  also  bums  in  the  gas. 

Metals  are  all  attacked,  but  with  varying 
energy,  and  formation  of  fluorides.  Sodium  and 
potoMium  in  the  cold  are  rendered  incandescent. 
Calcium,  magnesium,  and  aluminium  become  in- 
candescent when  slightly  warmed.  Iron  and 
manganese  in  a  state  of  powder,  with  slight 
warming,  bum  with  bright  scintillations.  Lead 
is  attacked  in  the  cold,  and  tin  on  slightly  warm- 
ing. Mercury  is  entirely  converted  into  a  yellow 
protofluoride.  Silver,  at  a  gentle  heat,  becomes 
coated  with  a  satin-like  deposit  of  fluoride  soluble 
in  water.  Gold  and  platmum,  when  heated  to 
between  300°  and  400%  become  converted  into 
their  respective  fluorides,  which  are  decomposed 
again  at  a  red  heat  with  evolution  of  free  fluorine 
(Ann.  Chim.  1887,  [61  12,  472-^37 ;  Moissan, 
Fluorine  et  see  compost).  Even  at  — 187°,  liquid 
fluorine  reacts  with  a  large  number  of  substances. 
Sulphur,  selenium,  arsenic,  phosphorus,  potas- 
sium, calcium  oxide,  and  anthracene  sJl  react 
violently  with  it,  while  solid  fluorine  combines 
with  liquid  hydrogen  at  -252*6°,  with  yiolent 
explosion,  sufficient  heat  being  evolved  to 
render  the  materials  incandescent  (Moissan  and 
Dewar,  Compt.  rend.  1903,  136,  641-643).  If, 
however,  sulphur,  phosphorus,  carbon,  silicon, 
boron,  and  iron  be  first  cooled  in  liquid  air, 
they  do  not  react  with  fluorine  at  — 185'^,  neither 
is  iodine  displaced  from  iodides  at  this  tempera- 
ture, nor  glass  corroded  (Moissan  and  Dewar, 
ibid.  1897,  124,  1202-1205).  If  fluorine  be 
passed  into  liquid  oxygen,  a  flocculent  precipi- 
tate collects,  whicK  deflagrates  on  rise  of  tem- 
perature. It  is  probably  a  hydrate  of  fluorine, 
as  it  is  never  obtained  from  perfectly  dry 
oxygen. 

The  majority  of  the  metallic  compounds 
of  fluorine  are  easily  fusible,  and  when  ignited 
in  a  current  of  steam  many  of  them  are  con- 
verted into  the  corresponding  oxides,  whilst 
hydrofluoric  acid  is  formed.  The  fluorides  of 
silver  and  tin  are  easily  soluble  in  water,  while 
those  of  sodium,  potassium,  and  iron  are  only 
sparingly  soluble.  They  are  all  decomposed  by 
sulphuric  acid  when  heated,  with  evolution  of 
hydrofluoric  acid,  but  nitric  does  not  so  easily 
attack  them.  Heated  in  a  current  of  chlorine, 
they   are   all   decomposed   with   formation   of 
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corresponding  chlorides.  Solutions  of  the  soluble 
fluorides  corrode  glass,  and  they  give  no  preci- 
pitate with  silver  nitrate,  as  the  fluoride  of 
silver  is  soluble.  Lead,  barium,  magnesium, 
and  calcium  salts  produce  insoluble  precipitates. 
The  precipitate  of  calcium  fluoride  is  so  trans- 
parent as  to  be  perceived  with  difiiculty,  but  is 
rendered  more  opaque  by  heating. 

Many  metallic  fluorides  combine  with  hydro- 
fluoric acid  and  form  compounds  obtainable  in 
crystals  soluble  in  water.  The  double  fluor- 
ides of  the  alkali-metals  with  the  fluorides  of 
the  electro-negative  metals  which  form  acids 
with  oxygen  may  be  obtained  with  facility,  and 
are  analogous  in  composition  to  the  double 
fluoride  of  hydrogen  and  potassium.  They  are 
all  decomposed  by  sulphuric  acid,  yielding 
*  hydrofluoric  acid  and  a  sulphate.  A  mixture  of 
hydrofluoric  acid  and  nitric  acid  dissolves  silica 
which  has  not  been  previously  ignited,  but  the 
mixture  has  no  action  on  gold  or  platinum. 

The  atomic  weight  of  fluorine. — ^With  not- 
able exceptions,  all  the  determinations  of  the 
atomic  weight  of  fluorine  involve  the  conversion 
of  fluorides  of  various  metals  into  the  corre- 
sponding sulphates,  the  fluoride  most  commonly 
employed  being  that  of  calcium,  which  was  used 
in  some  cases  in  the  form  of  a  very  pure  fluorspar. 

Berzelius  (Poggendorff's  Annalen,  1826, 
8,  1),  Louyet  (Ann.  Chim.  1849,  [3]  25,  295), 
Dumas  (Annalen,  1860,  28,  113),  De  Luca 
(Compt.  rend.  1860,  51,  299),  and  Moissan 
{ibiff,  1890,  111,  570-572)  aU  made  use  of  this 
method,  the  average  weight  of  calcium  sulphate 
obtained  from  one  part  of  fluoride  oeing 
1*7444^0*00018  gram,  which  gives  18*999  as 
the  atomic  weight  of  fluorine. 

Louyet,  by  the  conversion  of  lead  fluoride 
into  lead  sulphate,  obtained  the  value  19*01  ; 
Moissan,  working  with  barium  fluoride,  obtained 
the  value  19*02.  Dumas,  Louyet,  and  Moissan 
(Compt.  rend.  1890,  111,  570-572)  also  worked 
with  sodium  fluoride,  the  results  by  this  method 
being  uniformly  higher,  viz.  19*08,  19*06,  and 
19*07  respectively.  Values  were  also  obtained 
by  Dumaa  and  Moissan  from  the  conversion  of 
potassium  fluoride  into  potassium  sulphate. 

An  exceptional  method  was  employed  by 
Christensen  (J.  pr.  Chem.  1886,  [2]  34,  41-46), 
who  took  advantage  of  the  decomposition  of 
ammonium  manganifluoride  (NH4)yMnFf  to 
measure  the  atomic  weight  of  fluorine.  The 
mansanifluoride  was  treated  with  potassium 
iodi<&,  one  molecule  of  the  former,  on  acidifica- 
tion with  hydrochloric  acid,  liberating  a  mole- 
cule of  iodine,  which  was  then  titrated  with 
standard  sodium  thiosulphate  solution.  In  the 
first  series  of  experiments,  he  obtained  the 
value  F=  19*00,  and  in  the  second  (J.  pr.  Chem. 
1887,  [2]  35,  541-^59)  F=  18*99. 

Meyer  (Zeitsch.  anorg.  Chem.  1903,  36,  313- 
324)  compared  the  results  of  these  previous 
investigations,  criticising  both  the  suitaoility  of 
the  methods  and  the  purity  of  the  materials 
employed.  To  the  latter  cause  he  mainly 
attributed  the  discrepancies  in  the  values  ob- 
tained. He  therefore  started  with  pure  am- 
monium carbonate  and  calcium  nitrate,  con- 
verted the  calcium  carbonate  so  obtained  into 
oxide,  which  he  slaked  and  converted  into 
chloride,  and  passed  finally  to  fluoride  by  evapo- 
raUon  of  the  chloride  with  specially  purihed 


hydrofluoric  acid.  As  the  mean  of  5  determina- 
tions, he  obtained  the  value  F= 19*036,  error 
rbO'00149.  The  general  mean  of  all  the  deter- 
minations agrees  well  with  the  results  of  Chris- 
tensen and  Meyer,  if  all  the  values  are  re- 
calculated with  the  most  recent  atomic  weights 
(F.  W.  Clarke,  Recalculation  of  Atomic  WeigntS, 
1910).  The  mean  value  for  the  atomic  weight 
of  fluorine  is  19*041  ±  000135  ;  the  recalculated 
results  of  Christensen  give  an  average  value  of 
19038,  and  those  of  Meyer  19*035. 

Additional  confirmation  of  Christensen*s 
value  is  obtained  from  the  fact  that  the  atomic 
weight  of  manganese,  Mn=:54'933,  calculated 
from  his  data,  agrees  well  with  that  obtained 
by  Baxter  and  Hines  (J.  Amer.  Chem.  Soc.  1900, 
28,  1560). 

Smith  and  van  Haagen  find  F = 19*002.  Moles 
and  Batuecas  (Joum.  Chim.  Phys.  1919,  17, 
538),  by  determining  the  weight  of  a  normal 
litre  of  methyl  fluoride,  find  F= 18*996. 

Comparison  of  fluorine  with  the  other  halogens. 
— ^Fluorine  is  by  far  the  most  energetic  member 
of  the  halogen  family,  and,  as  is  frequently  the 
case  with  the  first  member  of  a  series,  it  possesses 
very  distinctive  properties.  Moissan  has  pointed 
out  (Bull.  Soc.  chim.  1892,  [3]  5,  880-885)  that 
in  certain  of  its  relations,  it  remotely  resembles 
oxygen  rather  than  chlorine.  Thus  carbon 
reamly  takes  fire  and  bums  in  it  (Moissan, 
Compt.  rend.  1890,  110,  276-279).  Calcium 
fluoride  is  very  different  from  calcium  chloride, 
rather  resembling  calcium  oxide  in  solubility. 
Silver  fluoride  is  also  anomalous,  being  easily 
soluble  in  water,  while  aluminium  fluoride  is 
much  less  easily  hydrolysed  than  is  the  chloride. 

Fluorine  ,compoun(is  with  the  non-metals 
are  uniformly  more  volatile  than  the  chlorine 
compounds,  "out  the  metallic  fluorides  usually 
reqmre  a  higher  temperature  for  fusion  than  do 
the  other  halides. 

The  boiling-point  of  a  hydrocarbon  is  in- 
creased on  the  average  by  5°  by  the  substitution 
of  fluorine  for  hydrogen,  but  if  fluorine  is  intro- 
)fec 


duced  into  a  molecule  already  contain 
atoms,  the  boiling-point  is  lowered,  the  same 
behavi(9ur  being  observed  in  the  case  of  alde- 
hydes. In  this  respect,  fluorine  differs  greatly 
from  chlorine  (Henry,  Rec.  trav.  chim.  1897, 
16,  218-225;  Moissan  and  Dewar,  Chem.  Soc. 
Proc.  1897,  175). 

Hydrofluorie  add  or  Hydrogen  fluoride  HF. 
The  corrosive  action  of  this  compound  on  glass 
was  known  to  Schwanhardt  of  Nuremberg  as 
early  as  the  year  1670.  Scheele,  in  1771,  first 
recognised  that  fluorspar  is  a  compound  of  lime 
and  a  peculiar  acid,  and  he  prepared  the  latter 
in  both  the  aqueous  and  gaseous  forms  by  dis- 
tilling in  a  tin  retort.  Priestley  was  the  first  to 
collect  the  gas  over  mercury.  It  was  regarded 
by  Gay-Lussac  and  Thenard,  in  1808,  as  an 
oxygen  compound.  Ampere,  however,  in  1810, 
pointed  out  its  similarity  to  hydrochloric  acid, 
a  view  which  was  subsequently  supported  and 
confirmed  by  Davy  and  Berzelius.  It  was  first ' 
obtained  in  a  pure  state  by  Gore  in  1868. 

Its  volumetric  composition  can  be  shown 
either  by  electrolysing  the  acid  and  collecting 
and  measuring  the  liberated  hydrogen  -and 
oxygen,  or  by  allowing  a  measured  volume  of 
fluorine  to  act  on  water,  titrating  the  acid 
formed,  and  measuringy.tib&u  9^yg9Q^  J^l?^** 
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cases,  after  allowing  for  the  contraction  in  the 
volume  of  oxygen,  due  to  formation  of  ozone, 
the  results  show  that  hydrogen  fluoride  is  formed 
by  the  union  of  equal  volumes  of  hydrogen  and 
fluorine  (Moissan,  Ck>mpt.  rend.  1900,  130,  544- 
548  ;  cf.  mol.  wt.,  Crore,  below). 

"  The  anhydrous  acid  is  best  prepared  from 
the  double  fluoride  of  potassium  ana  hydrogen, 
as  previously  described.  Fremy  obtained  the 
anhydrous  acid  by  decomposing  lead  fluoride 
with  dry  hydrogen. 

Anhydrous  hydrofluoric  acid  is  a  colourless, 
mobile  Uquid  of  density  0*9879  (Gore).  It  boils 
at  19-4'',  and  solidifies  at  —102-5''  to  a  white 
crystalline  transparent  mass,  becoming  white 
and  opaque  at  a  lower  temperature,  and  melts 
at  -92-3^  (Olszewski,  Monatsh.  1886,  7,  371- 
374).  Its  vapour  tension  at  15*5°  is  equal  to  a 
pressure  of  7*58  lbs.  per  square  inch.  The 
anhydrous  acid  does  not  attack,  class  even  if  left 
in  contact  with  it  for  weeks ;  but  if  the  least 
trace  of  moisture  be  present,  this  action  is 
apparent  at  once.  The  acid  has  little  action 
on  the  metalloids  and  the  noble  metals,  and 
below  20°  the  other  metals  are  not  attacked. 
Basic  oxides  unite  readily  with  it,  some  of  them 
dissolving  ;  on  peroxides  it  has  no  effect. 

Potassium,  when  thrown  into  the  anhydrous 
acid,  decomposes  it  with  explosion.  It  com- 
bines eagerly  with  phopphoric  and  sulphuric 
anhydri(£s,  with  evolution  of  great  heat,  in  this 
respect  resembling  water,  and  not  its  more  ob- 
vious analogue,  hydrochloric  acid.  It  also  com- 
bines energetically  with  the  fluorides  of  potas- 
sium and  sodium,  just  as  water  combines  with 
the  oxides  of  these  meteds. 

The  anhydrous  acid  decomposes  carbonates 
with  effervescence  and  with  tne  formation  of 
'fluorides.  Solid  organic  bodies  immersed  in  it 
are  for  the  most  part  disintegrated.  Gutta- 
percha, caoutchouc,  and  numerous  gums  and 
resins  dissolve  to  red  liquids.  Guncotton,  silk, 
paper,  cotton  wool,  calico,  &c.,  are  converted 
into  glutinous  substances,  and  generally  dis- 
solve. Wood  spirit,  alcohol,  and  ether,  but  not 
benzene,  mix  with  it,  and  oil  of  turpentine,  when 
mixed  with  it,  forms  a  red  liquid  (Gor9,  Proc. 
Roy.  Soc.  17,  256). 

Hydrogen  fluoride,  at  a  white  heat,  converts 
aluminium  oxide  into  the  fluoride.  Yttrium 
oxide  and  lanthanum  oxide  are  converted  into 
non- volatile  fluorides.  Finely  divided  quartz  is 
completely  volatilised  without  the  action  of  heat ; 
with  titanium,  zirconium,  columbium,  and  tanta- 
lum oxides  a  red  heat  is  necessary  (van  Haagen 
and  Smith,  J.  Amer.  Chem.  Soc.  1911,  33, 1504). 

The  molecular  weight  of  hydrogen  fluoride 
has  been  a  source  of  some  controversy.  Gore 
(Phil.  Trans.  1869,  73)  showed  that  the  volume 
of  hydrogen  fluoride  gas  obtained  by  the  action 
of  hydrogen  on  silver  fluoride  was  twice  that  of 
the  hydrogen  taken,  the  measurements  being 
made  at  100°,  but  Mallet,  weighing  the  gas  at 
30*5°  in  a  laige  flask  coated  with  paraffin,  ob- 
tained a  value  for  the  density  corresponding  to 
a  molecular  weight  of  39 '32,  which  indicates  the 
molecular  formula  H^F..  (Amer.  Chem.  J.  1881, 
3,  189). 

Thorpe  and  Hambly  (Chem.  Soc.  Trans. 
1 889, 163)  found  that  the  vapour  density  of  hydro- 
gen fluoride  varies  rapidly  with  the  temperature 
and  pressure.     The  following  table  gives  the 


results   of  their  experiments   at  temperatures 
varying  between  264°  and  881°  :— 


Temperature 

PioMure 

mm, 

745 

V.D. 
air=l 

Mol.  weight 

26-4 

1-773 

51-18 

27-8 

746 

1-712 

49-42 

29-2 

750 

1-578 

45-54 

32-0 

743 

1-377 

39-74 

331 

750 

1-321 

3812 

33*8 

758 

1-270 

36-66 

36-3 

739 

1-115 

32-20 

38-7 

751 

1-021 

29-46 

39-2 

743 

1-002 

28-94 

42-8 

741 

0-910 

26-26 

47-3 

745 

0-823 

23-76 

57-6 

750 

0-737 

21-28 

69-4 

746 

0-726 

20-96 

881 

741 

0-713 

20-58 

These  numbers  show  that  the  process  of 
dissociation  of  the  vapour  of  hydrogen  fluoride 
is  perfectly  continuous,  and  tnat  there  is  no 
direct  evidence  of  the  existence  of  a  molecule 
corresponding  to  H^Fj.  It  is  also  found  that 
the  vapour  density  is  lowered  by  diminishing  the 
pressure  of  the  sas  at  a  constant  temperature. 
The  following  table  shows  the  vapour  density  of 
hydrogen  fluoride  under  varying  pressures  at 
the  constant  temperature  of  circa  32°  : — 


Temperature 

Preasure 
mm, 

743 

V.D. 
air-1 

Mol.  wtigfat 

32-0 

1-377 

39-74 

32-2 

686 

1-239 

35-78 

31-8 

655 

1-177 

33-98 

32-0 

603 

1-068 

30-82 

32-5 

545 

0-963 

27-78 

32-3 

498 

0-920 

26-54 

31-9 

354 

0-797 

23-00 

32-3 

353 

0-789 

22-78 

Similar  results  were  obtained  by  mixing  the 
hydrogen  fluoride  with  air  so  as  to  lower  the 
partial  pressure  of  the  gas. 

The  anhydrous  acid,  on  addition  of  water,  is 
changed  in  sp.gr.  from  0*988  to  as  much  as  1-25, 
further  dilution  causing  a  regular  decrease  in 
8p.gr.  (For  a  table  showing  the  relation  between 
the  8p.gr.  and  strength  of  hydrofluoric  acid,  v. 
Winteler,  Zeitech.  angew.  Chem.  1902,  15,  33- 
34 ;  J.  Soc.  Chem.  Ind.  1902,  277.)  The  acid 
of  sp.gr.  1-15  may  be  distilled  unchanged;  it 
bolls  at  120°,  and  contains  about  36  to  38  p.o.  of 
the  anhydrous  acid,  but  does  not  thus  form  a 
definite  hydrate ;  when  allowed  to  evaporate 
over  caustic  lime  in  the  air,  the  aqueous  acid 
attains  a  constant  composition  containing  32 '6 
p.c.  of  the  anhydrous  acid  (Roscoe,  Chem.  Soc. 
Trans.  1861,  13,  162). 

According  to  Deussen  (Zeitsch.  asiOT^.  Chem. 
1900, 49,  297-300),  a  constant  boiling  mixture  of 
boiling-point  111°  at  750  mm.  pressure  has  a 
sp.gr.  of  1138  at  18°  and  contains  432  p.c. 
hydrofluoric  acid  by  weight. 

Hydrogen  fluoride  cas  is  formed  from  its 
elements  with  great  evolution  of  heat : 

H  gas  +  F  ga8=HF  gas  -f  37-6  cals. 

H  gas  -f  F  gas^HF  (dissolved) -f  49-4  cals. 
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(Berthelot  and  MoiBsan,  Compt.  rend.  1889,  109» 
209).  (For  heat  of  dissolution,  cf.  Guntz,  Bull. 
Soc.  chim.  1884,  40,  54-57.)  The  dilution  of 
aoid  containing  more  than  two  molecules  of 
water  does  not  produce  a  sensible  evolution  of 
heat,  as  does  similar  dilution  of  the  other 
halogen  acids  (Gontz,  I.e.). 

Hydrofluoric  acid  is  also  unique  in  that  it 
combmes  with  its  own  dalts  with  absorption  of 
heat  NaF+HFAq.  =  -228  (Thomsen).  The 
freezing-point  of  water  is  depressed  by  hydro- 
fluoric acid,  and  quantitative  determinations 
point  to  the  existence  of  molecules  of  H,F,  in 
solution  (Abegg,  Fox,  and  Herz,  Zeitsch.  anorg. 
Chem.  1903,  35,  129-147 ;  Patemd  and  Pera- 
toner,  Chem.  Zentr.  1891,  306). 

This  view  is  supported  by  the  fact  that  the 
heat  of  dissociation  of  hydrofluoric  acid  is 
3550  cals.,  which  is  three  times  the  corresponding 
value  for  hydrochloric  acid,  and  is  most  easily 
explained  by  assuming  the  preliminary  dis- 
sociation HjFj,^2HF  (Abegg.  Ber..l900,  33, 
393-394),  and  further  evidence  is  obtained  from 
the  fact  that  by  the  application  of  Ostwald's 
basicitv  rule,  the  value  tor  the  basicity  =2*08. 
This  observation  is  confirmed  by  measurements 
of  specific  conductivity  after  the  addition  of 
successive  quantities  oi  potassium,  sodium,  and 
ammonium  hydroxides  (Pellini.  and  Pegoraro, 
Zeitsch.  Elektrochem.  1907,  13,  621).  Acid, 
containing  55  p.c.  hydrogen  fluoride,  cooled  to 
—45°,  is  converted  into  small  truncated  prisms, 
having  the  composition  HF,H,0  and  melting  at 
-SS""  (Metzner,  Compt.  rend.  1894, 119,682-684). 
Other  evidence  as  to  the  existence  of  hydrates 
is  derived  from  the  relation  of  the  specific  con- 
ductivities of  different  solutions  of  hydrofluoric 
acid  to  the  corresponding  concentrations.  It  is 
found  that  breaks  in  tne  curve  obtained  by 
plotting  these  values  occur  at  concentrations  of 
91  p.c.,  and  between  51  and  55  p.c.  corresponding 
to  the  hydrates  9HF,  H^O,  and  HF,HjO  {cf. 
Metzner,  l.c. ;  Hill  and  Sirkar,  Proc.  Roy.  Soc. 
1909,  A,  83,  130-148). 

The  temperature  coefficient  of  conductivitv 
for  solutions  containing  less  than  7 '7  p.c.  HF 
=0-0125  and  is  constant.  Hydrofluoric  aoid 
can  be  electrolysed  iirith  platinum  as  a  positive 
eleotot)de,  the  products  bemg  hydrogen,  oxygen, 
and  ozone,  but  with  acid  of  30  p.c.  strength, 
the  platinum  is  attacked. 

The  dilute  acid  dissolves  all  the  metals  except 
platinum  and  some  of  the  metals  associated  with 
it — gold,  silver,  lead,  and  mercury — with  evolu- 
tion of  hydrogen.  On  this  account,  it  is  kept 
in  platinum  vessels  when  concentrated,  and 
in  leaden  or  guttapercha  vessels  in  the  dilute 
form. 

Aqueous  hydrofluoric  acid  mav  be  kept  in 
glass  bottles  coated  with  a  film  of  guttapercha 
as  follows.  Guttapercha  is  dissolved  in  carbon 
disulphide  and  the  solution  put  in  a  bottle, 
every  part  of  the  interior  of  which  must  be 
brought  in  contact  with  the  solution ;  the  excess, 
if  any,  is  then  poured  out,  and  the  bottle  laid 
aside  until  the  solvent  has  volatilised.  Caout- 
chouc stoppers  are  required  ((.'hem.  News,  49, 
201). 

On  mixing  one  part  of  finely  powdered  and 
pure  fluorspar  with  about  twice  its  weight  of 
strong  sulphuric  acid,  no  evolution  of  gas 
takes  place  at  ordinary  temperatures,   but  a 


transparent  gelatinous  mass  is  formed,  and,  on 
gently  heating,  dense  and  highly  irritating 
fumes  arise,  somewhat  similar  to  those  piro- 
duced  in  the  manufacture  of  hydrochloric  acid ; 
CaF,-fS04Hj=S04Ca+2HF.  For  ordinary 
purposes,  the  decomposition  is  effected  in  a 
leaden  retort,  divided  into  two  halves  for  con- 
venience in  cleaning,  which,  when  in  use,  are 
accurately  fitted  t^ether  by  an  overlapping 
sroeved  joint.  The  receiver  may  be  a  leaden 
V-tube,  blind  at  one  end,  and  fitted  by  grinding 
at  the  other  to  the  neck  of  the  retort;  the 
retort  is  heated  on  a  sand-bath,  and  the  acid  is 
condensed  in  the  receiver,  which  is  surrounded 
by  a  freezing  mixture. 

According  to  Ruff  and  Braun  (Ber.  1914, 
47,  646),  it  is  best  to  use  90  p.c.  sulphuric  acid. 
When  97-100  p.c.  is  used,  a  yield  of  60  p.c.  of 
hydrofluoric  acid  is  obtained ;  this  acia  is  of 
95-96  p.c.  strength.  When  sulphuric  acid 
containing  a  high  percentage  (50-60  p.c.)  of 
sulphur  trioxide  is  used,  the  product  consists  of 
-fluoroeuiphonic  cmid  : 

CaFa-hH,S04-h2S03=CaS04+2FSO,OH 

first  obtained  by  Thorpe  and  Kirwan  b^  the 
action  of   liquid  hy  ' 


fluoride  on  liquid 
sulphur  trioxide  (Chem.  Soc.  Trans.  1892,  61, 
921).  It  is  a  thin  colourless  liquid  fuming  in 
the  air  and  boiling  at  162 '6''  {v.  Fluobosulphonio 
acid). 

To  prepare  the  aqueous  solution  on  a  large 
scale,  a  leaden  retort,  on  the  upper  part  of  which 
a  leaden  head  can  be  cemented,  is  used;  the 
neck  of  the  retort  fits  into  the  side  of  a  leaden 
receiver  or  chamber,  in  which  is  placed  a  basin 
of  water.  The  acid  vapours  are  absorbed  by  the 
water,  and  air,  with  any  excess  of  acid  vapours, 
is  conducted  through  an  escape  pipe  into  the 
atmosphere. 

The  impure  commercial  acid  may  be  purified 
by  passing  an  excess  of  hydrogen  sulphide 
through  the  liquid,  neutraUsing  the  sulpnuric 
and  silicofluoric  acids  present  with  potassium 
carbonate,  then  decanting  and  adding  silver  car- 
bonate to  remove  excess  of  hydrogen  sulphide, 
filtering,  distilling  the  filtrate  from  a  leaden 
retort  with  a  platinum  receiver,  and  finally  recti- 
fying. As  in  the  case  of  fluorine  itself,  copper 
can  readily  be  employed  as  the  material  of  the 
containing  vessels  (Goldschmiedt,  Monatsh. 
1907,  28,  297-298). 

Use  of  Kydroftuoric  acid. — ^The  chief  use  of 
this  compound  is  in  etching  glass.  In  makii^ 
the  graduations  on  a  thermometer  the  tube  is 
first  coated  with  engravers'  etching  varnish  ;  the 
divisions  are  then  accurately  traced  with  a  fine- 
pointed  instrument  through  the  varnish.  The 
tube  is  then  plunged  for  a  short  time  into  a 
long  tube  containmg  dilute  hydrofluoric  acid, 
when,  after  cleaning  the  thermometer  tube,  it 
will  be  found  to  be  permanently  engraved.  If 
the  engraving  is  done  by  the  vapour  of  hydro- 
fluoric acid,  the  tracins^  are  white  and  opaque, 
whereas  if  the  liquid  acid  be  employed,  the  lines 
1  are  transparent. 

\  There  are  three  processes  in  use  for  the  pre- 
1  paration  of  opaque  etchings  on  glass  :  viz.  (a) 
!  the  application  of  solutions  of  acid  fluoride  of  the 
I  alkalis  ;  (&)  a  mixture  of  fluorspar  with  sulphuric 
I  aoid ;  and  (c)  hydrofluoric  acid  gas.  The  first  of 
these  always  contains  uncombined  hydrofluoric 
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as  well  as  an  indifferent  salt  as  shown*  in  the 
foUowing  recipes  : — 


II. 


III. 


gnns. 

• 

Water    .         .         .  1000,100  1000 

1000     1000 

Acid    potassium 

[ 

fluonde 

260 

— 







Sodium  fluoride 

— 



40 

250 
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The  first  of  these  recipes  is  recommended 
by  Tessi6  du  Mothay  and  Mar^chal;  the  two 
under  heculinfl  U.  by  Sieswart,  and  those  under 
heading  III.  by  J.  B.  Miner.  In  practice,  how- 
ever, an  acetic  solution  of  sodium  fluoride  is 
much  used,  and  is  prepared  by  dissolving  25 
parts  of  sodium  carbonate  crystals  in  5  parts  of 
fuming  hydrofluoric  acid,  and  adding  to  1  litre 
of  this  solution  after  clarifying,  1  litre  of  glacial 
acetic  acid.  For  light  shades  of  etching,  a  single 
application  of  the  acid  is  sufficient,  but  for 
deeper  shades  repeated  applications  are  neces- 
sary, as  is  the  case  in  etching  landscapes,  &c.,  on 
glass.  An  etched  glass  sunace  viewed  by  the 
microscope  has  the  appearance  of  an  aggregation 
of  crystals,  hexagonal  in  shape,  and  agrees  with 
those  of  silicon-sodium  fluoride,  and  in  addition 
there  are  some  longer  in  shape,  which  much 
resemble  those  of  silicon-calcium  fluoride.  Small 
crystals  are  formed  from  concentrated  solutions, 
and  the  smaUcr  the  crystals  the  more  delicate 
is  the  etching.  The  strength  of  an  etching 
solution  must  be  varied  according  to  the  com- 

E>und  used,  and  regard  must  also  be  paid  to  the 
nd  of  elass  to  be  operated  upon.  The  appli- 
cation ofgaseous  hydrofluoric  acid  does  not  pro- 
duce a  uniform  opacity,  and  is,  therefore,  not 
suitable  for  the  production  of  opaque  plates 
(J.  Soc.  Chem.  Ini  5,  669). 

It  has  been  suggested  that  hydrofluoric  acid 
should  be  employed  in  the  purification  of  beet 
sugar,  the  alkalis  present  m  the  juice  being 
effectually  removed  by  the  acid,  whilst  the 
organic  matter  remains  unaffected  (c/.  Yerbiese, 
J.  Soc.  Chem.  Ind.  1900,  160). 

Antiseptic  properties  of  fluorine  compounds.*— 
W.  Thompson  found  that  the  compounds  of 
fluorine,  such  as  hydrofluoric  acid,  the  acid  and 
neutral  fluorides  of  sodium,  potassium,  and 
ammonium  (as  well  as  the  fluosilicates  of  these 
bases),  are  effectual  as  antiseptics.  Free 
hydrofluoric  acid  retards  the  activity  of  yeast, 
5 '5  mgm.  per  100  c.c.  of  saccharine  solution 
arresting  fermentation.  Potassium  fluoride,  up 
to  the  same  strength,  however,  augments  it 
(Effront,  Bull.  Soc.  chim.  1891,  [3]  5,  476-480). 
The  free  acid  promotes  the  activity  of  diastase 
by  retarding  lactic  and  butyric  fermentations 
(Effront,  ibid.  1891,  4,  337-339;  627-632; 
1892, 6, 786-793),  and  ito  application  in  breweries 
has  been  suggested  (Just,  J.  Soc.  Chem.  Ind. 
1902,  131).  ^cid  ammonium  fluoride  is  especi- 
ally used  for  disinfecting  rubber  hose-pipes  in 
breweries,  as  it  is  a  powerful  antiseptic  and  does 


not  attack  the  rubber  (Schonfeld,  J.  Soc.  Chem. 
Ind.  1901,  830 ;  Brand,  ibid,  1904  265 ;  Bidtel, 
ibid.  1904,  620). 

Fluorides  have  also  been  used  as  preserva- 
tives for  sweet  wines  and  beer,  sodium  fluoride 
having  been  put  on  the  market  for  this  purpose 
under  the  name  "  BemarcoL* 

Tests  for  hydrofiwyric  acid. — ^For  the  detec- 
tion of  this  compound,  its  corrosive  action  on 
glass  is  utilised.  The  compound  suspected  to 
contain  a  fluoride  is  reducod  to  powder  and  mois- 
tened with  strong  sulphuric  acid  in  a  platinum  or 
leaden  capsule.  A  watch-glass  is  thinly  coated 
with  wax,  and,  after  tracing  some  design  with 
a  sharp-point«d  instrument,  is  inverted  over  the 
capsule.  The  capsule  is  then  gently  warmed 
and  the  watch-glass  placed  over  it,  a  uttle  water 
being  put  in  to  prevent  the  melting  of  the  wax. 
On  removing  the  watch-glass  after  a  few  minutes' 
exposure,  and  cleeuiing  off  the  wax' with  a  little 
oil  of  turpentine,  the  parts  exposed  will  have 
become  etched  if  fluorine  was  present  in  the 
mixture.  When  the  etching  is  very  faint,  a  good 
plan  is  to  breathe  upon  it,  which  makes  the 
markings  more  apparent. 

In  the  absence  of  boron,  this  test  can  be 
i  made  more  delicate  by  placing  the  suspected 
substance,  mixed  with  quartz  powder  and  a  little 
magnesite,  in  ^  test-tube  fitted  with  a  cork, 
carryii^  a  glass  rod  having  a  knob  at  the  lower 
end.  This  knob  is  painted  black  and  a  drop  of 
water  is  placed  on  it.  On  adding  cone,  sulphuric 
acid  to  the  mixture  in  the  tube  and  warming 
cautiously,  a  white  film  will  be  seen  if  as  little  as 
0*1  mgm.'  of  fluorine  is  prraent  (Daniel,  Zeitsch. 
anon;.  Chem.  1004,  38,  257). 

For  the  detection  of  fluorine  in  butter,  the 
aqueous  portion  from  50  grams  of  melted  butter 
is  treatea  with  calcium  chloride  solution  and  a 
small  excess  of  sodium  carbonate.  The  re- 
sulting precipitate,  consisting  probably  of  borate, 
carbonate,  phosphate,  sulphate,  and  fluoride,  is 
extracted  with  acetic  acid,  ignited  and  heated  on 
a  sand-bath  with  sulphuric  acid^  under  a  waxed 
watch-glass  cooled  by  water  on  its  upper 
surface  for  2  hours.  1  mgm.  of  calcium 
fluoride  will,  under  these  circumstances,  give 
a  distinct  etching  on  glass  (Hehner,  Analyst, 
1902,  27,  173-179). 

For  methods  of  estimating  fluorine  v. 
Analysis. 

I        A  gravimetric  and  volumetric  estimation  of 

I  fluorine,   depending    upon  Pisani's  method   of 

precipitation    as    thonum    fluoride,  has    been 

devised    by  Gooch    and    Kobayashi   (Analyst, 

1918,  360). 

Silicon  fluoride  may  be  estimated  by 
measurement,  in  a  dry-  gas  burette,  of  the 
volume  of  gaseous  silicon  fluoride  produced  by 
the  interaction  of  quartz,  fluoride,  and  sulphuric 
acid  (Oeltel,  Zeitsch.  anal.  Chem.  1886,  25,  505  ; 
Hempel  and  Scheffler,  Zeitsch.  anoig.  Chem. 
1899,  20,  1-11). 

Hydrofluoric  acid  may  be  estimated  by  the 
amount  of  etching  produced  (Ost,  Ber.  1893, 
26,  151  ;  Wislicenus,  Zeitsch.  angcw.  Chem. 
1901,  706  ;  Leiniger,  Chem.  Zeit.  1902,  26,  967  ; 
Woodman  and  Talbot,  J.  Amer.  Chem.  Soc. 
1906.  28,  1437-1443). 

Fluorine  in  soluble  fluorides  can  be  esti- 
mated volumetrically  by  taking  advantage  of  the 
fact  that  ferric  fluoride,  unlike  ferric  chloride, 
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does  not  liberate  iodine  from  iodides.  The 
liquid  is  acidified  with  hydrochloric  acid,  mixed 
with  a  known  excess  of  ferric  chloride  solution, 
then  with  excess  of  zinc  iodide,  allowed  to 
remain  in  a  closed  vessel  at  35°-40°  for  half  an 
hour,  and  the  liberated  iodine  titrated  iirith 
sodium  thiosulphate  solution  (Knobloch,  Chem. 
Zentr.  1894,  ii.  633-^34). 

For  the  estimation  of  fluorine  in  wine,  a 
standard  method  has  been  worked  out,  as 
fluorine  preservatives  are  so  frequently  used. 
100  c.c.  of  wine  are  made  feebly  alkaline  with 
sodium  hydroxide,  silver  nitrate  is  added,  so 
long  as  it  produces  a  precipitate,  and  the  solu- 
tion made  up  to  250  c.c.  and  filtered.  200  c.c. 
of  the  filtrate  are  treated  with  excess  of  sodium 
chloride,  made  up  to  250  c.c.  and  left  for  24  hours. 
175  c.c.  of  clear  liquid  are  treated  with  3-4  c.c. 
2N-8odium  carbonate  solution  and  precipitated 
with  a  laiee  excess  of  calcium  chlonde  solution 
and  hoilea  for  5  minutes.  The  precipitate  is 
collected  and  ignited  and  digested  with  24  c.c. 
of  3/2N-acetic  acid  until  its  weisht  is  constant 
within  5  milligrams.  For  each  100  c.c.  of 
washings,  0*0016  gram  is  added  to  correct  for 
solubility  (F.  P.  Treadwell  and  Koch,  Zeitsch. 
anal.  Chem.  1904,  43,  469-506).  For  beer, 
a  slight  modification  of  Penfield's  method 
(Chem.  News,  1897,39^  79-180)  has  been  recom- 
mended. 

Sllicofluoric  aeid  or  Hydrofluosilie  acid 
H,SiF«.  This  compound  is  prepared  by  heat- 
ing a  mixture  of  sulphuric  acid  and  fluorspar, 
sand,  or  powdered  eiass  in  a  flask  and  pass- 
ing the  evolved  silicon  fluoride  into  water 
3SiF4+2H,0=SiO,+2(H,F,SiF4).  The  tube 
from  which  the  fluoride  escapes  must  dip  into 
mercury  at  the  bottom  of  the  vessel  of  water, 
otherwise  it  would  soon  be  stopped  up  by  the 
deposition  of  silica.  The  bubbles  of  gas  as  they 
rise  through  the  water  are  decomposed,  and  a 
gelatinous  mass  accumulates.  The  solution 
of  acid  is  strained  through  linen  to  separate 
the  silica,  and  is  then  filtered  and  concentrated 
at  a  low  temperature.  The  acid  is  obtained  more 
easily  when  required  in  quantity  by  dissolving 
silica  in  dilute  hydrofluoric  acid.  The  satu- 
rated solution  fumes  strongly,  and  has  a  very 
sour  taste.  It  does  not  attack  glass,  but  if 
allowed  to  evaporate  on  it  the  glass  is  attacked, 
especially  on  heating ;  silicon  fluoride  is  volati- 
lised, and  the  free  hydrofluoric  acid  attacks  the 
silica  of  the  glass.  The  salts  are  called  silico- 
fluorides  or  fluosilicatee,  are  generally  soluble 
in  water,  and  may  be  obtained  well  crystallised. 
The  potassium  salt  is  one  of  the  least  soluble 
salts  of  potassium,  and  the  copper  salt  one  of 
the  most  soluble  of  copper  salts.  Sllicofluoric 
acid  is  sometimes  employed  as  a  test  for 
potassium. 

Hydrofluosilicic  acid  reacts  with  potassium 
ferrocyanide,  especially  in  boiling  solution, 
forming  a  greemsh  liquid,  which,  on  conta-ct 
with  air,  deposits  a  precipitate  of  Prussian  blue. 
The  same  reaction  takes  place  with  the  ferri- 
cyanide,  but  in  the  absence  of  air  (Materschek, 
Chem.  Zcit.  1901,  25,  168;  327).  Calcareous 
stone  surfaces  can  be  hardened  by  means  of  a 
fluosilicate  of  some  metal  which  forms  an  in- 
soluble oxide,  such  as  magnesium,  aluminium, 
or  lead.  Carbon  dioxide  is  given  off,  and  calcium 
fluoride,  silica,  and  alumina,  or  the  carbonate  of 


lead  or  magnesium  fluoride,  are  formed,  and  tho 
surface  rendered  hard  and  insoluble  (Kessler, 
Compt.  rend.  1883,  96,  1317-1319). 

For  modes  of  estimating  hydro-fluosilicic 
acid  V,  Analysis. 

Antiseptic  properties. — The  fluosilicates  pos- 
sess more  powerful  antiseptic  properties  tnan 
the  fluorides.  They  are  not  poisonous,  possess 
no  smell,  and  are  sparingly  soluble  in  water. 
As  they  have  only  a  very  slight  alkaline  taste, 
thev  may  be  employed  for  preserving  food 
without  communicating  any  taste  to  it. 

They  have  been  used  in  surgical  operations. 
A  solution  containing  0'61  p.c.  of  ammonium 
fluosilicate  is  not  irritating  to  wounds,  whilst  it 
possesses  greater  antiseptic  power  for  animal 
tissues  than  1  part  of  mercuric  chloride  in 
1000  of  water,  ^mich  latter  is  a  stronger  solu- 
tion than  that  -which  can  be  generally  em- 
ployed for  surgical  purposes  without  producing 
poisonous  effects  (Chem.  News,  56,  132)  (v.  Dis- 
infectants). 

A  solution  of  free  hydrofluosilicic  acid 
containing  26  p.c.  of  the  acid,  has  been  placed  on 
the  market  under  the  name  '  Keramyl  *  (Prior, 
J.  Soc.  Chem.  Ind.  1909,  904). 

FLUOROCYCLENE  C^gH^.  A  hydrocarbon 
obtained  by  heating  acenaphthene  with  lead 
oxide  at  330°-340''.  Crystallises  in  small 
orange-yellow  triclinic  rhombohedra,  m.p.  396°- 
397°  (Dziewonski  and  Saknarowski,  Bcr.  1918, 
51,  457). 

FLUOROFORM.  A  ga?  at  ordinary  tem- 
peratures, said  to  be  obtained  by  heating  a 
mixture  of  iodoform  and  silver  fluoride  (Valen- 
tiner  and  Schwarz). 

FLUOROSULPHONIC  ACID  FSO,;OH. 
First  prepared  by  Thorpe  and  Kirman  (Chem. 
Soc.  Trans.  1892,  61,  921)  by  the  action  of 
hydrogen  fluoride  on  sulphur  trioxide.  Is  a 
colourless  mobile  liquid  which  fumes  in  the  air 
and  boils  with  slight  decomposition  at  162*6**.  Has 
a  faint  pungent  smell,  and  has  but  little  action 
on  the  skin  and  feels  greasy  to  the  touch.  It 
slowly  attacks  gla«s,  more  rapidly  in  presence 
of  moist  air.  Is  decomposed  with  almost  ex- 
plosive violence  by  water,  but  the  decomposition, 
as  shown  by  Traube,  is  not  complete,  as  equili- 
brium exists  between  sulphuric  and  hydro- 
fluoric acids  on  the  one  hand  and  fluoro- 
sulphon^c  acid  and  water  on  the  other  in  not 
too  dilute  aqueous  solution  (Traube  and  Peubke, 
Ber.  1921,  64  [B],  1618).  For  salts  of  fluoro- 
sulphonic  acid,  see  Traube,  Ber.  1913,  46,  2525; 
Traube,  Hoerenz,  and  Wunderlioh,  Ber.  1919, 
52  [B],  1272.  All  the  fltlorosulphonates  are 
freely  soluble  in  water  with  the  exception  of  the 
nitron  salt,  which  forms  pale  green  needles,  m.p. 
225°.  In  presence  of  mineral  acids  they  are 
readily  hydrolysed,  but  are  more  stable  in 
alkaline  solution.  With  aqueous  ammonia  they 
yield  aminosulphates, 

FLUOR-SPAR,  Fluor,  or  Fluorite,  (Ger. 
Fhissspat ;  Fr.  Fluorine.)  A  common  mineral 
composed  of  calcium  fluoride  (CaF^),  crystaHising 
in  the  cubic  system.  It  is  frequently  found  as 
well-developea  crystals,  usually  cubes,  but 
occasionally  as  octahedra ;  interpenetrating 
twinned  cubes  are  common.  An  important 
character  is  the  possession  of  perfect  cleavages 
parallel  to  the  faces  of  the  octahedron.  8p.gr. 
3*18  ;  hardness  4  (the  mineral  can  be  scratched 
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with  a  knife).  The  crystals  have  a  bright 
vitreous  lustre,  and  are  frequently  transparent ; 
they  may  be  colourless  or  various  shades  of 
purple,  green,  yellow,  pink,  Ac,  the  mineral 
dismaying  a  very  extensive  ran^  of  colour. 
Dull  cleavage  masses  and  massive  material, 
sometimes  quite  compact  or  earthy,  are  of 
abundant  occurrence. 

The  cause  of  the  colour  of  fluor-spar  has  long 
been  a  subject  of  discussion,  and  although  not 
yet  definitely  determined,  it  may,  in  some  cases 
at  least,  be  ascribed  to  the  presence  of  traces 
of  oiganic  matter.  Some  crvstals  undergo  a 
change  in  colour  when  exposed  to  sunlight ;  for 
example,  certain  greens  are  changed  to  purple. 
Changes  in  colour  are  also  effected  when  the 
crystals  are  exposed  to  the  cathode  rays,  or  to 
the  rays  emitted  by  radium  salts.  Many 
crystals  are  decolorised  when  heated  to  a 
temperature  ranging  from  220"^  to  30O'\  The 
heatinff  of  the  mineral  is  usuallv  accompanied 
by  a  bright  phosphorescence  (thermo-lumines- 
cencej,  violent  decrepitation,  and  the  liberation 
of  water  and  gases  (carbon  dioxide,  carbon 
monoxide,  hydrogen,  nitrosen,  araon,  and 
oxygen).  The  water  which  distils  off  is  some- 
times brown,  and  has  a  strong  '  empyreumatio  ' 
odour ;  and  it  is  on  this  account,  together  with 
the  fact  that  the  mineral  is  decolorised  at  a 
low  temperature,  that  the  colour  has  been 
ascribed  to  organic  matter.  It  myst,  however, 
be  remarked  that  the  water  cmd  gases,  and 
possibly  also  cmy  organic  matter  present,  are 
oontaii]!ed  in  the  fluor-spar  in  vast  numbers  of 
cavities,  usually  of  microscopic  dimensions,  but 
sometimes  large  enough  to  show  a  moving 
bubble  when  a  crystal  is  turned  about  in  the 
hand.  A  remarkable  phenomenon,  sometimes 
associated  with  the  colour  of  fluor-spar,  is  that 
of  fluorescence ;  this  is  best  displayed  by 
certain  purple  or  green  crysteds  from  Weardale, 
Co.  Durham.  A  crystal,  which  by  transmitted 
light  is  pinkish  or  greenish,  exhibits  when  viewed 
in  reflected  light  a  rich  plum- blue  colour  with  a 
velvety  softness  which  has  the  appearance  of 
beinff  diffused  immediately  beneath  the  surface 
of  the  cr3n9tal.  This  effect  is  destroyed  when 
the  crystals  are  heated  to  220"^  or  300°. 

Fluor-spar  occurs  under  a  variety  of  con- 
ditions :  in  cavities  in  granite  rocks,  in  veins  of 
tin-ore,  occasionally  as  a  cementing  material  in 
sandstone,  and  most  abundantlv  as  an  associate 
of  lead-ore  in  veins  traversing  limestone.  Some 
of  the  veins  in  limestone,  consisting  almost  en- 
tirely of  pure  massive  fluor-spar,  have  a  thick- 
ness of  20  feet.  The  whole  of  the  production 
in  England,  amounting  at  the  present  time  to 
about  40,000  tons  per  annum,  is  from  north 
Derbyshire,  and  Weardale  in  Co.  Durham,  where 
it  is  obtained  chiefly  as  a  by-product  in  lead- 
mining.  Formerly,  when  there  was  little  or  no 
demand  for  fluor-spar,  this  mineral  was  thrown 
out  on  the  waste  heaps ;  and  now  that  the 
material  is  of  value  (1(M.  to  20«.  per  ton),  these 
extensive  waste  heaps  are  being  worked  over. 
A  considerable  amount,  some  50,000  tons  per 
annum,  is  mined  in  the  United  States,  princi- 
pally in  southern  Illinois  and  western  Ken- 
tucky. Curiously,  however,  a  large  portion  of 
the  English  fluor-spar  is  exported  to  America. 
Smaller  quantities  are  obtained  in  Bavaria, 
Saxony,  Franco,  and  Spain. 


The  name  fluor,  from  the  Latin  fluo,  to  flow, 
was  used  in  the  form  fluores  lapide^  by  G. 
A^ricola  in  1529,  and  has  reference  to  the  use  of 
this  mineral  as  a  flux  in  metalluri^cal  operations. 
Within  recent  years,  its  apphcation  in  this 
direction  has  been  very  considerably  extended, 
and  now  large  amounts  are  used  in  the  manu- 
facture of  iron  and  steel,  chiefly  in  the  basic 
open-hearth  process,  and  of  ferrosilicon  and 
ferromanganese.  If  not  contaminated  with  too 
much  silica  (not  over  3  or  4  p.c.),  it  acts  better 
than  limestone  for  fluxing  ;  but  it  corrodes  the 
furnace-linings,  and  the  resulting  slag  contains 
less  soluble  phosphates  available  for  fertilisers. 
To  some  extent,  fluor-spar  is  also  used  in  iron 
and  brass  foundry- work,  as  it  produces  a  greater 
fluidity  in  the  metal ;  in  the  smeltins  of  lead-, 
copper-,  silver-,  and  gold-ores  ;  in  the  electrolytic 
refining  of  antimonv  and  lead  ;  and  in  extracting 
aluminium  from  bauxite.  Other  applications 
are  in  the  glass  and  enamelling  industries,  and 
in  the  manufacture  of  opaline  glass.  In  the 
form  of  sand,  the  mineral  is  used  as  a  binding 
material  in  emery-wheels  and  carbon-electrodes, 
and  for  mixing  with  mortar  and  cement. 

Owing  to  its  low  refractive  index 
(/ij)=l '43385)  and  weak  dispersion,  clear  and 
colourless  fluor-spar  is  used  iirith  glass  for  the 
construction  of  the  apochromatic  lenses  of 
microscope  objectives,  but  material  which  is 
perfectly  isotropic  and  sufficientlv  transparent 
and  free  from  colour  is  difficult  to  obtain. 
German  firms  are  said  to  have  secured  a  suf^Iy 
from  an  unknown  locality  in  Switzerland ;  and 
there  is  a  fine  specimen  of  clear  colourless  fluor- 
spar from  Brienz,  Switzerland,  in  the  mineral 
collection  of  the  British  Mbseum.  A  limited 
amount  of  suitable  material  can  be  obtained  by 
decolorising  bv  heat  the  clear  purple  fluorescent 
cubes  from  Weardale,  Co.  Durham ;  and  small 
colourless  cubes  are  abundant  in  the  neighbour- 
hood of  Matlock,  Derbyshire.  Suitable  material 
in  sufficient  quantity  is  said  to  be  found  in 
Illinois  ;  and  a  very  promising  deposit  has  been 
prospected  in  the  Transvaal,  between  Zeerust 
and  Maf eking.  Material  suitable  for  optical 
use  has  also  been  obtained  at  Madoc  in 
Ontario. 

A  special  variety  of  fluor-spar,  known  as 
'  blue-john,'  for  which  the  Trav  Cliff  cavern 
near  Castletoh  in  Derbyshire  has  long  been 
famous,  has  been  much  used  for  fashioning 
vases  and  other  small  ornamental  objects. 
Although  occasionally  used  as  a  gem -stone  ou 
account  of  the  delicate  colouring,  the  mineral 
is  much  too  soft  for  this  purpose.  Beads  of 
fluor-spar  have  been  found  amongst  prehistoric 
;  remains  in  North  and  South  America. 

Being  the  only  common  mineral  containing 
fluorine  in  large  amount  (F  48*9  p.c),  fluor-sjjar 
is  used  for  the  preparation  of  hydrofluoric  acid 
j  and  other  fluorine  compounds.  It  \b  slightly 
;  soluble  in  hydrochloric  acid  and  in  solutions  of 
alkali  carbonates,  and  ia  readily  decomposed  bv 
sulphuric  acid  even  in  the  cold  (on  this  depends 
its  u«f  for  etching  glass,  a  process  in  use  long 
before  the  discovery  of  the  element  fluorine). 
Being  almost  the  only  substance  not  attacked 
by  free  fluorine,  it  was  used  by  H.  Moissan  in  the 
construction  of  his  apparatus  for  the  isolation  of 
this  element. 

References. — Special  Reports  on  the^^seral 
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FLUX.  A  term  applied  in  metaUuisy  to  the 
material  which  is  added  to  a  charge  m  ore  for 
the  purposes  of  combining  with  earthy  or 
metallic  impurities  and  removing  them  as  slas, 
or  to  any  substance  which  is  fluid  at  a  high 
temperature  and  protects  the  regulus  from 
o^icbtion. 

All  ores  contain  gangue,  either  of  an  acidic 
(silicious)  or  of  a  basic  character,  which,  if  the 
ore  were  subjected  to  the  action  of  a  reducing 
agent  alone,  would  retain  a  large  proportion  of 
the  reduced  metal  and  also  foul  the  furnace.  In 
order  to  remove  the  gangue  and  the  accumulated 
impurities  from  the  reduced  metal,  it  is  necessary 
to  add  materials  which  will  combine  with  theqci 
to  form  a  fusible  slag. 

A  distinction  may  be  made  between  the 
fluxes  which  are  used  for  assaying  and  those 
which  are  used  for  smelting  on  a  large  scale, 
though  even  among  the  latter  there  are  many 
special  fluxes,  e.g.  antimony  glass  (t\  Antimony), 
for  details  concerning  which  the  articles  on  the 
extraction  of  the  several  metals  should  be 
consulted. 

The  more  important  fluxes  used  in  assaying 
are: 

Sodium  earbonate  (or  potassium  carbonate, 
or  a  mixture  of  the  two),  which  gives  very  fluid 
slags  with  acidic  ores,  and  acts  also  as  desul- 
phurising affent. 

Borax  fluxes  with  basic  materials,  forming 
readily  fusible  borates  of  the  metcds.  Borax  has 
a  marked  influence  in  increasing  the  fluidity  of 
most  slags. 

Fluorspar,  used  especially  with  phosphates, 
is  a  '  neutral '  flux. 

Utbarge  and  Red  lead  are  useful  fluxes  for 
oxides  of  iron  or  copper,  &c. 

Potassium  eyanlde,  which  acts  chiefly  as  a 
reducing  agent,  being  converted  into  cyanate. 
(For  further  details,  see  art.  Assaying.) 

The  fluxes  used  on  the  large  scale  are  few  in 
number,  as  it  is  essential  to  the  economic 
success  of  a  process  that  the  cost  of  slag-pro- 
ducing materials  should  be  as  low  as  possible. 
An  economy  is  frequently  effected  by  mixing 
together  in  proper  proportions  an  ore  in  which 
the  gangue  is  silicious  in  character  with  another 
containing  basic  impurities.  In  general,  the 
character  of  the  fluxes  to  be  used  must  be 
decided  by  the  nature  of  the  ore,  the  object 
usually  b<Mng  so  to  arrange  matters  that  the 
furnace  charge  shall  contain  basic  and  silicious 
constituents  m  the  proportions  required  to  form 
a  fusible  double  silicate  containing  two  bases. 
The    proportion    of   silica    present   should    be 


sufficient  to  combine  with  all  the  basic  oxides 
except  that  which  it  is  desired  to  reduce. 
Fluxes  are  of  three  classes : 

(1)  Addle.  Silica,  as  quartz,  sand,  &c. 
NatunU  silicates.    Silicious  slags. 

(2)  Basle.  Lime  or  limeakme  ia  the  most 
important,  being  used  in  enormous  quantities 
in  iron  smelting. 

Dolomite  or  magnesia  is  useful  also,  but  is 
more  expensive. 

Clay,  ctay-sUUe,  Ac,  are  largely  used  when 
the  introduction  of  alumina  is  £sirable. 

(3)  Neutral.  Fluor-svar.  This  should  be 
free  from  copper  pyrites,  blend,  and  galena,  and, 
if  possible,  from  quartz.  Berbvshire  spar  is  the 
best.  It  fluxes  sulphates  of  calcium,  lead, 
barium,  calcium  phosphate,  silica,  silicates,  &c., 
with  formation  of  a  very  fusible  slag. 

Roberts  Austen  (Metallurgy,  2M)  sives  the 
following  rules  for  the  selection  of  fluxes  to 
form  a  fusible  silicate  slag  : — 

If  the  gangue  is  silicious,  two  bases  must  be 
added,  e.g.  clay  slate  or  arffillaceous  limestone. 

If  the  gangue  is  argillaceous,  the  addition 
of  one  base,  e.g.  limestone,  will  suffice. 

When  the  gangue  is  basic  and  contains  two 
metallic  oxides,  the  addition  of  quartz  only  is 
necessary,  but  when  it  contains  only  one  base, 
clay,  silicious  slsg,  &c.,  must  be  added. 

FORCITEi;  Explosivibs. 

FORDIT.  An  explosive  consisting  of  nitro- 
glycerin (24-5),  collodion  cotton  (1*0),  nitro- 
toluene  (34*0),  flour  (2*0),  dextrin  (2*0),  glycerol 
(5*5),  ammonium  nitrate  (32*0),  and  potassium 
chloride  (300  parts). 

FORGENIN.  Trade  name  for  tetramethyl 
ammonium  formate. 

FORMAL  V.  Synthetic  drugs. 

FORMALDEHYDE  {formic  aldehyde^  formcl, 
methanol)  CH,0.  Discovered  in  1867  by 
A.  W.  Hofmann  as  a  product  of  the  flamelees 
combustion  of  methyl  alcohol.  A  red-hot  coil 
of  platinum  wire  suspended  over  methyl  alcohol 
contained  in  a  beaker,  is  kept  red-hot  so  long  as 
it  is  in  contact  iirith  the  mixture  of  air  and 
methyl  alcohol  vapour,  acting  as  a  catal3^t 
for  the  formation  of  the  formaldehyde 
CH,0H+0=CH,0+H40 
Hofmann  succeeded  in  isolating  a  small  quantity 
of  formaldehyde  by  passing  the  mixture  of 
methyl  alcohol  vapour  and  air  through  a  plati- 
num tube  heated  to  dull  redness.  Armand 
Gautier  passed  the  methyl  alcohol  vapours 
through  a  norizontal  tube  heated  in  a  sulphur  bath. 

Methods  for  preparing  formaldehyde  in 
lanrer  quantities  were  devised  by  Tollens,  Loew, 
ana  Kablukow.  Air  was  bubbled  through 
methyl  alcohol  at  40°  to  50°,  and  the  mixture  of 
air  and  alcohol  vapours  passed  over  a  spool  of 
copper  wire  gauze  5  cm.  long  and  moderately 
heated.  The  product  was  collected  as  an 
aqueous  solution  in  a  flask  on  a  water-bath,  and 
the  gases  and  uncondensed  vapours  passed  on 
to  a  receiver  cooled  by  ice  or  water.  Tollens 
found  that  the  yield  depended  largely  on  the 
temperature  of  the  methyl  alcohol,  and  therefore 
on  the  degree  of  saturation  of  the  air  with 
alcohol : 

Temp,  of  bath         Yield  of  CU^O 
22°-32°  17-95 

38*^-44°  28 

45°-50°     digitized  bfiV 
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Trillat  propoeed  the  first  method  for  the 
production  of  lormaldehyde  on  a  manufacturing 
scale  (Fr.  Fat.  199919,  1889).  His  apparatus 
is  shown  in  Fifir.  1.  Crude  or  rectified  methyl 
alcohol  is  heated  in  the  copper  vessel  a  of 
about  100  litres  capacity  by  passing  steam 
through    the    bottom    compartment    a.    The 
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alcohol  vapours  are  carried  away  by  the  copper 
pipe  B  fitted  with  a  conical  perforated  mouth- 
piece o,  and  issue  from  the  perforations  in  form 
of  a  fine  spray.  The  moutnpiece  penetrates  a 
short  distance  into  tube  d  of  10  cm.  diameter 
and  1  m.  length.  Air  can  be  aspirated  through  x 
at  the  conical  end  of  d  as  indicated  by  the  arrows. 
Platinised  asbestos  is  placed  in  the  widened  part 
at  B  and  heated  by  direct  fire.  Other  contact  ] 
substances  which  were  suggested  by  Trillat  are 
copper  oxide,   retort  carbon,   porcelain,   coke,  I 


firebrick,  and  the  like.  The  method  of  working 
is  as  follows  : — 

The  tube  is  heated  at  E  to  a  dull  or  bright 
red  heat,  according  to  the  nature  of  the  con- 
tact substance;  me  receiver,  communicating 
with  a  vacuum  pump,  is  then  connected  to  y. 
The  methyl  alcohol  is  in  the  mecui  time  brought 
to  boiling-pomt ;  and  the  vapours  produced, 
forming  a  spray,  are  mixed  with  air  drawn  in 
at  X.  The  mixture  reacts  on  meeting  the  con- 
tact substance,  whereby  the  alcohol  is  oxidised 
to  formaldehyde.  The  vapours  contain  water, 
undecomposed  methyl  alcohol,  and  traces  of 
formic  and  acetic  acids.  The  products  are 
condensed  or  dissolved  in  water,  and  the  solu- 
tion is  redistilled  to  drive  off  the  impurities. 
Trillat  save  no  statement  of  yields,  but  these 
cannot  have  been  very  good,  and  his  apparatus 
is  therefore  to-day  only  of  historic  interest. 
It  formed,  however,  the  basis  for  the  present 
processes.  Instead  of  boiling  the  alcohol  and 
subsequently  mixing  its  vapours  with  air,  later 
processes  drive  or  draw  air  through  the  methyl 
alcohol,  kept  at  a  temperature  suitable  for 
saturation,  and  pass  the  mixture  over  the  contact 
substances. 

M.  Klar  and  C.  Schulze  proposed  the  introduc- 
tion of  the  scrubber  principle  for  this  operation 
(Ger.  Pat.  106496).  '  They  consider  the  largo 
excess  of  alcohol  over  air  obtained  bv  the  older 
method  to  be  disadvantageous,  and  otherwise 
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undesirable.  At  the  same  time,  there  is  too 
little  control  over  the  ratio  of  the  mixture. 
They  therefore  employ  a  scrubber,  made  of 
metal  or  stoneware,  into  which  they  pass  a 
fine  spray  of  wood  spirit  through  a  rose.  Air, 
which  has  previously  been  heated  high  enough 
to  obtain  a  mixture  temperature  of  46^-50", 
is  blown  in  at  the  bottom  of  the  scrubber  which 
may  also  be  provided  with  a  steam-jacket.  By 
adjusting  the  flow  of  alcohol  and  air,  the  ratio 
of  the  mixture  can  be  varied  to  any  desired 


extent.  In  order  further  to  moderate  the 
oxidation,  the  air  is  diluted  with  a  certain 
proportion  of  nitrogen  obtained  from  the  process 
itself,  with  the  result  that  a  smaller  degree  of 
saturation  of  the  air  is  required.  They  claim 
advantages  both  in  regard  to  the  safety  and 
the  yield  of  their  process.  This  process  relates 
only  to  the  preparation  of  the  reacting  mixture, 
but  has  no  reference  to  the  contact  process 
proper. 

Fig.  2  shows  the  formaldehyde  plant  of  a 
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French  factory  (C6te  d'Or),  as  described  by 
A.  Morel  (J.  Pharm.  Chim.  1906,  21,  177).  The 
principal  unit  is  the  oxidiaer,  a  metal  cylinder  c, 
fitted  with  copper  tubes  b  in  which  the  reaction 
takes  place.  Wood  spirit  is  supplied  from  the 
tank  B  to  the  mixer  M,  constructed  on  the  car- 
burettor principle,  and  is  here  vapounsed  by, 
and  in  suitable  proportions  mixed  with,  air 
pressed  in  from  reservoir  a.  The  mixture  reacts 
during  its  passage  over  copper  contacts  placed  in 
the  oxidiser  tubes  b  kept  at  an  elevated  tempera- 
ture. Sight  holes  permit  of  the  observation  of 
colour  and  luminosity,  and  conseauently  the 
temperature  of  the  contact  zone.  The  products 
are  carried  off  through  a  single  pipe,  and  are 
condensed  in  coil  d  surrounded  by  a  current  of 
water.  The  condensate,  being  crude  formalde- 
hyde solution,  runs  into  a  receiver.  The  un- 
condensed  vapour  is  extracted  from  the  ^ases  in 
three  washers,  l.  The  crude  product  is  freed 
from  methyl  alcohol  in  a  rectifjring  still. 


The  modem  plants  for  the  manufacture  of 
formaldehyde  are  built  on  the  same  linos, 
although  greatly  improved  in  some  of  the  details, 
with  the  result  of  a  greatly  increased  yield.  In 
Fig.  3  a  modem  plant  is  shown.  Compressor  1 
aspirates  air  from  the  atmosphere  and  presses  it 
into  the  air  vessel  2,  in  which  a  constant  pressure 
is  kept.  Methyl  alcohol  runs  from  tank  3  into 
the  carburation  vessel  4.  A  heating  arrange- 
ment is  placed  in  this  apparatus  which  raises 
the  temperature  of  the  incoming  air.  This 
current  of  air  meets  a  thin  stream  of  methyl 
alcohol,  which  also  takes  up  heat,  and  a  mixture 
of  constant  composition  is  thereby  formed. 
This  enters  the  oxidiser  5,  charged  with  the 
contact  substance,  which  usually  consists  of 
copper  gauze,  but  in  some  cases  silver  or  silver- 
coated  copper  gauze  is  used  in  preference.  The 
products  of  reaction  issuing  from  the  oxidiser, 
which  consist  of  vapours  of  formaldehyde, 
water,  and  the  excess  of  methyl  alcohol,  as  well 
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as  nitrogen  and  hydrogen,  pass  into  a  separator, 
6,  in  which,  by  a  washing  process,  commercial 
formaldehyde  (40  •  p.c.  solution) — so-called 
•  formalin  * — is  obtained,  which  is  drawn  off  into 
the  receiver  8,  whilst  methyl  alcohol  vapours 
are  almost  completely  condensed  in  7,  whence 
they  run  into  reservoir  12,  and  are  sent  by 
pump  13  back  into  the  feeding  tank  3.  The 
gases  still  contain  some  methyl  alcohol,  and  are 
made  to  pass  the  washer  9  which  extracts  the 
last  traces.  This  dilute  alcohol  is  concentrated 
in  the  continuously  working  rectifying  still  10. 
The  concentrated  alcohol  vapours  are  again 
condensed  in  11,  and  pumped  back  to  3. 

J.  E.  Orloff  has  designed  an  apparatus  which 
in  many  of  its  details  is  not  umike  the  above 
described.  In  Fig.  4  the  *  carburettor,'  a, 
consists  of  a  vessel  of  760  mm.  diameter  and  800 
mm.  height  charged  with  methyl  alcohol,  to 
about  one-half  its  capacity,  from  an  overhead 
tank,  B,  and  fitted  with  copper  steam  coils,  a. 
Air  is  aspirated  through  the  methyl  alcohol  by 
means  of  a  perforata  pipe.  The  air-alcohol 
mixture  then  passes  a  '  dephlegmator,*  c, 
fitted  with  a  steam  coil,  r,  any  excess  alcohol 
being  allowed  to  drain  back  into  the  carburettor. 
The  mixture  thus  heated  to  the  desired  tempera- 
ture enters  the  oxidiser.  This  consists  of  a 
tubular  vessel  set  at  an  angle  of  about  lO''  and  ' 
containing  169  copper  tubes  of  19  mm.  internal  | 
diameter,  2  mm.  tiuckness,  and  800  mm.  length,  I 


arranged  in  seven  concentric  circles  between  two 
plates  of  820  mm.  diameter,  which  are  separated 
from  the  two  cover  plates  by  bronze  rings  of 
720  mm.  int.  diam.  A  steam  coil  is  placed  in 
the  ring  on  the  inlet  side  to  heat  the  mixture, 
which  enters  through  a  pipe  60  mm.  wide.  A 
number  of  sight  holes  are  provided  in  the  front 
plate,  and  a  conical  exit  pipe  is  connected  with 
the  back  rins.  Glass  tubes,  16  mm.  wide, 
1*26  mm.  thick,  and  300  mm.  long,  are  placed 
in  the  copper  tubes  containing  spools  120  mm. 
long,  made  of  copper  gauze.  Tne  gases  after 
leaving  the  oxidiser  are  passed  through  a  scrub- 
bing column,  B,  2000  mm.  high  from  which  the 
formaldehyde  solution  is  run  off  through  a 
water-cooled  pipe,  f.  The  cases  are  then  led 
through  a  cooling  coil,  G,  and  a  small  scrubber, 
H,  for  the  removal  of  methyl  alcohol  vapour. 
The  condensate  from  the  coil  and  the  alcohol 
solution  from  the  scmbber  are  collected  in 
sump  K,  and  pumped  back  into  the  feed  tank. 
The  gases  leave  the  plant  through  a  gas  meter, 
M,  and  the  exhauster.  The  air  may  be  aspirated 
into  the  carburettor  direct  from  the  surrounding 
atmosphere  or  through  the  oxidiser  drum, 
whereby  it  is  preheated,  and  the  catalyst 
incidentally  cooled.  In  order  to  start  the  work 
of  the  oxidiser  without  the  application  of 
external  heat,  Orloff  employs  *  ignition  pills,' 
made  of  platinised  asbestos  or  pumice,  close 
to  the  catalyst.     These  initiate  the  action  at 
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ordinary  temperature  when  the  alcohol  vapours  | 
pass  over  them.  When  dispenBmg  with  external 
heating  he  found  that  alcohol  vapour  of  90  p.  c. 
strength  sives  satisfactory  results  ;  this  mskkes  I 
it  possible  to  distil  the  alcohol  completely  I 
without  a  rectifying  column,  whilst  when  working  j 
with  a  vapour  of  100  p.c.  strength  the  alcohol ' 


has  to  be  rectified  after  a  quarter  has  been 
distilled  ofif.  The  dephlegmator  is  kept  at 
53°-54°,  whilst  42°-43°  is  sufficient  when 
100  p.c.  alcohol  vapour  is  used.  The  methyl 
alcohol  should  not  contain  more  than  1  p.c. 
acetone.  The  ratio  of  the  volume  of  exit  ^ases 
to  the  volume  of  air  admitted  should  be  1*15  :  1 
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on  an  average.  An  apparatus  of  Xhe  size  given  i  of  a  rotary  fan,  a,  of  the  annular  blade  type, 
oxidises  176  kss.  methyl  alcohol  in  10  hours,  I  encased  in  a  steam-jacket.  The  methyl  alcohol 
and  the  yield  should  be  150-155  p.c.  by  weight  is  run  on  the  rotor  through  a  sight  feed.  Air. 
of  the  alcohol  employed,  the  formaldehyde  |  which  may  be  preheated  by  a  steam  coil,  is 
having  a  strength  of  38-39  |>.c.  |  taken    in    at    a,    and   intimately   mixed   with 

In  G.   C.   Calvert's  plant  (Eng.   Pat.   814,  j  alcohol  in  the  fan.     The  mixture  passes  through 
1916),  shown  in  Fig.  5,  the  carburettor  consists  I  an  externally  heated  oxidiser,  B,  which  is  pierced 
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with  vertical  flattened  coolins  tubes,  through 
which  water  or  steam  may  oe  circulated  in 
order  to  keep  down  the  temperature.  The 
reaction  gases  then  pass  through  a  horizontal 
cooling  chamber,  c,  fitted  with  a  nest  of  cooling 
tubes,  through  which  a  current  of  air  passes. 
The  saturator,  d,  follows  as  an  extension  of  the 
cooling  chamber,  and  consists  of  a  horizontal 
tube  of  the  same  diameter  fitted  with  a  shaft 
carrying    vanes    revolving    at    a    high    speed. 


Formaldehyde  solution  is  fed  into  the  saturator 
from  feed-tank  s,  and  discharges  into  the  tank 
F,  from  which  it  is  circulated  by  pump  o,  and 
periodically  drawn  off  when  it  has  reached  the 
desired  strength.  The  waste  gases  leave  the 
apparatus  at  Z. 

The  bulk  of  the  world's  production  of  for- 
maldehyde is  made  from  methyl  alcohol. 
There  have,  however,  been  various  proposals 
for   the   employment   of   other   raw   products, 
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for  instance,  methane  or  ethylene.  The  con- 
veision  of  formates  into  f ormalcfehyde  by  thermal 
decomposition  has  also  been  suggested,  but  no 
great  success  has  been  obtained  with  the 
industrial  application  of  any  of  these  methods 
(see  Hofmann  and  Schibeted,  Ber.  1918,  51, 
1398). 

W.  A.  Bone  has  shown  that  formaldehyde 
is  formed  as  an  intermediate  product  in  the 
combustion  of  hydrocarbons,  which  he  regards 
as  a  process  of  hydroxylation  and  scission  of 
water  molecules.  The  industrial  application  of 
partial  combustion  up  to  the  stage  of  formalde- 
hyde formation  ofifeis,  therefore,  a  promising 
problem.  Glock  (Ger.  Pat.  109014)  suggests 
the  oxidation  of  methane,  or  mixtures  con- 
taining methane,  by  oxygen  in  the  presence  of 
copper,  pumice  or  asoestos  as  a  catalyst. 
Metkiane  is  mixed  with  an  equal  volume  of  air 
and  passed  through  a  tube  filled  with  granulated 
copper  heated  to  600°.  The  products  are  cooled, 
washed  with  water,  mixed  with  an  equal  volume 
of  air,  and  again  passed  through  a  second  tube 
with  contact  substance,  and  this  process  is 
repeated  until  all  methane  is  oxidised.  The 
fiist  tube  is  kept  hot  by  the  reaction,  the  others 
require  external  heating.  J.  Gruszkiewicz  pro- 
poses, in  Austr.  Pat.  46693,  to  bum  methane,  or 
natural  gas  rich  in  methane,  with  air  insufficient 
for  complete  combustion,  and  to  utilise  the 
catalytic  property  of  the  soot,  thereby  pro- 
duced, for  effecting  the  oxidation  to  formalde- 
hyde. The  gases  produced  by  the  checked 
combustion  are  passed  rapidlv  through  a 
chamber  fitted  with  baffle  plates,  for  the  removal 
of  the  soot,  and  are  finally  scrubbed  with 
water,  for  the  extraction  of  the  formaldehyde 
produced.  According  to  the  inventor's  claim, 
the  carbon  product  forms  a  valuable  by- 
product. G.  Femekes,  in  U.S.  Pats.  1038546 
and  1038547,  also  proposes  the  production  of 
formaldehyde  from  natural  gas  by  partial  com- 
bustion with  air  in  baffled  flames  and  cooling 
products. 

The  Verein  f.  chem.  Ind.  (Ger.  Pat.  286731) 
employs  a  gas  mixture  consisting  of  about 
3  parts  methane  and  100  parts  moist  air,  and 
conducts  this  mixture  in  a  closed  system  over 
a  contact  substance  such  as  copper  or  silver,  or 
both,  at  a  temperature  of  150-200"*,  when  a 
portion  of  the  methane  is  converted  into 
formaldehyde. 

Since  acetaldehyde  is  produced  from  acety- 
lene with  mercury  as  catalyst,  it  is  possible  that 
wet  methods  carried  out  on  similar  lines  may 
give  better  results  in  the  formation  of  formalde- 
hyde than  direct  atmospheric  combustion. 
Hydrogen  peroxide,  or,  according  to  Lange  and 
Elworthy's  Fr.  Pat.  352687,  eleotrolytically 
produced  persulphuric  acid,  have  been  suggested 
as  oxidising  agents  in  the  production  of  formalde- 
hyde from  alcohol. 

Theory  of  the  eatalytle  proeess.  After  the 
early  work  of  Hofmann,  Tollens,  Loew,  Kablu- 
kow,  the  subject  was  closely  investigated  by 
Trillat,  who  published  these  researches  in  his 
book  '  Oxydation  des  Alcools  par  Taction  de 
contact.* 

He  studied  the  influence  of  varying  tempera- 
tures, proportion  of  air  and  of  water,  and  of 
different  contact  substances,  on  the  oxidation 
process.     His  conclusions  were  partly  incorrect. 


particularly  with  regard  to  the  proportion  of 
water  vapour  to  methyl  alcohol,  which  he,  in 
contradistinction  to  other  investigators,  did  not 
consider  injurious.  « 

J.  £.  Orloff,  in  a  series  of  papers  in  the 
Journal  of  the  Russian  Chemical  Society 
(see  also  his  '  Formaldehyd,'  Leipeic,  1909), 
assumed  the  main  reaction  to  be  : 

2CH30H-fOa=2CH,0-f2H,0 

with  a  secondary  oxidation  to  formic  acid  and 
carbon  dioxide,  and  carbon  monoxide  and  water. 
No  traces  of  formic  acid  could,  however,  be 
found,  but  always  hydrogen,  and  he  therefore 
suggested  a  partial  decomposition  : 

CH,0=CO+H, 
CO+0=CO, 
H,+0=H80 

The  main  reaction  is  not  in  accordance  with 
the  facts  established  by  Ipatieff  and  by  Sabatier 
and  Senderens,  who  had  proved  the  catalytic 
decomposition  of  alcohols  into  aldehydes  and 
hydrogen  generally,  with  copper  as  catalyst. 
M.  Le  BUnc  and  £.  Plaschke  (Zeitsch.  Elektro- 
chem.  1911,  17,  45)  have  established  that  the 
formation  of  formaldehyde  ia  due  not  to  oxida- 
tion, but  to  catalytic  denydrcgenation  of  methyl 
alcohol.  The  activity  of  freshly  reduced  copper 
or  silver  decreases  rapidly  unless  air  is  intro- 
duced with  consequent  temporary  oxidation  of 
the  metaJ.  This  is  acain  reduced  at  the  expense 
of  alcohol  and  possibly  aldehyde.  An  undesirable 
secondary  reaction  is  the  decomposition  of 
formaldehyde  into  hydrogen  and  carbon  mon- 
oxide. The  jrield  is  dependent  upon  the  tempera- 
ture of  the  contact  body,  the  ratio  of  alcohol  to 
air  or  oxygen,  and  the  surface  of  the  contact 
body.  The  highest  yield  was  58  p.c.,  and  the 
lowest  loss  of  destroyed  alcohol  12  p.c. 

M.  D.  Thomas  (J.  Am.  Chem.  Soc.  1920,  42, 
867)  confirms  Le  Blanc  and  Plaschke's  work, 
but  obtained  rather  higher  yields.  The  absolute 
^-ields  with  silver,  copper,  and  gold  were  95*0  p.c, 
90*5  p;c.,  and  88*5  respectively,  corresponding 
to  process  yields  of  55  6  p.c,  50 '5  p.c,  and 
40  p.c.  A  reaction  mixture  containing  0'4  to 
0*5  gram  of  oxygen  per  gram  of  alcohol  gave 
the  best  results  with  silver,  whilst  copper 
required  0'55  to  0'65  gram  of  oxygen. 

Catalysts. — ^In  the  early  attempts  to  produce 
formaldehyde,  platinum  wire,  platinum  sponge, 
or  platinised  aslbestos  were  mostly  employed  as 
catalytic  bodies,  and  these  are  still  used  in  the 
familiar  type  of  formaldehyde  lamp  for  disin- 
fecting rooms  {e.g.  Schlichter,  £ng.  Pat.  401, 
1887). 

In  most  of  the  industrial  plants  copper,  in 
the  form  of  fine  wire  gauze,  has  been  employed 
until  recently.  A  number  of  other  catalysts, 
such  as  copper  filings,  copper-coated  asbestos, 
fire-brick,  coke  or  charcoal,  vanadium  oxide, 
silver,  and  metals  of  the  platinum  group  have 
been  proposed  from  time  to  time.  S.  Fokin 
(J.  Russ.  Phys.  Chem.  Soc  1913,  45,  286) 
studied  the  effect  of  different  catalysts  on 
mixtures  of  methyl  alcohol  vapour  and  air,  and 
found  their  activity  to  be  in  the  following  order  : 
Co  2-8,  Ni  1-08,  Al  15,  Mn  201,  Pt  52,  Cu 
43-47,  Ag  64-66,  Au  71,  and  Cu-fAg  84  p.c- 
of  the  theory.  In  other  comparative  experi' 
ments  Fokin  found  the^"Ofdery  of-^efficie^yMJO 
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be  Au<^Cu<^Ag,  and  he  aasames  as  probable  i 
the  formation  of  hibile  oxides.  •  I 

On  the  other  hand,  Le  Blanc  and  Plaschke  i 
{I.e.)  found  in  their  researches  that  the  catalytic 
effect  of  silver  was  not  appreciably  superior  to  ' 
that  of  copper.     In  a  number  of  patents,  how- 
ever, a  greatly  improved  efficiency  is  claimed 
for  silver  as  catalyst  (BUnk,  Ger.  Pat.  228697  ;  \ 
Kusnezow,     U.S.     Pat.     1067665;      Bouhard, 
Fr.    Pat.    412601;     H.    von    Hochstetter   and 
Holzverkohlungs,  Ind.   A.   G.   Eng.   Pat.   464, , 
1914;    U.S.  Pats.  1100076  and  1110280),  who 
employ  as  catalyst  metal  couples  particularly 
of  metals  of  the  platinum  group  and  silver  claim  , 
for  these  hishly  mcreased  jrields.     These  couples  i 
must  not   De  in  the  form   of   alloys,   but  in ' 
.  mechanical  combination.     In  effect,  this  arrange- 
ment has  been  used  in  all  cases  where  several 
metals  have  entered  into  the  construction  of  a 
formaldehyde  lamp  or  ozidiser  using  a  platinum 
catalyst. 

liMt. — ^The  yield  of  formaldehyde  from  a 
given  quantity  of  methyl  alcohol  mav  vary 
within  very  wide  limits  and  never  reaches  the 
theoretical  value  of  the  equation 

CH,OH-fO=CH,0-fH,0 

The  yield  depends  on  the  puritv  of  the  methyl 
alcohol  and  air,  the  ratio  of  the  mixture,  the 
catalyst  employed,  its  surface,  temperature,  and 
length,  the  velocity  of  the  gases  over  it  and, 
therefore,  the  time-contact,  the  rapidity  of 
cooline  of  the  gases,  and,  finally,  the  complete- 
ness 01  extraction  of  formaldehyde  and  methyl 
alcohol  vapour  from  the  exit  gases.  The 
actual  loss  is  caused  by  decomposition  of  alcohol 
into  CO,,  CO,  and  H,0.  A  certain  amount  of 
methyl  alcohol  must  pass  through  the  system 
undecomposed.  A  portion  of  this  is  left  in  the 
final  proouct,  whilst  the  balance  can  be  recovered 
almost  completely  in  an  efficient  plant.  A  yield 
of  150-160  parts  40  p.c.  formaldehyde  solution 
from  100  parts  methyl  alcchol  may  be  regarded 
as  normal,  although  ^yields  up  to  175  p.c.  have 
been  obtained  from  specially  purified  alcohol 
and  under  particularly  favourable  conditions 
of  supervision  and  working.  The  apparent 
increase  in  weight  is  due  to  the  addition  of 
water  as  the  solvent. 

The  *  40  p.c.  formaldehyde  *  of  commerce 
contains  40  grams  per  100  c.c.  and  has,  therefore, 
a  true  strength  of  only  36  p.c.  It  is  in  fact 
usually  weaker.  The  article  required  by  the 
British  Pharmacopoeia  contains  not  less  than 
36,  and  not  more  than  38  grams  CH^O  per 
100  c.c.  and  has  a  specific  gravity  of  1*080. 

On  keeping,  formaldehyde  is  converted  by 
polymerisation  into  diformaldehyde  and  trioxy- 
methylene,  causing  cloudiness  and  deposits  in 
solution.  To  prevent  this  a  certain  percentage 
of  methyl  alconol  is  left  in  the  product,  which 
may,  for  instance,  have  the  following  composi- 
tion :  36  p.c.  formaldehyde,  12  p.c.  methyl 
alcohol,  52  p.c.  water. 

Formaldehyde  is  a  gas  of  characteristic 
smell  which,  on  cooling,  condenses  to  a  liquid 
of  b.p.  -21°  and  of  sp.gr.  0-8163  at  -20*  or 
0*9172  at  —80°.  Liquid  formaldehyde  changes 
at  —20°  readily  into  a  solid  modification ;  the 
melting-point  of  monomolecular  CH,0  is  —92°. 
Water  absorbs  up  to  62  p.c.  formaldehyde  ;  the 
freshly  prepared  concentrated  solution,  which 


has  a  pungent  smell  and  strong  irritant  action 
on  the  mucous  membranes,  contains  diformalde- 
hyde or  methyleneelycol  CHs(OH),,  which 
changes  into  formaldehyde  on  standing.  Dilute 
solutions  contain  the  monomolecular  form 
CHjO,  and  do  not  undergo  any  change  when 
kept  in  closed  vessels.  But  on  concentrating 
the  solution  in  a  desiccator  or  by  evaporation, 
polymerisation  takes  place,  flocculent  masses  of 
(CH20),iH20  {n=Q  to  8)  being  precipitated, 
which  form  the  commercial  paraformaldehyde. 

The  specific  gravity  of  commercial  formalde- 
hyde solutions  freed  from  methyl  alcohol  were 
determined  by  W.  A.  Davis  (J.  Soo.  Chem.  Ind. 
1897,  16.  502). 

Spec.  Brav.       P.c.  CHaO      Orams  CHfO 
at  60^  F.  by  welglit       per  100  c.c. 
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The  aqueous  solution  precipitates  from  an 
ammoniacal  silver  solution  a  specular  deposit 
of  silver,  and,  on  treatment  with  hydrogen 
sulphide,  yields  crystals  of  trithiomethylene 
(CHjS),  (Hofmann,  Annalen,  146,  360).  On 
heating  formaldehyde  with  a  dilute  solution  of 
sodium  hydroxide,  formic  acid  and  methyl 
alcohol  are  produced.  With  concentrated 
sodium  hydroxide  solution  and  a  little  Cu^O, 
formic  acid  is  produced  at  ordinary  temperature, 
accompanied  oy  violent  evolution  of  hydrogen 
(Loew).  Formaldehyde  readily  combines  with 
ammonia  to  form  the  monacid  base  hexamethyl- 
eneletramine,  according  to  the  equation : 
6CH,0-f4NH,=N4(CH,),+6H,0. 

As  this  reaction  takes  place  even  in  dilute  solu- 
tion, it  forms  a  convenient  method  for  the 
titrimetric  determination  of  formaldehyde  (Butle- 
row,  Annalen,  116,  322  ;  Legler,  Ber.  16,  1333  ; 
Loew,  J.  pr.  Chem.  1886,  33,  326).  It  crystaUises 
from  alcohol  in  rhombohedra,  is  very  soluble 
in  water  and  alcohol,  and  insoluble  in  ether. 

Formaldehyde  condenses  with  aniline  with 
loss  of  water  to  anhydrofortmUdehydeanUine 

CH,0+C,HgNH,=C,H5N :  CH,+H,0 

On  heating  formaldehyde  with  a  solution  of 
ammonium  sulphate,  trimetkylamine  sulpkait  is 
formed,  whereby  one-third  is  oxidised  to  CO, 
(Pl6chl,  Ber.  21,  2117).  CH,0,NaHS03,H,0  is 
formed  by  adding  NaHSO,  and  alcohol  to 
formaldehyde  solution ;  this  is  readily  soluble 
in  water  and  methyl  alcohol,   less  soluble   in 
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ethyl  alcohoL  By  the  action  of  hydrogen  !  Qazz.  chim.  ital.  1913,  43,  33 ;  Analyst,  1913, 
chloride  on  formaldohyde,   Tischtschenko  ob-  j  152). 

tained  dichhromethyl  eiher  and  water.  Losekann  I  The  industrial  employment  of  formaldehyde 
obtained,  by  the  same  treatment,  oxychloro-  i  is  manifold,  in  keeping  with  its  enormous  re- 
methyl  ether,  which  further  yielded  monochhro-  \  activity.  The  coal-tar  colour  industry  uses  it 
methyl  alcohol  (Ber.  25,  92).  By  careful  treat-  i  very  liurgelv  for  condensation  products ;  a  great 
ment  with  bases  such  as  calcium  hydroxide  or  ;  number  of  pharmaceutical  preparations  nave 
lead  oxide,  formaldehyde  may  be  polymerised  .  formaldehyde  as  their  active  principle.  In 
into  a  mixture  of  saccharine  substances.  By  |  most  of  these,  use  is  made  of  its  antiseptic 
continued  boiling  of  such  a  solution  with  tin,  ,  powers  by  condensation  with  a  variety  of 
Moformose  is  obtained ;    treatment  with  lime  j  orugs. 

water  vields  a-acroae  CgHijOa.  {       The  antiseptic  properties  of  formaldehyde 

If  formaldelwde  solution  is  concentrated  in  '  are  essentially  due  to  its  chemically  combining 
the  presence  of  dehydrating  agents,  it  poly-  I  with  the  cell  skin  of  the  micro-organisms, 
merises  to  trioxymethyUne  (CH|0)«,  a  crystalline  i  thereby  hardening  it  and  inhibiting  their 
mass  fusing  at  171^-172°,  but  subliming  below  growth.  It  is  employed  in  a  number  of  ways 
100^ ;  ins^uble  in  water,  alcohol,  or  ether  at  and  in  different  combinations.  It  is  used  in 
ordinary  temperature,  but  soluble  in  water  |  the  treatment  of  wounds  and  for  sterilising 
when  heated  to  130°,  when  it  appears  to  be  '  surgical  instruments  and  the  hands  of  operatois, 
converted  into  formaldehyde  or  paraformalde-  I  occasionally  compounded  with  soap,  as  in  lyso- 
hyde  (Tollens  and  Mayer,  Ber.  21,  3504).   When  '  form.    For  disinfecting  rooms  a  1  or  2  p.c.  solu 


trioxymethylene  is  volatilised,  it  dissociates 
completely  into  formaldehyde  (v.d.  15*3,  Hof- 
mann).  When  boiled  with  lime  water,  it  yields 
formic  acid  and  an  amorphous  saccharine  sub- 


tion  of  formaldehyde  may  be  used  as  spray,  and 
is  non-injurious  to  coloured  fabrics.  A  con- 
centrated solution  or  solid  paraformaldehyde 
mav  be  vaporised  in  a  lamp,  and  its  diffusive 


stance,  methyUniian  (Butlerow,  Annalen,  120,  j  and  penetrating  qualities  make  it  a{>plicable 
295).  I  where  other  disinfectants  cannot  be  employed. 

When  dry  trioxymethylene  is  heated  in  a  The  best  known  forms  of  apparatus  for  this 
sealed  tube  with  traces  of  sulphuric  acid  at  115°,  |  purpose  were  devised  by  TriUat,  Tollens,  Krell, 
it  is  converted  into  the  isomeric  a-trioxymethyl-  ,  Baithel,  and  Schering.  In  certain  cases,  aa 
ene  (CH,0)s,  which  crystallises  in  needles,  for  instance  in  the  treatment  of  frozen  meat  on 
melts  at  60°-61%  and  sublimes  at  ordinaiv  '  board  ship,  an  air  current  is  passed  through  a 
temperature,  and  is  soluble  in  water,  alcohol,  I  vessel  containing  formaldehyde  solution  heated 
and  ether  (P^teei,  Gazz.  chim.  itaL  14,  139).       '  by  steam  coils.    It  has  also  been  proposed  to 

Auerbach  and  Barschall  ( Arb.  Kais.  Gesundh.  !  treat  a  mixture  of  paraformaldehyde  and 
Amt.  27,  part  1)  claim  to  have  established  the  peroxides  of  the  alkaline  earths  with  water, 
identity  oi  six  individual  polymeridee :  para-  when  a  violent  liberation  of  formaldehyde 
formaldehyde  (GH,0)||-f  H^O,  four  polyoxy-  '  vapour  takes  place  (Autan).  Permanganate,  or 
methylenes  (CH,0)^  and  a-trioxymethylene  ^^^^^  oxidising  agents,  are  similarly  used  with 
(C,H,0,)   of  ring  structure,   characterised  by    par^ormaldehyde. 

their  form  (wS^rphous,  colloidal,  indefinite  Jte  preservative  quabtiee  are  made  use  of  m 
crystals,  definite  crystals,  and  weU-developed  embalming  and  for  the  preservation  of  corpses 
crystals),  melting-point,  solubility,  &c.  I  '<>'  dissection     It  is  lareely  used  for  the  pre- 

Formaldehyde  is  capable  of  reacting  with  '  ?®^l°«  f.  ioodstuffs,  and  possibly  the  effect  of 
practicaUy  any  class  oforganio,  andT  large  °^'^l»»'^«'?^««."'«d'»«*«**'®*^"»*l<l«tyde 
number  of  inorganic,  substances,  and  forms  P«^"*^®<^  ^'^P*''™*°«  ^<>o<*  "*d  ®*'*<^  ^''*><>^- 
numerous    condensation    products.     It    reacts    *ceou8  materials. 

with  hydrocarbons,  carbohydrates,  aldehydes,  '  Formaldehyde  is  employed  in  the  brewing, 
and  ketones,  carboxylic,  oxy-  and  keto-  acids  <  distilling,  and  sugar  industries,  and  besides  its 
and  their  esters,  phenols,  oxyaldehydes,  gallic '  preservative  action,  a  certain  stimuhitive  effect 
and  tannic  acid,  amines,  ammonia,  hydrocyanic  I  on  the  diastatic  properties  of  the  malt,  and  on 
acid,  hydrazines,  hydroxylamine,  urea,  uric  |  ^^^  activity  of  yeast,  has  been  observed, 
acid,  guanidine,  the  proteins,  nitro  compounds.  Formaldehyde  is  largely  used  for  tanning  pur- 
quinoOne,  pyridine,  and  sulphur  compounds.  poses,  especially  for  sole  leather.     By  its  action 

Its  formation  plays  an  important  part  in  the  |  on  proteid  bodies,  it  makes  the  leather  hard  and 
assimilation  of  carbon  dioxide  by  chlorophyll-  '  ^^n^  without  havixig  the  bad  effect  of  acids, 
containing  plants  (Baeyer,  Bach,  Loeb,  D6l4-  \  Formaldehyde  solution  is  also  used  for  coagulat- 
pine).  For  the  synthesis  of  formaldehyde  and  ,  ^^  rubber  latex ;  and  the  result  of  curing  para 
carbohydrates  from  carbon  dioxide  and  water  I  rubber  over  wood  fires  has  been  ascribed,  at 
by  photocatalysis,  8ee  Baly,  Heilbron,  and  !  lea^t  in  part,  to  the  presence  of  formaldehyde 
Barker,  Ghem.  Soc.  Trans.  1921,  119,  1026).         1  vapour.    In    the    paper-making    and    textile 

AiradylU  gummifera  contains  an  active  |  industries,  it  is  used  for  fixing  glues  and  sizes, 
glncosidal  principle,  atraetilin,  which  with  2  ,  *nd  also  for  water-proofing  fabrics,  by  rendering 
or  3  drops  of  concentrated  sulphuric  acid  gives  a  I  gelatin  or  casein  insoluble.  Upon  the  same 
TeUow  coloration,  changing  to  violet  and  bright  I  reaction  is  based  its  employment  in  hardening 
blue  if  treated  with  a  trace  of  formaldehyde.  <  ^^e  gelatin  films  of  photographic  plates,  and  for 
By  means  of  this  reaction  the  presence  of  hardening  microscopic  preparations  and  anato- 
formaldehyde  in  the  juices  of  green  leaves,  when  '  niical  museum  specimens. 

exposed  normally  to  light,  may  be  detected ;  Formaldehyde  is  also  used  as  a  reducing 

formaldehyde  is  absent  from  the  juices  of  the  I  agent  in  the  recovery  of  silver  and  gold,  and  in 
leaves  of  the  same  plants  after  being  kept  24  ,  the  preparation  of  metallic  mirrors.    A  material 
houiB   in   the   dark   (Angolico   and   Catalano,  i  for  the  manufacture  of  bone-like  articles  is  made 
Vol.  III.— T.  a 


242 


FORMALDEHTDE. 


by  the  action  of  formaldehyde  on  caseinogenate 
(galalith).  The  water-proofing  of  straw  Eats  is 
effected  by  impregnating  them  with  a  solution 
of  selatine  which  is  then  hardened  with  formalde- 
hyde. On  the  condensing  reaction  of  formalde- 
hyde with  phenol  or  cresois  is  based  the  mann- 
factnre  of  a  snbstitote  for  horn,  tortoiseshell,  &c. 
The  best  known  of  these  oondensation  prodncts 
is  'bakelite,*  which  is  used  in  solution  as  a 
lacquer  or  vainish,  or,  in  its  solid  form  alter 
beinfi  subjected  to  high  pressure,  for  electrical 
insuMon  purposes  (v.  BikxLiTB). 

The  action  of  dry  gaseous  hydrogen  chloride 
in  the  cold  on  commercial  formaldehyde  solution 
(about  40  p.c.)  in  a  reflux  apparatus  yields,  first, 
the  compound  OU*CH,GL  If  the  action  is 
prolonged,  a  heavy  liquid  0(CH,C1),  separates. 
This  kquid,  treated  with  a  mixture  of  con- 
centrated nitric  and  sulphuric  acids  at  6®,  forms 
a  colourless  oil  of  sp.gr.  I  *622»  of  the  composition 
C,H40.N„  or  NO,CH,0-CH,-ONO„  which 
on  hydrolysis  yields  formic  acid  and  nitro- 
methane.  It  is  extremely  sensitiye  to  shock 
and  deoomposes  with  detonation.  It  djasolves 
considerable  amounts  of  cellulose  nitrate  and 
an  explosive  jelly  containing  7  p.c.  of  cellulose 
nitrate  (12*11  p.c.  N)  gives  a  greater  increase  in 
volume  on  exposion  man  one  containing  7  p.c. 
of  glyceryl  mtrate  (Moreschi,  Atti.  R.  Accad. 
lincei,  1919,  [v.]  28,  i.  277). 

For  the  quiditative  detection  of  formalde- 
hyde, a  number  of  reactions  hav«  been  proposed, 
most  of  which  are  based  on  colour  reactions. 
On  warming  with  ammoniacal  silver  solution^ 
the  silver  mirror  is  produced.  Schiff's  reagent 
is  frequently  used;  0*4  gram  magenta  is  dis- 
solved in  25  c.c.  of  water;  10  c.c.  of  sodium 
bisulphite  solution  (8p.gr.  1*375),  and  then  10  c.o. 
of  strong  sulphuric  acid  are  added ;  formaldehyde 
causes  a  rea  coloration  which,  on  addition  of 
hydrochloric  acid,  changes  to  bluish  violet. 
Other  reagents  suggested  are  alkaline  resorcinol, 
phloroglucin,  codeine,  morphine,  phenyl  hydra- 
tine,  and  ferric  chloride. 

For  the  quantitative  determination,  the 
following  are  used:  Legler's  method  based  on 
the  reaction  of  ammonia  on  formaldehyde,  gives 
low  results.  For  impure  concentrated  solution, 
the  method  of  Blank  and  Finkenbeiner  (Ber.  31, 
2979)  may  be  employed.  It  consists  in  oxi- 
dising formaldehyde  to  formic  acid  bv  means 
of  hydrogen  peroxide  in  alkaline  solution.  An 
iodometno  method  was  suggested  by  Bomijn 
(Zeitsoh.  anal.  Chem.  36,  19),  and  many 
colorimetric  reactions  have  been  worked  out  for 
the  exact  estimation  of  small  quantities  of 
formaldehyde.  1  part  of  formalin  in  100,000 
parts  of  milk  can  be  detected  by  distillation  and 
application  of  colour  reactions  to  the  distillate. 
Rideal  uid  Hehner  have  studied  the  rate  of 
disappearance  of  formalin  when  added  to  milk 
by  formation  of  condensation  products.  Schry- 
ver  uses  phenyl  hydrazine  and  potassium  ferri- 
cyanide  for  the  estimation  of  formaldehyde  in  a 
dilution  of  1 :  1,000,000.  R.  L. 

FORMALIN.  A  40  p.c.  solution  of  for- 
maldehyde. 

FORMAHIDE  HCO'NH,.  First  obtained  by 
Hofmann  (J.  pr.  Chem.  91,  61)  by  heating  ethyl 
formate  with  ammonia  in  a  sealed  tube  at  100°. 

It  is  a  product  of  the  oxidation  of  amino- 
■Noids,  lactic  acid,  albumin,  &c.,  by  ammoniacal 


potassium  permanganate  (Uasley,  Zeitsch.  phy- 
sioL  Chem.  25,  325). 

It  is  formed  by  the  action  of  the  silent  dis- 
charge on  a  mixture  of  carbonic  oxide  and 
ammonia  (Losanitsch  and  Jovitschitsch,  Ber. 
30,  138) ;  bv  distilling  sodium  formate  ifith 
ammonium  chloride  in  a  vacuum  (Veriey,  Bull. 
Soc.  chim.  9,  [3]  691) ;  or  by  heating  crystallised 
ammonium  formate  in  a  soiled  tube  at  230**  for 
5  hours  (Hofmann,  Ber.  15,  980),  but  is  best 
prepared  by  heating  pure  dry  ammonium  for- 
mate for  2  hours  at  100M80®  in  an  atmosphere 
of  ammonia,  then  fractionating  in  the  same 
atmosph^e  at  1  mm.  pressure  (Freer  and 
Sherman,  Amer.  Chem.  J.  20,  223). 

Formamide  is  a  liquid,  b.p.  85''-95^  {\  mm. 
pressure) ;  at  ordinary  pressure  it  decomposes, 
when  heated  above  100*",  into  carbon  monoxide, 
ammonia,  hvdrogen  cyanide,  and  water.  It 
crystallises  m  needles,  m.p.  2*25''  (Brann) ; 
sp.gr.  1*76  at  4''  (Freer  and  Sherman,  /.c). 
Phosphorus  pentoxide  converts  it  into  water 
and  hydrocyanic  acid :  HCO-NH,=HCN-f  H,0. 
Strong  caustic  potash  decomposes  it,  even  in  the 
cold,  into  potassium  formate  and  ammonia. 
It  is  also  decomposed  by  a  mixture  of  potassium 
chromate  and  sulphuric  acid,  forming  carbon 
dioxide  and  ammonium  hydrcwen  sulphate ; 
by  hydr(M[en  peroxide  with  production  of  am- 
monia and  carbon  dioxide  (de  Ck>ninck,  Compt. 
rend.  128,  603) ;  and  by  sodium  hypochlorite 
on  heatmff  (de  Ck>ninck,  Aid.  121,  893).  Forma- 
mide combines  with  chloral  forming  chloral-amid 
or  chhralum  farmamidatum,  used  as  a  disinfect- 
ant and  as  a  preservative,  and  for  its  hypnotic 
properties  {v.  Ohlobal).  Sodium,  silver  (Freer 
and  Sherman,  Amer.  Chem.  J.  562  and  Lc  ; 
Titherley,  Chem.  Soc.  Trans.  1897,  466)  and 
mercury  salts  have  been  obtained  (Fischer  and 
Grutzner,  Arch.  Pharm.  232,  329).     Condensa- 

I  tion  products  of  value  as  antiseptics  and  sol- 
vents for  uric  acid  are  obtained  by  condensing 

1  formamide  with  formaldehyde,  paraldehvde,  or 
trioxymethylene  (J.  Soc.  (Jhem.  Ind.  26,  283). 
FORMAHIDIME;  Mdhenylamiditu 

I  CH(NH)fNH,). 

'  This  compound,  the  lowest  member  of  the  amid- 
ine    series,    mav    be    regarded    as    formamide 

i  HCO'NH-  in  which  the  oxygen  atom  has  been 
replaced  by  imidogen.     Obtained  by  acting  on 

'  the  double  compound  of  hydrocyanic  acid  and 

'  hydrochloric  acid  with  absolute  alcohol : 

I  2HCN,HCH-2C,H,OH 

=CH(NH)(NH,),HCl-fC,H,a+HCO,*C,H, 

(Gautier,  Compt.  rend.  65,  410 ;  cf.  Claisen  and 
Matthews,  Chem.  Soc.  Trans.  1882,  265).  From 
the  hydrochloride  of  formimido-ether 

CH(NH)(OC,H,),Ha 

,  and  alcoholic  ammonia  (Pinner,  Ber.  16,  375, 
'  1647).     Formamidine  hydrochloride  crystallises 
from  alcohol  in  hygroscopic  granules,  melting 
at  81'',  and  decomposing  at  lOO"*  i&to  hydro- 
cyanic acid  and  ammonium  chloride : 

CH(NH)(NH,)HCl=HCN-fNH4Cl. 

When  liberated  from  its  salts  by  caustic  potash, 
'  formamidine  is  at  once  decomposed  into  am- 
monia and  potassium  formate.  Its  salts  crys- 
tallise with  ^fficulty.  (CH«N2.HCl)s,PtCl4  forms 
very  soluble,  orange-red,  quadratic  pyramids. 
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Formamidine  picrate 

NH :  CHNH„C,H,(NO,),OH 
obtained  by  the  addition  of  formamidine  iiydro- 
chloiide    to   picric   acid,    ciyBtaUises    in   long 
lustrooB  yellow  needles,  m.p.  248"*  (Diechmann, 
Bar.  25,  705). 

Subetitntion  derivatiyeB  of  formamidine 
have  been  studied  by  Dains  {ibid.  35,  2496). 

FOBMAMTNT.  Trade  name  for  a  prepara- 
tiop  of  lactose  and  formaldehyde. 

FORMAN.  Trade  name  for  chlormethyl- 
menthyl  ether  Ci JH„0-CH,C1,  formed  by  the 
action  of  formaldehyde  upon  menthol  in  the 
preeenoe  of  hydrochloric  acid.  A  colourless, 
fuming  oil,  b.p.  160**-162^  16  mm.  pressure, 
decomposed  by  water  into  its  original  con- 
stituents. Employed  in  medicine  in  catarrhous 
affections  of  the  air  passages  (v.  Sykthbtio 

DBUOS). 

FORHAHIUDE  HCOKU*C«H.,  or 
OHCH : NCgHj 
(Claisen,  Annalen,  287,  360:  Wheeler  and 
Medcalfe,  Amer.  Chem.  J.  19,  217).  First  ob- 
tained by  Ger hardt  (Annalen,  60, 310)  by  heating 
aniline  oxalate.  Best  piepM^  by  heating 
together  molecular  proportions  of  aniline  and 
strong  formic  acid  on  the  water-bath  under 
reduced  pressure  to  remove  the  water,  then  dis- 
tilling under  ordinary  pressure  until  the  thermo- 
meter indicates  250®,  and  finally  pouring  out  the 
undistiUed  portion,  when  it  solidifies  on  standing 
(Wallach  and  Wusten,  Ber.  16,  145).— Long 
four-sided  prisms  melting  at  46°,  moderately 
soluble  in  water,  readily  so  in  alcohol.  Dilute 
acids  decompose  it  into  aniline  and  formic  acid. 
FonnanUide  is  rapidly  attacked  by  chromic  acid, 
various  colouring  matters  being  formed  (de 
Coninck,  Compt.  rend.  128,  503). 

Sodium,  silver  (Gomstock,  Ber.  23,  2274; 
Gomstock  and  Kleebeig,  Amer.  Chem.  J.  12, 
493),  and  mercmy  compounds  have  be^i  ob- 
tained (Wheeler  and  McFarland,  ibid.  18,  540). 

Other  derivatives  are  described  by  Gomstock 
and  Kleeberg  (/.c),  Claisen  (^.c),  and  Gomstock 
and  Wheeler  (Amer.  Chem.  J.  13,  514). 

FORMATOL.  Trade  name  for  a  preparation 
of  formaldehyde.    Used  as  an  antiseptic. 

FORMESTON.  Trade  name  for  basic  alu- 
minium formate.    Used  in  wound  dressing. 

FORinC  ACID  (Ger.  Ameisensawe) 
H-COOH.  Discovered  by  Rey,  in  1670,  by  dis- 
tilling red  ante  with  water.  Formed  in  the 
acid  secretions  of  certain  caterpUlars ;  in  the 
common  nettle  (e/.  Dobbin,  Proo.  Roy.  Soo.  Edin. 
1019,  39,  137);  in  the  fruit  of  the  soap-nut  tree 
(Sapindus  Mponaria  (Linn.)) ;  in  tamarinds,  &c. 
Occurs  in  sweat,  urine,  and  muscular  plasma. 
Formed  by  the  dry  distillation  of  starch,  sugar, 
gum,  tartaric  and  oxalic  acids,  &c.  It  may  be 
prepared  from  acetylene  by  dissolving  in  fuming  i 
sulphuric  add  and  diluting  with  water.  On 
boUing  with  baryta  and  futerinff,  the  soluble 
barium  formate  remains  in  the  filtrate.  Best 
obtained  in  the  laboratory  by  heating  a  mixture  ' 
of  glycerol  (or  other  polyatomic  alcohol  of  hich 
boiUm^-point)  with  crystallised  oxalic  acid.  The 
anhydrous  glycerol  is  heated  with  the  oxalic 
acid  to  76'*-90'*  until  the  evolution  of  carbon  ' 
dioxide  ceases,  when  a  fresh  quantity  of  oxalic 
acid  is  added,  and  the  process  repeated. 

The  interpretation  of  this  reaction  usually 


accepted  is  that  the  oxalic  acid  G,Hj04,2H,0 
decomposes  into  water,  carbon  dioxide,  and 
formic  acid,  which  reacto  upon  the  glycerol, 
forming  manoformin.  On  the  addition  of  a 
further  quantity  of  crystallised  oxalic  acid,  the 
water  of  crystallisation  decomposes  the  mono- 
formin,  producing  glycerol  and  formic  acid, 
which  distils  over 

C,H.(OH),+HCOOH-HCOOC,H,(OH),+H,0 
Olyoerol.     Formic  acid.         Monoformln. 

Monoformin  is  thus  being  continually  formed 
and  destroved,  with  the  eventual  production  of 
formic  acid  of  from  87  to  88  p.c.  (Lorin,  Bull. 
Soc.  chim.  [u.]  5,  7 ;  20,  241 ;  24,  22  and 
436). 

According  to  Ghattaway  (Trans.  Chem.  Soc. 
1914,  151),  glyceryl  oxalate  and  glyceryl  acid 
oxalate  are  the  first  producto  of  the  reaction. 
The  latter  is  unstaUe  at  a  sightly  higher 
temperature,  and  decomposes,  giving  csfbou 
dioxide  and  monoformin.  The  further  addition 
of  acid  displaces  formic  acid  from  the  mono- 
formin. 

The  formates  [see  below)  are  the  starting- 
point  for  the  manufacture  of  formic  acid. 
Whereas,  at  one  time,  oxalic  acid  was  the 
source  from  which  formic  acid  was  obtained, 
now  formates  can  be  used  as  a  source  of  oxalic 
acid  (D.  R.  P.  1U078,  144150,  161612). 
Formic  acid  is  obtained  by  heating  formates 
in  vacud  with  acids  or  acid  salto  (Hempel, 
Eng.  Pat.  3428;  J.  Soc.  Chem.  Ind.  1909, 
^9) ;  by  treatii^  formates  with  hydrofluoric 
acid  (Strauss,  D.  R.  P.  209418 ;  J.  Soc.  Chem. 
Lid.  1909,  674) ;  and  by  heating  in  a  stUl  1 
part  of  sodium  formate  with  2  parte  of  sodium 
hydrogen  sulphate  or  other  acid  salt;  in  the 
last  method,  acid  of  from  97  to  98  p.c.  is  obtained 
(Ch.  Fab.  Grnnaw,  Landshoff,  und  Meyer,  Akt. 
G«?.,  Eng.  Pat.  14438 ;  D.  R.  P.  192881 ;  Fr. 
Pat.  367316 ;  U.S.  Pat.  857046 ;  v,  also  Hamel, 
Eng.  Pat.  7534;  Fr.  Pat.  341764;  U.S.  Pat. 
806660  ;  J.  Soc.  Chem.  Ind.  1904,  9113,  and  Soc. 
Anon,  des  Etab.  Eyoken  and  Leroy ;  Fr.  Pat. 
393526 ;  J.  Soc.  Chem.  Ind.  1909,  160). 

Anhvdrous  formic  acid  may  be  obtained  by 
ffently  heating  lead  formate  with  sulphuretted 
hydrogen,  by  heating  the  dehydratea  sodium 
salt  with  anhydrous  oxalic  acid,  by  distilling 
the  ordinary  acid  over  anhydrous  copper  sulphate 
under  a  pressure  of  120  mm.,  or  by  the  careful 
addition  of  phosphoric  oxide  and  subsequent  dis- 
tillation under  1 5-18  mm.  pressure  (Jones,  J.  Soc. 
Chem.  Ind.  1919,  38,  362  T.).  It  is  a  colour- 
less, slightly  fuminc  liquid,  with  a  penetrating 
smell,  and  is  intensely  corrosive.  Bods  at  99*9  , 
sp.gr.  1-226  at  15^  1-2200  at  20*^;  b.p.  101° 
(corr.)  (Thorpe  and  Rodffer) ;  solidifies  at  a  low 
temperature,  forming  large  brilliant  plates ; 
m.p.  8*35°.  Traces  of  water  lower  the  m.p. 
and  raise  the  b.p.  The  specific  gravity  of 
aqueous  solutions  ia  given  in  the  following 
table  (Richardson  and  Allaire,  Amer.  Chem.  tf 
19,  150) :— 


P.C. 

8p.gr.  20»/4'» 

P.c. 

8p.gr.  20»/4'' 

10 

1-0247 

60 

1-1425 

t              20 

1-0489 

70 

11656 

30 

10730 

80 

11861 

40 

1-0964 

90 

^^1-2045  ^ 

50 

1-1208    D 

gitizeS  b 

yGoagh 

214 
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Formic  acid  is  readily  decompoBed  catal>ti- 
cally  according  to  one  or  more  of  the  following 
equations:   (1)    HCOOH=CO,+H, ; 

(2)  HCOOH=CO+H,0 ;    • 

(3)  2HC00H=HC0H+C0,+H,0. 
By  leading  the  vapour  over  the  following  heated 
substances  it  is  decomposed  in  accordance  with 
equation  (1)  at  varying  rates  and  temperatures  : 
palladium,  platinum,  copper,  nickel,  cadmium 
and  oxides  of  zinc  and  tin.  Palladium  sponge 
and  platinum  sponse  bring  about  total  decom- 
position at  245"^  and  215°  respectively.  Titanic 
oxide  and  the  blue  oxide  of  tungsten  decompose 
the  acid  according  to  equation  (2) :  Suica, 
zirconia,  alumina,  and  uranous  oxide  in  addition 
to  carbon  monoxide  and  water  produce  formalde- 
hyde.    With    thoria    all    three    reactions    are 

risible,  depending  upon  the  temperature, 
heated  Jena  glaw  tube  at  340°  decomposes 
the  acid  into  carbon  dioxide  and  hydrogen. 
Powdered  pumice,  magnesia,  and  wood  charcoal 
resolve  it  into  carbon  monoxide  and  water 
(Sabatier  and  Mailhe,  Ck>mpt.  rend.  1911, 
152,  1212). 

Heated  with  concentrated  sulphuric  acid, 
formates  evolve  carbon  monoxide ;  with  ferric 
chloride  neutral  solutions  give  a  red  colour. 
Silver  nitrate  is  reduced  to  metallic  silver,  which 
is  precipitated,  partly  as  a  black  powder,  and 
partly  as  a  lustrous  deposit  on  the  tube.  Mer* 
curie  chloride  is  reduced  to  mercurous  chloride, 
and  if  excess  of  formic  acid  is  present,  to  metallic 
mercury. 

Formic  acid  mav  be  estimated  by  the  method 
of  Jones  (Amer.  Chem.  J.  17,  530).  The  solu-  \ 
tion  is  made  alkaline  with  sodium  carbonate,  j 
warmed,  and  an  excess  of  standard  perman- 
ganate added.  The  solution  is  acidifiea,  and  a  i 
measured  volume  of  oxalic  acid  is  run  in,  until  j 
the  precipitate  of  manganese  hydroxide  has  dis- 
solved and  the  perman^anato  disappeared.  The  • 
excess  of  oxalic  acid  is  estimated  by  titration  | 
with  standard  permanganate.  A  volume  of 
oxalic  acid  equal  to  that  taken  is  also  titrated 
with  permanganato  solution,  and  the  difference 
between  the  result  and  the  total  permanganate 
used  gives  the  quantity  of  permanganate  re- 
quired to  oxidise  the  formic  acid  (v.  also  Rupp, 
Zeitech.  anal.  Chem.  1906,  687  ;  Grossmann  and 
Aufrecht,  Ber.  1906,  2455).  Other  methods 
depend  on  the  reduction  of  mercuric  chloride  to 
mercurous  chloride  (Scala,  J.  anaL  and  appl. 
Chem.  5,  233;  Lieben,  Monatsh.  1893,  746; 
Leys,  Mon.  Sci.  12,  632 ;  Franzen  and  Greve, 
J.  pr.  Chem.  1909,  80,  368;  Riesser,  Zeitsch. 
physiol.  Chem.  1915,  96,  355) ;  the  titration  of 
the  acid  with  standard  alkali,  or  the  decomposi- 
tion of  the  acid  in  the  carbonic  acid  apparatus 
with  sulphuric  acid  and  potassium  dicmromate 
(Rupp,  Arch.  Pharm.  243,  69).  For  estimation 
in  the  presence  of  acetic  acid,  v.  Freyer,  Chem. 
Zeit.  1895,  1184;  Heuser,  ibid.  1915,  57; 
Laufmann,  ibid.  1915,  575.  In  presence  of 
other  substances,  v,  Fincke,  Biochem,  Zeitsch. 
1913,  60,  253  ;  Analyst,  1913,  378. 

Formic  acid  is  a  strong  reducing  agent  and 
a  powerful  antiseptic.  It  is  used  as  a  food 
preservative  (Woodman  and  Burrell,  Tech. 
Quart.  1908,  21,  1),  and  in  brewing  is  added  to 
the  yeast  mash  as  an  antiseptic  (Lange,  J.  Soc.  ■ 
Chem.  Ind.  1905,  1025 ;  Hennel^,  Ofid. 
1006,  192).     It  JB  used  in  dyeing  as  an  assistant ' 


or  reducing  agent  with  potassium  dichromate 
mordant  and  also  for  dyeing  wooUen  ^oods  or 
unions  with  acid  dyestufis  (Kapf,  ibuL  1905, 
129;     Meltner.    ibid.   435;     and   Ruby,    ibid. 

1907,  467). 

Tlie  fomiates. — ^Industrial  methods  for  the 
preparation  of  the  formates  are  based  on  three 
reactions  :  (1)  The  interaction  of  carbon  mon- 
oxide and  metallic  oxides.  In  this  method,  carbon 
monoxide  under  pressure  is  passed  over  metallic 
oxides,  basic  minerals,  or  alkali  hydroxides, 
the  conditions  vairyina  slishtly  in  the  different 

Srocesses  (Usines  des  Mouuns,  Fr.  Pat.  382001 ; 
.  Soe.  Chem.  Ind.  1908,  183;  Ellis,  U.S.  Pat. 
875055,  ibid.;    Raschen,  J.   Soc.   Chem.  Ind. 

1908,  420;  Eng.  Pat  13953;  Farb.  Meister, 
Lucius,  and  Bruning,  Fr.  Pat.  389065 ;  J.  Soc. 
Chem.  Ind.  1908,  769 ;  Haase,  Eng.  Pat  4771 ; 
J.  Soc.  Chem.  Ind.  1908,  898;  Elect  Werke, 
D.  R.  P.  179515 ;  Chem.  Soc.  Abetr.  1907,  [i.] 
378 ;  Koepp  and  Co.  D.  R.  P.  209417  ;  Fr.  Pat 
342168;  Chem.  Zentr.  1909,  [i.]  1785).  (2)  The 
hydrolysis  of  the  cyanides  of  the  alkaline  earth 
metals.  The  cyanides  of  the  alkaline  earth 
metals  are  treated  with  water  vapour  under 
pressure  at  temperatures  below  300°,  wherebv 
ammonia  and  a  formate  are  produced  (Bad. 
Anil,  und  Soda  Fab.,  Eng.  Pat.  22038  ;  Fr.  Pat 
372714 ;  J.  Soc.  Chem.  Ind.  1907,  527 ;  Eng. 
Pate.  784,  1912;  11485,  11486,  1915).  The 
interaction  of  a  solution  of  potassium  ferro- 
cyanide  with  caustic  potash  according  to  the 
following  equation  has  also  been  patented  by 
Haakh  p.  R.  P.  281044) : 

K4Fe(CN),+  14H,0 

=4HCOOK-f2HCOONH4+4NH,+Fe(OH),. 
(3)  The  reduction  of  carbonic  acid  or  the 
carbonates  by  hydrogen.  Rogation  (Eng.  Pat 
12604 ;  J.  Soc.  Chem.  Ind.  1893,  864)  obtained 
a  mixture  of  ammonium  formate  and  bicarbonate 
by  passing  moist  nitrogen,  hydrogen,  and 
carbon  dioxide  over  sligh^  heated  pumice  or 
other  absorbent  bodies.  Water  gas  and  *  Ebel- 
men  gas  '  were  used  to  supply  the  hydrogen  and 
nitrogen  respectively.  More  recently  the  reduc- 
tion of  carbonic  acid  and  the  bicarbonates  by 
hydrogen  under  pressure  has  been  studied  by 
Bredig  and  Carter  (Ber.  1914,541).  Theyshowed 
that  calcium  carbonate  heated  with  hydrocen 
under  60  atmospheres  pressure  and  carbon 
dioxide  (20  atmospheres)  at  70°  in  the  presence 
of  spongy  palladium  in  4}  hours  gave  a  100  p.  c. 
jiela.  of  calcium  formate.  A  75  p.c.  yield  of 
potassium  formate  was  obtained  by  passing 
hydrogen  at  60  atmospheres  pressure  through  a 
5  p.c.  solution  of  potassium  bicarbonate  con- 
taining palladium  Slack  (Eng.  Pate.  801  and 
9762,  1915). 

Decomposition  of  the  formates. — ^The  formates 
of  the  alkali  metals  on  heating  in  absence  of 
air  to  400°  decompose,  giving  mainly  hydrogen 
and  oxalic  acid,  at  lower  temperatures  carbon- 
ates are  chiefly  formjed.  The  formates  of  the 
alkaline  earths  sive  only  carbonates.  The 
presence  of  two  molecular  proportions  of  caloiimi 
hydroxide  lowers  the  temperature  of  decomposi- 
tion of  calcium  formate  from  375°  to  260  ,  the 
proportion  of  hydrogen  rising  from  35  to  93  p.c. 
(Levi  and  Piva,  Ann.  Chim.  Applicat«,  1916, 271). 
Under  certain  conditions  formaldehyde  is  one 
of  the  producto  of  the  reaction  (Hofmann  and 
Schumpelt,  Ber.  1916,  303). 
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PoUunum  formate  HCOtK  and  Sodium 
formate  HCO,Na  are  readily  soluble  deliquescent 
salts  which,  according  to  Bineau,  form  acid  salts 
on  solution  in  hot  concentrated  formic  acid. 
Calcium  formate  (HC0,)2Ca  and  Barium  formate 
(HC02)aBa  crystallise  in  rhombic  prisms, 
readily  soluble  in  water,  insoluble  in  lucohol. 
Lead  formate  (H0O,)tPb  is  lees  soluble  in  water 
than  other  formates,  1  part  dissolving  in  63 
parts  of  water  at  16°,  and  is  insoluble  in  alcohol ; 
the  solution  forms  a  series  of  basic  formates  on 
beins  warmed  with  lead  oxide,  which  have  an 
alkaune  reaction  and  crystaUise '  in  needles. 
Copper  formate  (HC0,),Cu,4HjD  crystallises  in 
light  blue  monoclinic  prisms  :  forms  basic  salts, 
Cu(HCO,)  2Cu(0H),  and  Cu(HC0j)„3Cu(0H), 
(Trans.  Chem.  Soc.  1915,  1281).  SUver  and 
mercurous  formates  decompose  even  in  the 
dark,  and  the  latter  deflagrates  when  heated 
and  decomposes  on  percussion.  Chromous 
formate  Cr(HC0,),-2H,0,  red  cubes  (Ber.  1916, 
1679).  Methyl  formaU  boils  at  30-4**  (712  mm.). 
8p.gr.  0*9928  ;  it  is  best  made  by  acting  on  dry 
so<uum  formate  with  a  mixture  of  methyl 
alcohol  and  aqueous  hydrochloric  acid,  or  by 
digesting  methyl  alcohol  with  concentrated 
formic  acid.  Ethyl  formate  boils  at  60*4°,  and 
has  8p.gr.  0*9445  at  O"".  It  is  made  by  heating 
a  mixture  of  6  parts  of  alcohol  (90  p.c),  7  parts 
of  sodium  formate,  and  10  parts  of  concentrated 
sulphuric  acid. 

FORHICIH,     FORMIDIN     v.     Stkthbtio 

DBHOS. 

FORMDIS  are  esters  produced  by  the  con- 
densation of  glycerol  or  other  polyhydric 
alcohol  with  formic  acid. 

Monoformln  HCO'OC,H,(OH),  is  produced 
in  the  preparation  of  formic  acid  by  heating 
glycerol  with  oxalic  acid  at  lOO""  (Tollens  and 
Henninger,  Bull.  Soc.  chim.  fii.]  11,  396),  and  is 
extracted  from  the  mixed  product  by  means  of 
ether.  It  is  also  prepared  by  the  interaction  of 
monochlorhydrin  and  sodium  formate  at  160° 
(van  Bombuigh,  Rec.  tray.  chim.  1,  186).  On 
distillation  under  atmospheric  pressure  it  decom- 
poses into  carbon  dioxide,  water  and  allyl 
alcohol,  but  may  be  distilled  unchanged  in  vacud, 

Dinitroformtn  is  a  yellow  oil,  8p.gr.  1  '6  at  15°. 
It  is  formed  together  with  nitrc^lycerin  by  heat- 
ing anhydrous  oxalic  acid  with  glycerol  at  160° 
and  treating  the  product  with  nitrosulphuric 
acid  (Vender,  D.  k  P.  209943;  Chem.  Soc. 
Afastr.  1909,  i.  692). 

Diformln  (HCO-0),0,H,-OH  is  the  chief 
constituent  of  the  residue  obtained  in  the  i 
prenaration  of  formic  acid  by  heating  anhydrous 
oxalic  acid  and  glycerol  at  140°  (van  Bomburgh, 
J.  1881,  508).  It  is  extracted  with  ether  and  ! 
purified  by  distillation  under  reduced  pressure,  i 
B.p.  163°-166°  under  20-30  mm. ;  sp.gr.  1*304  | 
at  16°.  Insoluble  in  carbon  disulphide  and  de-  { 
composed  by  wator  with  the  formation  of  gly- ; 
cerol  and  formic  acid.  On  heating  under  atmo- 1 
spheric  pressure  it  is  decomposed  into  carbon  \ 
moxide,  water  and  allyl  formate.  With  5  ! 
parts  of  glycerol  at  220°,  carbon  monoxide,  { 
carbon  dioxide  and  allyl  alcohol  are  the  products,  | 
whilst  with  oxalic  acid,  carbon  dioxide  and  | 
formic  acid  are  produced.  < 

Trifomilii    (HGO-0),C,H,    is    prepared    by' 
heating  glycerol  with  excess  of  100  p.c.  formic 
acid.    By  cooling  the  viscous  product  by  liquid 


ammonia,  a  crystalline  mass  is  obtained.  Pure 
triformin  is   colourless ;     has   m.p.    18° ;     b.p. 

266°/762  mm. :  w^®°=  1*4412.  It  is  saponified 
slowly  by  cold,  readily  by  hot  water  (van 
Romburgh,  Zeitsch.  physikal.  Chem.  1910,  70, 
459). 

By  heating  erythrol  with>  formic  acid  and 
distilling  off  the  acid  at  200°,  a  mixture  of 
formins  is  obtained,  from  which  a  tetrafonnin 
has  been  isolated.  This  forms  silky  needles, 
m.p.  150°  (Henninger,  Compt.  rend.  98,  149). 

FORBIITROL  (formolyptrol).  Trade  names 
for  a  preparation  of  formaldehyde. 

FORMOL.  Trade  name  for  a  preparation  of 
formaldehyde. 

FORMOLTTES.  A  term  applied  to  the  various 
classes  of  phenol-formaldehyde,  resins,  e.g. 
lakelites,  resinite,  issolin,  albertole,  etc. 

FORMOPYRINE.  A  compound  of  anti- 
pyrine  and  formaldehyde  CnHi^ONt'CHgO ; 
m.p.  142° :  insoluble  in  cold  water,  soluble  in 
chloroform  and  idcohol.  Forms  salts  with  acids 
(Marcourt,  Bull.  Soc.  chim.  1896,  620).  Stolz 
(Ber.  1896,  29,  1826)  and  Pellizzari  (Gazz.  chim. 
ital.  1896,  26,  ii.  407)  state  that  Marcourt's 
*  formop3rrine '  is  identical  with  methylene  di- 
antipynne  CH,(CiiH,,ONj)j,  described  by 
Pellizzari  (Chem.  Soc.  Abstr.  1890,  645). 

FORMOSE  V.  Carbohydbatbs. 

FORMURAL.  Trade  name  for  an  addition 
product  of  hexamethylenetetramine  and  sodium 
citrate. 

FORMUROL.  An  additive  compound  of 
hexamethylenetetramine  and  sodium  citrate. 
Used  as  a  urinary  antiseptic. 

FORNITRAL.  Trade  name  for  a  compound 
of  two  mols.  of  formic  acid  with  one  mol.  of 
endo-anilo  diphenyldihydrotriazol  (HCOOH), 
(CtH,)^N4C,H).  Used  for  the  detection  and 
estimation  of  nitric  acid  instead  of  nitron 
(Ann.  Chim.  Anal.  1921,  3,  207;  Analyst,  1921, 
385). 

FORSTERTTE  v,  Ouvinb. 

FORTOIN.    Methylene-dicotoln 
CH,(C,4H„04), 
Formed   by   the    action    of   formaldehyde    on 
cotoIiL     Used  in  the  treatment  of  diarrhcea. 

FOSSIL  RESINS  v.  Rbsins. 

FOWLER'S  SOLUTION.  A  solution  of 
potassium  arsenite. 

FRACTIONAL  DISTILLATION  v.  Distilla. 
•noN. 

FRAGARIANDf  v.  Takiyins. 

FRANCKEITE.  A  complex  sulphide  ore 
of  tin,  Pb,FeSn,Sb,Si4,  containing,  according 
to  this  formula,  Sn  16*71  p.c.  It  consists  of 
platy,  tetragonal  crystals,  with  a  perfect  cleavage 
panUlel  to  the  surface  of  the  folia,  which  are 
often  aggregated  in  more  or  less  pronounced 
radiatinff  groups,  sometimes  forming  spherules 
and  remform  masses.  It  is  iron-black  with  a 
briffht  metallic  lustre;  marks  paper  and  is 
malleable,  like  graphite.  The  mineral  occurs 
in  some  quantity  near  Chocaya  and  in  the 
Trinacria  mine  at  Poop6  in  Bolivia,  and  is 
known  locally  as  Uict^ia.  The  above  formula 
written  in  the  form  3PbSnS.+Pb,FeSb,S, 
brings  out  a  relation  between  franckeite  and 
the  allied  Bolivian  minerals  teallite  (PbSnSf) 
and  cylindrite  (3PbSnS, + SnFeSb,S  g).  Analyses 
I    and    II    by  G.  T.  Pri/^,,  J^q^  ^t_on^^^ 
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diatinotly  crystalline  material  with  some  massive), 
III  by  0.  Winkler,  1893  (also  germanium  about 
O'l  p.c.,  and  gangue  0*71  p.c.) : — 


I. 

n. 

in. 

Pb  . 

46*23 

48-02 

60-67 

Fe     . 

2-69 

2-74 

2-48 

Zn     . 

.    0-67 

— 

1-22 

Ag     . 

0-97 

0-99 

n.d. 

sS    . 

17-06 

13-89 

12-34 

Sb     . 

11-66 

13-06 

'    10-61 

S       . 

21-12 

20-82 
99-62 

21-04 

10019 

98-87 

Sp.gr. 

.       6-88 

6-92 

6-66 
L.  J.  S. 

FRAHGULIN  v,  Gltjoosidbs  ;  also  Casoaba 

SAOBADA. 

FRANKINCENSE  v.  Olibakitm;   art  Oum 

BKINS. 

FRANKLDHTE.    A  member  of  the  spinel 

g-oup  of  minerals  with  the  general  formula 
"0R/'0„    where    R"=Fe,     Zn,    Mn,    and. 
R'''=Fe,  Mn.    The  actual  composition  is  very 
variable ;     ferric    oxide    alwavs    predominates  ' 
(66-67  p.c.),  zinc  oxide  ranges  trom  6  to  23  p.G.,  i 
and  manganese  oxides  (MnO,  Mn^O,)  average  | 
16-20  p.c.  The  mineral  occurs  as  well-developed  I 
crystals  of  octahedral  habit,  as  rounded  grains,  | 
and  as  granular  masses.   It  is  black  with  a  sub-  ' 
metallic  lustre,  much  resembling  magnetite  in 
appearance,  but  is  readily  distii^;uishable  from 
this  in  being  only  slightly  magnetic.    Sp.gr.  I 
6-0-^-2 ;  hardness,  6. 

Although  known  only  from  Franklin  in  New 
Jersey  (hence  the  name),  it  is  found  there  in 
considerable  abundance  in  association  with  ores 
of  zinc  in  orvstalline  limestone.  After  the  ex- 
traction of  the  zinc,  the  residue  is  used  in  the 
manufacture  of  spiegeletsen.  L.  J.  8. 

FRAXETIN  V.  Hobsb  ghbstnitt. 
FRAXm  V,  Gluoosebbs  ;  also  Hobsb  chbst- 

HUT. 

FRAXITANNIC  ACID  v.  Takkibb. 

FREDO.  Trade  name  for  calcium  hydro- 
sulphite. 

FREESTONE.  An  indefinite  term  used  by 
quarrymen  for  a  rock  which  admits  of  being 
freely  worked  in  any  direction  for  use  as  a 
builoing  stone.  Such  a  rock  shows  a  uniformity 
or  evenness  of  grain  and  no  distinct  bedding. 
Many  stratified  rocks  may  be  readily  sawn  when 
freslily  quarried,  and  while  holding  the  *  quarry- 
water,*  but  Acquire  considerable  hardness  on 
exposure  to  the  atmosphere.  Most  freestones 
are  either  limestones  or  sandstones.  In  the 
Inferior  Oolite  there  are  certain  beds  known  to 
geologists  as  the  Lower  and  Upper  Freestones, 
which  are  largely  quarried  as  ouildinf  stones, 
near  Cheltenluim.  The  Bath  stone  m>m  the 
Great  Oolite,  and  the  Portland  stone  from  the 
Upper  Oolites,  are  also  well-known  Oolitic 
freestones.  The  term  freestone  is  also  applied 
to  many  of  the  red  Permian  and  Triassic  sand- 
stones of  the  north-west  of  England,  e.g.  the 
St.  Bees  sandstone.  Many  of  the  Coal- 
measure  sandstones  admit  of  being  readily  cut 
and  tooled,  and,  being  without  any  marked 
tendency  to  split  in  definite  directions,  are 
valuable  freestones  :  such,  for  instance,  are  the 
sandstones  of  Craigleith,  near  Edinburgh,  and 
of  Darley  Dale  in  l^rbyshire.  Jm  J.  S. 


FREIBERGITE  v,  Fahlobb. 

FRENCH  CHALK.  A  variety  of  steatite,  or 
soap-stone,  used  for  marking  cloth  and  for  re- 
moving grease  from  silk.  It  is  a  hydrated 
magnesium  silicate,  with  a  smooth  unctuous 
feeL  In  a  powdered  state  it  is  sprinkled  inside 
new  gloves  and  in  the  heels  of  boots  to  produce 
a  smooth  surface  and  enable  them  to  be  readily 
slipped  on  (v.  Stbatttb). 

FRENCH  GREEN,   EMERALD   GREEN  v. 

PlOMBNTS. 

FRENCH  POLISH.  A  solution  of  shellac 
in  alcohol;  occasionally  containing  gum  elemi 
and  copaL 

FREUND'S  ACID  (l-Naphthylamine-3  :  6- 
disulphonic  acid)  v.  Nafhthalbnb* 

.  FRITTS  and  GLAZES.  The  'glaze'  of 
pottery  is  a  vitreous  coating,  which  serves  to 
make  the  articles  impervious  to  liquids,  and  may 
also  be  used  for  decorative  purposes.  According 
to  the  context,  however,  the  word  is  also  em- 
ployed to  denote  (1)  the  mixed  and  powdered 
dry  materials  to  be  used  for  the  coating,  or  (2) 
an  emulsion  of  these  materials  suspended  in 
water  (*  wet  glaze  *). 

Usually  the  glaze  la  applied  by  dipping 
the  dry  or  *  biscuit '  ware  into  this  emulsion. 
The  water  soaks  into  the  porous  *  body,'  leaving 
a  deposit  of  the  solid  materials  on  the  surface. 
When  the  ware  is  subsequently  heated  to  a 
sufficiently  high  temperature,  tins  layer  melts, 
forming  a  glassy  coatins  fused  more  or  less 
completely  with  the  underlying  body  of  the 
article.    Sometimes,    however,    the    glaze    is 

Soured  over  the  ware,  or  sprayed  upon  it,  or 
usted  on  as  a  dry  powder,  instead  of  being 
applied  by  *  dipping.  In  the  special  case  m 
salt  glaze  (used  lor  stoneware),  the  salt  is  vola- 
tilised on  to  the  ware  in  the  k^  during  firing. 

The  normal  quantity  of  dry  glaze  on  table 
and  toilet  ware  ranges  from  about  4  to  over  0  ^.c. 
of  the  weight  of  the  ware,  the  average  being 
between  6  and  7  p.c. 

A  good  glaze  should  be  clear,  bright,  and 
uniform ;  hard  enough  to  resist  w^r ;  and  in 
the  case  of  domestic  and  sanitary  articles, 
should  withstand  the  action  of  all  the  ordinary 
acids. 

Defects. — ^Two  principal  defects  to  which  the 
fflaze  on  ware  is  prone  are  (1)  *  crazing,'  and  (2) 
scaling  '  or  '  moulting.'  In  the  first,  a  network 
of  fine  cracks  spreads  over  the  glaze;  in  the 
second,  the  glaze  chips  off  at  the  edges.  They 
are  usually  accountea  for  as  follows  : — 

Broadly  speakinff,  the  coefficient  of  expan- 
sion of  a  glaze  shouM  be  that  of  the  underlying 
'  body.'  If,  on  cooling,  the  glaze  contracts 
much  more  than  the  bcxly,  it  is  under  tension, 
and  either  at  once  or  during  subsequent  usage 
it  yields  to  the  stress,  and  cracks.  The  *  crazing  ' 
may  not  develop  for  several  months.  In  some 
ware — e.g.  tiles — crazing  is  not  of  itself  a  serious 
fault ;  in  fact,  makers  hold  that  the  refraction 
effects  which  result  render  the  ware  more 
artistic.  The  purehaser,  however,  may  be 
prejudiced  against  it ;  and  in  the  case  of  table 
ware  there  \b  the  additional  objection  that  the 
cracks  may  harbour  dirt  and  micro-organisms. 

On  the  other  hand,  if  the  glaze  contracts 
much  less  than  the  body,  it  is  under  pressure 
when  cold,  and  portions  chip  off,  even  sometimes 
breaking   the   body  itself.    This   *  scaling '   or 
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'  moulimg '  is  a  lees  frequent  evil  than  crazing. 
MoreoYer,  it  usually  shows  itself  immediately 
after  firing,  and  a  remedy  can  thus  be  looked 
for  before  turning  out  further  similar  goods. 

Other  reasons  for  crazing  are  given  in  some 
cases.  Thus  '  short-fired '  glaze,  where  fusion 
with  the  body  is  imperfect,  is  prone  to  craze. 

Ejther  the  body  or  the  glaze,  or  both,  may 
be  modified  to  remedy  crazing.  In  the  gUze. 
the  proportion  of  alkalis  is  diminished,  or  that 
of  the  lime,  silica,  or  boric  oxide  increased. 

(7omp(MitMm.~-Qlazes  after  fusion  are  either 
alkali  silicates  (salt  glaze),  or  silicates  and 
borosilicates  of  aluminium,  alkalis,  and  the 
alkaline  earths,  with  or  without  lead.  In 
coloured  glazes,  various  colouring  oxides,  e.g. 
those  of  cobalt,  copper,  iron,  manganese,  are 
also  present.  Before  fusion,  the  elaze  may  be 
merely  common  salt  or  felspar ;  but  the  usual 
materials  of  glazes  are  certain  natural  silicates, 
namely  felspar,  china  clay  or  kaolin,  and 
Gomisn  stone,  mixed  with  nint  or  sand,  chalk, 
borax  or  boric  acid,  soda,  white  lead,  red  lead, 
and  litharge.  Gullet  (broken  glass)  is  also 
sometimes  an  ingredient,  and  for  coarse  earthen- 
ware glaze,  galena. 

Fimfng.  Borax,  boric  acid,  and  soda, 
however,  being  soluble  in  water,  would  pass  into 
the  porous  b^y  of  the  biscuit  ware  during 
dipping  if  they  were  merely  mixed  with  the 
other  ingredients  of  the  wet  glaze.  Hence  they 
must  be  made  insoluble  in  water.  This  is  done 
by  fusing  them  with  a  portion  of  the  other 
ingredients  containing  lime,  alumina,  and  silica^ 
and  the  complex  borosilicate  thus  obtained  is  a 
•  borax  fritt.^ 

By  'fritt,*  therefore,  'is  to  be  understood 
oertam  ingredients  of  a  glaze,  which  have  been 
mixed  and  subjected  to  a  preliminary  fusion 
before  being  ground  up  with  the  remaining 
materials.  OcoasionaUy,  the  whole  of  the 
ingredients  may  thus  be  formed  into  a  *  fritt.' 

When  lead  is  a  constituent  of  the  glaze, 
fritting  is  also  advantageous,  for  two  reasons  r 

(1)  it  can  thus,  with  due  care,  bo  rendered  almost 
insoluble  in  dilute  acids,  and  therefore  much  less 
dangerous  to  the  health  of  the  workers  than 
when  in  the  *  raw  *  form  of  oxide  or  carbonate ; 

(2)  the  hiffh  density  of  *  raw  '  lead  tends  to  make 
it  settle  obwn  in  the  dippine  tub  more  rapidly 
than  the  lighter  ingredients  do,  thus  making  the 
glaze  less  uniform;  this  tendency  is  lately 
counteracted  by  having  the  lead  in  the  form  of 
a  fritt.  This,  of  course,  also  applies  to  other 
heavy  materials,  such  as  barium  carbonate. 
Other  cases  where  fritting  is  beneficial  are  when 
an  ingredient  is  present  in  very  small  proportion, 
since  it  is  then  distributed  more  evemv;  or 
when  certain  of  the  constituents  are  fusible  with 
difficulty  at  the  temperature  employed  for 
'  firing  '  the  ware.  A  higher  temperature  may 
be  used  for  the  fritting,  and  much  of  the  chemical 
work  done  which,  with  the  *  raw '  glaze  on  the 
ware,  would  have  to  be  performed  at  a  lees 
effective  temperature. 

On  the  other  hand,  a  certain  |>roi>ortion  of 
material  in  the  *  raw  *  state,  especially  clay,  is 
advantageous  for  keeping  the  ^laze  suspended 
in  water  for  dipping ;  hence  it  is  not  usual  for 
all  the  ingredients  <3  a  glaze  to  be  fritted 

Fonnultt  of  glaies.  In  ceramic  calculations 
it  is  customary  to  express  the  chemical  formula 


of  a  glaze  in  terms  of  molecular  '  equivalents ' 
the  sum  of  the  RO  constituents  being  made 
unity.  Thus  the  glaze  described  on  p.  248 
wiU  reduce  to  lRO,0-27Al,0„3*6(SiO,3»Os). 
Typical  English  glazes  similarly  work  out  as 
follows : — 


RO 

A1,0, 

SiOa,BaO, 

China 

.     1 

0-31 

3-67 

Earthenware 

.     1 

0-26 

2-80 

Qranite 

.     1 

0-32 

3-43 

The  theoretical  acids  corresponding  to  the 
above  four  formuls,  expressed  as  ratios  of 
H,0:SiOt,  are  respectively  1:21,  1:1*9, 
2  :  3'1,  and  4 :  7.  That  is,  4he  four  glazes  lie 
between  the  bisillcate  tyne  (H,0,2Si02)  and 
the  polysilicate  (2H,0,3SiO,).  Seger  gives  for 
white  wareglazes  the  limits  lRO,0'lAl,O„2'5SiO, 
and  IRO,0-4Al,0„4*5SiO,.  The  first  is  some- 
what less  acid  than  a  bisilicatd^,  the  second  rather 
more.  A  soft,  heavily  leaded  English  majolica 
glaze,  however,  lRO,0-16Al,O„l'68(SiO„B,O,), 
corresponds  to  7H,0,8SiOt,  and  is  but  slightly 
more  acid  than  a  monosilicate. 

Lead  glases.  The  number  of  recipes  for 
these  is  legion,  but  on  calculating  them  out  to 
the  constituent  oxides,  they  reduce  to  a  few 
main  types.  They  may  be  broadly  classified 
as  follows : — 

(1)  Ghina,  earthenware,  granite^  ironstone^ 
and  semi-porcelain.  Ck>ntain  12-20  p.c.  of 
PbO,  occasionally  more,  usually  about  17  p.  c. 

(2)  Rockingham,  jet,  9XLd  majolica.  25-60  p.c. 
of  PbO.  Rockingham  glazes  contain  Mn^O,, 
and  jet  Ck>0.  Many  majolica  glazes  have  from 
25  to  35  p.c.  of  PbO;  the  *soft'  varieties 
40-60  p.c. 

(3)  TiU  glazes.  Usually  40-60  p.c.  of  PbO  ; 
the  harder  varieties  less  ;  in  the  sorter  kinds  as 
much  as  60  p.c. 

(4)  Oeneral  colowed  glazes.  Described  later ; 
the  proportion  of  PbO  in  these  varies  widely. 

Examples  showing  the  general  percentage 
composition  are : 

Booking-  Soft       Soft 

Granite  Ohina  ham  Jet  majoltca  ttle 
SiO,  .  54-8  50-8  35*6  34*8  32*3  32*6 
PbO  .  12-9  17-6  421  56-0  481  591 
AljOj  101  91  8-7  5'2  5-9  5*3 
CaO  .  4-8  5-4  29  12  38  08 
Na,0.     7-5       3-81      ^  ...      (35       - 

K,0  .  3-8  4-8/  ^*  "**  \2-5  22 
B,Og  .  61  8-5  0-7  —  3-9  — 
Mn,04  —  —  61  —  —  — 
CoO    .     —        —        —        21       —        — 

Other  things  being  equal,  the  larger  the 
proportion  of  lead  the  softer '  is  the  gli^,  and 
the  lower  the  temperature  of  firing.  There  is 
little  doubt  that  for  this  reason  more  lead  than 
is  really  necessary  is  often  used. 

Lead  fritts.  Lead  oxides  and  carbonates  are 
readily  dissolved  by  the  acid  of  the  gastric  juice, 
siving  rise  to  plumbism.  By  suitable  frittins, 
however,  complex  silicates  containing  lead, 
alkalis,  alumina,  and  lime  can  be  obtained  of 
such  character  that,  even  when  finelv  powdered, 
dilute  acids  attack  them  very  slightly. 

To  be  of  this  insoluble  character,  the  complex 
silicate  must  not  be  more  basic  than  would 
correspond  to  the  metapolysilicic  acid  HfSi.Og 
(Chem.  Soc.  Trans.  79, 803  -804).  Preferably  they 
should  be  less  basic.  .,|i|{QC@€t5^];^Q)yjt  limited 
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proportion  of  bono  oxide  appears  to  be  admissible 
if  the  silicate  contains  a  large  percentage  of 
lead,  and  the  materials  must,  of  course,  be 
thoroughly  fused.     Previous  fine  grinding  and 

?;ood  mixing  are  important  in  securing  such 
usion.  Under  these  conditions,  lead  fritte  may 
be  made  containing  any  proportion  of  lead  up  to 
60  p.c.  of  PbO  or  over,  but  yielding  only  a  very 
sniall  quantity  of  lead  to  the  action  of  dilute 
acids.  The  other  bases  may  also  vary  consider- 
ably in  their  proportions,  replacing  one  another 
ana  the  lead  oxide  within  wide  limits,  without 
notably  affecting  the  amount  of  *  soluble  * 
lead : 


PbO       A1,0, 

1.  16-2        10-3 

2.  441  6-6 


CaO  (Na,E),0  PbO  dissolved 
8*6  9-2  1-7  per  cent. 
0-9        3-4        21 


Simple  lead  bisilicate  PbSi^O,,  containing 
theoretically  65  p.c.  of  PbO,  and  in  practice 
about  60-63  p.c.,  is  also  used,  but  is  somewhat 
more  attackable  by  acids  than  the  complex 
silicates.  Nevertheless,  there  are  some  advant- 
ages attending  the  use  of  the  simple  bisilicate. 
The  proDortion  of  PbO  in  it  being  very  high, 
less  of  the  fritt  is  required  to  furnish  a  given 
amount  of  PbO  in  the  glaze;  this  leaves  so 
much  the  more  room  for  cUy  and  other  materials 
to  be  used  raw,  if  desired,  to  facilitate  suspen- 
sion of  the  materials  in  the  water  of  the  dipping 
tub.  It  implies,  too,  a  minimum  of  alteration 
in  changing  from  a  raw  lead  glaze  to  one  with 
fritted  leaa.  For  example,  if  the  17*6  p.c.  of 
PbO  in  the  china  glaze,  mentioned  in  the  table 
above,  were  supplied  by  lead  bisilicate,  nothing 
but  9'6  p.c.  of  SiOt  would  have  to  be  taken 
from  all  the  rest  of  the  materials.  Without 
pressing  this  point  unduly — ^for  it  should  not 
oe  forgotten  that  the  complex  lead  polysilicates 
may  contain  as  much  as  60  p.c.  of  PbO,  and 
still  be  of  *  insoluble  '  character — ^its  importance 
will  easily  be  recognised.  The  bisiucate  is 
chiefly  of  value  for  the  more  heavily  leaded 
glazes,  Rockingham,  jet,  and  majolica.  The 
quantity  of  *  soluble  lead '  (v.  post)  extractible 
from  commercial  samples  of  the  bisilicate  is 
from  4  to  8  p.c. ;  hence  majolica  glazes  contain- 
ing 30-40  p.c.  of  total  PbO  would  yield  only 
2-6  p.c.  of  *  soluble  lead '  if  compounded  by 
means  of  the  bisilicate. 

Simple  lead  polysilicate,  Pb^SisOg,  yields 
more  soluble  lead  than  the  bisilicate  :  and'  from 
the  monosilicate,  PbSiO,,  the  whole  of  the  lead 
is  easily  dissolved.  Even  the  complex  silicates, 
if  of  the  monosilicate  type,  H^SiOj,  readily 
yield  up  a  large  proportion  oif  their  lead  to  the 
action  of  dilute  hydrochloric  acid.  Lead  fritts 
of  this  (monosilicate)  character  were  almost  the 
only  form  of  *  fritted  lead  *  used  in  the  English 
potteries  up  to  a  few  years  ago,  and  it  is  not 
surprising  that  they  gave  rise  to  cases  of  lead 
poisoning. 

Complex  lead  polysilicates  and  bisilicates 
containing  alumina  yield  less  soluble  lead  than 
the  corresponding  simple  lead  silicates.  There 
IB  evidence  to  show  tnat  the  alumina  renders 
the  silicate  more  stable — ^perhaps  by  acting^as 
an  acidic  oxide  (Chem.  Soc.  Trans.  97,  2286). 

Where  fritts  contain  only  small  quantities 
of  *  soluble  *  lead — say  up  to  3  p.c.  or  so— one 
treatment  of  the  ground  fritt  with  dilute  hydro- 
chloric acid  removes  nearly  all  this  soluble  lead. 


which  there  is  reason  to  believe  is  usually  present 
as  an  admixture  of  silicate  more  basic  than  the 
bulk.  On  subsequently  testing  the  residue, 
mere  traces  of  lead  are  extracted. 

The  various  forms  of  lead  fritt  are  heavy 
glass-like  substances  of  3rellow  colour.  They 
should  be  of  uniform  texture,  showing  no 
fragments  of  unfused  materials.  They  have  no 
shi^  melting-points  ;  when  heated  they  soften 
gradually  until  fused.  Vitreous  silicates,  how- 
ever, conduct  electricity  (Doel^r),  and  the 
I  relative  fusibilities  of  fntts  may  be  compared 
I  by  determining  the  temperatures  at  whicn  the 
coarsely  powdered  fritts  soften  and  blend  into 
a  continuous  mass,  such  as  will  allow  the 
passage  of  the  electrical  current.  As  thus 
determined,  the  '  softenins-points  *  of  some 
simple  lead  silicates  are  as  FoUows  :  PbO,Si02» 
480*;  PbO,2SiO„  670°;  PbO,3SiO„  620l 
The  inclusion  of  boric  acid  or  borax  in  the 
silicate  lowers  these  softening-points;  lime  or 
alumina  raises  them  (Beck,  Ldwe,  and  8teg- 
muUer ;  v.  reference  at  end  of  article). 

Effeet  of  fine  grinding  upon  solubility  of  the 
lead.  For  a  full  discussion  of  this,  see  Manchester 
Memoirs,  vol.  46  (1901),  No.  16,  or  Parliamentary 
Paper  Cd.  679  on  Lead  Compounds  in  Pottery, 
33.  The  conclusion  is  that  fineness  of  subdivi- 
sion is  not  absolutely  without  influence  upon 
the  quantity  of  lead  dissolved  ;  but  that  within 
the  limits  of  fineness  occurring  in  actual  practice 
the  effect  is  too  small  to  be  of  serious  moment. 

Method  of  determining  the  'soluble'  lead. 
The  British  official  method  is  as  follows  :  1  gram 
of  the  dried  glaze  or  fritt,  ground  ready  for  use, 
is  shaken  continuously  for  an  hour  with  1000 
times  its  weight  of  0'26  p.c.  solution  of  hydro- 
chloric acid.  After  being  allowed  to  settle  for 
an  hour,  an  aliquot  part  is  filtered  off,  silica 
separated  by  evaporation  in  the  usual  way,  the 
lead  precipitated  as  sulphide,  and  finally  weighed 
as  sulphate. 

In  the  United  Kingdom  potters  who  use  no 
glaze  yielding  more  than  6  p.c.  of  *  soluble 
lead '  (PbO),  as  thus  tested,  are  exempted  from 
certain  restrictions.  Further  exemptions  are 
allowed  where  the  glaze  used  gives  not  more 
than  2  p.c.  of  such  soluble  lead.  If  the  total 
amount  of  lead  is  not  more  than  1  p.c.  (calculated 
as  PbO),  the  glaze  is  classed  as  '  leadloss,*  and 
this  carries  with  it  additional  privileges. 

Percentage  composition  of  some  complex 
lead  silicates,  with  the  amounts  of  PbO  dissolved 
from  them  by  0*26  p.c.  HCl :— 

traces 

21 

1*7 

3-0 

28-0 

70-3 

Fritts  similar  to  Nos.  2  and  4  are  the  more 
I  generally  useful  for  compounding  glazes.  Those 
i  like  Nos.  1  and  3,  containing  less  PbO  and  more 
I  SiOj,  have  more  restricted  application ;  and 
■  Nos.  6  and  6,  in  so  far  as  soluble  lead  iq  in 
question,  are  quite  inadmissible. 

The  proportion  of  lead  oxide  dissolved  from 


No.     Type 

1  it  1 J  i 

1.  Bisilicate     . 

21-8    8-6  3-8    7-4  3-8  64-4 

2.        ,. 

441    0-9  3-4    6-5  —44-7 

3.  Polysilicate 

16-2    8-6  9-2  10-3  6-8  49-7 

4.         „ 

411    21  6-9    7-2  —43-6 

6.  Monosilicate 

37-9  10-8  3-7    8-2  —  37-6 

6.         „ 

70-3    0-6  1-6    11  2-6  23  9 
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a  few  fritts  containing  67-63  p.c.  of  PbO,  and 
approximating  to  lead  bisilicate  in  compoeition, 
is  appended : 


PbOproBent,  p.c.  67-3    58*6 
PbO  dissolved  „      2'6      4*2 


69-3 
61 


63-4 
72 


If  these  fritts  are  used  to  supply  the  lead  in 
glaze  containing  16  p.c.  of  leaa  oxide,  the 
amount  of  solable  leaa  in  such  glaze  will  range 
from  0*7  to  1*7  p.c. 

The  German  ofiScial  method  is  to  heat  for 
half  an  hour  with  a  4  p.c.  solution  of  acetic  acid. 
Petrik  has  susgestea  a  much  more  stringent 
method  (Sprech  Saal,  1914,  47,  1).  It  consists 
in  digesting  6  grams  of  the  finely-ground  sub- 
stance for  an  hour  with  160-200  o.c.  of  0'33  p.c. 
hydrochloric  acid  at  37°-40^  Sodium  acetate 
is  then  added  to  promote  settling  and  to  dissolve 
lead  chloride.  The  residue  after  filtration  is 
also  washed  with  sodium  acetate  solution.  Lead 
is  then  estimated  as  sulphate.  In  a  comparison 
of  these  methods,  a  glaze  which  had  a  sotubilitv 
of  0-17  p.c  PbO  by  the  English  official  method, 
yielded  0*26  by  the  German  official  method,  and 
0-66  by  Petrik's  method. 

Lead  dissolved  from  finished  ware.  Lead 
may  be  extracted  by  acids  from  the  glaze  on  the 
fireo  article,  as,  for  example,  by  vin^ar  or 
fruit  acids  from  culinary  vessels.  There  is 
evidence  to  show  that,  speakins  broadly,  the 
more  *  soluble '  lead  there  is  in  the  glaze  before 
firing,  •  the  more  it  is  liable  to  be  extracted 
from  the  glaze  on  the  finished  article.  The 
actual  quantity,  however,  is  less  from  the  fired 
glaze  than  from  the  original,  on  account  both 
of  the  smaller  surface  presented  and  of  the 
chemical  changes  resulting  from  the  fusion. 

Componndliig  of  glaies.  In  compounding 
fflazes  ^m  the  raw  materials  regard  must  be 
had  to  several  considerations  besides  the  formula 
and  the  analytical  composition.  The  propor- 
tion of  clay,  for  instance,  influences  the  shrinking 
of  the  glaze  before  firing ;  too  much  causes  a 
tendency  to  flake  off.  Again,  it  may  be  that 
sufficient  alkali  cannot  be  introduced  as  felspar 
or  stone  without  adding  too  much  alumina; 
some  alkali  must  then  be  included  as  a  fritt, 
which  may  also  contain  the  borax  and  the  lead, 
if  these  are  constituents  of  the  glaze.  An 
example  from  actual  practice  will  illustrate 
the  compounding  of  a  glaze  by  the  use  of 
fritts. 

The  proximate  composition  of  a  certain 
glaze  used  for  earthenware  and  china  is  given  ^ 
as :  SiO,  609,  PbO  17-0,  Al.O,  77,  CaO  7*6, 
(Na,K),0  6-0,  and  BjO,  108  p.c.  To  obtain  all 
the  advantages  of  fntting,  two  fritts  must  be 
made,  one  to  contain  the  lead,  and  the  other  the 
boric  oxide  ;  for  if  a  single  fritt  contained  both, 
the  high  proportion  of  TOric  oxide  would  render 
the  lead  too  easily  soluble  in  acids,  and  thus  one 
important  advantage  of  fritting  would  be  lost. 
A  lead  fritt  is  therefore  made  by  fusing  :  litharge 
39,  flint  21,  orthoclase  and  oliffoclase  felspars, 
each  10  parts ;  and  a  borax  fritt  by  fusing : 
borax  160,  flint  76,  china  clay  60,  and  whiting 
60  parts.  The  calculated  composition  of  these 
two  fritts,  allowing  for  the  CO,  and  H^O 
expelled  on  heating,  is  as  follows  : — 

'  Almstrom,  Lead  Componnds  in  Pottery  (Par- 
liamentary Paper,  C0207,  p.  24). 


SiO,    PbO  Al,Oa  GaO  Na,0  K,0  BfO, 
Lead  fritt     423   488  61     0*6     11     21     — 

Borax  fritt  431     —   8*6  131      ll  l"      242 

(In  practice,  however,  a  little  lead  is  lost  by 
volatilisation  and  by  fusion  with  the  walls  of 
the  *  sagger'  during  fritting.  Actual  analysis 
of  the  lead  fritt  showed  44*  1  p.c.  of  PbO,  the 
proportions  of  the  other  constituents  being 
correspondingly  increased.) 

To  form  the  glaze,  these  two  fritts  are  then 
combined  with  raw  materials,  flint,  china  clay, 
and  whiting,  in  the  proportions  :  lead  fritt  206, 
borax  fritt  260,  flint  81,  china  clay  34,  and 
whiting  20  parts.  The  lead  fritt,  it  may  be 
noted,  would  have  the  same  composition  if  it 
were  made  from  the  following  ingredients : 
0)mish  stone  26,  litharge  48},' flint  26^,  soda, 
calcined,  2  parts.  This  dispenses  with  the 
felspars. 

Coloured  glaies.  So  far  as  the  glaze  is  con- 
cerned, coloured  ware  ia  obtained  (1)  by  applying 
the  colouring  materials  to  the  raw  or  biscuit 
body,  which  is  afterwards  elazed  with  a  trans- 
parent glaze  ('  under -glaze  process) ;  (2)  by 
placing  the  colouring  materials  on  the  already 
glazed  article,  and  rofiring  it  (*  on-glaze '  pro- 
cess) ;  or  (3)  by  embodying  the  colour  in  the 
glaze  itself  ('  ccioured-glaze  *  method). 

For  the  last-named  process,  a  fritt  may  be 
made  to  contain  the  colouring  oxide  in  chemical 
combination,  and  ground  up  with  the  other 
materials  to  form  the  glaze.  Alternatively,  a 
lead  fritt  or  glaze  may  be  taken  as  colourless 
fusible  basis,  and  colouring  oxides  ground  up  or 
fritted  with  it. 

The  first  of  these  two  methods,  for  example, 
is  that  adopted  by  Messrs.  Villeroy  and  Boch, 
Dresden.  Their  colourless  *  glaze  for  earthen- 
ware has  the  chemical  formula  : 

lRO,0'33Al,O„3(SiO„B,O,)[8SiO, :  IB^O,]. 

Its  molecular  and  percentage  composition  are  : 

KaO  Na,0    CaO     PbO  Al,Ot  B,0,    810, 

Mols.    0-26   0-76    160     2-00    1*60    160    12-00 

P.c.       1-49   2-94   6-31    2817   9-68   663   4678 

For  convenience  of  dipping,  16  p.c.  of  the 
materials  are  left  unfritted,  the  remainder 
being  made  into  a  fritt,  as  follows  : — 

Fel-             Lith-  Pot- 
spar  C9ialk   arge  Sand  Borax  sherds  Kaolin 
Fritted  3-6    6-4    24*7  186     16*4     176    — 
Raw       3-0    2-9      —       —       06      —     86 

For  coloured  glazes,  the  CaO  in  the  fritt  is 
replaced  by  CoO,  CuO,  NiO,  &c.,  or  the  Al^O, 
by  FcjO.,  MujO,,  CrjO,,  U,0„  &c.  These 
coloured  fritts  are  then  diluted  with  the  colour- 
less glaze  to  the  desired  tints. 

The  second  method  is  exemplified  as  follows 
(Salvetat) :  The  materials  of  a  colourless  flux, 
namely,  calcium  borate,  ffint,  and  red  lead,  are 
mixed  in  the  proportions  of  1:2:4;  this 
mixture  with  1-4  p.c.  of  CoO  gives  blues  ;  with 
3-14  p.c.  CuO,  greens;  with  2-6  p.c.  FojOj, 
yellows :  and  so  on.  All  the  ingredients  are 
fritted  to  facilitate  perfect  mixture.  An 
Enfflish  colourless  fritt  for  similar  purposes  is 
made  by  fritting :  flint  10,  china  stone  9,  red 
lead  30,  and  borax  4  parts  :  this  is  ground  and 
mixed  with  various  colouring  oxides.        r\rs\o 

»  Lead  Compounds  in  Pottery,  Cd.  679,  p.  210 
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Enamels  are  opaque  glazes,  the  opacity 
being  due  to  tin  oxide  in  suspension.  In  this 
country,  however,  the  term  *  enamels  *  (enamel 
colours)  is  also  applied  to  the  colours  used  for 
'  on-elaze '  decoration. 

White  enamel  may  be  obtained  (Brongniart) 
by  fritting  calcine  (= mixed  oxides  of  le^  and 
tin),  sand,  soda,  and  salt.  Various  proportions 
are  used,  a  general  formula  being  8iOs*45, 
PbO  36,  8nO,  10,  and  Nad  9  p.c.  Coloured 
enamels  result  from  the  addition  to  this  of 
3-10  p.c.  of  colouring  oxides.  Thus  9  p.c.  of  lead 
antimonate,  5  of  OoO,  5  of  CuO,  and  4  of  MnO,, 
give  yellow,  blue,  green,  and  violet  respeotivelv. 

Cotoars.  Under-glaie  colours  are  generally 
oxides  or  chromates,  with  flint,  whiting,  Comisn 
stone,  or  fluxes  containing  borax  or  lead.  On- 
glaze  colours  are  fusible  glasses,  composed  usually 
of  a  lead  borosilicate  flux  with  colouring  oxides. 
A  common  flux  ('  No.  8  ')  used  in  this  country 
consists  of  flint,  borax,  and  red  lead  in  the 
proportion  of  1:2:3,  but  various  proportions 
are  employed. 

Leadless  glazes.  The  salt  glaze  used  for 
stoneware  has  already  been  mentioned.  For 
hard  porcelain,  the  slazes  employed  are  (1) 
*  alkaline  *  or  felspathic  glazes,  consisting  of 
silicates  of  alumina,  alkalis,  and  alkaline  earths, 
in  which  the  alkalis  preponderate  over  the  lime 
and  magnesia ;  ana  (2)  '  calcareous '  glazes, 
similar  to  (1),  but  in  which  the  lime  exceeds  the 
alkalis.  The  materials  used  are  pegmatite,  with 
an  addition  of  silica  to  modify  tne  fusibility,  or 
a  mixture  of  felspar,  quartz,  and  kaolin,  with 
or  without  chalk. 

For  soft  'porcelain,  china,  and  earthenware,  \ 
glazes  containing  boric  oxide  are  usually  em- 
ployed. One  recipe  for  such  glaze  is  :  felspar  , 
48-7,  borax  27*0,  whiting  13-6,  and  flint  10*8  p.c.  | 
This  is  fritted,  and  mixed  with  one-third  of^its  I 
weight  of  china  clay  to  form  the  glaze. 

Analytical  Composition  of  vabious  Lead-  | 
LESS  Glazes. 


mat^i    Cal- 


Bngllah* 


SiO, 

A1,0,  &  Fe«0, 

CaO 

MgO 

Na,0 

K,0 

B,0, 


(Sdvres)  careouB^  Mlnton's  Owen's 


70-6 
17-6 
13 
0-2 
6-0 
4-2 


64-8 

16-7 

101 

1-6 

0-8 

6-6 


67-6 
14*7 
8-5 
0-2 
3-8 
41 
10-7 


GO-4 

12-2 

121 

0-5 

8-3 

2-6 

10-7 

2-6 


c6? 

*  Leadless  '  glazes  not  infrequently  contain  I 
traces  of  lead,  arising  probably  from  their  I 
having  been  ground  in  mills  previously  used  for  , 
lead  glaze.  Occasionally  larger  quantities  are  | 
found,  due  to  the  use  of  flint  glass  as  an  j 
ingredient. 

Ware  coated  with  leadless  glaze  may,  on 
analysis,  show  traces  of  lead  in  the  glaze,  not  only  I 
from  the  foregoing  causes,  but  also  from  having  | 
been  fired  in  a  lead-washed  sagger,  or  in  proximity 
to  lead-glazed  goods.    Lead  in  one  form  or 
another  may  be  volatilised  from  the  latter,  and  I 
some  of  the  lead  vapours  are  absorbed  by  the  < 
leadless  glaze.    It  is  not  difficult,  however,  to 
distinguish  between  such  ware  and  that  glazed 

'  Bourry,  Trestlae  on  Gersmlo  Indostries. 

s  AnalsTMd  In  the  Qovemment  Laboratory,  London . 


with  ordinary  lead  glaze.  In  the  ghize  removed 
from  a  definite  area  of  the  ware  by  means  of 
hydrofluoric  acid,  the  lead  is  detormined;  the 
proportion  on  leadless-glazed  ware  is  usually 
less,  .and  often  much  less,  than  0*1  gram  PbO 
per  square  decimetre;    whereas  that  on  lead- 

tkkzed  table  ware  ranges  from  about  3  times  to 
times  this  quantity,  and  on  heavily-leaded 
ware,  such  as  tiles,  it  may  be  upwards  of  40 
times  as  much. 

As  regards  the  suitability  of  leadless  glazes 
for  potte^,  it  may  be  said  that  in  all  classes  of 
ware  a  great  many  articles  can  be  manufactured 
with  l^kdless  gldze,  in  a  very  hi^h  state  of 
perfection.  The  cost  of  production  in  the 
commonest  qualities  is  less  than  with  lead 
glaze,  and  in  some  others  is  not  appreciably 
greater.  But  in  certain  of  the  best  ana  medium 
classes  there  is  an  undue  proportion  of  *  seconds,* 
that  is,  ware  not  of  the  nighest  finish,  and  this 
raises  the  cost  or  lowers  the  quality.  It  is  not 
dear,  however,  that  this  is  due  to  anything 
inherent  in  the  use  of  leadless  ^|laze.  Foroertain 
colours  and  methods  of  decoration  leadless  glazes 
at  present  cannot  replace  those  made  with  lead. 
On  the  other  hand,  there  is  no  doubt  that  a 
sreat  deal  of  white  and  cream-coloured  ware  for 
domestic,  sanitary,  and  electrical  purposes,  now 
coated  with  lead  glaze,  could  be  glazed  without 
the  use  of  lead. 

For  a  summary  of  present  knowledge  and 
experiments  respecting  soluble  lead  in  fritts  and 
^aaoB,  see  Beck,  L5we,  and  Stegmuller,  Zflr 
Kenntniss  der  Bleihaltigen  Glssuren  und  deren 
Bleiabgabe  an  saure  Fliissigkeiten  (Arbeiten 
aus  dem  Eaiserlichen  Gesundheiteamte,  Band  33, 
Heft  2,  1910).  C.  a 

FRUCTOSE  V.  Cabbohtdbatbb. 

FUCHSIA.  The  chlorides  of  a- and  jS-dialWl- 
safranines  are  met  with  in  commerce  under  this 
name  {v,  AziNSS). 

FUCHSIN,  RUBIN,  ROSEIN,  HAGEMTA  (v, 

TbIFHSNTL  MXTHANB  CX>L0I7BIN0  kattjois). 

FUOOSE.    Cabbohtdbatss. 

FUCrrOL.  An  alcohol,  CcHuOg,  m.p.  153**- 
154^  obtained  by  reducing  fucose  (q.v.)  by 
sodium  amalgam.  Is  the  optical  antipode  of 
rhodeitol.  In  presence  of  borax  in  aqueous  solu- 
tion its  rotatory  power  was  [a1^=+4-7,  and 

when  mixed  with  an  equivalent  quantity  of 
rhodeitol  in  hot  alcohoUo  scdution,  it  yields 
raoemic  fucitol  {d-,  ^rhodeitol),  m.p.  168''-170'' 
(Votooek  and  Potmesil,  Ber.  1913,  46,  3663). 

FUCOSOL.  This  product  which  Stenhouse 
obtained  by  the  distillation  of  certain  algm  with 
dilute  sulphuric  acid  (Ihroc.  Boy.  8oc.  20,  80), 
and  whidi  he  considered  as  isomeric  with 
furfurol,  has  been  ^hown  by  Bieler  and  Tollens 
(Ber.  1889,  3062)  and  by  Maquenne  (Compt. 
rend.  109,  571)  to  be  a  mixture  of  furfurol  and 
methyl-furfurol  derived  from  pentafflyooses 
contained  in  thea2^<8(v.  alsoMuther  and  Tollens, 
Ber.  1904,  298). 

FUEL.  This  term  includes  all  combustible 
substances  obtainable  in  bulk  which  may  be 
burned  by  means  of  atmospheric  air  in  such  a 
maimer  as  to  render  the  heat  evolved  capable 
of  being  economically  applied  to  domestic  or 
industrial  purposes.  Fuels  may  be  divided  into 
(a)  solid  fuels,  including  (i.)  natural  fuels,  con- 
sisting of  woody  tissues  in  an  unaltered  (wood) 
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or  an  altered  form  (peat,  lignite,  coal) ;  (ii.) 
carbonised  fuels  (charcoal,  coke) ;  (iii.)  com- 
pressed fuels  (briquettes) ;  (b)  liquid  fuds 
(petroleum,  benzenes,  alcohol) ;  (c)  gaseous  futla 
including  (i.)  natural  gas  ;  (ii.)  gases  product  by 
the  carTOnising  of  solid  fuels  (coal  sas,  &c.) ; 
(iii.)  gases  produced  by  the  partial  combustion  of 
solid  fuels  (blast  furnace  gas,  producer  gas, 
water  gas).  All  fuels,  having  been  originally 
derived  from  some  form  of  living  matter,  or  the 
products  of  its  alteration,  are  composed  of  the 
elements  C,  H,  O,  N,  and  S,  together  with  (in  ihe 
case  of  solid  fuel)  a  variable  amount  of  mineral 
matter,  which  constitutes  the  incombustible 
ash. 

The  economic  importance  of  a  fuel  depends 
upon  (1)  its  distribution ;  (2)  its  cost  of  produc- 
tion, transport,  and  storage  in  bulk ;  (3)  the  total 
amount  of  heat  obtainable  on  burning  unit 
weight  of  it ;  and  (4)  the  rapidity,  efficiency,  and 
smokelessness  of  its  combustion  with  atmo- 
spheric air.  Of  all  natural  fuels  coal  is  by  far  the 
most  important,  for  despite  the  probability  that 
there  \b  more  combustible  matter  in  the  peat 
deposits  than  in  all  the  known  coalfields  of  the 
world,  and  the  marked  inferiority  of  coal  to  petro- 
leum in  respect  of  calorific  value,  no  other  fuel 
combines  so  many  economic  advantages  as  coaL 

The  calorific  value,  or  the  total  amount  of 
heat  obtainable  by  the  combustion  of  a  given 
fuel,  is  expressed  by  the  number  of  parts  by 
weight  of  water  which  may  be  heated  through  1^ 
on  the  thermometric  scale  by  the  combustion  of 
one  part  by  weight  (or,  in  the  case  of  ffaseous 
fuels,  by  volume  at  N.T.P.)  of  the  fuel  under 
conditions  such  that  the  whole  of  the  heat  of 
combustion  is  transferred  without  loss  to  the 
water,  and  that  the  products  leave  the  system 
at  atmospheric  temperature  and  pressure.  The 
metric  unit  of  heat  adopted  for  technical 
purposes  (the  K.G.U.)  is  the  quantity  of  heat 
required  to  raise  1  kilog.  of  water  through 
l^'C.  in  the  neighbourhood  of  IS^'O.,  whilst  the 
British  unit  (the  B.Th.U.)  is  the  amount  of  heat 
required  to  raise  1  lb.  of  water  through  1°F.  in 
the  neighbourhood  of  eO°F,  Thus,  1  K.G.U. 
«3-9683  B.TkUs.,  and  1  B.Th.U.  =0262  K.C.U. ; 
moreover,  in  the  case  of  solid  or  liquid  fuels,  a 
calorific  value  of  a;K.C.Us.  per  kilog,  is  equivalent 
to  l'8a;B.Th.Us.  per  lb.  (or,  conversely,  xB.Th.UB. 
per  lb.  =0-6666  a:K.C.Us.  per  kilog.),  whilst,  in 
the  case  of  a  gas,  a;K.C.Us.  per  cubic  metre  is 
equivalent  to  01 1236  xB.Th.Ua.  per  cubic  foot 
(or,  conversely,  arB.Th.Us.  per  cubic  foot 
=»8'90  xKLCUs.  per  cubic  metre).  For  purposes 
of  calculation,  the  calorific  value  of  a  gas  may 
often  be  expressed  more  conveniently  in 
K.O.US.  per  gram-molecule  {i.e.  2238  litres  at 
O'^O.  and  760  mm.)  than  in  any  other  form ;  in 
such  a  case,  xK.C.Us.  per  gram-molecule=44'6S 
a;K.C.Us.  per  cubic  metre  at  0°  and  760  mm.,  or 
602  xB.tLUs.  per  cubic  foot  at  0°  and  760  mm. 

In  cases  where  hydrogen  enters  into  the 
composition  of  a  fuel,  it  is  usual  to  differentiate 
between  its  gross  and  net  calorific  values,  the 
former  implying  that  the  products  of  combustion 
have  all  l>een  cooled  down  to  atmospheric 
temperature  (16°C.),  the  latter,  that  the  heat 
liberated  by  the  condensation  of  the  steam  pro- 
duced on  combustion  and  by  the  subsequent 
cooling  of  the  water  to  16°  has  not  been  included. 
The  difference  between  gross  and  net  values  will 


always  be  11*196  K.O.Us.  per  gram-molecule  of 
steam  produced  on  combustion  (=622  K.G.Us. 
per  kilog.,  or  11196  B.Th.Us.  per  lb.). 

The  determination  of  the  calorific  value  of.  a 
solid  or  liquid  fuel  may  be  best  carried  out  by 
burning  a  known  weight  of  it  in  compressed 
oxygen  in  some  form  of  bomb  calorimeter,  that 
known  as  the  Berthelot-Mahler  apparatus  beins 
well  adapted  for  this  purpose.  In  the  hands  en 
an  experienced  worker,  the  method  ib  a  very 
accurate  one,  provided  that  all  the  proper 
'  corrections  '  (e.g.  for  *  cooling  '  and  for  the 
formation  of  nitric  add)  are  determined  and 
applied ;  it  must  be  remembered,  however, 
that  the  method  gives  the  heat  of  combustion 
under  *  eonstarU  wlume*  and  not  under  *  eon- 
statu  pressure '  conditions,  and  in  the  calculation 
of  the  latter  from  the  experimental  results  a 
proper  *  correction '  must  be  applied.  In  the 
case  of  coals,  the  combustion  of  wnich  is  attended 
by  very  little  change  in  chemical  volume  {e.g. 
1  lb.  of  a  coal  containing  0=80*0,  H=6-6, 
8=1-0,  N=l-6,  0=6-0,  and  ash  =70  p.o. 
requires  136*2  cubic  feet  of  air,  and  yields  130*8 
cubic  feet  of  gaseous  product  at  0"  and  760  mm.), 
the  difference  between  the  heats  of  combustion 
under  *  constant  volume  '  and  *  constant  pres- 
sure '  is  negligible  in  practice,  but  not  so  in  the 
case  of  a  hydrocarbon  such  as  heptane 
C,Hie+110,=7CO,+8H,0. 
The  calorific  value  of  a  gas  is  usually  deter- 
mined by  burning  a  measured  volume  of  it 
at  atmospheric  pressure  in  a  chamber  sur- 
rounded Dy  a  system  of  coils  or  the  like, 
through  which  a  flow  of  water  at  a  constant 
'  head  '  is  maintained.  By  suitable  regulation 
of  the  pressure  and  flow  of  the  gas  and  water 
supplies  respectivelv,  the  eas  may  be  completely 
burnt  and  the  heat  developed  transferred 
substantially  without  loss  to  the  water,  the  pro- 
ducts leaving  the  apparatus  at  a  temperature 
only  sliffhtly  above  that  of  the  atmosphere. 
Several  forms  of  this  apparatus  are  in  use,  the 
most  satisfactory  being  those  designed  bv 
Junkers  and  0.  V.  Boys  respectively.  With 
suitable  modification  {e.g.  the  provision  of  a 
differential  thermojunction  arrangement  for 
registering  the  rise  in  temperature  of  the  water 
on  a  moving  chart),  the  method  can  be  made  a 
*  recording '  one. 

The  heat  of  combustion  of  amorphous  carbon 
is  8080  K.G.Us.  per  kilog.  ^en  completely 
burnt  to  the  dioxide,  and  2417  when  burnt  to 
the  monoxide ;  the  values  for  the  principal 
single  gases  (taken  from  Julius  Thomsen's 
researches)  are  as  follows  : — 

K.C.U8.per   B.Th.Us.pereab.ft. 
gram  molecule   at  0*  and  760  mm. 


OroBS      Net 

Gross 

Ket 

Hydrogen 

68*4      67*2 

343-3 

287*2 

Methane  . 

2120     189*6 

10640 

961*3 

Ethane     . 

370*6    336-9 

1860*0 

16910 

Ethylene 

333*3    310*9 

1673-0 

1661-0 

Propylene 

492*7    4691 

2474-0 

2306*0 

Acetylene 

3100    298*8 

1666-0 

1600*0 

Oarbon  monoxide 

68*0 

341-4 

Cyanogen 

269-6 

1303 

The  gross  values  for  single  liquid  fuels,  in 
K.C.Us.  per  kilog.  are  n-hexane=  11,620,  benzene 
=  10,260,  toluene=  10,390,  methyl  alcohol=6694. 
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ethyl  alcohol =7400.  According  to  Julius  Thom- 
sen,  an  increase  of  ^>OHt  in  ascending  an  homo- 
logous series  of  h3rdrocarbon8  or  alcohols  corre- 
sponds to  a  constant  increase  of  158 '5  K.C.UB. 
in  the  gross  value  of  the  molecular  heat  of 
combustion. 

It  is  not  possible  to  calculate  the  calorific 
values  of  compound  fuels  such  as  coal  or 
petroleum  from  their  elementary  analyses,  since 
the  heat  of  combustion  of  a  compound  is  never 
equal  to  the  sum  of  those  of  its  elements  taken 
proportionately.  In  the  case  of  bituminous  coals 
empirical  formulie,  such  as  : 

Q=^[8080C+34,460(H-}O)-f2250S] 

K.G.Us.  per  kilog.,  where  C,  H,  O,  and  S=per- 
centage  of  carbon,  hydrogen,  oxygen,  and 
sulphur,  have  been  proposea  for  this  purpose ; 
but  they  cannot  be  considered  as  more  than 
approximately  correct.  There  is  often  a  fairiy 
close  agreement  between  the  results  calculated 
by  means  of  this  formula  and  those  actually 
found  by  the  bomb  calorimeter  in  cases  where 
the  oxygen  content  of  the  coal  does  not  exceed 
about  7 '5  p.o.  In  coals  with  a  high  oxygen 
content,  however,  there  is  usually  a  marked 
disagreement.  On  the  other  hand,  since  the 
properties  of  a  gaseous  mixture  are  additive 
in  respect  of  its  constituents,  the  heats  of  com- 
bustion of  gaseous  fuels  of  which  the  composition 
has  been  accurately  determined  by  analysis 
(and  this  applies  more  particularly  to  such 
oases  as  water  gas  or  producer  gas,  the  com- 
bustible constituents  oi  which  are  hydrogen, 
carbon  monoxide,  and  methane  only)  may  be 
calculated  from  those  of  their  constituents. 
In  the  case  of  coal  gas,  where  the  composition 
of  the  heavy  hy£x)carbon8  absorbable  by 
bromine  is  always  uncertain,  this  rule  is  not 
strictly  applicable,  although  numbers  calculated 
on  the  assumption  that  the  heavy  hydrocarbons 
have  an  average  calorific  value  equal  to  that 
of  propylene  CsH,,  are  generally  not  widely 
different  from  those  oetermined  by  the 
calorimeter. 

The  so-called  *  calorific  intensity  *  of  a  fuel 
is  an  unscientific  term,  inasmuch  as  the  highest 
temperature  which  a  particular  fuel  is  capable 
of  producing  depends  entirely  upon  circum- 
stances which  are,  to  some  extent,  indefinable, 
and  difficult  of  control.  The  notion  that  the 
calorific  intensity  of  a  fuel  may  be  deduced  by 
dividing  its  calorific  power  by  the  mean  specific 
heat  of  its  products,  is  misleading,  inasmuch  as 
(1)  the  specific  heats  of  gases,  and  especially  of 
steam  and  carbon  dioxide,  increase  with  tempera- 
ture, and  at  high  temperatures  are  as  yet  not 
aocujsately  known;  (2)  part  of  the  potential 
eneitty  of  a  fuel  is  directly  radiated  away  during 
combustion,  and  does  not  appear  as  sensible 
heat  in  the  products ;  and  (3)  combustion  is 
ordinarily  not  sufficiently  instantaneous  to 
warrant  the  assumption  above  referred  to. 
The  measurement  of  furnace  temperatures  and 
the  like  is,  however,  of  great  practical  import- 
ance, and  many  instruments  have  been  designed 
for  this  purpose  {see  Ptrombtby).  These  depend 
upon  (1)  the  variations  with  temperature  in  the 
pressure  (at  constant  volume)  or  volume  (at 
constant  pressure)  of  a  gas  which  does  not 
appreciably  deviate  from  Boyle's  law  (air 
thermometer) ;    (2)  the  production  of  thermo- 


electric currents  (thermojunotion  methods) ;  (3) 
the  increase  in  the  electrical  resistance  of  a 
platinudi  wire  with  temperature  (resistance 
methods) ;  and  (4)  the  vanation  with  tempera- 
ture of  the  radiation  emitted  by  an  incandescent 
solid  as  defined  bv  Stefan's  law  {radiation 
pyrometry).  Methods  (1)  to  (3)  inclusive, 
whilst  capable  of  great  accuracy,  are  practically 
useful  up  to  temperatures  of  lOOO^-lSOO""  only ; 
they  can  be  made  'recording,'  however,  and 
are  invaluable  for  recording  the  temperatures  of 
ho^  eases  passing  into  furnaces  from  *  regenera- 
tive systems  (hot-blast  stoves,  melting-furnace 
regenerators)  or  of  hot  products  passing  into 
chimneys.  Method  (4),  whilst  of  relative  sig- 
nificance only,  is  invfduable  for  temperatures 
higher  than  lOOO** ;  as  a  modification  ol  method 
(4)  may  be  mentioned  various  forms  of  oplical 
pyromeiers,  in  which  the  light  emitted  by  an 
incandescent  surface  is  compared  with  that  from 
a  standard  source  {e,g.  an  amyl  acetate  flame). 

A.    Solid  Fuels. 
1.  Natural  Fuds. 

All  natural  fuels  of  this  class  have  originated 
in  cellulose  n(C(Hio05),  which,  in  fact,  constitutes 
about  05  p.c.  of  di^  woody  tissue.  The  gradual 
transformation  of  vegetable  cUbris  into  coal  has 
proceeded  during  neariv  all  geological  epochs. 
All  the  important  coal-fields  adjacent  to  the 
N.  Atlantic  and  Arctic  areas  (which  include 
nearly  all  those  of  N.-W.  Europe  and  the  E. 
part  of  N.  America)  originated  in  the  Carboni- 
ferous Period  of  the  Primary  Era.  The  *  Indian 
Ocean '  group  of  coal-fields  (which  include  those 
of  China,  India,  Australiia,  and  S.  Africa) 
originated  in  the  somewhat  later  Permo-Carboni- 
ferous  Period.  Mesozoic  coals  are  found  in  the 
interiors  of  N.  America  and  Asia  (intra-con- 
tinental  group) ;  whilst  Tertiary  coads  are 
chiefly  found  in  the  Pacific  borderland  (W.  of 
N.  America,  Japan,  and  New  Zealand),  as  well 
as  in  regions  bordering  on  the  Gulf  of  Mexico 
and  the  Mediterranean.  The  v^etable  forms 
which  flourished  in  the  Carboniferous  Period 
were  of  simpler  structure,  but  of  much  greater 
size,  than  those  which  are  predominant  to-day 
fgigantic  ferns,  dub  mosses,  horsetails,  and 
forms  intermediate  between  ferns  and  cycads), 
and  it  is  demonstrable  that  in  certain  cases 
(e,g.  the  Moisa  seam  near  Loughborough  in 
Leicestershire)  entire  beds  of  com  have  been 
formed  from  the  spores  of  such  plants. 

At  one  time  it  was  generally  believed  that 
coal  formation  had  taken  place  upon  the  actual 
site  of  growth,  the  requisite  conditions  being 
dense  forests  in  swampy  areas,  together  with 
oscillations  of  level,  the  coal-measures  produced 
during  a  period  of  subsidence  being  overlaid  by 
beds  of  water-deposited  clay  or  sandstone, 
which,  on  re-elevation,  formed  the  soil  for 
renewed  forest  growth.  Hence  coal  is  found 
in  strata  of  un£>ubted  estuarine  or  lacustrine 
origin  (Carboniferous,  Jurassic,  Cretaceous) ;  the 
common  occurrence  of  *  under-clavs '  in  the 
coal-measures  is  cited  in  support  of  this  hypo- 
thesis, which  probably  is  true  for  some  British 
coal-fields.  It  has  been  contended  by  some 
geologists  that  in  many  cases  the  transforma- 
tion of  vegetable  d&nis  into  coal  has  taken 
place  not  upon  the  wte^^^grewth.^n^-^irfter 
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transportation  by  river  currente  and  deposition 
in  deltas ;  it  has  also  been  su^ested  that 
certain  coal-seams  are  of  marine  origin. 

There  has  also  been  much  speculation  and 
diversity  of  opinion  as  to  the  nature  of  the 
transformation  process,  and  the  factors  operative  I 
therein ;   it  is  usually  supposed  that  its  earlier  j 
staffes   were  characterised  by  slow  oxidation  | 
under   water  or  other   covering  sufficient   to 
protect  the  decayed  wood  from  direct  atmo- 
spheric action,  and  that  supervening  upon  this 
were    changes    gradually    brought    about    by 
increasing    pressure    and   temperature    as    the 
deposits   were   overlaid   and    ^  blanketed  *    by 
accumulating  newer  stnUa.    The  final  transition 
from  a  bituminous  coal  to  anthracite — ^if  such, 
indeed,  has  taken  place— may  be  attributed  fi.)  i 
to    intense    earth    pressure    accompanied    by  ! 
seismic  disturbance ;  or  (ii.)  to  the  later  intrusion 
of    igneous    matter    from    below.    It   should,  i 
however,  be  stated  that  in  some  instances  at  | 
least    there    are   grounds    for    believing   that  ^ 
anthracite   has    been   formed   from   vegetable  - 
matter  of  a  kind  distinct  from  that  concerned  | 
in  the  formation  of  bituminous  coal,  without ! 
necessarily  passing   through  the  intermediate  ' 
'  bituminous '  stage  {vide  section  of  this  article 
on  British  Coal  fields  (1)  South  Wales,  p.  262).  | 
M.  Renault,  from  an  extensive  study  of  peat  I 
formation,  has  advanced  the  hypothesis  that  | 
the  chief  agents  in  the  early  stages   of  the 
transformation     process     have     been     certain 
adrobic  fungi,  and  anaerobic  bacterial  ferments,  ; 
the  relative  activities  of  which  would  depend 
upon  the  varying  water-level  in  the  bog  and  ' 
the  formation  of  ulmic  acid.    He  represents  the  | 
transition  from  cellulose  into  bituminous  coal 
by  the  equation : 

4C,H,oO,=C,H,0+7CH4+8COj,+3H,0. 

(C,H,0  would  contain  C=831,  H=4*6,  0 
=  12'3  p.c.,  which  approximates  to  th^  composi- 
tion of  many  bitummous  coals.)  But  whatever 
may  have  l!een  the  nature  of  the  process,  it  is 
generally  agreed  that  the  existing  coal-measures 
represent  some  20-25  p.c.  only  of  the  weight  of 
the  original  cellulose,  and  less  than  half  of  its 
'  heating  value;  in  a  few  cases,  where  the 
original  vegetable  rf^na.has  undergone  local 
*  petrifaction,'  it  has  been  established  that  the 
shrinkage  in  bulk  during  transformation  into 
coal  has  been  of  the  order  9  :  1  approximately. 
The  composition  and  calorific  values  of  the  dry 
ashless  cellulose  and  intermediate  products  up 
to  coal  itself  is  shown  in  the  following  table  : — 

K.C.U8.  per 
C  H      OandN  kiloff. 

CcUulose    .    44-5       62        49*3  4167 

Wood         .    60-0       6-0        44-0         4000-4300 
Peat  .  60-64  4-5-6-8  28-6-44-0  6000-^000 

Lignites     .  60-75      6-0     200-35-0  6000-7000 
Bituminous 

coals       .  75-90  4-5-5-6  6-5-16-0  8000-9600 
Anthracite    90-96     2*4  3-0       9200-9800 

Wood  when  dry  consists  of  about  95  p.c.  of 
cellulose  and  4  p.c.  sap,  associated  with  a  small 
amount  of  mineral  ash  (chiefly  CaCO,  and 
K,CO,).  Recently  felled  timber  contains  a 
lan;e  proportion  of  water  which  *  air-drying  * 
reduces  to  about  20  p.c.  An  *  air-dried  '  wood 
la  classed  as  *  hard  *  or  *  soft  *  according  as  its 
sp.gr.    exceeds   or   falls   below   0*55 ;     *  hard  * 


woods  are  less  inflammable  than  '  soft '  varieties. 
As  a  fuel  wood  ia  very  combustible,  and  bums 
with  a  great  amount  of  flame ;  it  is  well  adapted 
for  domestic  fires  and  the  firing  of  tubular 
boilers,  its  low  content  of  infusible  ash  making 
it  a  clean  fuel  without  a  vestme  of  *  clinkering 

gropertiee.  Owing  to  its  &rge  content  of 
ygroscopic  water,  it  is  quite  unsuitable  for  the 
attainment  of  high  temperatures,  unless  it  first 
be  carbonised  (charcoal),  or  be  gasified  in  a 
producer.  On  distillation  in  closeid  retorts  or 
chambers  it  yields,  under  favourable  conditions, 
20-25  p.c.  of  charcoal,  9-13  p.c.  of  tar,  40-^5  p.c. 
of  oruoe  '  pyroligneous  aoia '  (corresponding  to 
2-4  p.o.  anhyd.  acetic  acid),  and  22-32  p.c.  of 
inflammable  gases.  The  chief  timber-producing 
countries  are  those  which  before  the  war 
comprised  the  Russian  Empire  with  920  million 
acres  of  forests  (575  in  Eurojpe  and  350 
in  Asia),  Canada  with  800  miUion  acres  (of 
which  probably  less  than  half  represents  timber 
of  commercial  value),  the  United  States,  Norway,, 
and  Sweden  with  70  million  acres,  and  Germany 
with  35  million  acres.  Russia  was,  however,  tho 
only  European  country  which  before  the  war 
produced  more  timber  than  it  required.  It  is 
as  yet  too  soon  to  estimate  the  effects  of  tho 
war  upon  timber  supplies.  The  rapid  de- 
molition  of  the  world's  reserves  is  becoming  a 
serious  economic  problem,  and  it  is  improbable 
that  wood  will  ever  again  take  important  rank 
as  a  fuel. 

In  countries  where  wood,  peat,  or  coal  is 
scarce,  vegetable  refuse  (cotton  stalks,  brush- 
wood, straw,  &o.)  is  used  as  fuel  for  tubular 
boilers  ;  as  a  rule  it  has  between  70  and  80  p.c. 
of  the  heating  value  of  dry  wood. 

Peat  is  a  widely  distributed  and  abundant 
fuel  of  great  future  potentiality,  it  being 
estimated  that  the  amount  of  combustible 
matter  in  the  world's  peat  deposits  exceeds  that 
in  all  the  known  coal-fields.  It  is  principally 
found  in  high  latitudes ;  one-seventh  of  the 
area  of  Ireland  is  covered  with  peat,  whilst  in 
Great  Britain  there  are  about  6  mUlion  acres 
covered  to  an  average  depth  of  about  12  feet. 
Extensive  deposits  occur  in  Russia,  where  peat 
is  an  important  metallui]^cal  fuel,  in  Scandi- 
navia, N.  Germany,  Bavana,  Austria,  Italy,  and 
N.  France,  to  mention  European  countries  only. 
Also  considerable  attention  has  recently  been 
paid  to  peat  deposits  in  Canada  {vid^.  Reports 
oy  A.  V.  Anrep  and  B.  F.  Haanel  of  the  Canadian 
Department  of  Mines,  191 2-19 14).  Peat  deposits 
vary  considerably  in  age,  the  oldest  having  a 
dark-brown  or  black  colour,  with  but  merest 
I  traces  of  its  original  organic  structure,  whilst 
the  recent  varieties  are  light-brown  in  colour, 
1  of  spongy  texture,*  with  distinct  vegetable 
structure ;  unlike  wood,  it  contains  a  fairlv 
large  and  variable  proportion  of  mineral  asb 
(5-15  p.c.  as  a  rule)  of  (usually)  infusible 
character.  The  composition  of  the  ash  varies 
considerably ;  sulphate  and  carbonates  of  lime 
^nd  magnesia,  ferric  oxide,  and  silica  being 
usually  the  most  prominent  constituents.  The 
difficulty  in  the  way  of  utilising  the  potential 
energy  of  peat  for  economic  ends  lies  in  the  fact 
that  even  a  well-drained  peat-bog  contains 
80-90  p.c.  of  water,  for  the  evaporation  of  which 
more  energy  would  be  required  than  is  repre- 
sented by  the  whole  fuel  value  of  the  bog. 
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CoDBequently,  *  air-dryiog  *  has  hitherto  been 
universally  resorted  to,  bnt  as  this  can  only  be 
carried  out  during  the  summer  months,  and 
must  obviously  depend  upon  climatic  conditions, 
it  cannot  be  considered  seriously  as  a  means  of 
preparing  huge  quantities  of  peat  for  the 
market.  Moreover,  *  air-dried*  peat  still  con- 
tains from  15  to  25  p.c.  of  water,  its  calorific  value 
(which  varies  between  2235  and  4307,  with 
an  average  of  about  3000  K.G.U8.  per  kiloff.) 
is  usually  considerably  less  than  half  that  of  a 
bituminous  coal,  whilst  bulk  for  bulk  its  heating 
power  probably  does  not  exceed  one-eighth 
that  of  coaL  Dry  '  ashless '  peat  contains 
C=60-64,  H=4-7-6-8,  0=28-44,  and  N=0-5- 
2'5  p.c.,  its  caL  value=5200  K.C.U8.  per  kilog., 
and  its  sulphur  content  is  low. 

As  recently  as  1905  the  Royal  Commission 
on  Goal  Supphes  reported  that  *  in  order  to  make 
the  manufaeture  of  ^peat  fuel  a  success  in  this 
counlry,  it  is  necessary  that  some  process  should  be 
discovered  by  which  the  moisture  can  be  got  rid 
of  without  air-drying"  and  at  a  cost  which 
would  not  be  prohibitive ;  at  present  there  is  no 
such  process.*  In  1009,  however,  the  late  Dr. 
M.  Ekenberg  prepared  a  process  of  ^wet  car- 
bonisation *  as  a  practical  solution  of  the  problem 
(Jour.  Iron  and  Steel  Institute,  1909,  L  313). 
This  process  was  based  upon  the  supjKwition 
that  peat  substance '  consists  of  vegetable 
dfffris,  the  cells  of  which  contain  and  are 
surrounded  by  a  slimy  *  hydroceUvhse^  formed 
by  prolonged  contact  of  the  original  cellulose 
with  water.  It  was  further  supjKwed  that 
although  this  constituent  is  present  to  the 
extent  of  0'2-l'2  p.c.  only,  it  is  in  the  form  of 
an  enormously  swollen  jelly  of  the  consistency 
of  soft-soap,  containing  as  much  as  25  times  its 
own  weight  of  water,  which  latter  cannot  be 
expelled  by  mechanical  pressure  unless  the 
supposed  *  hydrocellulose  *  nas  been  previously 
hyorolysed.  It  is  claimed  that  this  can, 
however,  be  nupidly  accomplished  by  water 
at  150''-200*',  fonmng  the  soluble  dextrose, 
and  peat  pulp  so  hydrolysed  readily  parts  with 
its  water  under  hydraulic  pressure.  The 
Ekenbeiv  process  (as  originally  proposed)  con- 
sists in  K>rcmg  a  peat  ptup  containing  12^  p.c. 
of  peat  substance  and  87^  p.c.  of  water  at 
220-300  lbs.  per  sq.  in.  pressure  through  a 
series  of  tubes  neated  externally  to  about  200*^, 
the  operation  being  combined  with  a  sjrstem  of 
heat  recuperation,  whereby  the  outgoing  hot 
'  carbonised '  peat  imparts  heat  to  the  incoming 
cold  pulp.  The  '  carbonised  '  pulp  is  dehydrated 
by  mechanical  pressure,  and  the  dehydrated 
fuel  is  subsequently  briquetted.  The  process 
has  not,  however,  advanced  beyond  an  experi- 
mental stage,  whilst  doubts  have  been  expressed 
as  to  the  validity  of  the  *  hydrooeUulose  * 
supposition  on  which  it  is  based.  Meanwhile, 
attempts  have  been  made,  with  some  measure 
of  success,  to  expel  the  greater  part  of  the  water 
contained  in  raw  peat  by  a  process  of  mechanical 
pressure  combined  with  a  degree  of  heat 
materiidly  below  that  proposed  by  Ekenberg. 
It  seems  possible  that  a  pressed  cake  containing 
only  50  p.c.  of  water  can  be  so  produced,  corre- 
sponding to  the  expulsion  of  nearly  90  p.c. 
of  the  water  originally  present  in  the  raw  peat, 
and  that  a  solution  of^  the  peat  fuel  proolem 
may  ultimately  be  found  in  this  direction. 


The  Fuel  Research  Board  issued,  in  1920,  a 
I  report  upon  the  "Peat  Resources  of  Ireland" 

(Special  Reports  No.  2),  and  more  recently  a 
,  further  report  on  "The  Carbonisation  of  Peat 
I  in  Vertical  Gas  Retorts  "  (Technical  Pbper  No. 

4),  to  which  the  reader  is  referred. 

Peat  containing  as  much  as  up  to  60  p.  c. 
,  moisture  has  been  successfully  gasified  on  a 
!  laige  scale  in  gas  producers  under  ammonia 
I  recovery  conditions  {vide  Pboduokb  gas)  ;  the 
I  following  results  have  been  obtained  on  Mond 

plants : — 

'         Origin  of  peat  Geiman    Itallaii      Ttngifaih 

>  Per  cent,  moisture     .     40-60        45  57*5 

I         „       nitrogen      .1*0        1*58  2*3 

Yield  of  gas  in  cub.  ft. 
'      at  0°  and  760  mm. 

per  ton  dry  peat     .     85,000    60,000     90,000 
Gross  cal.  value  of  gas 
B.Th.UB.percub.ft. 
at  O'' and  760  mm..       150  166         134 

The  richness  of  the  gas  depends  upon  the 
moisture  in  the  peat ;  where  the  moisture  is  not 
excessive,  the  gas  may  contain  as  much  as  35-40 
p.c.  of  combustible  constituents,  e.g.  9'8CO, 
23'2H„  4-8CH4,  with  20-3CO4.  It  seems 
probable  that  a  ton  of  dry  peat  is  capable  of 
yielding  up  to  90,000  cub.  ft.  of  gas  of  an 
average  gross  calorific  value  of  140  B.Th.Us. 
per  cub.  ft.  Part  of  thus  would  be  required  to 
nre  the  boilers  and  to  work  the  ammonia 
recovery  plant,  the  remainder  being  available 
for  heating  or  power  purposes  outside  the 
plant.  In  addition  to  ammonium  sulphate, 
it  should  be  possible  to  recover  other  by-pro- 
ducts (tar,  acetate  of  soda  or  lime,  acetone, 
wood  spirit). 

Witn  regard  to  power  production  from 
peat  {via  gas  producers  and  internal  combustion 
engines)  tests  made  at  the  Fuel  Testing  Station 
at  Ottawa  by  the  Canadian  Department  of 
Mines  in  191(>--1911  showed  that  the  consump- 
tion of  fuel  per  horse-power  hour  (including 
stand-by  losses)  is  for  fuel  load,  1*7  lb.,  and  for 
three-quarter  load,  2*1  lbs.  of  dry  petkt. 

Lignite  and  Brown  Coals.  Under  this  general 
term  are  included  coals  (intermediate  between 
peat  and  bituminous  coal)  of  Cretaceous  or 
Tertiary  age.  They  are  widely  distributed, 
(1)  in  what  may  be  termed  the  '  Pacific  Border- 
lands '  (N.W.  i^merica,  Japan,  Australia,  New 
Zealand,  and  the  E.  Indies);  (2)  in  regions 
adjacent  to,  or  in  continuation  with,  the  Gulf 
of  Mexico;  and  (3)  in  regions  north  of  the 
Mediterranean,  including  the  Central  European 
Plain.  Cretaceous  coals  of  the  lignite  class  occur 
over  a  large  area  between  late.  49°  and  43°  N. 
and  long.  100M07**  W.  (the  states  of  N. 
Dakota,  Montana,  and  Wyoming)  in  N.  America. 
Lignites  occur  also  in  Canada  (Manitoba,  Alberta, 
and  Saskatehewan) ;  whilst  there  are  enormous 
deposits  of  brown  coal  in  Australia  (Victoria) 
of  great  potential  value.  Indeed  the  total 
thickness  of  the  Gippsland  deposits  at  Morwell 
(Victoria)  amounts  to  about  780  ft.  of  coal 
within  1000  ft.  of  the  surface;  and  it  is 
anticipated  that  before  long  not  only  will  the 
City  of  Melbourne  derive  the  whole  of  its 
electric  power  from  them,  but  also  that  the 
Victorian  State  Railways  will  be  worked  electri- 
cally from  them.   Classified  according  to  external 
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oharacten  and  geologioal  age,  lignites  are  usually 
divided  into  (1)  woody  or  fibrous  brown  ooal, 
with  a  distinct  ligneous  straoture;  (2)  earthy 
lignite  devoid  of  oiganio  structure  and  easily 
powdered;  (3)  common  brown  coal,  with  a 
slatey  cleavage  and  dark-brown  colour,  eg. 
Bove^  coal ;  and  (4)  bituminous  lisnite,  pitch 
black  in  colour,  and  having  a  conohoidal  fracture. 
Up  to  the  outbreak  of  Qie  war  lignites  were, 
relatively  speaking,  of  little  economic  import- 
ance except  in  Qermany  and  Austria-Hungary, 
where  (in  1913)  87*1  and  27*4  million  tons 
respectively  were  nused  for  home  consumption. 
The  war  has,  however,  greatly  enhanced  the 
importance  of  lignites,  m)th  as  fuels  and  as 
the  raw  materials  for  the  manufacture  of  motor 
spirit,  fuel  oils,  waxes,  &c.,  by  low  temperature 
instillation  processes,  the  carbonaceous  residue 
from  which  may  be  briquetted  after  admixture 
with  a  pitch  'binder.'  Freshly-mined  lignites 
may  contain  up  to  60  p.o.  of  water,  whicn,  on 
air-drying,  is  usually  reduced  to  between  10  and 
20  p.c. :  many  varieties,  when  completely  dried, 
orumble  to  powder,  wldch,  however,  may  be 
again  consolidated  into  a  serviceable  block  fuel 
by  pressure.  The  ash  content  usually  varies 
between  6  and  16  p.c.,  but  may  run  considerably 
higher.  The  composition  of  the  dry  '  ashless  ' 
fuel  varies  between  the  following  hmits :  C^* 
60-76,  H=6,  0=19-34,  N==0-6-l-6  p.c.,  and 
it  has  a  calorific  value  of  6000-7000  E.0.U8.  per 
kilog.  Idffnite  bums  with  a  very  long  smoky 
flame,  ana  is  generally  non-caking  {i.e.  it  does 
not  yield  a  coherent  coke) ;  it  ia  lurgely  used  in 
Germany  and  Austria  for  firing  boifers,  and  for 
the  heating  of  eva^rating  pans,  the  better 
qualities  bem^  sometimes  uroa  for  metaHurfldcal 
purposes.  lake  peat,  it  may  be  gasified  in 
producen.  W.  A.  Bone  has  described  a  heat 
treatment  of  dry  lignites  and  brown  coals 
at  temperatures  below  400°  0.  whereby  a 
considerable  condensation  in  their  oelluioflic 
or  humic  constituents  mav  be  effected,  with 
simultaneous  elimination  ox  H.O  and  OOt,  but 
without  any  expulsion  of  either  H  or  hydro- 
carbons, which  may  be  employed  to  enhance 
their  fuel  values  (Proo.  Royal  Soc.  1921,  A.  99. 
p.  236). 

Bitmninous  eoal.  This  term  is  applied  to  a 
whole  series  of  *  flaming '  coals  of  Fnmary  or 
Mesozoio  origin,  and  it  includes  all  the  economi- 
cally important  coals  except  anthracites.  More 
than  90  p.0.  of  the  worid*s  total  output  of 
1260  million  tons  of  coal  in  1913  (including 
anthracites,  but  excluding  lignites)  was  due  to 
six  countries  (United  States  662*6,  Great 
Britain  287*4,  Germany  191'6,  France  40'1, 
Russia  28*8,  and  Belgram  22*8  million  tons 
respectively).  Taking  a  series  of  nine  quin- 
quennial averages  over  the  period  1870-1914 
inclusive,  the  output  of  coal  in  Great  Britain 
has  increased  from  121*6  to  268*2  million  tons 
per  annum,  whilst  the  annual  consumption  per 
head  of  population  has  increased  from  3*6  to 
4*3  tons.  It  is  estimated  that  the  available 
supplies  within  4000  feet  of  the  surface  in  Great 
Bntain  amount  to  about  680  times  her  output 
in  1913. 

In  1920  only  229*3  million  tons  of  coal  were 
raised  in  Great  Britain,  at  an  average  pithead 
cost  of  34tf.  Hd.  per  ton,  or  almost  exactly  four 
times  the  oonesponding  pre-war  figure.     The 


amount  of  coal  raised  per  person  employed 
at  British  minea  had  fallen  from  269  tons  per 
annum  in  1913  to  only  190  tons  per  annum 
in  1920. 

According  to  the  Report  upon  the  World's 
Coal  Resources  issued  by  the  International 
Geological  Gongi^ss  in  1913,  the  total  possible 
and  probable  reserves  of  coal  of  all  kinds 
(anthracite,  bituminous,  and  lignites)  within 
6000  feet  of  the  surface  amount  to  about  6000 
times  the  present  total  annual  consumption. 
Of  these  reserves,  6*76  p.c.  are  anthracites 
(mainly  in  China),  62*76  p.c.  are  bituminous 
coal,  and  40*6  p.c.  are  sub- bituminous  (lignites 
and  Tertiary  brown  coals).  61*8  n.c.  occur  in 
the  United  States,  16*4  p.c  in  Canada,  13*6 
p.c.  in  China,  6*7  p.c.  in  the  then  Crennan  Empire, 
2*6  p.o.  in  Great  Britain,  2*3  p.c.  in  Siberia, 
and  2*2  p.c.  in  Australia.  South  America  and 
Africa  are  relatively  devoid  of  coal-fields. 

For  commeroicJ.  purposes,  bituminous  coals 
are  classified  accordmg  to  their  suitability,  or 
otherwise,  for  certain  specific  economic  ends, 
e.g.  steam  raising,  furnace  firing,  gas  making, 
manufacture  of  dense  metallurgiciQ  coke,  and 
the  like.  The  usefulness  of  any  given  coal  for 
a  particular  purpose  depends  principally  upon 
(1)  its  content  of  *  volatiles '  expelled  at  OOO''- 
1000'^,  which  largely  determines  the  length  and 
character  of  the  flame  emitted  during  vigorous 
combustion;  and  (2)  the  character  of  the 
carbonaceous  residue  after  the  *  volatiles  *  have 
been  expelled  at  high  temperature,  which 
doubtless  in  part  depends  upon  the  nature  and 
mode  of  decomjKwition  of  a  certain  '  cementing  * 
constituent  of  the  coal,  and  partly  also  upon 
the  character  (fusibility)  of  the  mineral  ash  asso- 
ciated with  it.  For  economic  purposes,  Percy 
proposed  to  class  bituminous  coals  as  (1)  non- 
caking,  free  burning,  rich  in  0 ;  (2)  caking ; 
and  (3)  non-caking,  rich  in  C.  Several  dassifica- 
I  tions  have  been  proposed  based  upon  the 
'  ultimate  composition  of  the  dry  and  ashless 
I  coals.  One  ox  the  most  useful  is  that  generally 
attributed  to  the  French  metallurgist  Grfiner, 
but  in  reality  due  originally  to  R^gnault.  In 
.  a  modernised  form  it  is  as  the  table  on  p.  266. 
Some  authoricies  regard  the  R^gnault-Grnner 
classification  as  defective,  in  that  it  is  based 
chiefly  on  the  'oxygen*  content  of  the  coal, 
which  bears  all  the  analytical  errois,  and  also  in 
that  it  underrates  the  importance  of  hydrogen. 
C.  A.  Seyler,  as  the  result  of  a  special  study  of 
the  coals  of  South  Wales,  has  proposed  a  chemical 
classification  based  upon  the  percentages  of 
I  carbon  and  hydrogen  in  the  pure  coal  substance, 
and  dependent  on  (1)  the  hydrogen  content, 
I  and  (2)  the  C/H  ratio,  as  follows  :•— 


Genus 


P.O.  H 


Ratio  C/H 


1. 

2. 
3. 

4. 

5. 

Anthraoitio  . 
Carbonaceous 
Remi-bituminous   . 
Bituminous  . 
Perbituminous 

under  4*0 
4*0-4*6 
4*6^*0 
5*0^*8 

over  6*8 

over  22  0 

20-3-23-36 

16*e-20*4 

14-6-18-2 

12*9-14*7 

The  U.S.  Geologioal  Survey,  independently  of 
8eyler*8  work,  have  also  adopted  the  C/U  ratio  ^ 
the  best  available  basis  for  the  purpose  of  scientific' 
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Thb  Reonault-Gbuneb  Classification  of  Goals  (as  Rbvisbd  by  the  Authob). 


1 

Chief  0808 

Percentage  composition 

P.C. 

voUtUes 

at 
900«C. 

P.c. 
fixed 
carbon 

Character  of 

Genus                Claas 

C 

H 

O+N+8 

carbonaooons 
residue 

Li^itee       Non-caking 

— 

60 
to 
76 

about 
6-0 

20 
to 
36 

above 
46 

40 
to 
46 

below 
56 

Non-coherent 
Non-coherent   , 

''[I]    Non- 
caking 
long  flame 

Beverberatory 
furnaces 

76 
to 
80 

4-6 
to 
6-6 

16 
to 
20 

65 
to 
60 

B. 

1  [2]  Gaking 
long  flame 

|80 
Oas-making     ,  to 

|86 

about 
6-6 

10 
to 
16 

32 
to 
40 

60 
to 
68 

Very  porous 
coke 

Dense  coke 

Bituminous 

[3]    Hard 
coking 

84 

Cokemanufacture*  to 

i  89 

6-0 
to 
6-6 

6-6 

to 

11-0 

26 
to 
32 

68 
to 

74 

[4]    Hard 
coking 
short  flame 

Goke  manufacture   88 

and              to 

Steam  raising       90 

4-6 
to 
5-6 

6-6 
to 
6-6 

18 
to 
26 

74 
to 
82 

Very  dense  coke 

B.C. 
Semi- 
bituminous 

Non-caking 
short  flame 

90 

Steam  raising       to 

j92 

4-0 
to 
4-6 

4-0 
to 
6-5 

15 
to 
20 

80 
to 

86 

Weakly  caking 
or  non-coherent 

G. 
Anthracitic 

and 
Anthracites 

[1]  Anthra- 
citic 
non-caking 

Steam  raising 

92 
to 
94 

30 
to 
40 

3-0 
to 
4-6 

8 
to 
16 

below 
8 

«6 
to 
92 

Pulverulent 

j 

[2]  Anthra- 
cites 
non -caking 

Domestic  and 

central  heating ; 

malting  kilns 

above 
92 

All  the  numerical  data  in  the  above  table  refer  to  the  dry  ashless  coal. 


olassification.  It  is,  however,  clear  that,  pending 
a  much  fuller  knowledge  than  we  now  possess 
respecting  the  proximate  constituents  of  coal, 
neither  of  the  above  classifications  can  be 
considered  satisfactoiy  in  any  final  sense. 

In  the  selection  of  a  coal  for  anv  particular 
purpose,  the  following  points  should  be  borne 
in  mind  :  (1)  the  beet  gcLs  coeds  *  are  those  in 
which  the  ratio  0 :  H  is  approximately  2:0;  they 
yield  from  30  to  38  p.c.  *  volatiles  *  (reckoned 
on  the  dry  ashless  coal),  and  a  fairly  porous  coke 
of  no  great  strength ;  (2)  the  best  '  coking 
coals '  usually  viela  between  20  and  30  p.c.  of 
*  volatiles,'  and  are  strongly  caking ;  the  best 
'  steam  coals  '  yield  less  than  20  p.c.  of  volatiles, 
are,  as  a  rule,  non-caking  and  smokeless,  or 
nearly  so  in  their  combustion;  (4)  for  *  gas- 
producer*  purposes  it  is  desirable  that  a  coal 
should  be  non-caking,  and  have  an  infusible 
ash.  The  cakine  properties  of  a  coal  depend 
upon  its  contaimng  certain  organic  compounds 
(extractable  by  means  of  pyridine)  which 
decompose  when  heated,  yielmng  *  volatiles ' 
and  a  small  amount  of  a  pitch-like  cement  which 
acts  as  a  binding  materisil  in  the  resultant  coke  ; 
ceteris  paribiLs,  a  caking  coal  with  a  fusible 
ferruginous  ash  will  yield  a  stronger  coke  than 
one  of  similar  age  and  composition  with  a 
hiffhly  silicious  ash.  Non-caking  or  feebly 
caking  coals  are  either  (1)  those  of  greatest  age, 
high  in  carbon  and  low  both  in  oxygen  and 


I  '  volatiles  ' ;   (2)  those  of  comparatively  recent 

origin,  with  a  high  oxygen  content :  or  (3)  those 

,  from   '  oxidised     seams   which  have  at  some 

period  been  exposed  to  atmospheric  influence. 

I  Variations  in  the  thickness  of  the  overlying 

I  strata  seem  to  influence  the  coking  properties 

>  of   a    weakly   caking   coal-seam.    For   coking 

purposes,  it  is  often  advantageous  to  mix  a 

weaJdy  caking,  short-flame  coal,  rich  in  carbon, 

with  one  which  cakes  well  but  yields  much  gas. 

Finally,  it  should  be  observed,  that  a  cakins 

coal  loses  its  coking  properties  on  prolonged 

exposure  to  the  atmosphere. 

Besides  the  elements  already  referred  to, 
coal  (ashless)  contains  two  others  of  importance, 
viz.  nitrogen  and  sulphur.  The  nitrogen, 
although  present  to  an  extent  of  between  1  and 
2  p.c.  only,  is  of  great  economic  value,  since  it  is 
the  source  of  96  p.o.  of  the  world's  entire  output 
of  ammonium  salts.  As  the  results  of  exhaustive 
tests  upon  some  80  Scottish  coals  (N=0*916~ 
■  1-873  p.c)  at  the  Provan  Gasworks,  Glasgow,  it 
has  been  found  that  imder  the  conditions 
prevailing  during  distillation  in  a  modem  gas 
retort,  aoout  68*3  p.c.  of  the  total  nitrogen 
remains  in  the  coke,  19*6  p.c.  appears  as  N  in 
the  gas,  17*1  p.c.  is  obtained  as  ammonia, 
3*9  p.c.  passes  as  organic  bases  into  the  tar,  and, 
finally,  1*2  p.c.  is  evolved  as  cyano-  compounds. 
Also,  as  the  results  of  coking  a  Durham  coal 
containing  1  '67  p.c.  N  in  Otto  Hilgenstock  ovens 


FUEL. 


267 


at  Blayden-onTyne,  A.  Short  (J.  Soc.  Chem. 
Ind.  1907,  681)  found  that  43*31  p.o.  of  the 
N  remained  in  the  coke,  16'16  p.o.  waa  recovered 
as  NH„  2-98  p.c.  appeared  in  the  tar,  1*43  p.c. 
as  oyano  compounos,  the  remaining  37*12  p.c. 
representing  N  in  the  gas.  The  temperature  at 
wnioh  the  oYolution  of  ammonia  begins  when 
coal  is  heated  seems  to  depend  on  its  geological 
sffe.  Carrick-Anderson,  and  Roberts  (J.  Soc. 
Chem.  Ind.  1899,  1099)  give  333°  as  the  lowest 
temperature  for  NH,  evolution  from  a  young 
gas  coal,  and  state  that  with  coal  of  an  older 
type  it  may  rise  to  about  480".  Hilgenstock  has 
found  that  the  principal  evolution  of  NHg 
occurs  after  the  caking  stage  of  the  distilla- 
tion has  set  in.  M.  G.  Chnstie  (Inaug.  Diss. 
Aaachen,  1908),  in  an  investigation  upon  peat, 
gas  coals,  and  anthracites,  has  shown  that 
evolution  of  NH,  begins  at  about  360^  in  the 
case  of  a  gas  coal,  and  at  460**  in  the  case  of 
anthracites,  and  that  the  principal  evolution 
occurs  between  600°  and  700° ;  according  to 
Christie,  also,  that  part  of  the  N  which  remains 
in  the  coke  is  present  in  an  extraordinary  stable 
*  nitride  *  form,  and  is  only  slowly  expelled  as 
the  temperature  is  raised  from  900°  to  1900°. 
*From  this  it  would  appear  that  the  N  is  present 
in  at  least  two  distinct  forms,  viz.  (i.)  as  organic 
compounds  which  decompose  at  a  temperature 
below  900°,  and  (ii)  in  a  stable  '  nitride  *  form. 
Harger  (J.  Soc.  Chem.  Ind.  1914,  389)  has 
Bu^ested  that  the  *  amraonia-yieldinff '  N 
exists  in  a  side  chain  in  the  parent  molecule, 
whilst  the  more  stable  *  fixed  nitrogen  *  is 
present  in  some  ring  formation. 

Sulphur  must  always  be  considered  as  a 
deleterious  element  in  coal ;  it  appears  in  three 
forms,  namely,  (i.)  as  pyrites  %S, ;  (ii.)  as 
sulphates  (c^um) ;  and  (iii.)  as  *  organic^ 
sulphur.  Although  partly  expelled  (chiefly  as 
H,S,  CSs,  and  thiophen)  on  distillation,  the 
sulphur  is  laxvely  retained  (chiefly  as  FeS  and 
Cao)  in  the  coke ;  it  is  impossible  to  produce  a 
coke  low  in  sulphur  from  a  coal  whose  ash  is 
rich  in  Fe,  Ca,  or  Mg  compounds.  According 
to  A.  Short  (/.c),  in  cakins  a  Durham  coal 
containing  0*824  p.c.  S,  in  by-product  ovens, 
72*6  p.c.  of  the  S  remained  in  the  coke,  24*0  p.c. 
was  evolved  as  H^S,  1*46  p.c.  passed  into  the 
tar,  the  remaining  2  p.c.  being  accounted  for  as 
gaseous  products  other  .than  H^S. 

OmJ,  when  freshly  mined,  may  contain  much 
water  (*pit  water')  and  some  occluded  sas. 
Most  of  tne  water  is  rapidly  lost  on  air  di^ng, 
whilst  the  remainder  (usually  some  2-3  p.c.)i>B 
completely  lost  at  106°.  The  occluded  gas  may 
be  withdrawn  by  continued  exhaustion  at  the 
ordinary  temperature;  from  a  Durham  coal 
(Hutton  seam)  Bedson  obtained  1-6  c.c.  of  gas  per 
nam  of  coal;  the  gas  contained  CO.=4'36, 
CH4=7M6,  C,H,=6*66,  0=2*80,  and  N 
=16*06  p.c.  From  a  Lancashire  coal  (Lower 
Mountain  Mine),  R.  V.  Wheeler  obtained  1*376 
O.C.  of  gas  per  gram,  containing  NH,=0'6, 
H,8=0*6,  C,H4=0-4,  C0=2*l.  C,H.=8*10, 
CH4=80*36,  0=0*4,  and  N=7*66'p.c. 

The  mineral  ash  in  coal  varies  greatly  in 
amount,  colour,  composition,  and  fusibility.  A 
distinction  must  be  drawn  between  the  heavier 
mineral  matter,  'dirt'  (pyrites  sp.gr.  6*0, 
shale  sp.^.  2*6,  and  gypsum  sp.gr.  2*3),  often 
mixed  with  freshly  mined  smaU  coiJ  (sp.ffr. 
Vol.  111.-2'.  ^^^ 


1*2-1*3)  from  which  a  separation  can  be  effected 
by  mechanical  washing,  and  the  true  or  *  fixed  ' 
ash  of  the  coal,  which  is  disseminated  throughout 
its  entire  mass,  and  cannot  be  so  removea.  A 
pure  white  ash  which  the  writer  once  obtained 
m>m  an  Australian  coal  contained  63*4810^, 
44*0Al,O„  together  with  some  2  p.c.  only  of 
lime  and  the  merest  traces  of  ferric  oxide. 
Usually  the  ashes  of  coals  contain,  in  addition 
to  Al^Os  and  SiOj,  variable  proportions  of 
CaO,  MgO,  Fe,0„  and  SO,  (chiefly  as  CaSO«) ; 
the  colour  varies  *from  cream  or  light-buff  to 
red-brown,  according  to  the  iron  content,  and, 
as  a  rule,  the  fusibility  increases  with  the  darken- 
ing colour.  The  ashes  of  a  typical  Lancashire 
coal  will  contain  Si0,=25-40,  AlsOj=19-28, 
Fe,0,=22-32,  CaO=3-16,  MgO  up  to  3*6,  and 
SO, =3-^  p.o.  A  fusible  ferruginous  ash  is  a 
constant  and  prolific  source  of  clinkering  troubles 
in  furnaces  and  gas  producers.  According  to 
J.  T.  Dunn  the  melting-point  of  a  coal  ash 
may  vary  between  1000°  and  1500°  C.  (or  even 
higher)  according  to  its  chemical  composition ; 
and,  although  no  general  law  can  yet  be  formu- 
lated, the  m.p.  usually  rises  as  the  relative  total 
mdecukur  proportion  of  basic  oxides  to  silica 
diminishes  (Joum.  Soc.  Chem.  Ind.  1918,  37, 
p.  171). 

Whibt  the  majority  of  organic  solvents 
(ether,  alcohol,  chloroform,  benzene)  have  but 
little  effect  upon  coal,  Bedson  has  called 
attention  to  the  remarkable  solvent  action  of 
pyridine  (bjp.  114*6°)  (J.  Soc.  Chem.  Ind.  1908, 
27,  147).  The  coal  should  be  ground  so  as  to 
pass  through  a  sieve  of  1000  apertures  per  sq. 
in.,  then  mixed  with  sand  and  extracted  with 
the  solvent  in  a  Soxhlet  apparatus.  The 
residual  carbonaceous  material  is  always  quite 
devoid  of  coking  properties. 

The  pyridine  solutions  so  obtained  are  dark 
brown  in  colour,  with  sometimes  a  green  fluores* 
oenee,  and  the  proportion  of  the  coal  substances 
extracted  ranges  from  practically  zero  in  the 
case  of  anthracites  up  to  between  36  and  40  p.c. 
in  the  case  of  a  good  gas  coal.  The  extract 
remaining  after  the  solvent  has  been  drawn  off  is 
a  chocolate-brown  amorphous  solid,  which  on 
ignition  decomposes  with  intumescence,  yielding 
a  large  proportion  of  *  volatiles,'  and  a  swollen 
residue  of  coke.  From  Bone  and  Sarjant's  re- 
searches it  would  appear  that  in  order  to  obtain 
any  reliable  results  with  a  series  of  coals  by  the 
Soxhlet  extraction  method,  attention  must  be 
paid  to  the  purity  of  the  pyridine,  and  especially 
to  its  beinff  anhydrous,  and  that  the  whole  oper- 
ation should  be  carried  out  in  an  inert  atmosphere 
of  nitrogen.  Other  organic  bases,  such  as  ani- 
line (b.p.  184°)  and  quinoline  (b.p.  238°)  have  a 
simihur  solvent  action  to  pyridine,  and  in  general 
the  higher  the  b.p.  the  greater  and  more  rapid 
the  action.  Phenol  also  will  extract  (at  100°) 
considerable  proportions  of  the  coal  substances. 
Mention  should  also  be  made  of  the  recent  work 
of  F.  Fischer  and  W.  Gluud  upon  the  solvent 
action  of  benzene  upon  coals  at  temperatures 
and  pressures  (288°  and  60  atmos.)  approximating 
to  the  critical  constants  of  the  solvent. 

The  work  of  R.  V.  Wheeler  and  Burgess  upon 
the  volatile  constituents  of  coal  (Chem.  Soc. 
Trans.  1910,  97,  1918;  1911,  99,  649;  1914, 
105,  131)  has  thrown  an  interesting  light  upon 
the  chemical  nature  of  coaL    The  behaviour  of 
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anthnioitic,  semi-bitununous,  and  bituminous 
coalfl  at  definite  temjDeratuies  between  100° 
and  1100°  was  carefully  investiffated ;  it  has 
been  established  (1)  that  *ooduded'  gases, 
mainly  higher  parafiSns,  are  evolved  in  small 

auantities  up  to  100°  or  even  200° ;  (2)  that 
iiere  is  a  copious  evolution  of  water  (*  water  of 
constitution  )  beginning  at  about  200°  and 
continuing  up  to,  and  probably  beyond,  450° ; 
(3)  that  between  270°  and  300°  H^S  is  freely 
evolved,  after  which  olefines  (higher  than 
C,H«)  appear  up  to  350° ;  (4)  that  a  *  critical 
point '  is  reaohM.  about  350°,  which  is  marked 
Dv  a  rapid  increase  in  the  gas  evolution  and 
the  appearance  of  much  viscous  oil;  (5)  that 
up  to  450°  or  500°  higher  parafiSns,  0,H«,  0,H„ 
0«Hio>  &o-f  M  wdQ  as  methane,  are  con- 
spicuous decomposition  products,  whereas  H 
is  produced  in  very  smaU  quantity;  (6)  that 
the  evolution  of  paraffins  ceases  entirely  at 
about  700°,  the  absolute  amount  of  CH«  reaching 
a  maximum  at  800°-000° ;  and  (7)  that  between 
700°  and  800°  theire  is  a  '  critical  point '  above 
which  the  evolution  of  H  abruptly  and  rapidly 
increases.  It  has  been*shown  by  D.  T.  Jones 
and  Wheeler,  Pictet  and  Bouvier,  as  well  as 
by  Bone  and  his  collaborators,  that  the  low- 
temperature  tars  obtained  on  distilling  coal 
up  to  temperatures  of  600°  or  600°  consist 
chiefly  of  hydrocarbons  of  the  naphthene 
(0,|H|||)  and  hydroaromatic  series,  together  with 
some  paraffins,  but  not  benzene  or  its  homo- 
logues.  Certain  hjrdroxy  compounds,  such  as 
hexahydro-7>-ore8ol  CfHi^O,  as  well  as  a  series 
of  homologoils  phenohc  bodies,  including 
C,H,.0  (b.p.  186°-190°),  C,H„0  (b.p.  198°- 
200°),  C,.H,40  (b.p.  213°-215°),  and  CnH„0 
(b.p.  226^28°)  have  been  identified  in  such 
low-temperature  tars.  The  results  of  a  large 
number  of  investigations  carried  out  in  recent 
yean  by  British,  I^nch,  and  American  chemists 
all  point  to  the  conclusion  that  the  *  ash-free ' 
ooaf  substance  is  a  conglomerate  of  (a)  celluloeic 
degradation  products,  (o)  nitrogenous  compounds 
of  vegetable  proteid  origin,  and  (c)  resinic  | 
bodies  derived  from  Rums,  waxes,  resins,  &c.,  I 
in  the  original  vegetable  dBnit  from  which  the  ! 
coal  was  formed.  Up  to  recently,  it  has 
generally  been  supposed  that  the  coldng  pro- 
pensities of  ooab  are  mainly  due  to  their  resmic  ■ 
constituents;  but  this  has  been  disproved  by  < 
Bone  and  co-workers,  who  have  shown  that  the  j 
main  cause  of  coking  are  certain  types  of  humic  { 
bodies  whose  softening  or  melting  points  lie 
below  the  temperature  at  which  active  decom- 
position sets  in.  For  a  complete  discussion  of  | 
the  chemistry  of  coal,  vide  '  Coal  and  its  Scientific 
Uses,'  by  W.  A.  Bone  (1918).  i 

When  bituminous  coal   is   charged   into   a 
hot  furnace,  it  first  of  all  undergoes  a  process  of  ; 
destructive  distillation ;  its  least  stable  resinous 
constituents  decompose,  and  hydrocarbons  are  ! 
freely  evolved,  which,  on  partial  oxidation  or 
secondary  decomposition,  give  rise  to  carbon, 
together  with  minute  quantitieB  of  dense  tarry 
vapotuns  (smoke)  which  axe  difficult  to  bum, 
except  in  an  abundant  air  supply  and  at  hiffh 
temperatures.    The  residual  *  semi-oarbonisca  ' 
fuel,  being  raised  to  incandescence,  is  burnt  by 
the  air,  which  is  drawn  in  through  the  grateL 
If »  as  in  intermittent  stoking,  the  furnace  be  ! 
cooled  by  a  sudden  inrush  of  cold  air  during  the  I 


introduction  of  a  fresh  charge  of  fuel,  smoke  will 
be  freely  evolved.  The  production  of  smoke  may 
be  greatly  reduced  by  the  adoption  of  continuous 
mechanical  stoking,  especially  if  it  be  on  the 

*  under-feed  *  principle,  or  by  making  the 
mixture  of  *  smoke '  and  hot  air  impinge  upon 
an  incandescent  fireclay  surface ;  the  introduc- 
tion of  a  pre-heated  secondary  air  supply  near 
or  at  the  fire- bridge  of  the  furnace  will  often 
diminish  smoke.  It  is  never  possible  to  bum 
coal  in  a  furnace  with  the  theoretical  quantity 
of  air;  thus  1  lb.  of  coal  containing  0=80*0, 
H«5-5,  S=0'9,  N»l*5,  0»5-0,  and  ash 
=7'0  p.c.,  would,  theoretically,  require  136*0 
cub.  ft.  of  dry  air  at  15°  and  760  mm.  for  com- 
plete combustion,  and  the  cooled  gaseous  pro- 
ducts would  contain  18*2  p.c.  CO,.  It  rarely 
hanpens,  however,  that  the  CO^  content  in  the 
cooled  chimney  gases  from  a  coal-fired  furnace 
exceeds  13*0  p.c.,  and  the  more  usual  proportion 
is  from  8*0  to  10*0  p.c.  In  large  boiler  instal- 
lations, the  adoption  of  mecmuiical  stokins, 
together  with  automatic  instruments  for  record- 
ing the  temperature  and  CO^  content  of  the 
chimney  gases,  will  be  found  conducive  to  fuel 
economy.  E.  J.  Constam  and  P.  Schlapfer  of 
the  Zurich  Prufungsanstalt  fur  Brennstoff,  as  • 
the  result  of  exhaustive  boiler  trials  with  many 
different  coals,  conclude  that  those  yielding 
between  16  and  23  p.c.  of  *  volatiles  *  (referrea 
to  dry  ashless  fuel)  have  the  ffreatest  steam- 
raising  values ;  ■  with  coals  yielding  a  high, 
porcentage  of  *  volatiles,'  there  is  an  excessive 
loss  on  account  of  their  incomplete  combustion ; 
whilst,  on  the  other  hand,  with  a  coal  low 
in  *  volatiles,*  and  which,  therefore,  yields  a 
large  percentage  of  coke  in  the  boiler  furnace, 
a  considerable  excess  of  air  must  be  used  in 
order  to  maintain  combustion  at  a  rate  sufficient 
to  ensure  rapid  evaporation  in  the  boiler,  and 
this  means  an  excessive  loss  as  sensible  heat  of 
the  chimney  gases.  In  trials  on  a  marine  boiler 
with  coals  yielding  between  16'5  and  19' 1  p.c. 

*  volatiles,'  evaporating  about  3*6  lbs.  of  water 
per  sq.  ft.  of  heating  surface  per  hour,  between 
73*7  and  75*1  p.c.  of  the  heat  of  combustion  of 
the  fuel  was  transmitted  to  the  water,  about 
20  p.c.  was  lost  in  the  chimney  gases  (at  276°- 
303  ),  partly  as  sensible  heat  and  partly  as 
unbumt  gases,  another  3-3*4  p.c.  was  lost  in 
the  ashes,  the  balance  representing  radiation 
losses  (Zeit.  des  Ver.  deut.  Ingenieure,  1909, 
1857).  In  trials  on  a  goods  locomotive  on  the 
Fumees  Railway,  fired  with  Yorkshire,  Lanca- 
shire, Cumberland,  Scotch,  and  Welsh  coals,  the 
average  boiler  efficiency  reported  was  74*5  p.c. 
for  an  averace  evaporation  of  8*65  lbs.  of  water 
per  sq.  ft.  of  heating  surface  (Pettigrew,  Jour, 
iron  and  Steel  Inst.  1903,  ii.  206).  In  coal- 
fired  Lancashire  boilers  the  efficiency  realised 
rarely  exceeds  70  p.c,  and  is  sometimes  much 
lower. 

Anthraeite  is  the  ultimate  product  of  the 
conversion  of  vegetable  matter  into  coal.  Its 
average  composition  is  91*29  C,  2*91  H,  2*75 
0+N,  3-05  ash.  The  percentage  of  N  varies 
from  0*58  to  2*85  ;  that  of  sulphur  from  0*63  to 
1  *0.  Anthracite  is  hard  and  orittie ;  it  has  a 
sub-metallic  lustre,  a  conchoidal  fracture,  and  a 
ap.gr.  of  1 '35-1*7.  It  bums  with  a  smokeless 
flame.  Some  varieties  {eg,  Welsh  anthracites) 
decrepitate  considerably^  even  when  gradually 
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heated.    This  property  is  not  eidiibited  by  the 
anthracites  of  Fennsylvania. 

2.  Carhonised  Fuels. 
Wood  ehareoaL  When  wood  is  heated  to 
200^  without  access  of  air,  it  remains  unaltered, 
at  220""  it  becomes  brown,  and  at  270'*-300*'  it 
suffers  decomposition,  torrefied  wood  or  Roth- 
hdU  being  formed.  At  350*^  it  is  resolved  into 
volatile  products  and  a  fixed  residue  of  charcoal. 
Qood  charcoal  produced  at  360''-400°  is  porous, 
black,  sonorous  when  struck,  has  a  conohoidal 
fracture  and  a  ligneous  texture.  It  bums  with- 
out smoke,  and  in  separate  pieces  without  flame. 
Its  sp.ffr.,  exclusive  of  pores,  is  1*6-2;  inclu- 
sive of  pores,  0*2-0*36  in  soft  charcoal,  and 
0*36-0*6  in  hard.  Dry  charcoal  contains  on 
an  average  90  C,  3  H,  and  7  O.  After  storing, 
it  contains  70*46  C,  1*68  H,  131  O,  1  ash,  13^6 
moisture  and  sases.  The  usual  percentage  of 
ash  is  3-4.  Tne  carbonisation  or  dry  distilla- 
tion of  the  wood  may  be  effected  in  the  open 
air  in  circular  piles  or  stacks  (Meiler),  proviaed 
with  a  yielding  cover ;   in  rectangular  piles ;  in 

Eits  (the  most  primitive  method) ;  in  kilns  of 
rick  or  stone ;  or  in  iron  retorts  heated  exter- 
nally (method  used-in  the  manufacture  of  gun- 
powder and  of  pyroligneous  acid).  The  yield  of 
charcoal  varies  with  the  nature,  age,  and  con- 
dition of  the  wood,  and  with  the  method  of 
carbonisation,  from  31  p.o.  by  volume  (branch- 
wood  of  fir)  to  80  (IQBS  of  the  same)t  In 
Sweden,  67  p.c.  of  the  v^ume  of  the  wood  was 
obtained  in  piles  in  which  the  wood  was  stacked 
vertically,  and  76  when  stacked  horizontally. 
The  yield  by  weight  ranges  from  16  to  28  p.c. 
The  more  slowly  the  charring  is  effected,  the 
greater  will  be  the  yield  of  charcoal.  Charcoal 
IS  an  excellent  fuel  for  metalluigical  purposes 
on  account  of  its  low  percentage  of  ash  and  its 
high  calorific  power. 

Peat  eharooal  is  very  friable  and  porous,  and 
consequently  difficult  to  use  in  metalluigical 
operations.  When  sufficiently  coherent,  and 
vmen  the  percentage  of  Vfi^  is  low,  it  may  be 
used  in  low,  small  furnaces.  The  carbonisation 
may  be  effected  in  o|>en  kilns,  in  pits,  or  in 
ovens  in  which  the  air  for  combustion  passes 
from  above  downwards,  or  by  external  finng  in 
closed  vessels,  in  order  to  enable  the  volatile 
products  of  distillation  to  be  collected.  Peat 
charcoal  is  easily  kindled,  and  has  a  calorific 
power  of  6600-7000  cals.  It  is  not  adapted  for 
iron  making,  but  may  be  used  advantageously 
for  sas  furnaces,  on  account  of  the  large  size  of 
the  lumps,  absence  of  clinker,  and  the  fact  that 
the  ash  readily  falls  through  the  bars. 

Coke  is  the  solid  product  of  the  carbonisation 
of  coaL  It  varies  considerably  in  external  cha- 
racter. For  metallurgical  purposes,  the  best 
coke  is  compact,  heavy,  homogeneous,  with 
briffht  light-grey  surface.  It  contains,  besides 
carbon  and  ash,  small  quantities  of  hydrogen 
(0*2-112  p.c.),  oxygen  (traces  and  uf)  to  8  p.c.), 
nitrocen  (0*4-1*6  p.c.),  and  *  organic  *  sulphur 
(total  S=0'8-1'8  p.c.).  The  best  cokes  contain 
upwards  of  90  p.o.  G,  and  less  than  8  p.c.  ash, 
and  should  have  a  metallic  ring.  Coke  is  only 
slightly  hydroscopic,  and  when  thoroughly  dried 
does  not  absorb  more  than  1-2  p.c.  of  moisture 
from  moist  air.  The  moisture  m  coke  put  on 
the  market  should  not  exceed  3  p.c.  The  calorific 


value  of  dry  coke  containing  90  p.c.   C  and 
0*6  p.c.  H  is  about  7460  K.C.U.  per  kUog.  (cf. 

GOKB  MAl^UFACTUBE). 

Semi-Coke  (coalite)  is  the  name  given  to 
the  carbonaceous  residue  got  by  carbonising  a 
sas  coal  at  low  temperatures  (460*'-600°). 
Various  attempts  have  been  made  within  recent 
years  to  manufacture  in  this  way  a  satisfac- 
tor^  smokeless  fuel  for  domestic  use,  the  chief 
difficulty  being  to  produce  on  a  large  enough 
scale,  and  at  a  price  comparable  with  that  of 
raw  coal,  a  fuel  capable  oi  being  economically 
transported  by  raiL  Attempts  have  been  made 
to  overcome  this  difficulty  by  either  compreeeing 
the  product  whilst  it  is  still  hot  and  in  a  pasty 
or  intumescent  condition,  or  by  briquetting  it 
with  a  suitable  binder.  A  complete  solution  of 
the  low-temperature  distillation  problem  would 
not  only  M  the  best  and  most  economical 
means  of  abolishing  the  domestic  smoke  nuis- 
ance, but  would  also  make  available  large 
quantities  of  motor  spirit  and  fuel  oils  for 
commercial  and  naval  purposes.  Laboratory 
tests  upon  typical  British  bituminous  coaJs 
have  shown  that  on  carbonisation  at  660''  to 
eOO*"  0.  they  will  yield  10  to  16  per  cent,  of 
their  weight  of  motor  spirit  and  fud  oil,  as  well 
as  3000  to  4000  cub.  ft.  per  ton  of  rich  gas. 
Also,  it  has  been  proved  that  the  resulting  semi- 
coke  bums  with  so  high  a  radiant  efficiency  in 
domestic  fireplaces  that  it  would  probably  oon- 
stitate  the  cheapest  medium  of  heating  living- 
rooms  by  '  radiation '  (vide  W.  A.  Bone,  Proo. 
Mech.  Eng.  1921,  p.  625). 

3.  Compreasei  Fuels, 
Pate&t  fuel  (briquettes).    Numerous  patents 
have  been  taken  out  for  producing  a  good  fuel 
by  mixing  various  substances  with  smul  coal  in 

groportions  sufficient  to  enable  the  mixture  to 
e  pressed  into  a  coherent  block.  Various  bind- 
ing materials  have  been  tried,  e.g,  soluble  glass, 
asphalt,  pitch,  and  turpentine.  Meal  made 
from  potatoes  was  abandoned  because  the  blocks 
were  not  water-tight.  Goal  tar  (Warlick*s  pro- 
cess) was  tried  at  Swansea,  the  blocks  being 
baked  after  compression,  whereby  a  quantity 
of  tar  was  recovered.  On  the  Gontinent,  cdlu- 
lose  (D.  B.  P.  7690,  1879)  and  treacle  (D.  B.  P. 
31716,  1884)  have  been  tried.  Pitch  made  from 
coal  tar  has  been  used  for  many  years  with 
^;reat  success.  Two  modes  of  manufacture  are 
in  vogue  in  South  Wales.  In  the  dry  process, 
small  coal  is  carried  by  an  elevator  into  a  luge 
bunker,  whence  it  is  lifted  by  another  elevator  to 
a  shoot  into  which  it  is  tipped  with  the  contents 
of  a  small  elevator  containing  pitch.  The  mix- 
ture then  passes  into  a  Garr's  disintegrator,  and 
the  resulting  product,  containins  8-12  p.c.  of 
pitch,  passes  to  heaters,  and  finally  to  the 
presses,  which  turn  out  100-200  blocks,  weigh- 
ing 10-30  lbs.  per  day  of  12  hours.  In  the 
steam  process,  there  is  used  a  large  vertical  iron 
cylinder  with  arms  revolving  inside,  constantly 
kept  full  of  the  mixture  of  pitch  and  coal.  High- 
pressure  steam  is  injected  near  the  bottom,  and 
allowed  to  percolate  up  through  the  mass,  whilst 
the  arms  expose  every  portion  to  its  action. 
Mixtures  such  as  these  described  are  also  com- 
pressed into  small  ovoid  briquettes  of  various 
sizes,  suitable  for  domestic  use  or  steam-raising 
I  purposes  on  boilers  fitted  with  mechanical  chain 
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grates.  Attempts  have  been  made  to  utilise 
peat  by  mixing  it  in  a  state  of  powder  with 
small  coal  and  sawdust,  and  pressing  the  fnixture 
into  blocks.  Also  dried  lignites,  or  the  non- 
coherent carbonaceous  residues  obtained  by 
carbonising  them  at  low  temperatures,  may  lio 
suocessfully  briquetted  with  the  addition  of 
pitch  as  a  binder.  According  to  tests  carried 
out  by  the  staff  of  the  U.S.  GeoL  Survey  in 
1904,  it  is  possible  to  make  good  briquettes 
from  a  strongly  coking  coa],  heated  until 
intumescence  just  basins,  and  immediately 
afterwards  pressed,  without  the  addition  of  any 
binding  agent.  Anthracite  culm  or  coke  breeze 
may  he  briquetted  without  the  addition  of  any 
bituminous  coal,  provided  that  ^ood  pitch  l>e 
used  as  a  binding  agent.  The  pitch  should  be 
anhydrous,  or  nearly  so,  and  should  contain  a 
certain  proportion  (7-14  p.c.)  of  creosote  oils 
distilling  below  216°,  to  give  it  good  binding 
properties ;  the  presence  of  free  carbon  in  any 
quantity  is  objectionable,  and  the  pitch  should 
not  flow  below  70°.  A  good  quality  of  powdered 
coal  with  6  p.c.  of  pitch  should  ^eld  a  clean 
hiurd  briquette,  which  will  not  disintegrate  in 
the  fire.  In  many  cases  briquetted  coal  will 
stand  transportation  better  than  the  original 
coal,  and  is  as  good  or  even  better  as  a  steam- 
raising  fueL 

The  pre-war  cost  of  briquetting  coal  in  this 
country  (including  capital  chaiges)  was  between 
28.  6d.  and  3«.  per  ton.  The  world's  production 
of  briquettes  amounted  to  upwards  oiSO  million 
tons,  of  which  nearly  three-fourths  were  made  in 
Germany. 

lAterature, — 'E,  Preissig,  Presskohlenindus- 
trie,  Freiberg,  1887;  Report  of  Goal  Testixu; 
Plant  of  U.S.  Geol.  Survey,  iii.  1904  ;  A  Hand- 
book of  Briquettinff,  G.  Fnknko  (Berlin),  trans- 
hited  by  F.  C.  A.  H.  Lantsberry,  2  vols.  (Griffin  & 
Co.,  London),  1916-1918. 

4.  Powdered  Fuda. 
It  is  well  known  that  a  mixture  of  coal  dust 
and  air  is  highly  explosive,  and  in  burning  coal 
the  excess  of  air  actually  required  diminishes 
with  the  fineness  of  division  of  the  fuel.  The 
efficiency  of  the  combustion  approaches  the 
theoretical  maximum  the  more  nearly  the 
system  attains  to  the  homogeneity  of  a  properly 
proportioned  sas-air  mixture.  Much  proKiess 
has  been  made  in  recent  years  in  applying 
powdered  coal  to  boilers  and  metalluigical 
fumaoee.  As  long  ago  as  1873  Crampton 
(Jour.  Iron  and  Steel  Inst.  1873,  91)  worked  out 
a  system  whereby  pulverised  coal  was  fed  into 
furnaces  through  an  injector  type  of  burner, 
air  being  supphed  in  measured  quantities  by  a 
fan,  so  that  intense  heat  was  generated.  In 
recent  years  the  system  has  been  largely  applied 
in  America  to  cement  kilns,  reverberatory  and 
open-hearth  furnaces,  with  considerable  success, 
and  it  is  also  being  developed  in  connection  with 
boiler-firing.  According  to  Canadian  experience, 
the  following  conditions  are  essential  for  obtain- 
inc  the  best  results :  (1)  that  the  coal  shall  be 
dried  so  that  its  moisture  content  is  lees  than 
1  p.c.  before  being  pulverised ;  (2)  that  it  shall 
be  pulverised  until  85  p.c.  of  it  passes  through 
a  200  mesh,  and  96  p.c.  of  it  through  a  100  mesh ; 
(3)  that  the  furnace  shall  be  properly  shaped 
and  proportioned,  and  be  suitably  equipped 


with  burner  and  feeding  arrangements  so  that 
the  relative  deliveries  of  coal  aust  and  air  can 
be  well  controlled,  and  that  special  provision 
shall  be  made  for  the  periodic  removal  of  ashes 
from  the  flues  at  the  far  end  of  the  furnace.  In 
regard  to  steam-raising,  special  mention  should 
be  made  of  the  use  of  pulverised  coal  in  the 
Bettington  boiler,  which  has  been  successfully 
developed  in  this  country  and  in  S.  Africa.  For 
particulars  of  reoent  developments  of  pulverised 
coal  systems  in  America  vide  The  Fuel  Research 
Board's  Special  Report,  No.  1  (1919),  by  L.  C. 
Harvey. 

Valaatton  of  eoals.  Whilst  the  value  of  coal 
as  a  fuel  depends  primarily  upon  its  calorific 
value,  other  factors  must  be  considered  in 
determining  its  suitability  for  any  given  purpose, 
as,  for  instance,  (I)  moisture  content;  (2) 
quantity  and  fusibility  of  ash ;  (3)  percentage  of 
*  volatiles  *  and  the  character  of  the  coke  residue ; 
(4)  ultimate  analysis — C,  H,  S,  and  N — ^the  N 
beinff  important  if  the  coal  is  to  be  carbonised  or 
gasified  m  producers  under  ammonia-recovery 
conditions.  Coal  is  rarely  purchased  in  Great 
Britain  subject  to  either  chemical  analysis  or 
calorific  test,  but  the  practice  is  common  in  the 
United  States  and  in  certain  European  countries, 
the  contract,  in  any  particular  case,  naming  a 
certain  price  for  a  coal  of  specified  quality, 
subject  to  a  sliding  scale  for  variations  in 
quality  within  certain  defined  limits.  In 
sampling  a  consignment  of  coal  for  assay  pur- 
poses, special  care  should  be  taken  that  the 
sample  truly  represents  the  bulk ;  the  method 
adopted  will  obviously  depend  somewhat  on 
circumstances,  but  the  sample  should  contain 
the  same  proportions  of  large,  medium,  and 
small  coal  as  the  bulk,  and,  as  a  rule,  should 
weigh  not  less  than  1  owt.  On  reaching  the 
laboratory  the  whole  should  be  put  through  a 
crusher  and  subsequently  reduced  to  convenient 
bulk  by  successive  *  quartering ' ;  the  final 
sample  should  then  be  further  crushed  to  coarse 
powder  and  stored  away  in  air-tight  tins.  The 
chemical  tests  may  be  carried  out  as  follows  : 
(I)  Moisture  and  ash,  10  grams  of  sample,  in  a 
weighed  porcelain  basin,  are  dried  in  an  oven  at 
105  for  1  hour,  and  subsequently  incinerated  in 
a  muffle  at  br^ht  red  heat,  care  being  taken  that 
the  initial  *  distillation '  is  not  too  rapid.  The 
colour  of  the  ash  should  be  recoided,  and 
observation  made  as  to  its  fusibility.  (2) 
Volatile  matter.  The  method  recommended  by 
a  committee  of  the  American  Chemical  Society  is 
to  determine  loss  in  weight  when  1  gram  of  the 
dry  sample  is  heated  in  a  covered  platinum 
crucible  of  30  c.c.  capacity  for  7  minutes  over 
the  full  flame  of  a  Bunsen  burner,  screened  from 
draughts  by  a  cylindrical  asbestos  chimney.  A 
more  useful  tost,  however,  is  the  *  crucible  coke 
assay,'  in  which  20  grams  of  the  dried  sample  are 
carbonised  in  a  fire-clay  crucible  (lid  on)  at 
900°-1000°  in  a  muffle  furnace ;  the  heating  is 
continued  for  5-10  minutes  after  the  flame, 
caused  by  the  volatile  matter  burning  at  small 
holes  in  the  crucil^le  lid,  has  completely  died 
away.  A  new  method,  capable  of  giving  more 
accurate  results  of  scientinc  as  well  as  of  com- 
mercial value,  has  been  described  by  Bone  and 
Silver  (Trans.  Chem.  Soc.  1921,  119,  1146); 
also  another  improved  method  has  been  proposed 
by  Lessing  (J.  Soc.  Chem.  Ind.  1912,  31,  465). 
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(3)  UUimate  analysis  for  C  and  B.  This  may 
be  carried  out  on  a  dried*  sample  (0*2  gram) 
by  the  *  combustion  *  method  ordinarily 
employed  in  the  case  of  organic  compounds, 
the  combustion  tube  being  packed  with  granu- 
lar lead  chromate.  (4)  hvJi/phar,  (a)  About 
2  grams  of  the  sample  are  ignited  with  three 
times  its  weight  of  a  mixture  of  2  ^arts 
MgO  and  1  part  pure  anhyd.  NaaCOg  m  a 
porcelain  dish  or  laige  crucible  for  1}  hours 
m  a  muffle  furnace  (preferably  electrically 
heated).  Afterwards  the  charge  is  washed  into 
a  beaker*  excess  of  dil.  Hd  jius  bromine  water 
is  added,  and  after  boiling  off  the  excess  of 
bromine,  the  contents  of  the  vessel  are  vigorously 
stirred  and  then  filtered.  The  sulphate  in  the 
filtrate  is  then  precipitated  with  a  slight  excess 
of  Ba(NO,)„  and  finally  estimated  as  BaSO« 
in  the  usual  manner.  Determinations  are  made 
in  triplicate,  and  a  blank  experiment  is  always 
simultaneously  performed  in  order  to  determine 
the  *  correction '  to  be  applied  on  account  of 
any  traces  of  sulphate  in  the  reagents  employed 
or  the  fixation  oi  SO^  by  them  from  the  furnace 
gases.  (6)  In  determining  the  sulphur  in  the 
ash  of  a  coal,  it  is  fused  in  a  nlatinum  crucible 
with  an  excess  of  NagCOs  ana  KjCO,  mixture 
fAus  KNO,  in  order  to  convert  all  sulphur 
compounds  into  soluble  sulphates.  The  fused 
mass  is  snbsequenUy  extracted  with  excess  of 
hot  diL  Hd,  and  the  extracted  sulphates 
determined  as  BaS04  in  the  nsual  way.  (5) 
Nitrogen  is  beet  determined  by  the  ordinary 
Kjeldahl  method.  Occasionally  coal  or  coke 
must  be  examined  for  arsenic,  (For  details 
of  the  method  recommended  by  the  committee 
appointed  by  the  Board  of  Inland  Revenue,  see 
T.  £.  Thorpe,  Estimation  of  Arsenic  in  Fuel 
(Chem.  Soo.  Trans.  1903,  83,  969).) 

Storage  and  spontaneous  Ignition  of  eoaL  It 
is  well  known  that  on  storage  coal  deteriorates 
both  as  reeards  heatins  power  and  colung 
properties,  a  fact  attributable  to  slow  atmospheric 
oxidation,  which  may,  in  certain  circumstances, 
give  rise  to  spontaneous  ignition  of  the  coal. 
It  was  formerly  believed  that  the  oxidation  of 
the  iron  pyrites  present  in  coal  is  the  principal 
cause  of  its  spontaneous  ignition,  but  it  is  now 
recognised  that  this  is  not  so,  the  chief  factor 
being  the  surface  condensation  of  oxygen  in  the 
pores  of  the  fud,  and  subsequent  oxidation  of 
certain  constituents  of  the  coal  substance.  It 
has  also  been  suggested,  on  the  basis  of  experi- 
mental evidence,  that  in  some  cases  of  spon- 
taneous combustion,  the  heat  generated  bv 
bacterial  activity  is  a  factor  to  he  considered. 
Coal  readilv  absorbs  oxygen  ^en  heated  in 
contact  with  air  at  l^^-iWfy  the  process  being 
not  merely  a  physical  absorption,  but  involving 
actual  oxidation  of  coal  substance ;  the  wdght 
first  of  all  increases,  and  afterwards,  especi^y 
if  the  temperature  rises,  steadily  decreases 
owing  to  loss  of  moisture,  slow  combustion, 
and  decomposition.  Accordinjz  to  investiga- 
tions by  S.  W.  Parr  and  F.  W.  Oressman,  of  the 
University  of  Illinois,  the  oxidation  of  coal  is 
continuous  over  a  wide  range  of  conditions,  and 
begins  with  freshly  mined  coal  at  ordinary 
temperatures ;  at  some  temperatures  between 
200°  and  275°  (dependent  upon  the  nature  of 
the  coal  and  the  fineness  of  division)  the  oxida- 
tion becomes  autogenous  ;   actual  ignition  does 


not  occur  until  the  temperature  rises  beyond 
360°.  With  regard  to  the  influence  of  pyrites, 
it  was  found  that  the  amount  of  *  pyritic  oxida- 
tion *  under  given  conditions  is  always  pro- 
portionate to  the  pyritic  content  of  the  coal,  so 
that  an  increase  in  the  latter  may  therefore 
hasten  'the  rise  in  temperature  up  to  the 
critical  point  at  which  the  absorption  of  0 
by  the  coal  itself  is  rapid  enough  to  increase  the 
temperature  up  to  the  point  of  self -ignition.* 
Hence,  pyritic  oxidation  may  become  a  con- 
tributory (though  not  the  chief)  factor  in  the 
spontaneous  ignition  of  coal,  although  hy  Oself, 
and  apart  from  the  simultaneous  oxidation  of 
the  coal  substance,  it  would  be  a  negligible  one. 
According  to  Parr  and  Cressman,  the  presence 
of  moisture  increases  the  reactivity  of  the  coal- 
air  system  at  any  temperature.  The  whole 
phenomenon  is  probably  one  of  'surface  com- 
bustion.* Accoraing  to  Bone*s  investigations 
the  absorption  of  0  t>y  typical  British  (Ihirham 
and  Yorks.)  bituminous  coals  is  very  slow 
at  temperatures  below  80°,  and  is  unattended 
by  the  production  of  relatively  insignificant 
quantities  of  the  oxides  of  carbon.  But  in  the 
neighbourhood  of  80°  the  action  becomes  much 
quicker,  and  at  above  100°  is  marked  by  the 
regular  and  simultaneous  production  of  both 
the  oxides  of  carbon  as  well  /is  steam,  all  of 
which  apparently  result  fsom  the  decomposition 
of  some  unstable  '  oxygenated  *  body  primarily 
formed  by  the  absorption  of  the  oxygen.  An 
important  official  report  upon  Tlie  Spon- 
taneous Combustion  of  Coal  in  Mines,  contain- 
ing a  full  account  of  recent  researches  by 
R.  V.  Wheeler  and  others,  has  recently  been 
issued  (Cmd.  1417  of  1921).  With  r^ard  to 
the  storage  of  coal,  it  has  been  proved  that 
coal  stored  under  water  suffers  no  deterioration. 
The  conditions  most  favourable  to  spontaneous 
ignition  of  coal  when  stored  in  heaps  are 
(1)  a  certain,  but  not  excessive,  ventilation  of 
the  heap;  (2)  a  certain  decree  of  subdivision 
{e,g.  small  coal  mixed  with  dust) ;  and  (3)  any 
circumstance  which  tends  to  heat  conservation 
in  the  heap.  The  best  safeguard  is  either 
excessive  ventilation  (which  it  is  practically 
impossible  to  maintain  in  large  stores  or  in  a 
ship's  hold)  or  no  ventilation  at  aU.  The 
extinction  of  fires  which  may  break  out  on  board 
ship  is  often  a  matter  of  sreat  difficulty,  the  most 
effective  method  being  that  recently  proposed  by 
Harker,  whereby  the  flue  gases  from  the  boilers 
of  the  vessel  are  pumped  into  the  burning 
hold. 

British  eoal-fl^ds.  The  coal-fields  of  Great 
Britain  may  be  grouped  in  three  principal  areas, 
each  having  distinctive  features,  namely:  (a) 
Sauihem  (S.  Wales,  Forest  of  Dean,  Somerset, 
and  Dover) ;  (6)  Central  (Yorkshire,  Lanoashire» 
Derbyshire,  N.  Wales,  and  Midland  Counties) ; 
and  (c)  Northern  (Scotland,  Northumberland, 
Durham,  and  Cumberland).  The  more  im- 
portant fields  are  as  follows  : — 

(1)  Scnah  Wales  (Monmouth,  Qlamoigan, 
Carmarthen,  and  Pembrokeshire),  covering  an 
area  of  860  sq.  miles,  of  which  160  are  under 
the  sea,  with  seams  1-12  feet  (average  2*6-3*0 
feet)  thick,  and  yielding  all  classes  of  coal, 
bituminous  (31  p.c.),  steam  coals  (47  p.c),  and 
anthracites  (22  p.c).  The  carboniferous  strata 
lie  in  an  elongated  basin,  which  is  almost  com- 
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pletely  surrounded  by  older  formations,  and  ' 
oomplicated  towards  the  south  by  an  anti-  , 
dinal  fold  running  east  and  west.  The  basin 
is  much  faulted,  and  the  riveis  have  cut  a  series 
of  deep  valleys  along  which  the  coal  seams 
crop  out.  Speaking  generally,  and  for  corre- 
sponding depths  below  the  surface,  there  is  a 
gradual  transition  in  the  character  of  the  coal 
from  the  coking  yarieties  in  the  east,  throuflb 
the  first<class  steam  coals  of  the  centre,  to  the 
semi-anthracites  and  anthracites  in  the  west; 
moi^Bover,  the  seams  have  apparently  been 
subjected  to  an  increasing  earth  pressure  in  the 
direction  east  to  west,  a  circumstance  which 
may  account  for  their  increasing  anthracitio 
chimioter.    This  supposition  has  Men  disputed 


by  Strahan  and  Pollard  (Memoirs  of  the  . 
Geological  Survey,  1908),  who,  from  the  fact 
that  the  ash  content  of  the  anthracites  is 
invariably  much  lower  than  that  of  the  neigh- 
bouring bituminous  seams,  argue  that  the  differ- 
ence between  the  two  classes  of  coals  must  be 
due  to  some  difference  in  the  original  vegetable 
dibris  from  which  they  have  been  derived.  In 
the  east  section  of  the  field  the  upper  and  middle 
coal-measures  are  worked,  yielding  gdbd  coking 
and  bituminous  coals ;  in  the  centre  the  middle 
measures  predominate,  the  upper  being  found 
in  patches  only ;  whilst  in  the  extreme  west  the 
lower  measures  only  are  found.  The  composition 
of.  the  more  important  classes  of  coals  usually 
falls  within  the  following  limits  : — 


ClasB 

_       c        1       . 

OandK 

8 

Ash 

VolatUes 

Anthracites    .         .  1    91-0-93-0    ,    30-3-7 
Steam    .         .         .       86-0-90-0         40-4-7 
Bituminous  (coking)       80-0-960    |    5-0-n5-6 

1 

1-9-3-5 
3-6-4-5 

0-7-1-0 
0-7-1-5 

0-7-1-7 
2-0-3-3 

6-0-6-0 

7-0-20-0 

20-0-26-0 

(2)  Forest  of  Dean.  A  small  field  (34  sq.  miles) ' 
between  the  Wye  and  Severn  valleys,  contain- 
ing 31  seams,  of  which  only  16  exceed  I  foot 
in  thickness.  The  total  thickness  of  the  measure 
is  2765  feet,  and  they  are  completely  girdled  by 
older  formations.  The  coals  resemble  in 
character  those  found  in  the  east  section  of  the 
S.  Wales  field ;  the  upper  and  middle  measures 
yield  excellent  gas  and  house  coals,  and  the 
lower  measures,  which,  however,  are  difficult 
to  work,  -owing  to  accumulation  of  water  therein, 
contain  good  steam  coals.  (3)  Bristol  (Somerset 
and  Gloucester).  The  coal-fields  of  this  region 
form  a  number  of  basins  of  varying  areas 
(total =2386  sq.  miles),  the  edges  and  outlines 
of  which  are  marked  by  newer  rooks,  so  that 
there  are  five  or  six  detached  '  exposed  *  fields 
and  a  considerable  intervening  area  of  *  con- 
cealed '  fields.  The  upper  parts  of  the  measures 
(the  Radstock  and  Famngdon  series)  yield 
'  bituminous  house  and  gas  coals ;  the  lower 
parts  (Kingswood  and  Volster  series)  yield  both  . 
house  and  coking  qualities.  All  these  are  con-  ' 
sumed  locally.  (4)  Staffordshire,  divided  into 
N.  Staffs.  (95  sq.  miles)  and  S.  Staffs.  (160  sq.  , 
miles).  In  the  northern  area  the  sequence  of  i 
upper,  middle,  and  lower  measures  is  complete, 
aftnough  much  broken  by  faults ;  towards  the 
south  the  measures  thin  out  considerably  in 
respect  of  total  thickness,  but  the  individual 
seams  converge,  finally  forming  the  famous 
Dudley  10-yards  seam ;  in  the  extreme  south 
the  lower  measures  become  so  attenuated  that 
it  is  doubtful  whether  they  exist  at  idL  The 
northern  area  yields  good  coking  as  well  as  gas, 
house,  and  furnace  coals ;  in  the  south  coking  and 
steam  coals  are  practically  non-existent,  but 
both  sas  and  house  coals  (chiefly  of  the  Pennant 
series)  are  obtained.  (6)  I^kcesterahire  and 
Wartoickshire,  In  Leicesteishire  the  exposed 
area  is  about  30  sq.  miles,  and  in  Warwiclmhire 
about  160  sq.  miles ;  the  seams  have  been 
subjected  to  igneous  intrusion,  and  probably 
also  to  atmospheric  influences,  and  are  generally 
'  oxidised ' ;  hence  the  coals  are  non-coking, 
with  a  high  percentage  of  *  volatiles.'  (6)  Tork-  ' 
ahire,  Derbyshire,  and  Nottingham,   A  large  area,  ' 


including  some  1328  sq.  miles  of  *  concealed,'  and 
about  808  sq.  miles  of  *  exposed '  measures ; 
the  upper  measures  have  been  proved  in  boring 
operations,  but  they  are  very  thin  and  of  no 
commercial  importimce.  Throughout  the  area 
the  sequence  of  the  Carboniferous  Formation 
is  complete,  the  coal-bearing  measures  beinjB^ 
underlaid  by  the  Millstone  Grit  and  the  Carboni- 
ferous Idmeetone,  and  they  have  nowhere  been 
affected  by  igneous  intrusions.  The  chief  seams 
belong  to  uie  Pennant  (middle)  series;  all 
seams  yield  highly  bituminous  coals,  with 
26-40  p.c.  'volatiks.*  The  beet  house  coals 
are  obtained  in  this  field.  All  the  coals  found 
north  of  Sheffield  have  marked  coking  properties, 
though  few  of  them  yield  a  really  first-class 
coke;  south  of  Sheffield  the  character  of  the 
coal  changes,  gradtially  losing  its  coking  pro- 
perties. Between  Mansfield  and  Nottingham 
the  seams  have  been  *  oxidised,*  and  although 
the  coal  yields  a  laise  amount  of  gas,  it  is  non 
coking.  (7)  LancasYiire,  An  irregular  area, 
much  faulted  and  broken  by  an  E.- W.  anticline, 
extending  from  Burnley  in  the  north  to  Ashton 
on-Lyne  in  the  south  (with  a  long  tongue  pro 
jecting  southwards  through  Stockport  to  Maccles- 
field), and  from  Oldham  m  the  east  to  St.  Helens 
in  the  west;  total  *  exposed'  area=600  sq. 
miles.  The  principal  seams  in  the  southern 
and  central  areas  of  the  field  are  aU  formed  in 
the  middle  parts  of  the  measures,  the  upper 
parts  contain  no  workable  seams.  The  seams 
in  the  lower  part  of  the  measures  become  im- 
portant in  the  Accrington  and  Burnley  districts. 
The  coals  from  seams  in  the  middle  parts  of 
the  measures  belong  almost  exclusively  to  the 

*  gas-coal '  class,  containing  30-36  p.c.  '  vola- 
tiles ' ;  several  of  the  seams,  notably  the 
Yard  Mine,  Arley,  and  Trencherbone,  yield  a 
fairly  good  coking  coal.  The  famous  '  Mountain 
Mine'  seams  of  the  lower  measures  (Burnley 
and  Accrington)  yield  a  coal  with  26-27  p.c. 

*  volatiles,'  which  produce  a  coke  almost,  if  not 
quite,  equal  to  tne  best  Durham  coke.  (8) 
North  Wales  (Flints,  and  Denbishs.).  Similar 
in  character  to  the  Lancashire  field,  but  with 
the   upper   measures   rather   more   developed. 
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All  the  workable  Beams,  however,  are  in  the 
middle  parte  of  the  measures ;  the  seams  in  the 
lower  parts  of  the  measures  are  all  thin.  The 
coals  are  similar  to  those  of  Lancashire ;  thej 
contain  33-35  p.o.  *  volatiles/  and  yield  a  fair 
quality  of  coke.  (9)  Durham  and  ffarthutnber- 
land.  In  the  great  northern  coal-field,  of  which 
Durham  and  Northumberland  form  a  part, 
there  is  a  development  of  coal-seams  (more 
strongly  marked  the  farther  north)  in  the 
CSarboniferous  limestone,  a  feature  which  is 
absent  in  the  Midland  and  Southern  fields. 
In  the  Limestone  series  there  are  a  few  workable 
seams  which  increase  in  number  and  thickness 
from  south  to  north,  but  in  the  main  part  of 
the  field  the  coal  occurs  chiefly  in  the  middle 
parts  of  the  measures.  The  total  area  of  the 
coal-field  is  800  sq.  miles.  The  S.  and  W. 
districts  of  Durham  produce,  perhaps,  the  finest 
coking  coals  in  the  world,  containing  22-28  p.c. 
'volatiles,'  and  low  both  in  sulphur  and  ash. 
The  central  district  (Sunderland  to  Newcastie) 
produces  fine  qualities  of  gas  and  house  coids. 
The  Northumberland  seams  are,  for  the  most 
part,  ^  oxidised  * ;  they  contain  a  rather  large 
amount  of  moisture,  and  are  non-coking.  They 
•are  laigely  used  as  steam  coals,  and  they  are 
excellent  as  'producer'  coals.  (10)  Cumber- 
land. The  character  of  the  coals  is  similiur  to 
those  obtained  in  N.  Durham.  (11)  Scctland. 
The  Scottish  coal-fields  extend  from  Fifeshire 
on  the  east,  across  a  belt  between  the  Forth 
and  Clyde,  and  westwards  into  Lanarkshire 
and  Ayrshire,  with  an  isolated  small  area  in 
Midlothian.  -The  upper  parts  of  the  measures 
are  weU  developed  tnroughout  the  area.  The 
middle  parts  of  the  measures  attain  a  thickness 
of  from  800  to  1600  feet.  Below  the  latter  is 
the  *'  edge-coal  *  group  in  the  CSarboniferous 
Limestone  series,  mghfy  inclined  at  its  outcrop 
(Fifeshire,  Midlothian),  and  containing  bands 
of  canneL  Generally  speaking,  the  coals  are 
bituminous,  with  a  nigh  percentage  of  *  vola- 
tiles  * ;  the  best  coking  varieties  are  found  in 
the  neighbourhood  of  Glasgow,  and  the  coking 
seams  stretch  as  far  east^rard  as  the  Firth  ^ 
Forth.  The  Ayrshire  coals  are  chiefly  non- 
coking,  and  are  excellent  as  '  producer^  coals. 
In  Fifeshire  the  seams  in  the  Carboniferous 
limestone  in  the  neighbourhood  of  Dunfermline 
yield  first-class  .steam  and  house  coals.  The 
Scottish  coal-fields  have  been  subjected  to 
igneous  intrusions  to  an  extent  rarely  met 
with  in  England,  and,  consequently,  some  of  the 
bituminous  seams  have  been  locally  converted 
into  steam  coals  and  anthracitio  varieties. 

German  coal-fields.  The  principal  coal-fields 
foimeriy  indnded  in  the  German  Empire  are 
those  o!  (1)  Upper  SUuia  (districts  of  Katibor, 
Beuthen,  Zabrze,  Konigshiitte,  Laurahfitte,  and 
Pless).  The  measures  are  600  metres  deep 
with  seams  3-4  metres  thick.  The  best  coking 
coals  are  found  near  Zabrze  eastwards,  from 
which  they  gradually  change  into  young 
gas  coals,  near  Konigshutte,  and  finally  into 
non-ookinK  flaming  coals  near  Laurahfitte. 
(2)  The  Huhr  basin,  stretching  from  the  neish- 
bonrhood  of  Hamm  in  the  N.E.  to  the  Rhine 
in  the  8.W. ;  the  field  is  much  broken  by  faults, 
and  the  older  measures,  which  yield  the  best 
cokiiiff  ooals,  are,  as  a  rule,  uppermost;  the 
middle  measures  yield  gas  ooals,  and  the  lower 


[  measures  non-coking  varieties.  The  coals  of 
the  Ruhr  basin  contain  84-97  p.c.  of  organic 
matter,  of  which  0=831-871,  and  H=6-27- 
5*68.  (3)  The  8aar  diHriet;  the  uj^per  and 
middle  measures  are  both  thin  and  yield  non- 
cokinff  and  flaming  coals,  the  lower  measures 
are  tnick,  and  yield  (especially  the  deepest) 
very  good  caking  and  coking  coals.  The  ash  in 
Saar  coals  varies  between  1*6  and  4*6  p.c.  as  a 
rule,  occasionally  running  up  to  7'7  p.o.  The 
carbon  varies  between  70  and  84  p.o.,  and  the 
hydrogen  between  4*7  and  6*2  p.o. 

Ameriean  eoal-flelds.  The  following  informa- 
tion has  been  abstracted  from  the  comprehen- 
sive Report  of  the  U.S.  Geological  Survey  issued 
in  1906;  the  chief  coal-prmiucing  states  are 
arranged  in  order  of  their  present  economio 
importance,  the  figures  in  brackets  indicating 
in  each  case  the  output  in  millions  of  short  tons, 
for  1904.  (1)  Pennsylvania  (73*1  anthracitio 
and  98  bituminous).  The  anthracite  field  lies 
in  the  N.E.  and  tiie  bituminous  field  in  the 
W. ;  the  latter  produces  the  famous  Gonneils- 
ville  coking  ooals,  the  almost  equally  famous 
Yonghiogheny  gas  coals,  and  numerous  trades 
of  steam  and  domestic  ooals.  (2)  Illinois  (36*5). 
This  state  includes  the  greater  part  of  the  eastern 
interior  coal-field,  wmch  extends  from  Rock 
Island  and  Wilmington  (111.)  in  the  north  to 
Central  Kentucky  in  the  south  and  from  the  Mis- 
sissippi river  in  the  west  to  WiUiamsport  and 
Cannelton  (Ind.)  in  the  east.  The  coals  are 
rather  low  grade  and  weakly  coking,  containing 
0=64-76,  H=4-6-.5-3,  N=0*8-l-2,  S=l*a-4*6, 
0  =  12-0-18-5,  and  ash  =  12*0-24*0  with  calo< 
rific  values  9929-11,907  B.Th.Us.  per  lb.  The 
proximity  of  the  field  to  Chicago  and  St.  Louis 
enhanoes  its  economic  importance.  (3)  West 
Virginia  (32*6).  This  state  includes  a  large 
portion  of  the  important  Central  Appalachian 
coal-field,  which  produces  high-grade  steam  coals 
also  suitable  for  coking  purposes,  and  containing 
0=74-86,  H=4-<M5-2,l^=l*0-l-7,  S=0-5-l*2, 
ash=4*6-ll*3,  with  calorific  value  13,736-15,190 
B.Th.Us.  per  lb.  (4)  Alabama  (11*26)  includes 
several  fields  of  which  the  Warrior  basin  is  the 
most  important  (23  workable  seams),  constituting 
the  fuel  supply  of  the  Birmingham  (Ala.)  iron 
industry.  Tne  coal  ia  of  fair  coking  quality, 
containing  0=69-72,  H=4*8-5*0,  N=l*55-1*66, 
8=0*7-1-02,  ash= 12*5-12*6,  with  calorific  value 
I2.23a-12,992  B.Th.U8.  per  lb.  (5)  Indiana 
(10*9)  includes  the  eastern  section  of  the  Eastern 
interior  coal-field  {vide  Illinois).  (6)  Kentucky 
(7*5).  The  eastern  part  of  the  state  includes  part 
of  the  Central  Appalachian  coal-field  {vide  West 
Virginia)  and  part  of  the  eastern  interior  field  in 
the  west.  Both  fields  yield  pood  steam  and 
coking  coals,  the  eastern  area  being  in  this  respect 
supenor  to  the  western;  the  coke  for  the 
western  field  has  too  high  a  S  content  to  be  of 
much  use  as  a  metaUurgical  fuel.  (7)  Colorado 
(6*65).  The  most  important  coal-producing 
state  west  of  the  Mississippi  river ;  tne  coal  is 
a  black  lignite,  which  so  rapidly  disintegrates 
on  exposure  to  air,  that  its  transport  over  any 
great  distance  is  impossible.  It  contains 
0=61*1,  H=5*75,  N=l-22,  S=0*58,  0»24*96, 
ash=6-37,  with  cal.  value  10,546  B.Th.Us.  per 
lb.  (8)  Iowa  (6*5)  yields  only  low-grade  coals 
containing  high  percentages  of  moisture,  sulphur, 
and  ash,  with  very  feeble  ooking  propertied. 
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(9)  Kansas  (6 '3)  yields  fairly  good  non-coking 
steam  coals.  (10)  Wyoming  (5'1)  contains  a 
number  of  apparently  independent  coal-fields  in 
strata  of  the  Cretaceous  age ;  the  fuel  is  low 
grade.  (11)  Indian  TerriSjfy  (3*04)  produces 
good  steam  coal,  with,  in  some  instances,  fair 
coking  properties,  but  usually  high  in  sulphur. 
0=63-72,  H=4-8^-2,  N=l'4r-W,  S=l-6-4-0, 
ash=10-0-13*6,  with  cal.  value  11,340-12,874 
B.Th.Us.  per  lb.  The  coke  is  good  enoush  for 
lead  smeltmg,  but  unsuitable  for  iron  smelting. 
Literature. — Fleck  und  Hartig,  Technik  der 
Steinkohls,Munchen,  1866;  J.  Percy,  Metallurgy ; 
Fuel,  166-577,  2nd  ed.  London,  1876;  E.  J. 
Mills  and  F.  D.  Rowan,  Fuel  and  its  Application, 
London,  1889 ;  Freeh,  Ergiebigkiet  der  Stein- 
kohlenlager,  Stuttgart,  1901 ;  Wedding,  Eisen- 
huttenkunde,  Bd.  ii.  Braunschwig,  1902;  W. 
Carrick  Anderson,  Chemistry  of  (x>ke,  Ghu^ow 
and  Edinburgh,  1904;  J.  S.  Brame,  f^el, 
2nd  ed.  1917  ;  W.  A.  Bone,  Coal  and  its  Scientific 
Uses,  1918;  Report  of  Royal  Commission  on 
Coal  Supplies,  London,  1905;  Reports  and 
Bulletins  of  the  U.S.  Geological  Survey,  of  the 
U.S.  Bureau  of  Mines,  of  the  University  of 
Illinois,  and  of  the  Canadian  Dept.  of  Mines ; 
Reports  of  the  British  Association  Fuel  Economy 
Committee,  1916,  and  of  the  0>al  Conservation 
Committee,  1918  ;  Gibson,  Geology  of  Coal  and 
Coal-mining,  London,  1908 ;  Greenwell  and 
Elsden,  Analyses  of  British  CoaJs  and  Coke, 
3rd  ed.  London,  1909 ;  G.  Franke,  Handbook 
of  Briquetting  (translated  by  Lantsberry), 
2  vob.  London,  1916-1918. 

B.  Liquid  Fuels. 
Whilst  increasing  quantities  of  hydrocarbon 
oils  (crude  petroleum  or  its  distillation  products, 
shale  oil,  benzol,  &o.)  are  being  used  as  fuel  for 
certain  special  purposes,  thev  cannot  be  r^arded 
as  a  senous  competitor  of  coal  or  as  in  any 
real  sense  a  substitute  for  it;  it  is  doubtful 
whether  the  calorific  value  of  the  world's  entire 
output  of  petroleum  and  other  liquid  fuels  in 
any  given  year  exceeds  (if,  indeed,  it  is  equal  to) 
5  p.c.  of  that  of  the  corresponding  output  of  coaJ. 
Nevertheless,  there  are  certain  selected  purposes 
(c<7.  for  motor-car  engines  and  the  like)  for  which 
volatile  hydrocarbon  oils  are  employed  without 
displacing  coal  or  gaseous  fuels,  and  other  special 
cases,  notably  steam  raising  in  ships  of  war,  in 
which  liquid  fuel  has  important  advantages  over 
coal.  In  respect  of  naval  requirements,  these 
are  principally  (i.)  economy  of  space  and  ease  in 
replenishing  supplies  ;  (ii.)  read^  and  immediate 
response  to  varying  loads;  (ill.)  possibility  of 
forcing  boiler  to  exUeme  duty  in  case  of  emer- 
gency; (iv.)  absence  of  smoke  under  normal 
working  conditions  ^  (v.)  shortness  of  chimney 
stack ;  (vi.)  abolition  of  stoking ;  and  (vii.)  ability 
to  secure  and  maintain  higher  speeds  than  with 
coal  firing.  Some  of  these  advantages  are  also 
of  value  m  relation  to  locomotive-boiler  firing, 
especially  in  countries  (United  States,  Russia) 
where  petroleum  is  abundant.  Jn  the  Report 
issued  by  the  U.S.  *  Liquid  Fuel '  Board  in  1904, 
the  relative  all-round  efficiencies  of  oil  and  good 
steaming  coal,  from  the  naval  point  of  view,  axe 
estimated  to  be  as  18 :  10,  whilst  Mr.  James 
Hoiden,  locomotivesuperintendent  of  the  G.E.R.y 
in  giving  evidence  before  the  RoyiJ  Commission 
on  0>al  Supplies,  state4  th^t,  according  to  his 


experience,  petroleum  fuel  oil  had,  weight  for 
weight,  approx.  twice  the  steam-raising  power 
of  coal  in  locomotive  boilers.  The  latter  esti- 
mate is  probably  based  on  the  best  rather  than 
on  the  average  results  obtained  with  oil  fuel, 
but  certainly  the  ratio  is  not  lees  than  3 : 2. 
Moreover,  weight  for  weight,  oil  occupies  much 
less  space  than  coal,  whilst  oil  does  not  deterio- 
rate on  long  keeping  as  does  coal. 

Petroleum  fuel  oU  (see  also  Pbtbolbum). 
About  63  p.c.  of  the  world's  total  supplies  of 
petroleum  are  drawn  from  the  United  States 
(California,  Kansas,  Indian  Territory,  Oklf^oma, 
Ohio,  Texas,  Pennsylvania,  Virginia,  Louisi- 
ana, and  Illinois),  and  a  further  25  p.o.  from 
Russia  (mainly  the  Baku  oil-field) ;  the  remain- 
ing 12  p.c.  is  chiefly  derived  from  Roumania, 
Gfuicia,  India,  and  the  Eastern  ArchipeLago. 
The  total  annual  output  probably  amounts  to 
about  1000  million  imperial  gallons.  Crude 
petroleum,  in  its  natural  state,  often  contains  a 
certain  amount  of  water  in  emulsified  form,  and 
also  of  volatile  hydrocarbons.  The  oil  should 
be  both  dehydrated  and  freed  from  volatile 
constituents  before  it  can  be  safely  transported, 
stored,  and  used  as  fuel.  In  Germany  and  for 
the  British  mercantile  marine,  the  prescribed 
minimum  flash-point  for  fuel  oil  is  160°F.  (Abel 
test),  whilst  the  British  Admiralty  require  a 
minimum  of  200°F.  for  warship  fuel.  A  good 
fuel  oil  should  also  be  sufficiently  free  from  solid 
hydrocarbons  to  stand  a  temperature  of  0° 
without  solidification. 

The  appearance  of  crude  fuel  oil,  as  put  on 
the  market,  varies  greatly,  according  to  its 
origin ;  some  varieties  have  a  pale  colour  and 
are  mobile,  others  are  viscous  and  almost  black 
in  colour.  Sp.gr.  varies  between  0*771  and 
1-06  ;  American  oil  has  Bp.gr.  0*786-0*936 ;  Baku 
oU,  0*854^*899;  GaUcian  oU,  0*799-0*902. 
Whilst  consisting  essentially  of  hydrocarbons, 
crude  oils  contain  small  but  variable  percentages 
of  N,  S,  and  O.  The  nitrogen  (0*25-1*0  p.c.J  is 
present  in  the  form  of  basic  substances,  probably 
of  the  pyridine  or  quinoline  tvpe;  sulphur 
(0*5-1*6  p.c.)  occurs  ooth  as  all^l  sulphides 
(American  oils)  and  as  thiophen  compounds 
(European  oils).  The  following  gives  the 
ultimate  composition  of  various  crude  oils  : — 


Origin 
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H 

N 
0*66 

8 

0 

8p.gr. 

California 

84-43 

10*99 

0*59 

3-34 

0*962 

Texas     . 

84*60 

10*90 



1-63 

2-87 

>»        • 

85-76 

12*75 

— 

1*47 

— 



Java 

87*1 

12*0 

— 

— 

— 

0-923 

Baku      . 

85*3 

11-6 

— 

— 

— 

0*940 

Of  the  hydrocarbon  constituents,  members  of 
the  following  series  are  known  to  be  present  in 
petroleum :  C»H,«^ ,  paraffin,  CmH^  naphthenes, 
and  C»HM-t  .  •  .  C«H,»_i2.  Mendelej6ff  has 
concluded  that  all  crude  oils  contain  the  same 
dasses  of  hydrocarbons,  but  in  widely  different 
proportions.  Pennsylvanian  oil  consists  chiefly 
of  the  CnH|m.2  series ;  Calif omian  oil  chieflv 
of  the  CnH^  (nanhthene)  series,  together  with 
some  benzene  and  its  homologues ;  Texas  oil, 
which  is  dark  in  colour  and  viscous,  contains 
principally    members    of     the    CnH,,,.,    and 
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CmHjii-i  series ;  naphthenes  C^H^n,  con-  | 
stitnte  80  p.c.  of  Baku  oil.  Of  hydrocarbons,  ! 
such  as  naphthalene,  acenaphthalene,  fluorene, 
anthracene,  and  phenanthrene,  all  of  which  are 
found  in  coal  tar,  the  onl^  one  undoubtedly 
present  in  crude  petroleum  is  naphthalene. 
The  gross  calorific  value  of  petroleum  fuel  oil 
varies,  as  a  rule,  between  10,350  and  11,000 
K.C.US.  per  kilog. ;  the  natural  oils  best 
adapted  for  fuel  purposes  are  those  derived  from 
Caliiomia,  Texas,  Mexico,  and  Borneo.  In 
Kussia,  where  a  great  oil-fuel  industry  has  been 
developed,  the  residue  (*  astatki ')  after  dis- 
tilling off  the  kerosene  and  burning  oil,  is  used. 
In  applyii^  oil  to  boiler  and  mmace  work 
generally,  the  fuel  must  be  *  atomised '  by  means 
of  a  jet  of  high-pressure  steam  or  compressed 
air  in  a  specisd  form  of  burner  working  on  the 
*  injector  principle.  The  oil  should  enter  the 
furnace  as  a  fine  spray,  intimately  mixed  with 
the  air  requisite  for  its  combustion.-  Many 
forms  of  sucn  burners  are  on  the  market.  From 
the  chemical  aspect  of  combustion  of  the  oil, 
the  use  of  compressed  air  is  preferable  to  steam 
as  the  *  atomising '  agent,  although,  in  fact, 
steam  is  more  usually  employed.  In  other 
forms  of  burners,  the  '  atomising '  is  effected, 
without  either  air  or  steam,  simply  by  forcing 
the  oil  (preheated  to  130°)  under  considerable 
pressure  (50  lbs.  per  sq.  inch)  through  a  suitable 
orifice. 

The    following    typical    burners    may  be 
quoted    as    examples :     (a)    the    *  Garbopen  * 
burner  (Fig.  1),  which  may  be  used  with  either 
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steam  or  compressed  air  as  the  atomising  agent : 
(6)  the  *Kermode'  hot-air  burner  (Fig.  2),  in 
which  the  oil  is  partially  vaporised  and  sprayed 
by  means  of  hot  air  at  a  pressure  of  from  \  to 
4  lbs.  per  sq.  inch.  The  oil  enters  at  a,  its 
further  flow  being  regulated  by  a  conical  valve 
and  slit.  The  air,  suitably  preheated,  enters 
at  the  branches  b  and  o ;    the  portion  passing 
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through  o  meets  the  oil  as  it  passes  the  oil- 
control  valve,  which  is  regulated  by  the  wheel  e, 
and  both  travel  on  together  through  the  central 
tube  K,  in  which  is  fixed  a  helix,  whereby  com- 
dlete  mixture  of  oil  vapour  and  air  is  ensured. 
The  two  air  supplies,  through  b  and  c,  are 
separately  controlled  by  means  of  the  rack  and 
pinion  at  M  and  L  respectively;  and  (r)  the 
Kermode  '  pressure  jet  burner  (Fig.  3),  in  which 
a  supply  of  oil  pumped  into  the  burner  through 


the  side  tube  A,  and  passing  thence  through  the 
narrow  annulus  d,  is  atomised  '  by  being  forced 
throuffh  a  series  of  narrow  grooves  cut  in  the  plug 
end  of  B,  parallel  to  the  centre  line  of  the  burner, 
whilst  similar  grooves  are  cut  in  the  face  of  b  at 
right  angles  to  the  axis  of  the  burner.  The 
grooves,  as  shown  in  h,  are  tangential  to  the  cone 
end  of  the  spindle  o,  which  regulates  the  size  of 
the  available  onening  through  the  cap  nut  B.  A 
separate  foroea  or  induced  air  draught  is  used 
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with  this  burner,  (d)  A  type  of  bumei 
designed  bv  Messrs.  John  Burden  and  Sons, 
of  Bellshill  near  Glasgow,  in  which  an  air- 
injected  oil  spray  is  completely  gasified  and 
mixed  with  air  before  ignition  ov  passage 
through  a  heated  iron  tube,  by  which  means  a 
perfectly  non-luminous  *  bunsen  *  flame  of  great 
calorific  intensity  is  obtained. 

The  furnace  in  which  the  *  atomised '  oil  is 
burnt  should  be  so  constructed  that  the  flame 
does  not  come  into  direct  contact  with  cold 
metallio  surfaces.  An  incandescent  solid  surface 
greatly  assists  the  completion  of  combustion 
and  prevents  smoke  formation.  (For  various 
forms  of  burners,  boiler-furnaces,  and  the  like, 
r.  W.  H.  Booth,  Liquid  Fuel  and  its  Combus- 
tion, 118-221 ;  also  Redwood's  Petroleum,  ii. 
706-714.) 

Petroleum  oils  are  also  employed  as  fuel  in 
internal-combustion  engines.  With  all  the 
earlier  forms  of  petroleum  engines,  as  with  the 
modem  motor-car  engine,  it  was  necessary  to 
employ  a  light  petroleum  spirit  (*  petrol '),  but 
in  modem  types  of  stationaiy  engines,  kerosene 
and  even  unrefined  oils  of  h^her  boiling-points 
may  be  used.  These  engines  usuaUv  work  on 
the  four-cycle  principle.  A  charge  of  vaporised 
oil  and  air  is  drawn  into  the  cylinder  on  the 
out-stroke  of  the  piston  :  on  the  return  stroke  it 
is  compressed  ana  fired  by  a  spark  at  the  inner 
dead  point.  The  piston  is  then  propelled  out- 
wards by  the  explosion,  and  on  the  return  stroke 
the  products  are  expelled.  Part  of  the  lieat  of 
the  products  is  utihsed  in  vaporising  the  oil  or 
heatine  the  air,  or  both.  According  to  trials 
madefor  the  Royal  Agricultural  Society  in  1901 
by  Professor  £wing,  the  oil  consumption 
(American  kerosene,  sp.gr.  0-801,  flosh-point 
86°F.,  and  cal.  value  10,329  K.C.Us.  per  kilog.) 
on  6  types  of  engines,  developing  6  to  15  b.h.p.» 
varied  between  0*69  and  1-30  lb.  per  b.h.p.-hour. 
The  highest  thermal  efficiency  indicated  by  these 
trials  was  20  p.c.    The  Diesel  oil  engine,  which 
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has  a  higher  tbennal.  efficienoy  than  any  other 
heat  enffine,  burna  ordinary  unrefined  fuel  oil ; 
the  oyole  conBiste  of  four  strokes,  namely, 
(1)  out-stroke,  in  which  air  at  atmospheric 
pressure  is  drawn  into  the  cylinder;  (2)  com- 
pression stroke,  in  which  the  air  is  compressed' 
to  about  35-40  atmospheres,  thereby  becoming 
highly  heated, — ^when  the  compression  has 
reached  about  10  atmospheres,  part  of  the  air  is 
drawn  out  by  a  single-actinff  air  pump  and  forced 
into  a  reoeiyer  (which  is  in  direct  communication 
with  the  admission  yalve  chamber)  at  a  pressure 
of  about  47  atmospheres  ;  (3)  out-stroke,  duzins 
the  initial  part  ot  which  oil,  proTiously  forced 
into  the  aomission  valve  chamber,  is  sprayed 
into  the  cylinder  by  a  small  quantity  of  the 
highly  compressed  air  in  the  receiver.  The  oil 
immediately  bums  in  the  hot  oompresfaed  air  in 
the  cylinder,  no  sparking  or  other  similar 
ignition  device  beins  required  to  start  the  com- 
bustion ;  the  products  of  combustion  then 
expand* — ^this  is  the  working  stroke;  and  (4) 
return  stroke,  the  products  are  expelled  from 
the  cylinder.  The  makers  of  the  engine  guaran- 
tee that  the  consumption  of  crude  petroleum  will 
not  be  more  than  0*452  lb.  per  b.h.p.  per  hour  at 
full  load,  equivalent  to  a  thermal  efficiency  of 
35  p.c.  Exhaustive  trials  by  Mr.  Ade  Qark 
(Proc.  Inst.  Mech.  Eng.  1903)  on  a  two-ovlmder 
160  h.p.  enffine  at  Ghent,  showed  a  thermal 
efficiency  at  full  load  of  32*3  p.c.  per  b.h.p.-hour ; 
on  a  single-c^inder  80  h.p.  engine,  the  corre- 
sponding efficiency  was  31*2  p.c.  The  Diesel 
Engine  Go.  have  produced  a  marine  type  of 
engine  which  can  be  coupled  direct  to  the  pro- 
peller shaft  without  the  intervention  of  a  clutch 
or  other  similar  gear.  The  engine  is  reveisible, 
«nd  its  speed  is  .variable  at  wilL  Successful 
trials  have  been  made  with  coal  tar  as  fuel  for 
the  Diesel  engine. 

LUeraturr.. — Redwood,  Petroleum  (2  vols.), 
and  W.  H.  Booth,  Liquid  Fuel  and  its  Com* 
bustion. 

C.  Gasbous  Fuxls. 

The  great  advantage  of  gaseous  over  solid  or 
liquid  fuels,  for  heating  purposes,  lies  in  the  fact 
that  they  can  be  completely  burned  in  furnaces 
of  regenerative  type  with  only  a  slight  excess  of 
air,  and  they  are  therefore  specially  adapted  for 
purposes  where  very  high  temperatures  on  a  large 
scale  are  required.  The  absence  of  smoke  and 
ash  makes  their  extended  use,  from  the  public 
point  of  view,  eminently  desirable ;  moreover, 
the  possibility  of  gasifying  coal  under  ammonia- 
recovery  conditions,  coupled  with  the  much 
higher  thermal  efficiency  of  an  internal-com- 
bustion engine  as  compared  witiii  a  steam  engine 
or  turbine,  has  firmly  established  the  position  of 
gaseous  fuels  in  relation  to  power  schemes. 

Natonl  gas.  In  the  petroleum  districts  of 
Pennsylvania  and  adjoining  states,  natural  gas 
issues  from  the  strata  at  a  depth  of  500-2000  feet 
below  the  surface,  and  when  bore  holes  are  sunk 
into  this  accumulation,  tiie  gas  rises  under  a 
mean  pressure  of  250-400  lbs.  per  sq.  inch. 
Between  the  years  1821  and  1883  natural  cas 
had  been  used  in  a  limited  way  for  illuminating 
and  heating  purposes ;  since  1883,  however,  it 
has  nndeigone  an  extraordinarilv  rapid  develop- 
ment for  industrial  purposes.  According  to  the 
Report  of  the  British  Iron  Trade  Association 


Ck>mmi8sion  to  the  United  States  (1902),  the 
companies  engaged  in  the  natural-gsA  business 
in  the  Pittsbuijg  district  were  operating  nearly 
3000  miles  of  pipe  lines,  and  the  daily  consump- 
tion of  gas  throughout  the  year  averaged  about 
50  p.c.  sreater.  Two  companies  brought  gas 
from  a  aytance  of  more  than  100  mues.  In 
1914  the  total  production  of  natural  gas  in  the 
U.S.  was  591,8^  miUion  cub.  ft.,  the  fuel  value 
of  which  was  computed  at  94  million  dollars. 
The  composition  of  the  gas  varies  in  different 
wdls,  and  even  in  the  same  well  after  a  short 
lapse  of  time;  methane  (64-94  p.c.)  is  its 
principal  constituent;*  hydrogen  (3-30  p.c), 
together  with  small  peroent^es  of  ethane, 
ethylene,  carbon  monoxide,  and  nitrogen  make 
up  the  balance.  The  densitv  varies  between 
0*45  and  0*56.  Analyses  of  natural  gas  as 
supplied  to  25  cities  in  the  U.S.  are  siven  in 
U.S:  Bureau  of  Mines  Technical  Paper,  No.  109 
(1915),  according  to  which  five  of  the  samples 
contained  metlume  only  sa  the  combustible 
ffSA,  the  remainder  containing  in  addition  thereto 
higher  paraffins  (particularly  ethane).  Processes 
have  oeen  installed  for  extracting  *  gasoline ' 
from  such  ^paraffinic*  gases  by  absorption 
methods,  using  petroleum  distillates  or  naphtha 
as  the  wsAh-oiL  Natural  gas  also  oocurs  in 
the  southern  plains  of  Alberta  (C!anada).  In 
the  Bow  IsUuid  area  it  is  obtamed  at  800  lbs. 
pressure,  and,  according  to  the  Ganadian 
Department  of  Mines,  Memoir  93  (1917),  the 
possible  production  of  this  field  alone  amounts 
to  50  nullion  cub.  ft.  per  diem ;  it  contains 
CH4=86*7,  C«H«=l-8,  H=5*4,  N=61  p.c. 
Natural  gas  has  never  been  found  in  Great 
Britain  except  in  too  small  quantity  to  be 
industrially  important;  in  1895  gas  was  en- 
countered during  well-sinking  operations  at 
Heathfield  (Sussex),  at  a  depth  of  300  feet.  In 
1902  gas  was  issuing  from  the  bore  holes  at  a 
pressure  of  140-200  lbs.  per  sq.  inch ;  it  con- 
tained 93*16  CH4,  2*94  C,H„  1*00  GO,  and 
2*9  p.c.  Ns,  but  no  hydrogen. 

Coal  gas  (coke-oven  eas).  Gas  manufactured 
bv  the  carbonisation  of  oituminous  coals  in  fire- 
clay retorts,  freed  from  tar,  NH„  and  H,S,  and 
in  some  instances  mixed  with  either  blue  or 
carburetted  water  gas,  oonstitutes  the  chief 
public  gas  supply  throughout  the  world.  Within 
recent  yean  the  surplus  gas  from  by-product 
coking  plants  has  been  purified  for  public  use,  • 
and  in  localities  where  metallurgical  coke  is 
largely  prepared,  '  coke-oven  gas  '  will  probably 
be  more  extensivelv  used  in  the  future.  The^ 
composition  of  coal  gas  varies  considerably  in 
different  localities,  according  to  the  nature  of 
the  coal,  the  nature  and  disposition  of  the 
retorts,  and  the  temperature  of  carbonisation. 
A  good  *  straight '  coal  gas  as  formerly  supplied 
to  the  public  in  this  country  contained  45-50  H„ 
30-35  GH4,  4*0  heavy  hydrocarbons  (reck- 
oned as  GsH,),  5-0-10*0  GO,  together  with  not 
more  than  of  about  8*0  p.c.  N, ;  and  it  had  a 
cal.  vfiJue  575  net  and  645  gross  B.Th.Us.  per 
cub.  ft.  at  0**  and  760  mm. 

With  the  almost  universal  adoption  of  incan- 
descent mantles  for  lighting  purposes  and  the 
consistent  increasing  uses  of  gas  for  domestic 
heating  purposes,  the  need  of  so  rich  a  gas  of 
high  seu-illuminating  power  diminisheid,  a 
condition  which  opened  the  way  for  cheaper 
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ptoduotion  by  raising  ihe  temperature  of  the 
retort  settings.  In  1913,  the  average  ffross 
calorific  value  of  the  gas  supplied  in  six  of  the 
laigest  cities  of  Great  Britain  was  about  680 
B.Th.U8.  per  cub.  ft.  at  60*»P.  and  30  in.  baro- 
meter.  During  the  war,  the  gas  was  almost 
universally  '  debenzolised/  whereby  its  gross 
calorific  value  was  reduced  to  between  450  and 
600  B.Th.U8.  per  cub.  ft.  Long  before  the  war, 
some  gas  undertakings  had  regularly  mixed 
either  *blue*  or  ' carbnretted '  water-gas  (q.v,) 
with  the  coal  gas  sent  out  of  their  works ;  and 
this  practice  is  likely  to  grow  considerably  in 
future,  especially  as  the  Gas  Regulation  Act, 
1920,  has  ordained  that  in  future  consumers 
shall  be  charged  according  to  the  Thermal  units 
(•Therms'  of  100,000  B.Th.Us.)  actuaUy  sup- 
plied. It  is  probable  that  post-war  gas-standards 
will  mostly  be  between  400  and  600  B.Th.U8. 
per  cub.  ft. 

Although  the  cost  of  manufacturing  and 
distributing  the  gas  militates  against  its  use  in 
laige-scale  industrial  operations,  where  low  fuel 
costs  are  of  first  importance,  it  has  neverthdess 
made  great  progress  in  recent  years  (1)  in  the 
direction  of  supplying  the  needs  of  innumerable 
small-scale  inaustrial  consumers ;  (2)  in  con- 
nection with  the  manufacture  of  lugh-grade 
commodities,  where  the  cost  of  the  heating 
operation  is  of  less  consequence  than  the 
certainty  of  attaining  a  particular  result  within 
a  given  time  {e,g,  in  the  heat  treatment 
of  special  steels  or  alloys) ;  and  (3)  for  brass 
and  aluminium  melting,  pipe  welding,  glass 
annealing,  the  tempering  ana  forging  of  tools, 
ftc.  Thus,  for  example,  13  of  the  principal 
firms  in  Sheffield  used,  in  1917,  upwards  of 
1200  million  cub.  ft.  of  coal  gas  for  industrial 
operations. 

Tests  carried  out  at  the  Imperial  College  of 
Science  and  Technology,  London,  have  shown 
that  a  well-constituted  modem  gas  fire,  in  which 
the  columnar  fire-clay  'radiant'  material  is 
properly  disposed  in  relation  to  the  atmospheric 
burners,  will  not  only  completely  bum  the  gas 
without  a  vestige  of  carbon  monoxide  escaping 
into  the  room,  but  it  has  an  unexpectedly  high 
'radiation'  efficiencv.  The  total  'radtcUion* 
from  such  a  fire  will  vary  from  46  to  50  p.c., 
whilst  about  30  p.c.  of  the  net  heat  generated 
passes  directly  into  the  flue,  the  balance  being 
convected*  into  the  room.  Also  H.  James 
Tates  has  designed  a  '  ventilating  gas  fire ' 
which  combines  the  aforesaid  high  '  radiant ' 
efficiency  with  a  ventilating  capacity  nearly 
equal  to  that  of  an  open  coal  fire. 

LajN^e  surpluses  of  *  coke-oven  gas,'  which  is 
little,  iiat  all,  inferior  to  many  town  gas  supplies, 
are  now  available  for. steam  raising  or  as  gas- 
engine  f  ueL  The  efficiency  of  the  gas  when  burnt 
in  Lancashire  boilers  rarely  exceeds  66-70  p.c., 
and  with  coal  at  IOa.  per  ton  the  cost  of  the  gas 
for  steam  raising  does  not  exceed  Sd.  per  1000 
cub.  ft.  With  the  rapid  extension  of  by-product 
cokiuff  plants  in  Great  Britain,  the  proper  utilisa- 
tion ol  the  energy  represented  by  tne  surplus  gas 
has  become  a  problem  of  national  importance. 
An  average  '  dobenzolised  coke-oven  gas  *  will 
contain  C0,=2-0,  00=6*0,  0,H,,=2-0,  OH4 
=26-0,  H=660,  N=10-0  p.c.  In  1910  Parlia- 
mentary  sanction  was  obtained  for  suppljring 
gas   from   the   Brackley   Coke   Works   to   the 


Urban  District  of  Little  Hulton  (Lanes.),  and 
the  Corporation  of  Middlesbrough  now  draws  its 
entire  public  supply  of  gas  from  regenerative 
by-proauct  ovens  at  a  neighbouring  iron- 
woncs. 

Produeer  gas.  For  the  cheap  and  rapid 
production  of  gaseous  fuel  for  industrial  pur- 
poses, there  is  no  better  process  than  the 
gasification  of  solid  fuels  (peat,  bituminous  coal, 
coke,  or  anthracite)  by  means  of  a  mixed  air- 
steam  blast  (sometimes  air  alone  is  employed) 
in  some  form  of  gas  'producer,'  whereoy  the 
fuel  is  converted  into  gas  containing  some 
36-46  p.c.  of  combustible  constituents  (00,  H, 
and  OH4).  A  modem  gas  producer  consists  of 
a  cylindrical  furnace,  6-12  feet  internal  diameter 
and  10-16  feet  high,  lined  with  fire-brick  with 
an  outer  mild  steel  casing,  and  usually  water- 
sealed  at  the  bottom.  Means  are  provided 
(1)  for  the  introduction  of  the  blast  through 
some  form  of  grate  or  twyer  fixed  immediately 
above  the  level  of  the  water  in  the  seal,  and  its 
regular  distribution  through  the  bed  of  incan- 
descent fuel  (usuallv  3-5  feet  in  thickness)  which 
rests  upon  a  lower  bed  of  ashes  ;  and  (2)  for  the 
ohaiging  in  of  the  raw  fuel  through  (usually) 
some  form  of  bell  hopper  fixed  centrally  on  the 
top  of  the  producer,  round  which  are  arranged  a 
number  of  equidistant  poking  holes  closed  by 
iron  balls.  The  gas  outlet  is  fixed  near  the  top 
of  the  cylindrical  furnace.  Taking  as  a  typical 
example  a  producer  working  with  a  mixea  air- 
steam  blast  on  a  common  bituminous  coal,  the 
chemistry  of  gasification  may  be  epitomised  as 
follows.  When  a  fresh  chaige  of  fuel  is  dropped 
into  the  furnace,  it  first  of  all  undeisoes  a  process 
of  distillation  on  the  top  of  the  fire,  raereby 
H,  OH4,  tarry  hydrocarbons,  00,  together 
with  sinall  quantities  of  NHt,  H^S,  &c.,  are 
evolved,  probably  in  much  the  same  proportions 
as  in  the  ordinary  retort  distillation  of  coal; 
olefines  and  higher  paraffins  are,  however,  so 
rapidly  decomposed  that  they  do  not,  as  a  rule, 
appear  in  the  gas  passing  out  of  the  producer. 
Tne  carbonaceous  residue  (coke)  is  subsequently 
completely  gasified  in  the  lower  layers  of  the 
incandescent  fuel  bed,  by  interaction  with  the 
ascending  air-steam  blast,  yielding  a  mixture  of 
00„  00,  H,  and  N,  together  with  further 
small  proportion  of  NH,  and  CH4.  The  propor- 
tion of  OO2,  00,  and  H  leaving  the  incandescent 
coke  bed  depend  upon  the  steam  saturation 
temperature  of  the  blast,  which  also  largely 
determines  the  temperature  gradient  through- 
out the  fire.  In  oroer  to  fulfy  understand  the 
chemistnr  of  the  process,  it  is  necessary  to 
separately  consider  the  interaction  between 
incandescent  carbon  and  air  and  steam  respec- 
tively. In  a  solid  bottom  producer  operated 
with  a  dry-ear  blast,  the  imtial  action  of  the 
oxygen  upon  the  incandescent  carbon  is  rapidly 
succeeded  by  the  reversible  reaction200^=^-f  00 , 
in  which  the  state  of  equilibrium  is  a  function 
of  both  temperature  and  the  partial  pressures  of 
the  00  and  00,.  It  can  be  demonstrated  that 
the  time  required  for  the  establishment  of  this 
equilibrium,  at  the  temperatures  which  prevail 
in  the  fuel  bed,  is  far  shorter  than  that  occu- 
pied by  the  gaseous  mixture  in  traversing  the 
fuel.  According  to  Rhead  and  Wheeler's  ex- 
periments (Chem.  Soc.  Trans.  1910,  2178),  the 
eqidlibrium  in   the  system   200^:^+00t  at 
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atmospheric  pressure  varies  with  temperature  as 
follows  : — 


Per  cent. 


Temp. 

850'' 

960° 

1060° 

1200° 


CO, 
6-23 
1-32 
0-37 
0-06 


CO 
93-77 
98-68 
99-63 
99-94 


results  which  are  in  agreement  with  the  thermo- 
dynamical  equation 


19,600 

Tab.. 


+^^«'S;=^-^- 


As  the  change  from  2C0  to  GO,  involves  a 
diminution  in  volume,  it  can  be  predicted 
on  thermod^namioal  grounds  that  a  lowering 
of  the  partial  pressures  of  the  GO,  and  GO, 
consequent  on  dilution  with  N  in  the  pro- 
ducer cases,  will  affect  the  equilibrium  in  the 
same  direction  as  an  increase  in  temperature, 
i.e.  it  will  tend  to  increase  the  ratio  GO/OO,  at 
any  given  temperature.  The  temperatures  in  the 
active  zones  of  the  fuel  bed  of  an  air-blown  pro- 
ducer gasifying  coal  or  coke  may  vary  between 
1260°  and  upwards  of  1400°,  and  with  good 
coke  it  is  easily  possible  to  generate  a  gas  con- 
taining 0-6  GO,,  33-0  GO,  1*6  H,  and  66-0  d.c.  N. 
But  since  the  combustion  of  carbon  to  GO  libe- 
rates approximately  30  p.c.  of  its  total  heat  of 
combustion,  not  only  would  the  thermal  effici- 
ency of  the  gasification  in  an  air-blown  producer, 
reckoned  on  the  cold  gas,  be  low,  but  the  high 
temperatures  in  the  fuel  bed  would  cause 
serious  clinkering  troubles  in  cases  where  the 
fuel  leaves  a  fusible  ash.  In  the  Thwaite 
cupola  producer  (30  feet  high  and  6  feet  internal 
diameter),  where  a  dry-air  blast,  forced  in 
through  a  series  of  twyers  near  the  bottom,  is 
employed,  it  is  usual  to  add  a  certain  proportion 


of  limestone  to  the  fuel  charge  in  order  to  form 
a  liquid  slag  with  the  ashes,  which  is  tapped  at 
intervals  tlut>uffh  a  slac-notch.  Working  on  a 
Lancashire  slack  coal,  this  producer  yields  a  ga9 
containing  20  GO,,  29-0  CO,  636  H,  2-06  GH4, 
61  *6  N,  of  cal.  value  130*8  net,  and  138*7  ffroasy 
B.Th.Us.  per  cub.  ft.  at  0°  and  760  mm. 

Steam  reacts  with  carbon  in  two  ways, 
namely,  (1)  G-|-2H,0=GO,+2H„  and 

(2)  G+H,0=GO+H„ 
and  both  reactions  are  strongly  endothermic. 
At  600°-600°  (1)  predominates  ;  as  the  tempera- 
ture rises  (2)  gradually  asserts  itself,  until  at 
1000°  and  upmrds  it  occurs  exclusively.  The 
function  of  the  steam  in  a  gas  producer  is,  there- 
fore, to  absorb  some  of  the  heat  liberated  during 
the  partial  'air  combustion'  of  the  carbon  to 
GO  by  doing  chemical  work,  thereby  raising  the 
potential  energy  of  the  resulting  gas  at  the  ex- 
pense of  some  of  its  sensible  heat.  Incidentally, 
also,  dinkering  troubles  with  a  fusible  ash  are 
sreatly  diminished  by  the  admixture  of  steam 
in  the  blast.  Where  a  large  proportion  of  steam 
is  used,  the  composition  of  the  resulting  gas  is 
appreciably  affected  by  the  reversible  system 
GO+H,0^^0,-|-H„  of  which  the  equilibrium 

COxH  O 
constant,  co  xH  ^^'  increases  with  tempera- 
ture (according  to  0.  Hahn,  K=0*81  at  786°, 
1*64  at  986°,  and  2*10  at  1206°).  The  operation 
of  this  reversible  reaction  must  also  be  considered 
when  a  producer  gas  passes  through  the  hot 
regenerators  of  an  open-hearth  furnace. 

The  influence  of  varying  blast-steam  satura- 
tion temperatures  upon  the  composition  and 
yield  of  tke  gas  from  a  Lancashire  bituminous 
coal  contiuning  G=78*0,  H=6-4,  S=1*0,  N=l*4, 
0=10-0,  a8h=4-2  p.c,  and  vielding  36  p.c. 
*  volatilee  *  at  900°,  is  shown  m  the  tabulated 
results    below    of    a    series    of    gas-producer 


Average  depth  of  Incandescent) 
fuel f 

8  feet  6  inches 

7  feet 

Average   rate  of   gasifications 
(day-shift)  per  hour  per  pro- , 
dncer        .        .        .        ,) 

22-5  cwte. 

11-5  cwts. 

Steam  saturation  temperature) 
of  blast    .                         .f 

45»         50-    j    55" 

60" 

70'' 

60" 

65'»         70" 

75" 

80" 

„^      /  Carbon  dioxide    . 
agq     Carbon  monoxide 
■33  a    Hydrogen  . 
gl^-  Methane     . 
Sg|     Nitrogen     . 

^8     V        Total  combustibles 

2-85  1     2*50       4-40 
81-60     30-60     28-10 
11-60     12-85     15-45 

3-05       3-00       8-00 
51-40  1  51*55     40-05 

5-10 
27-80 
16-50 

8-05 
40-05 

0*25 
20-86 
10-75 

8*45 
46-70 

5-25 
27*30 
16-60 

8*85 
47*50 

605 
25-40 
18-80 

8*40 
45-00 

015 
21*70 
10*66 

8*40 
46*10 

11*65 
18*85 
21-80 
8-85 
44*86 

13*25 
16-05 
^22-65 
8-50 
44-55 

46-2     1  45-95  i  4660 

45-85 

44-05 

47*26 

47*10 

44-76 

48-50 

42-20 

Caloriflo  value  of  the  gMA  yi^„ 
B.Th.U.  per  cubic  fooi  S2«8 
at  0"  and  760  mm.        )^^^ 

1 
180-0     178-6     180-8 
170-5     168-7     1691 

178-7 
166-0 

175-5 
161-0 

186*6 
1780 

186-4 
1720 

177-5 
168-8 

1720 
157*8 

160*6 
154-8 

Yield  of  gas,  cubic  feet,  at  0"  1 
and  760  mm.  per  ton  coal  .  5 

188,700 182,500 

1 

132,700 

135,000 

— 

188,250 

184,400 

141,450 

145,800 

147,500 

Steam  added  to  blast,  lbs.  per) 
lb.  coal                       .         .  $ 

0-2         0-21 

i 

0-82 

0*45 

— 

0-45 

0-55 

0*80 

1*10 

1*55 

Percentage  steam  decomposed 

all     1    all 

all 

760 

— 

870 

.liBO^O^ 

u)6W' 

3©g 

1^0 
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trials  (each  extending  over  a  continuoiu  period 
of  100-130  houra)  carried  out  by  Bone  and 
Wheeler  in  1906-7  (Jour.  Iron  and  SteeL  Inat. 
1907,  i.  126;   1908,  ii.  206). 

In  these  trials  it  was  also  proved  (1)  that 
on  gasifving  an  ordinary  bituminous  coal  by 
means  of  a  mixed  air-steam  blast,  about  92*5  p.c. 
of  the  carbon  in  the  fuel  is  converted  into  per- 
manent gas  (CO,,  GO,  and  CH4),  another  6*3  p.c. 
appears  as  tar,  and  the  remaining  1*2  p.c.  is 
lost  in  the  ashes.  These  proportions  are  inde- 
pendent of  the  blast-steam  saturation  tempera- 
ture. (2)  That  with  blast-steam  saturation 
temneratures  up  to  and  including  56^,  the 
whole  .of  the  steam  in  the  blast  is  decomposed 
in  passing  through  the  fuel  bed ;  as  the  satura- 
tion temperature  is  raised  above  this  limit,  the 
proi>ortion  of  the  steam  decomposed  progressively 
diminishes,  although  the  absolute  quantity  (per 
lb.  of  fuel)  increases.  (3)  That  increasing  the 
effective  depth  of  fuel  beid  beyond  3  feet  6  inches 
has  no  influence  upon  either  the  composition  of 
the  gas  or  the  practicable  rate  of  gasification. 
(4)  That  the  thennal  efficiency  of  the  gasification 
reaches  a  maximum  at  blast-steam  saturation 
temperatures  between  50°  and  60^  and  that  the 
best  quality  of  gas  for  furnace  purposes  is 
produced  with  a  saturation  temperature  of  50®. 

In  gas  generated  for  furnace  purposes  it  is 
important  that  the  CO  content  should  be  as 
high  as  possible,  and  that  the  H  content  should 
not  exceed  about  12-14  p.o. ;  moreover,  for  a 
regenerative  furnace  supply  the  gas  ieavins  the 
producer  should  be  in  a  hysroecopic  conmtion 
such  that  the  proportions  of  CO,,  (X),  H,  and 
HfO  shall  substantially  conform  to  the  equili- 
brium ratio  corresponding  to  the  hishest  tem- 
perature of  the  regenerator  (say  1200^),  namely, 

CO  X  OH 

CO  xh'~^^'  ^^  latter  requirement  is  ful- 
filled by  a  sas  containing  2*5  CO,,  30*6  CO, 
12*35  H  (such  as  may  be  generated  with  blast- 
steam  saturation  temperature  of  50®),  and 
leaving  the  producer  in  a  hygroscopic  condition 
corresponding  to  saturation  at  20®.  Such  a  gas 
will  leave  the  producer  heavily  charged  with 
tarnr  vapours,  and  at  a  temperature  of  500®- 
600^  it  usually  psuBses  on  to  the  furnace  through 
large  fire-brick  lined  mains,  without  being 
cleaned  or  cooled,  accumulations  of  tar,  soot,  &c., 
in  the  mains  being  burnt  out  in  a  current  of 
air  at  the  end  of  each  week*B  run  {iridt  also  W. 
A.  Bone,  Producer  Gas,  with  special  reference 
to  Steel  Works  Requirements,  Joum.  W.  of 
Scotland  Iron  and  Steel  Institute,  1911). 

In  gas  generated  for  power  purposes,  the 
actual  TJomposition  is  not  so  importiemt,  provided 
that  the  total  content  of  combustible  constituents 
is  hish,  and  in  such  cases  the  gas  may  be  gene- 
rated under  conditions  permitting  of  the  recovery 
of  a  ]&rse  proportion  of  the  N  in  the  fuel  as 
NH,.  A  gas  supply  for  internal-combustion 
engines  must  be  lx>th  thoroughly  cleaned  and 
cooled  down  to  atmospheric  temperature  before 
delivery  to  the  engine. 

The  main  points  to  be  considered  in 
relation  to  gas-producer  design  are :  (1)  the 
easy  and  accurate  control  of  the  blast-steam 
saturation  temperaturo ;  (2)  a  suitable  form 
of  grate  or  twyer  which  should  permit  of 
a  rapid  rate  of  gasification,  together  with 
uniform  distribution  of  the  blast,  through  the 


fuel  bod ;  (3)  the  contour  of  the  furnace  bodv ; 
and  (4)  the  arrangements  for  charging  the 
producer  and  removal  of  the  ashes.  One  of 
the  earliest  forms  of  gas  producers  (£belmen, 
1840)  was  of  the  cupola  type,  in  which  charcoal 
or  coke  was  gasined,  with  a  positive  blast 
introduced  through  twyers,  limestone  being 
added  to  the  cha^e  (if  necessary)  to  flux  the 
ash.  In  1845  Ekman,  a  Swedish  ironmaster, 
designed  a  furnace  and  producer  combined,  for 
which  the  fuel  was  charcoal.  The  producer 
itself  consisted  of  a  cylindrical  fire-brick  chamber, 
enclosed  in  an  iron  casing,  a  space  being  left 
between  the  brickwork  and  the  casing  through 
which  the  air  supply  was  admitted  and  pre- 
heated on  its  way  to  the  fire.  In  1861  the 
Brothers  Siemens  patented  their  well-known 
producer  for  use  in  connection  with  their  new 
regenerative  furnace.  This  producer  consisted 
of  a  fire-brick  chamber,  rectangular  in  section, 
the  front  of  which  was  inclined  at  an  angle  of 
45®-60®,  provided  with  a  grate  at  the  bottom, 
through  which  a  current  of  air  was  induced. 
Below  the  grate  was  a  trough  of  water,  which, 
on  evaporation,  by  heat  radiated  from  the 
grate,  added  a  certain  proportion  of  steam  to 
the  induced  air  supply.  Subsequently  the  front 
of  the  producer  was  doeed  by  an  iron  door,  and 
the  air  supply  forced  in  under  the  grate  by 
steam  injection.  This  producer  was  the  first  to 
successfidly  gasify  a  bituminous  coal;  it  was 
capable  of  generating  a  fairl^r  good  quality  of 

fas,  but  its  rate  of  gasification  was  low.  In 
876  Messrs.  Brooke  and  Wilson  patented  a 
producer  consisting  of  a  cylindrical  chamber 
naving  a  solid  heiurth,  but  no  fine  bars.  The 
mixed  air-steam  blast  was  obtained  by  steam 
injection,  and  was  introduced  into  the  fuel  bed 
by  means  of  a  box-shaped  casting  which  traversed 
the  middle  of  the  hearth.  In  1882  Mr.  Wilson 
patented  a  form  of  generator  on  which  ash  and 
clinker  were  automatically  removed  by  means  of 
two  worm  screws  revolving  in  a  water  seal. 
Water-sealed  producers  have  now  almost  en- 
tirely superseded  the  older  solid  or  bar-bottom 
types. 

The  Buff  producer  (Fig.  4)  may  be  cited  as 
a  modem  producer  of  sim^ue  design ;  it  consists 
of  a  cylindrical  chamber,  A,  7-10  feet  internal 
diameter,  with  a  9-inch  fire-brick  lining  within 
an  outer  steel  shell.  At  the  bottom  of  the 
lining  is  a  circular  angle-iron  casting,  which  dips 
into  the  water  seal  in  the  trough  bb.  The 
'  Duff  *  grate,  or  blast  grid,  o,  is  a  /\ -shaped 
structure,  with  transverse  grids  extending  as  a 
ridge  across  the  producer  immediately  above  the 
water  seal ;  the  air-steam  blast  enters  the 
space  beneath  the  grate,  and  the  grid  ensures  its 
uniform  distribution  over  a  considerable  area  of 
the  fuel  bed.  The  latter  (which,  as  a  rule, 
extends  to  a  height  of  about  3  feet  above  the 
apex  of  the  grate)  is  supported  upon  a  bed  of 
ashes,  which  extends  downwards  from  the  grate 
level  into  the  water  trough.  In  the  lower  part 
of  the  shell  of  the  producer,  and  on  a  level  with 
the  grate,  are  inserted  cleaning  doors  dd.  The 
fuel  is  charged  intermittently  into  t^  furnace 
through  the  belled  hopper  B,  and  the  gas  outlet 
is  at  V ;  the  dotted  lines  at  00  indicate  poking 
holes.  Ashes  are  withdrawn  from  the  water 
trough  at  regular  intervals  in  quantity  corre- 
sponding to  the  rate  of  accuDaulation^ni.  the 
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fornaoe.  A  producer  of  10  feet  internal  diameter 
will  gasify  10  cwte.  of  coal  per  hour,  or  about 
15  Ira.  per  sq.  ft.  of  fire  area. 

In  Fig.  5  is  shown  the  latest  form  of  the 
Mond  proiduoer,  which,  although  designed  with 
special  reference  to  ammonia-reoovBry  practice, 
is  eminently  adapted  to  all  working  conditions. 
The  ehief  features  about  this  producer  are 
(1)  the  annulus  a  between  the  inner  fire-brick 
lining  and  outer  steel  shell  through  which  the 
incoming  preheated  air-steam  blast  passes  before 
reaching  the  grate ;  (2)  the  hanging  bar  grate  b, 
which  takes  the  shape  of  an  inverted  truncated 
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cone,  with  spaces  between  the  bars  for  the 
admission  of  the  blast,  an  arrangement  which 
ensures  an  adequate  Krate  area  and  a  very 
uniform  and  effective  distribution  of  the  blast 
in  the  fuel  bed ;  and  (3)  the  larse  bell  o  at  the 
top  of  the  producer  below  the  charging  hopper 
D,  which  is  supposed  to  expedite  the  prdiminaiy 
distillation  of  the  raw  fuel.  The  Mond  producer 
is  usually  worked  with  a  very  deep  fuel  bed, 
as  indicated  in  the  diacram,  but  if  the  bell  o  be 
dispensed  with,  a  much  shallower  fuel  bed  may 
be  used  with  advantaffe.  In  Fig.  6  is  shown  the 
B.W.  producer,  which,  with  an  improved  form 
of  hanging  bar  grate,  is  specially  adapted  for 
rapid  gasification  with  a  shallow  fuel  bed. 
In  a  producer  of  this  type,  10  feet  internal 
diameter,  from  20  to  25  cwts.  of  coal  (equal 
to  30-35  lbs.  per  sq.  ft.  of  fire  area)  may  be 
gasified  per  hour. 

Some  years  ago  attention  was  drawn  to  the 
automatic  and  continuous  feeding  of  the  fuel 


into  producers  so  sa  to  ensure  a  more  even 
distribution  over  the  fire  bed,  and  more  uniform 
working  conditions.    The  '  Geoige  *  feed  of  the 


Fio.  5. 

Morgan  producer  (Fig.  7)  satisfactorily  effected 
this   purpose.    The   essential   feature   of   this 


device  is  an  inclined  and  slowly  rotating  water- 
cooled  feeding  spout  a,  fixed  immediately 
under  the  charging  hopper  B,  the^i^dLl^eing 
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contiauously  forced  from  b  into  a  by  the  slowly 
revolyiiig  circular  disc,  c,  working  up  asainst  the 
fixed  bracket  d.  The  producer  itself  is  water 
sealed,  and  circular  in  section,  but  tapering  from 
the  middle  downwards.  The  blast  is  intrwluced 
through  the  central  dome  B,  and  the  gas  outlet 
is  at  F.  The  producer  ma^  be  worked  with  a 
shallow  fuel  bed  (3  feet  thick),  and  with  a  fire 
of  10  feet  diameter  will  gasify  about  10  cwts.  of 
fuelper  hour. 

Tne  Kerperiey  producer  (F^.  8)  embodies  the 
latest  device  for  tne  automatic  and  continuous 
removal  of  ashes,  consisting  of  a  revolving 
conical  grate,  a,  fixed  eccentrically  upon  the 
foundation,  and  provided  with  a  flattened  top. 
The  oone  comprises  a  number  of  plates  through 
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which  the  steam-air  blast  reaches  the  fire.  The 
grate  is  fixed  in  one  piece  with  the  shallow  iron 
water  trough  bb,  whidi  is  continuously  rotated 
at  the  slow  rate  of  one  revolution  every  2^-3 
hours.  The  lower  part  of  the  producer  surround- 
ing the  zone  of  active  chemical  action  is  water- 
jacketed  GO,  in  order  that  no  incipient  clinkers 
can  adhere  to  the  cold  side  plate.  The  slowly 
revolving  eccentric  grate  disintegrates  clinkers 
before  they  attain  large  dimensions,  and,  pushing 
the  ashes  outwards  into  the  water  trough, 
causes  them  to  be  automatically  dischaiged  oy 
their  coming  up  against  a  fixed  scraper.  The 
Morgan  prmiucer  also  is  now  fitted  with  a 
mechanical  revolving  grate  (Fig.  9),  which, 
besides  effecting  automatic  discharge  of  ashes, 
considerably  increases  the  gasifying  capacity  of 
the  producer. 

A  still  more  recent  mechanical  development 
in  gas-producer  practice  is  the  employment  of 
water-cooled  rotatory  poking  devices  of  which 
the  Chapman  Floating  Agitator  is  a  typical 
example.  This  appliance  combines  an  auto- 
matio  feed  with  a  slowly  rotating  water-cooled 


stirring  arrangement  which  keeps  the  upper 
layers  of  Uie  fuel  bed  constantly  agitated, 
whereby  'caking*  is  prevented;  it  may  be 
fitted  on  to  existing  types  of  producers,  no 
matter  whether  they  have  static  or  rotating 
grates.  In  the  latest  form  of  Morgan  'Oas 
Machine,*  the  coal  is  automatically  fed  into  the 
producer,  whilst  continuous  removal  of  aeh  is 
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effected  by  making  the  body  of  the  producer  to 
rotate  slowly  and  automatically  sweeping  the 
entire  bottom  of  the  water-sealed  ash-pan  by  a 
suitable  spiral-shaped  bar  or  plough.  All  need 
of  poking  is  eliminated  by  using  an  adjustable 
water-cooled  *  leveller,*  which  'floats*  on  the 
slowly  rotated  fuel-bed  and  keeps  it  constantly 
levelled. 
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All  large  gas  producers  are  blown  on  the 
pressure  system  either  by  means  of  steam 
injection  or  preferably  by  a  suitable  fan  or 
blower,  steam  or  electrically  driven.  The 
pressure  required  is  only  3-6  inches  water  gauge, 
according  to  the  thickness  of  the  fire.  In  the 
case  of  a  blower-produced  blast,  the  requisite 
steam  is  introduced  through  a  lateral  opening 
into  the  air  duct  a  few  feet  before  it  enters  the 
producer;  perfect  control  and  adjustment  of 
the  blast-steam  saturation  temperature  is  of 
great  importance  in  relation  to  uniform  working. 
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For  the  cleaning  and  cooling  of  producer  gas 
for  gas  engines,  various  arrangements  of  plant 
are  employed,  comprising  (1)  a  dust-catching 
chamber ;  (2)  atmospheric  condenser,  usually  of 
annular  type ;  (3)  water-sprayed  coke  or 
*  hurdle  *  scrubbers  ;  (4)  wator-sprayed  fans  ; 
and,   finally   (5)   sawdust  scrubbers   or  other 


equivalent  devices  for  removal  of  tar  fog. 

For  small  (up  to  200  h.p.)  power  inst^lations, 
producers  in  which  the  blast  is  induced  by  the 


suction  of  the  engine  cylinder  (*  suction  pro- 
ducers ')  are  new  laigely  emfdoyed  with  antnra- 
cite  or  coke  as  fuel.  The  first  successful  attempt 
to  operate  a  producer  by  suction  in  conjunction 
with  a  gas  engine  was  made  by  L6on  Bonier, 
in  1896,  who  employed  a  suction  pump,  placed 
side  by  side  with  the  engine  cylinder  and  driven 
by  means  of  a  connection  with  the  fly-wheel  axle. 
Soon  afterwards  the  suction  of  the  engine 
itself,  on  the  out-stroke  of  the  piston,  was 
substituted  ior  the  B^er  suction  pump,  thus 
cheapening  construction,  and  at  the  same  time 
reducing  nuctional  losses.  Bv  1901  *  suction  * 
power  plants  were  established  on  the  market, 
and  their  use  has  since  steadily  extended.  Such 
a  plant  (as  illustrated  in  Fig.  10)  consists  of  the 
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following  essential  parts:  (1)  A  fire-brick-lined 
genercUor,  A,  of  cylindrical  section,  in  which  the 
fuel  is  gasified  by  means  of  an  air-steam  induced 
draught ;  the  fuel  is  introduced  through  an 
air-ttghi  feeding  hopper,  B,  which  drops  it  mto  a 
slorage  and  distiUcUion  bdl,  c,  situated  within  the 
generator.  The  fire  rests  upon  a  horizontal 
grate  under  which  is  a  shallow  chamber,  D,  with 
a  solid  bottom,  and  a  lateral  opening  com- 
municating with  the  air  and  steam  supplies. 
(2)  A  vaporiser,  B,  which  may  be  either  within 
or  without  the  upper  part  of  the  shell  of  the 
generator,  in  which  a  regulated  water  supply  is 
vaporised,  usually  at  the  expense  of  some  of 
the  sensible  heat  of  the  hot  sas  leaving  the 
generator,  or  sometimes  by  the  heat  of  the 
fire.  (3)  A  water-sprayed  coke  scrubber,  f,  for 
cooling  and  washing  the  gas ;  and  (4)  an 
expansion  box,  o,  which  serves  the  double 
purpose  of  a  gas  reservoir  for  the  engine,  and,  on 
the  suction  stroke,  of  minimising  the  jerkiness 


of  the  suck.  The  generator  is  started  up  by 
kindling  a  wood  fire  on  the  grate  with  a  layer 
of  coke  or  anthracite  above.  The  fire  is  blown 
up  by  means  of  a  hand  fan,  which  is  a  neces- 
sary auxiliary  to  the  apparatus.  During  the 
starting-up  period,  the  products  of  combustion 
are  sent  mto  the  atmosphere  through  a  vent 
pipe,  but  as  soon  as  a  rich  enough  gas  is  venerated 
(ai>out  20-30  minutes  from  the  start),  the  engine 
is  started  and  the  fan  shut  off.     A  typical  - 

*  suction  gas,'  generated  from  gas  coke  with  air 
saturated  with  steam  at  51*7*^,  contains 
0O,=610,  00=25-46,  H=13a0,  CH4=0-28, 
and  N=55'32  p.c,  its  net  calorific  value  being 
127  B.Th.Us.  per  cub.  ft.  at  0*"  and  760  mm.  The 
thermal  efficiency  of  the  gasification,  allowing 
for  the  power  reauired  to  draw  the  gases  through 
the  system,  and  based  on  the  net  calorific  values 
of  coke  and  gas  respectively,  is  about  78*5  p.c. 
The  fuel  consumption  on  a  suction  plant  is 
about  1  lb.  or  even  slightly  less,  per  b.h.p. 
developed,  the  water  consumption  for  scrubbing 
the  ffss  being  about  1*2  gallons  per  b.h.p. 

AmmonU-recovery  syitems.  The  solution  of 
the  problem  of  the  gasification  of  coal  under 
conditions  which  permit  of  the  recovery  of  a 
large  proportion  of  its  nitrogen  as  ammoma,  was 
due  to  the  late  Dr.  Ludwig  Mond.  The  best 
practical  results  are  obtained  by  working  the 
producer  with  a  blast-steam  saturation  tempera- 
ture of  85^,  the  mixture  of  air  and  steam  being 
preheated  to  about  250*^  before  it  enters  the 
fuel  bed.  There  is  carried  into  the  producer  by 
the  blast  about  2  lbs.  of  steam  for  every  1  lb.  of 
coal  gasified ;  one-third  only  of  this  steam  is 
decomposed,  by  interaction  with  carbon,  in 
passing  through  the  fuel  bed,  the  remaining 
two-thirds  passing  with  the  hot  gases  out  m 
the  producer.  The  outstanding  features  of  the 
process  are  ( 1 )  that,  owing  to  the  cooling  influence 
of  the  laree  proportion  of  steam  in  the  blast 
upon  the  fuel  bed,  the  low  temperature  inter- 
action C+2H,0=C0j-l-H,  preoominates  over 
the  high  temperature  *  water-gas '  reaction, 
G+H,0=C0+H2>  BO  that  the  resulting  gas 
{e.g.  17-0  CO,,  11*0  CO,  24*0  H,  30  CH4,  and 
45*0  N)  has  a  high  hydrogen  and  low  carbon 
monoxide  content  as  compared  with  ordinary 
producer  gas ;  and  (2)  that  for  economical 
working  it  is  necessary  that  the  laige  proportion 
of  steam  leaving  the  producer  shall  be  conserved 
to  the  system  by  some  efficient  recuperative 
arrangement.  From  a  coal  containing  oetween 
1*2  and  1*6  p.c.  N  it  is  possible  to  obtain  up  to 
90  lbs.  per  ton  of  ammonium  sulphate,  together 
with  about  150,000  cub.  ft.  of  gas  (at  O^'and  760 
mm.)  of  calorific  value  about  150  gross  and 
135  net,  B.Th.Us.  per  cub.  ft.  at  0**  and  760  mm. 
According  to  the  Mond  system  of  ammonia 
recovery  and  steam  recuperation,  as  originally 
designed,  the  gas  leaves  the  producer  heavily 
charged  with  steam  and  tarry  vapours  at  a 
temperature  of  500''-600''.  It  then  traverses 
the  central  tubes  of  a  series  of  three  annular 

*  superheaters,*  indicated  by  B  in  the  diagram 
(Fig.  11),  each  about  20  feet  long.  The  incoming 
steam-air  blast  passes  through  the  annulus 
between  the  central  and  outer  tubes  in  the 
reverse  direction.  The  temperature  of  the  gas 
is  thus  reduced  to  about  300°,  whilst  that  of 
the  blast  is  raised  to  about  250°  (further  *  super- 
heating '  of  the  blast  occurs  as  it  subsequently 


FUEL. 


273 


traverses  the  annulns  between  the  fire-brick, 
liniiig  and  the  outer  steel  casing  of  the  producer 
itself).  The  partly  cooled  gas  next  passes 
through  a  long  rectangular  and  water-sealed 
chamber  (the  '  mechanical  washer  '),  c,  where  it 
encounters  a  water  spray  thrown  up  by  a  series 
of  revolving  dashers,  bv  which  means  oust,  soot, 
and  a  large  amount  of  heavy  tar  are  removed, 
and  the  gas  itself  further  cooled  to  about  100°. 
It  next  passes  up  the  lead-lined  scrubbing 
tower  D,  packed  with  perforated  bricks  or  tiles, 
down  which  an  acid  liquor  containing  36-38  p.o. 
of  ammonium  sulphate  pltts  2*5  p.c.  of  sulphuric 
acid  is  sprayed,  the  volume  of  liquor  being  so 
adjusted  in  relation  to  the  upward  flow  of  gas 
that  the  latter  leaves  the  tower  at  a  temperature 
of  80°  and  free  from  ammonia.  The  tarry 
liquor  from  the  tower  is  passed  into  an  open 
tank  provided  with  suitable  partitions,  in  oraer 
to  eliminate  any  small  quantity  of  surface  tar 
in  it.  To  the  main  bulk  of  the  clear  liquor 
is  added  a  regulated  quantity  of  sulphuric  acid, 
after  which  it  is  again  pumped  up  to  the  top 
of  the  acid  tower  D.  A  portion  of  the  clear 
liquor  is,  however,  removedf rom  the  circuit,  and, 
after  treatment  with  heavy  oils  (if  necessary)  to 
remove  tar,  is  evaporated  to  crystallising-point  in 
a  special  lead-lined  vacuum  evaporator  furnished 
wiw  steam  coils.  After  separation  of  ammo- 
nium sulphate,  the  mother  liquor  is  pumped 
back  into  the  main-liquor  circuit.  The  ammonia 
and  tar-free  gas,  on  leaving  the  acid  tower  at 
80°,  is  passed  up  the  *gas  cooling  tower'  a, 
where  it  encounters  a  downward  spray  of  cold 
water,  so  regulated  that  whilst  the  gas  ia  cooled 
down  to  about  00°,  and  rendered  substantially 
fr^e  from  tar,  the  water  is  heated  up  to  75°-78  . 
The  gas  passes  onwards  to  the  place  of  con- 
sumption through  a  second  water-sprayed 
coohng  tower  in  which  it  is  further  cooled  to 
30°,  at  which  temperature  it  contains  onljjr 
4  p.c.  by  volume  of  water  vapour.  But  if 
it  IB  intended  for  gas  engines  it  should  be  further 
cooled  down  to  within  a  few  degrees  of  the 
atmospheric  temperature,  and  be  also  passed 
through  a  sawdust  scrubber  to  remove  the  last 
traces  of  tar. 

The  hot  water  from  the  *  gas-cooling  tower  ' 
is  passed  through  a  tar  separator,  after  which  it 
is  pumped  up  to  the  top  of  the  *  air-saturating 
tower'  K  down  which  it  is  sprayed.  The  air 
blast  for  the  producer  is  forced  up  this  tower  by 
means  of  a  blower;  in  this  way  the  blast  is 
heated  up  to  and  saturated  with  steam  at  76° 
at  the  expense  of  the  hot  water.  A  further 
quantity  of  live  steam  is  added  to  the  air  blast 
as  it  passes  forward  to  the  superheaters  in  order 
to  raise  its  steam-saturation  temperature  to  85°. 

The  chief  drawback  to  the  original  Mond 
system  was  the  large  capital  outlay  involved, 
which  rendered  ammonia  recovery  unprofitable 
unless  the  coal  gasified  exceeded  180-200  tons 

Eer  week.  Moreover,  the  gas,  being  rich  in 
ydrogen  and  poor  in  carbon  monoxide,  is  not 
well  suited  for  open-hearth  steel  or  glass- 
melting  regenerative  furnaces. 

Successful  efforts  have  been  made  to 
simplify  the  mode  of  ammonia  recovery 
by  the  substitution  of  rectangular  horizontal 
washers,  constructed  of  steel  or  iron  work  and 
rendered  resistcuit  to  the  acid  liquor  by  special 
treatment,  for  the  expensive  lead-lined  vertical 
Vol.  TTL—T. 


acid  tower^and  by  making  the  sulphate  liquor 
play  the  double  rdle  of  an  absorl^nt  for  the 
ammonia  in  the  gas  and  an  agent  for  the 
transfer  of  undecomposed  steam  back  to  the 
producer  blast.     As  an  example  of  this  type 


<  CO  O  O  LU  ii. 


of  plant,  the  Groesley  and  Rigby  system  may 
be  described  with  reference  to  Fig.  12.  The 
generator  a  is  central  blown  with  a  special 
rotary  conical  grate  (1  revolution  in  4  hours), 
which    gives    an    even  .^igferibptifin^^oL  J?lli«t 
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through  the  deep  fuel  bed  and  minimisee  clinker 
formation.  The  blast  enters  the  fuel  bed  pre- 
heated to  280°  and  with  a  steam-saturation 
temperature  of  85''.  The  sas,  on  leaving  the 
proaucer,  passes  through  uie  tubular  *  super- 
heater '  B,  so  designed  as  to  give  a  maximum  of 
heating  surface  combined  with  facility  of  clean- 
ing. The  latter  operation  may  m  effected 
whilst  the  plant  is  running  bv  means  of  a  cork- 
screw cleaner  inserted  through  holes  provided  at 
the  top.  The  function  of  the  superheater  is  to 
effect  a  transfer  of  part  of  the  sensible  heat  of 


atgoiuj 
The 


blast,  ^he  partly  cooled  gas  next 
onwards  to  the  *  washer  condenser  *  o,  consisting 
of  five  compartments,  in  the  first  two  of  which  it 
meets  with  a  water  spray  whereby  it  is  freed 
from  dust  and  heavy  tarry  vapours  ;  the  steam 
generated  is  subsequently  recovered.  In  the 
remaining  three  compartments  the  gas  is  washed 
with  a  spray  of  sulphate  liquor  containing  0*5 p.c. 
of  free  acid,  which  is  circulated  by  gravity  flow 
in  a  direction  contrary  to  that  of  the  gas.  The 
absorption  of  ammonia  is  complete,  whilst  at 
the  same  time  the  gas  is  satiuactorily  cooled 
and  most  of  the  undecompoeed  steam  leaving 
the  producer  is  condensed.  After  leaving  the 
washer  condenser,  the  gas  is  slowly  filtered 
through  the  dry  coke  scrubber  d  whereby  all 
trace  of  sulphate  liquor  spray  is  removed.  The 
hot  liquor  nom  the  washer  condenser  passes  by 
gravity  flow  into  the  well  B  whence  it  is  pumped 
into  the  air-saturating  chamber  F  where  it 
flows  and  is  sprayed  bv  paddles  in  a  counter 
direction  to  the  cold-air  olast  created  by  the 
blower  o.  The  liquor  is  thereby  coolea  and 
flows  by  gravity  back  to  the  washer  condenser  o, 
whilst  the  air  blast  is  warmed  and  leaves  the 
chamber  {vid  the  coke  scrubber  h)  saturated 
with  steam  at  75°.  A  constant  proportion  of 
sulphate  liquor  is  withdrawfl  from  circulation 
ana  delivered  into  the  closed  evaporator  k, 
where  it  is  concentrated  to  crystallising-point. 
A  portion  of  the  concentrate  is  run  off  at  nreiquent 
intervals  into  the  crystallising  trough  l,  where, 
after  cooling  and  draining,  the  sulphate  is  dried 
and  the  mother  liquor  returned  by  gravity  flow 
to  the  washer  condenser  o.  The  steam  from  the 
evaporator  is  conveyed  bv  an  overhead  pipe  to 
the  Dase  of  the  coke  scrubber  h,  where  it  enters 
the  air  blast  already  saturated  with  steam  at 
75°.  The  steam-air  blast  then  passes  forward, 
vid  the  coke  scrubber  h  and  the  superheater  b, 
to  the  producer.  Owing  to  a  special  treatment 
of  the  iron  and  steel  vtaA  in  the  construction  of 
the  plant,  all  leadwork  is  eliminated,  except  in 
the  acid  storage  tank  and  the  sulphate  concen- 
trating and  crystallising  apparatus.  In  conse- 
quence of  the  greatly  reduced  capital  cost,  as 
compared  with  the  original  Mond  system,  it  is 
now  possible  to  carry  out  ammoma  recovery 
when  gasifying  only  100  tons  per  week.  From 
a  procmoer  coal  of  average  quality,  containing 
r.^r25  p.o.  N,  and  up  to  10  p.c.  ash,  it  is 
possible  to  recover  90-100  lbs.  of  sulphate  per  ton, 
together  with  140,000  cub.  ft.  of  gas  (at  N.T.P.) 
containing  16-5-17-0  COj,  10-5-11 -0  CO,  26*5- 
27-0  H„  and  2-6-2-8  CH4.      * 

Among  the  most  recent  developments  in 
ragard  to  ammonia-recovery  practice  may  be 
mentioned  (1)  an  interesting  attempt  to  econo- 
mise steam  by  gasifying  the  fuel  in  a  water- 
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jacketed  senerator,  aa  embodied  in  the  Mooie 
Bystem,  iniereby  it  is  claimed  that  the  steam 
reqnired  to  produce  from  80  to  90  Ibe.  of  am- 
monium sulphate  from  a  ton  of  coal  need  not 
exceed  the  weight  of  fuel  gasified,  the  resulting 
ffas  containing  00,= 10-0,  00=20-0,  H=200, 
OH4=3-0,  and  N=47-0  p.o.  (vide  Iron  and 
Ooal  Trades  Review,  February  21,  1913); 
and  (2)  the  Lymn  system,  m  which  the 
plant  has  been  entirely  re-modelled  with  a 
view  to  reducing  its  capital  cost  {vtde  the 
writer's  book  on  Ooal  and  its  Scientific  Uses, 
pp.  366-370). 

BlMt-fimiaee  gu.  Within  recent  years' the  ^ 
problem  of  better  utilising  the  waste  gases  I 
irom  iron  blast-furnaces  as  a  source  of  power 
has  assumed  great  industrial  importance.  A 
furnace  smelti^  an  average  grade  of  ore,  with 
coke  as  fuel,  wiU  yield  per  ton  of  iron  produced 
about  185,700  cub.  feet  of  gas  at  15"*  and 
760  mm.  containing  approximately  lOK)  00,, 
30*0  00  (this  may  molude  from  0*5  to  IH)  H) 
and  58*0  N,  of  calorific  value  approximately 
95-100  B.Th.Us.  per  cub.  ft.  For  a  furnace 
with  an  output  of  1000  tons  of  pig  iron  per 
week,  the  production  of  gas  will  averaee  1*114 
million  cub.  ft.  per  hour,  the  potential  enerey 
of  which  is  rather  more  than  naif  that  of  the 
coke  charged  into  the  furnace.  Until  the  year 
1837,  when  the  French  ironmaster  Dufaur 
drew  attention  to  the  matter,  this  immense 
amount  of  energy  was  entirely  wasted.  The 
classical  investigations  of  Bunsen  at  Verkerhagen 
in  1838,  and  of  Bunsen  and  Playfair  at  Alfreton 
in  Derbyshire  in  1844-^  (Brit.  Assoc.  Reports, 
1845;  reprinted,  1903,  by  the  Iron  and  Steel 
Inst.),  finally  led  to  the  utilisation  of  the  gases 
for  (1)  heating  the  blast  for  the  furnace,  and 
(2)  boiler  firing.  Special  *  hot-blast'  stoves, 
on  the  regenerative  principle,  were  designed 
to  effect  the  first  purpose  by  £.  A.  Oowper  and 
by  Thomas  Whitwell  in  1865,  whilst  for  steam 
raising  the  gas  was  burnt  in  a  fire-brick-lined 
combustion  chamber  attached  to  a  Lancashire 
boiler.  In  this  way  about  40  p.c.  of  the  ffas 
was  utilised  for  heatinff  the  olast,  another 
10  p.c.  would  be  lost  at  the  bell,  leaving  50  p.o. 
to  be  used  to  raise  steam  for  driving  the  blowinff 
engines,  the  furnace  hoists,  and  other  mechaniou 
appliances  in  connection  with  the  plant.  But 
the  combined  efficiency  of  boiler  plus  steam 
engine  was  always  very  low;  thus  in  1902  it 
was  estimated  by  a  Oleveland  enffineer  that  with 
the  best  type  of  water-tube  boiler  only  about 
54  p.c.  of  the  heat  developed  by  the  combustion 
of  the  gas  is  actually  transmitted  to  the  water, 
and  that  the  combined  efficiency  of  boiler  and 
blowing  engine  was  somewhat  less  than  7  p.c. 
All  this  has  been  changed  by  the  rapid  develop- 
ment of  the  large  gas  engine  during  1895-1905, 
which  has  increased  the  efficiency  of  power 
production  from  blast  furnace  gas  somethinff 
Detween  three-  and  fourfold  as  compared  wiw 
the  old  steam  plants.  Gas  enffines  developing 
up  to  2000  b.lLp.  per  unit  have  now  been 
installed  in  most  oi  the  German  and  many 
British  and  American  ironworks,  realising  in 
actual  practice  a  thermal  efficiency  of  conversion 
'ffas — ^D.h.p.'  of  25  p.c,  and  of  'ffas — e.h.p.' 
of  20-22  p.c.  As  an  illustration  of  what  this 
improved  practice  implies,  the  following  figures 
may  be  quoted  for  a  plant  of  five  furnaces 


smeltinff  6000  tons  of  iron  per  week  from 
calcined  Oleveland  ironstone ;  the  hourly  pro- 
duction of  gas  is  5,600,000  cub.  ft.,  of  which 
not  more  than  1,100,000  would  be  required  for 
generating  the  blast  in  a  gas-driven  blowing 
engine,  another  1,650,000  for  heating  the 
blast,  leaving  a  surplus  of  about  2,750,000 
cub.  ft.  for  employment  in  the  steel  works  (heat 
and  power). 

Indeed  the  time  has  now  arrived  when,  with 
a  proper  concentration  and  arrangement  of  the 
various  producing  units  (by-product  coke  ovens, 
blast  furnaces,  gas-power  nouse,  steel  furnaces, 
soaking  pits,  and  electrically-driven  rolling 
mills),  and  utilising  to  the  best  advantage  aU 
the  surplus  coke-oven  and  blast-furnace  gases, 
ironstone  may  be  brouffht  in  at  one  end  of  the 
plant  and  finished  sted  sections  turned  out  at 
the  other,  with  no  more  expenditure  of  fuel 
than  the  amount  of  coal  that  is  required  to 
make  sufficient  coke  to  smelt  the  ironstone  in 
the  blast  furnace  (vide  T.  0.  Hutchinson, 
Jour.  Iron  and  Steel  Inst.  1913,  ii.  110;  and 
W.  A.  Bone's  'Ooal  and  its  Scientific  Uses,' 
pp.  409-421). 

The  gas,  as  it  leaves  the  furnace  at  a 
temperature  of  300^  or  thereabouts,  is  heavily 
chafed  with  dust,  which  must  be  reduced  by 
wasmnff  to  infinitesimal  proportions  before 
it  is  fit  for  delivery  to  the  engines.  The 
cleaning  of  the  gas  is  usually  accomplished 
in  two  or  three  sttu;es,  namely  :  (1)  *  dry  clean- 
ing '  (by  means  of  any  ordinary  type  of  dust 
catcher),  which  may  reduce  the  dust  down  to 
between  2  and  8  grams  per  cub.  metre;  (2) 
preliminary  water  washing  (eg.  in  the  Bian 
washer,  consistinff  of  a  cylindrical  steel  chamber 
along  the  axis  of  which  there  slowly  revolves  a 
horizontal  shaft  carrying  a  series  of  ciroular 
discs  of  thick  wirework  with  a  coarse  mesh, 
the  lower  half  of  which  is  submeived  in  water ; 
the  dusty  gas  is  partly  cleaned  by  passing 
through  the  films  of  water  between  the  wire 
meshes) ;  this  may  reduce  the  dust  down  to  0*5 
gram  per  cub.  metre ;  and  (3)  a  final  cleaning  in 
some  form  of  centrifugal  apparatus  in  which  the 
gas  is  violently  churned  up  with  a  fine  spray 
or  stream  of  water  (e,g.  the  Theisen  washer). 
Most  frequently  the  cleaning  is  carried  out  by  the 
combination  of  processes  (1)  and  (3)  only.  In 
any  case,  the  dust  in  the  gas  should  be  reduced 
down  to  about  0*01  gram  per  cub.  metre,  and 
the  temperature  to  l8°-20  ,  before  ddivery  to 
the  engine.  The  power  expended  in  cleaninff 
the  gas  to  this  degree  amounts  to  between  5  ana 
6  p.c.  of  that  generated  by  its  explosion  in  the 
engine  cylinder. 

Processes  of  dry-cleaninff  {e.g,  the  Beth- 
Halben;  systeuL  in  which  the  gas  is  filtered 
through  a  special  fabric)  have  been  successfully 
developed  within  recent  years ;  but  probably 
the  best  solution  of  the  cleaning  problem  lies 
in  some  electrostatic  system  whereby  the  whole 
of  the  dust  can  be  successfully  eliminated  with 
a  minimum  expenditure  of  energy  and  without 
using  water  or  sensibly  cooling  the  gas.  A 
description  of  the  Lodge  Electrostatic  Process 
for  gas-cleaning  as  recently  installed  at  Skin- 
ningrove  Ironworks  is  given  in  a  paper  by 
A.  Hutchinson  and  £.  Bury,  in  Joum.  Iron  & 
Steel  Inst.  cii.  (1920),  p.  65. 

Water  gas.   The  i^!Mni^pf,„a^cbean  jm«.cpuh 
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fuel  of  high  calorific  intensity  for  certain 
industrial  purposes  {f..g.  steel  welding)  has  led 
to  the  utilisation  of  the  well-known  endothermio 
interaction  of  steam  and  incandescent  carbon  at 
high  temperatures.  For  such  a  process  to  be 
continuous,  heat  would  have  to  be  transmitted 
from  an  external  source  through  the  walls  of 
the  reaction  chamber  or  retort,  which  would 


necessarily  be  constructed  of  refractory  material 
of  low  conductivity.  As  such  procedure  would 
certainly  be  very  uneconomicskl,  all  idea  of  it 
has  been  abandoned  in  favour  of  an  intermittent 
process,  in  which  a  bed  of  fuel  (usually  coke)  is 
alternately  blown  with  (1)  air,  until  the  mass 
attains  a  sufficiently  high  temi>erature,  and  (2) 
with  steam,  so  long  as  the  high  temperature 


Fig.  13. 


interaction  C + H,0^=Mi;0 + H^  can  proceed  with- 
out undue  occurrence  of  the  low  temperature 
interaction  C-f  2HjOt=^0,+2H,. 

'«he  use  of  water  gas  was  first  introduced  in 
the  United  States  al^ut  the  year  1875,  as  the 
result  of  the  pioneering:  efforts  of  J.  S.  0.  Lowe, 
but  it  was  not  until  1888  that  the  British  Water 
Gas  Sjrndicate  installed  the  first  plant  in  Great 
Britain  at  the  Leeds  Foive.  This  plant  embodied 
the  now  obsolete  idea  of,  during  the  '  air  blow,* 
manufacturing  a  low  giade  '  producer  gas  *  (a 
mixture  of  CO,,  CO,  and  N,  m  which  CO  was 
the  predominating  carbon  constituent)  for 
furnace  purposes  by  blowing  a  thick  fuel  bed 
with  an  air  blast  at  moderate  pressure.  This 
operation  was  alternated  with  the  usual  *  steam 
blow  '  for  the  production  of  '  water  gas.'  The 
*  air  blow '  occupied  10  minutes,  and  the  *  steam- 
blow  '  only  4  mmutes,  and  each  ton  of  gas  coke 
yielded  alx)ut  34,000  cub.  ft.  of  '  water  gas,*  and 
about  140,000  cub.  ft.  of  '  producer  gas,'  some 
25  p.c.  only  of  the  carbon  in  the  fuel  appearing 
in  tne  '  water  gas.* 

Some  ten  years  later  theprocess  was  much 
improved  by  Dellwik  and  Fleischer,  who  pro- 
posed, during  the  air  blow,  to  heat  up  a  com- 
paratively thin  bed  of  fuel  as  rapidly  as  possible 
by  means  of  a  blast  supplied  in  such  quantity 
as  to  bum  the  carbon  as  completely  as 
possible  to  the  dioxide.  In  the  Dellwik-Fleisoher 
system  (Figs.  13  and  14),  the  generator  is 
of  cylindrical  section  with  a  fire-brick  lining 
encased  in  a  steel  shell.  The  fuel  bed  rests  on  a 
flat  bar  grate  on  a  level  with  which  are  clinkerinff 
bars,  and  below  which  are  doors  for  the  removal 
of  ashes.  The  air  blast  always  enters  the  fuel 
bed   from    below   through   a   valve,    and    the 

Eroducts  of  the  *  air  blow  *  leave  the  generator 
y  the  central  stack  valve,  through  which  also 
the  fuel  is  charged  from  a  small  hopper  waggon. 
During  the  '  steam  blows  *  superheated  steam 
from  a  boiler  working  at  a  pressure  of  150-160  lbs. 


per  sq.  in.  is  blown  through  the  incandescent 
fuel  bed  in  either  an  upward  or  a  downward 
direction,  the  direction  oeing  reversed  in  each 
successive  blow.  Accohiingly,  there  is  one 
'  water-gas  *  outlet  at  the  top  of  the  generator, 
and  another  below  the  grate,  each  provided  with 
a  valve  leading  to  the  annular  superheater,* 
which  serves  to  effect  a  heat  exchange  between 
the  outgoing  hot  gas  and  the  incoming  steam 
blast,   tnus   superheating   the   latter.     At   the 
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bottom  of  the  *  superheater  *  is  a  water  seal 
through  which  the  gas  passes  onwards  to  a 
coke  scrubber,  where  it  is  cooled  and  cleaned 
from  dust  by  means  of  a  water  sprav;  from 
thence  the  cold  gas  passes  into  a  holder.  The 
various  valves  of  the  generator  are  operated  by 
an  interlocking  gear  which  makes  it  impofsibfe 
for  the  operator  to  make  a  mistake  or  get  an 
explosive  mixture  in  any  part  of  the  plant.  A 
set  of  water  gauges  and  a  test  flame  on  the 
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ojperating  platform  indicate  the  working  condi- 
tions in  the  generator  at  any  moment  and  also 
the  quality  m  the  sas  during  the  '  steam  blow.* 
Towards  the  end  of  the  '  steam  blow/  when  the 
temperature  of  the  fuel  has  fallen  below  the 
point  at  which  the  low  temperature  interaction 
0+2HsO^:^0,+2H,comee  seriously  into  play, 
the  steam  and  gas  valyes  are  shut  on,  the  stack 
and  air  valyes  being  simultaneously  opened, 
for  the  commencement  of  the  *  air  blow.*  Each 
'air  blow*  lasts  about  1  minute,  and  the 
subsequent  *  steam  blow  *  about  4  minutes. 
With  an  average  quality  of  gas  coke  the  plant 
will  produce  al^ut  32  cub.  ft.  at  0"*  and  760  mm. 
of  water  gas  per  lb.  of  carbon  chaned  into  the 
generator,  which  means  that  as  nearly  as  possible 
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60  p.c.[of^the  carbon  is  converted  into  water  gas. 
The  average  composition  of  the  gas  is  4*0  COt, 
43-0  CO,  49-0  H,  0*6  CH4,  and  3"6  p.c.  N,  and 
its  calorific  value  about  320  gross  and  290  net 
B.Th.U8.  per  cub.  ft.  at  0°  and  760  mm.  The 
ratio  of  the  net  calorific  value  of  the  gas  to  that 
of  the  coke  charged  into  the  generator  is  about 
0-60. 

Another  system  of  water-gas  making  is  that 
embodied  in  the  Kramers  and  Aarta  patents 
(the  *  K  and  A  *  system),  according  to  which 
two  generators,  a  and  b  (Figs.  16,  16,  and  17), 
connected  through  a  double  *  regenerator,*  c, 
are  operated  in  parallel  during  the  '  air  blow  * 
and  in  series  during  the  '  steam  blow,'  somewhat 
as  follows  : — 

During  the  *  air  blow  the  fires  (6-6  feet  in 
thickness)  in  both  regenerators  are  simultane- 
ously blown  in  parallel  by  a  powerful  blast,  which 


is  introduced  from  below  each  fire.  The  hot 
products  (COa,  CO,  and  N),  on  leaving  the  top 
of  the  generators,  pass  upwards  through  the 
*  double  recenerator,*  a  cylindrical  structure 
filled  with  fire-brick  chequer  work  and  divided 
vertioiJly  into  two  chambers  or  compartments  by 
a  central  fire-brick  wall.  As  the  not  products 
enter  in  parallel  streams  at  the  base  of  one  or  other 
of  the  two  chambers,  they  meet  a  secondary  air 
supply  sufficient  to  bum  completely  au  the  CO 
which  they  may  contain.  The  chequer  work  in  the 
chambers  absorbs  part  of  the  heat  of  the  burnt 
gases  which  eventually  make  their  exit  into  the 
outer  atmosphere  through  the  stack  valve  d  at 
the  top  of  the  double  regenerator.  As  soon  as 
the  fires  in  the  two  generators  have  attained 
the  necessary  high  temperature,  the  air  and 
stack  valves  are  shut,  and  the  steam  valve 
simultaneously  opened.  The  steam,  entering 
the  base  of  the  first  generator,  traverses  ,the 
fire  contained  therein  in  an  upward  direction. 
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The  products  (CO,,  CO,  H,  and  some  undecom- 
posed  steam)  passing  out  at  the  top  traverse 
in  a  f)r  direction  the  two  chambers  of 
the  'aouble  reffenerator,*  after  which  they 
enter,  in  a  hignly  '  superheated  *  condition, 
the  top  of  the  second  generator,  through 
which  they  pass  in  a  downward  direction.  In 
this  way,  it  is  claimed,  the  gases,  just  prior  to 
leaving  the  system,  come  into  contact  wiui  a  bed 
of  hiffnlv  incandescent  carbon,  the  temperature 
of  ^^ch  has  not  been  sensibly  lowered  by 
the  main  endothermic  steam-carbon  inter- 
action, which  principaUy  occurs  in  the  first 
of  the  two  generators.  In  alternate  *  steam 
blows,*  the  direction  of  the  steam  and  gases  is 
reversed,  in  order  to  ensure  the  maximum  of 
uniformity  in  the  working  conditions.  The 
plant  is  operated  by  means  of  an  interlocking 
valve  gear,  which  prevents  mistakes  on  the 
part  of  the  workman.  The  hot  gas  produced 
passes  from  the  bottom  of  the  second  generator 
upwards  first  of  all  through  the  annul^  *  steam 
superheater*  s  (Fig.  17),  whereby  part  of  its 
sensible  heat  is  transmitted  to  the  in  going  steam 
blast,  and  then  through  a  coke  scrub&r,  where  it 
is  cleaned  and  cooled  by  a  downward  water  spray. 
The  process  works  smoothly  and  is  very  efficient, 
the  average  duration  of  each  air  blow  being 
about  70  seconds,  and  of  each  steam  blow  about 
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6  minutes.  The  yield  of  gas,  from  an  average 
gas  coke,  is  nearly  38  cab.  &.,  at  0''  and  760  mm., 
per  lb.  of  carbon  ohaiged'into  the  generator, 
about  60  p.o.  of  which  appears  in  the  '  water 
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gas."  The  composition  of  the  gas  is  3*75  CO^, 
43-70  CO,  461  H,  0*6  CH4,  and  6-96  N.  its 
calorific  value  being  about  310  eross  and  285  net 
B.Th.UB.  per  cub.  ft.  at  0**  and  760  mm.  The 
ratio  of  the  net  calorific  vidue  of  the  water  gas  to 


that  of  the  coke  charged  into  the  generators  is 
about  0-70. 

With  coke  at  I2s,  per  ton,  the  pre-war  cost 
of  making  '  blue  water  gas,*  including  fuel, 
wages,  interest,  and  depreciation,  was  about 
4d.  per  1000  cub.  ft.,  which  was  equivalent  to 
coal  gas  at  about  9d.  per  1000  cub.  ft.  Post-war 
costs  cannot  well  be  estimated  until  prices  of 
coal  and  labour  are  more  stabih'sed,  but  they  are 
now  (1021)  probably  not  less  than  8  to  4  times 
the  pre-war  figure. 

The  most  important  industrial  application  of 
water  eas  is  undoubtedly  steel-plate  weldins, 
and  a  Ubige  industry  has  grown  u^,  especially 
in  Germany,  for  the  manufacture  of  welded  steel 
tubes  of  large  dimensions.  The  overlapping  joint 
to  be  welded  is  heated  simultaneously  from  both 
sides  by  special  burners  (Fig.  18)  fed  with  both 


Fio.  18. 

water  gas  and  air  under  pressure,  which  on 
mingling  produce  aerated  flames  of  great  heating 
power.  As  soon  as  the  joint  attains  the  proper 
welding  heat,  it  is  quickly  passed  through 
special  rolls  which  bring  about  a  perfect  weld. 

Water  gas  is  also  used  for  mixing  with 
ordinary  town  coal  sas,  but  for  this  purpose  it 
usually  first  of  all  undergoes  a  process  of 
*  oarburetting.'  (For  the  production  of  *Car- 
buretted  Water  gas,'  see  Gas,  Coal  ;  also  Gas, 
Water.) 

The  combustion  of  gaseous  fuels.  The 
following  table,  relating  to  the  various  forms 
of  saseous  fueliB  described  in  this  article,  may 
be  found  useful  for  comparative  purposes ;  the 
figures  for  calorific  values  are  approximate  only  : 


et  cal.  value 
E.Th.UB.  per 
cub.  ft.  at  0« 
and  760  mm. 

II 

m 

m 

Gas 

lla 

ol.     prodi 
iDCl.HsO 
lOOB.Th. 
cub.  ft. 

^ 

> 

> 

>• 

Blast-furnace 

gas  . 

100 

0-716 

1-716 

1-566 

Producer  gas 

150 

1-216 

1480 

1-367 

Water  gas    . 

290 

2-200 

1100 

0-963 

Coal  gas 

690 

5-440 

1100 

1-060 

For  information  as  to  the  present  state  of 
science  in  gaseous  combustion,  see  article  on 
Flamb  (this  vol  p.  206)  and  also  reports  by  W. 
A.  Bone  to  th^  British  Association,  Sheffield, 
1910  and  1916.  Attention  is  nlso  drawn  to 
the  recent  revival  of  the  subject  of  'surface 
combustion  *  by  W.  A.  Bone  and  C.  B.  McCourt 
{vide  Proo.  Roy.  Institution,  xxi.  No.  108  (1917), 
pp.  41-62;   and  Howard  Lectures,  Roy.  Soo. 
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Arts,  1914)  whereby  numerous  economies  in  the 
industrial  appUoation  of  gaseous  fuels  (including 
steam  raising  by  means  of  blast  furnace  sas, 
producer  gas,  or  surplus  gss  from  by-product 
coldnff  plants)  may  be  realised.  Dunng  the 
war  Uie  'Boneoourt*  system  was  sucoessfuUv 
developed  for  large  gas-fired  boilers  (with 
'supemeat')  for  power  stations,  and  it  has 
also  been  extensively  applied  to  industrial 
furnaces  in  America.  Also,  their  method  of 
'  diaphragm  heating '  by  radiation  has  recently 
been  suo^ssfnlly  applied  in  the  manufacture  of 
oooleotionery,  etc.  W.  A.  B. 

FUKUGL  The  Japanese  dyestufE  fuku^p 
(botanical  origin  unknown)  has,  at  least  untd 
recently,  been  employed  to  a  considerable 
extent  as  a  mordant  dyestuff  in  Japan.  It  con- 
sists of  the  wood  of  a  tree,  which,  when  ground, 
forms  an  almost  colourless  powder,  the  extract 
of  which  is  sold  in  the  form  of  brittle  rectangular 
cakes  of  a  yellowish-brown  colour. 

Fukugetin  Ci7HigOa,  the  colouring  matter, 
forms  minute  canary-yellow  prismatic  needles, 
melting  at  288''-290''  (Ferkin  and  Phipps,  Chem. 
Soc.  Trans.  1904,  85,  58).  It  dissolves  in  alkaline 
solutions  with  a  yellow  colour  and  gives  with 
alcoholic  lead  acetate  an  orange-yellow  pre- 
cipitate, and  with  alcoholic  ferric  chloride  a 
brown-black  coloration. 

Crystalline  acetyl  and  benzovl  derivatives  of 
this  colouring  matter  could  not  be  obtained,  but 
the  bromine  compound  Oi7Hi,OaBr„  minute  flat 
needles,  m.p.  280°,  is  readily  prepared  by  the 
action  of  bromine  on  fukugetin  in  the  presence 
of  acetic  acid. 

Fukugetin  dyes  mordanted  fabrics  shades 
which  are  almost  identical  with  those  given  by 
luteolin : 

Chromium      Aluminium  Tin  Iron 

Dull  orange-  Onmge-yellow  Bright  yellow  Ollve-brown 
yellow 

and  resembles  this  colouring  matter  in  that  its 
alkaline  solution  is  not  oximsed  on  exf>osure  to 
air.  Bv  fusion  with  alkali,  fukugetin  gives 
pMorogtucinol  and  protocalechuic  acid. 

The  dyeing  properties  of  'fukugi*  are 
analogous  to  those  ol  weld.  The  similarity  in 
shade,  indeed,  is  so  marked  that,  except  in  point 
of  strength — ^for  f ukugi  is  a  stronger  dve  than 
weld — it  is  impossible  to  distinguish  oetween 
them.  A.  G.  P. 

FULLER'S  EARTH.  (Fr.  Terre  d  fauJcn ; 
Qer.  Walkerde,)  A  term  applied  to  a  variety  of 
clay-like  materials  which  possess  in  common  the 
property  of  absorbing  grease  and  oil,  and  hence 
are  used  by  fullers  for  cleansing  woollen  goods. 
They  vary  in  colour  with  dull  shades  of  grey, 
yellowish,  bluish,  or  greenish,  and  are  soft,  with 
an  earthy  appearance.  They  are  greasy  and 
unctuous  to  the  touch,  and  do  not  adhere  to 
the  tongue.  When  a  lump  of  the  dried  earth 
is  placed  in  water,  it  presents  a  very  curious 
appearance  as  it  crumbles  down  to  a  fine 
powder ;  and  is  not  plastic  like  ordinary  clays. 
Mineralogically  they  appear  to  be  mixtures ;  some 
approximate  to  kaolimte  (Al,0,*2SiOt>2H,0)  in 
composition,  and  many  may  be  refeirod  to  the 
'smectite'  of  A.  Breithaupt  (1841),  a  greenish- 
grey  clay  from  CiUy  in  Styria.  A  microscopical 
examination  of  English  fuller's  earth,  made  by 
G.  P.  Merrill  (The  Non-metallic  Minerals,  1904), 
showed  the  presenoe  of  colourless  and  greenish- 


yellow  particles  with  very  feeble  birefringenioe, 
ranging  from  0*002  to  0^07  mm.  in  diameter: 
very  little  quartz  could  be  detected,  although  the 
presence  of  tree  silica  is  suggested  by  the  analyses. 
The  chemical  composition  varies  widely,  and 
is,  in  fact,  no  guide  to  the  commercial  value 
of  the  material,  which  depends  rather  on  the 
physical  state  of  aggregation.    Sp.gr.  1 '75-2*5. 

The  following  ana^ses  are  of :  I,  smectite 
from  Oilly^  Styna  (Jordan,  1849) ;  II,  bluish- 
grey  fuller's  earth  from  Nutfield,  Surrey  (P.  G. 
Sanford,  GeoL  Mag.  1889,  456,  526),  on  material 
dried  at  100''  with  a  loss  of  27*47  p.o.  water ; 
13*33  p.c.  of  all  the  solid  constituents  except 
silica,  are  soluble  in  acid ;  III,  yellowish  fuller  s 
earth  from  Nutfield,  Surrey  (P.  df.  Sanford,  1889), 
on  material  dried  at  lOO"*  with  loss  of  29*56  p.o. 
water;  10*73  p.c.  solids,  soluble  in  acid;  IV, 
from  Fairbom,  South  Dakota ;  V,  from  south- 
east of  River  Junction,  Florida;  VI,  from 
Decatur  Co.,  Georgia  (anal.  IV-VI  by  £.  J. 
Riederer,  quoted  by  H.  Ries,  17  th  Ann.  Rep. 
U.S.  GeoL  Survey,  1896,  iii  880). 
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Fuller's  earth  occurs  as  beds  in  sedimentary 
rocks  belonging  to  various  geological  periods, 
ranging;  from  the  Silurian  to  the  Eocene.  The 
most  important  deposit  in  England  is  a  bed 
S-12  feet  in  thickness,  lyin^  between  sandstones 
in  the  Lower  Greeusand  division  of  the  Oetaceous 
system.  This  is  worked  in  open  pits  at  Nutfield 
and  RedhiU  in  Surrev.  Nearer  the  surface, 
where  oxidised,  it  is  ydlowish,  but  lower  down  it 
is  bluish  in  colour.  In  Somersetshire,  Glouces- 
tershire, and  Dorsetshire,  the  'fuller's  earth 
formation'  of  geologists,  lying  between  the 
limestones  of  the  Great  Oolite  and  the  Inferior 
Oolite,  consists  of  a  thick  dep^osit  of  clays  and 
marls,  with  beds  2-3  feet  in  thickness  of  fuller's 
earth  of  good  quality.  This  was  formerly 
extensively  worked  for  use  in  the  cloth  mills  of 
the  west  of  England,  but  now  is  obtained  only  on 
the  Downs  to  the  south  of  Bath,  Still  smaller 
quantities  are  yielded  by  the  Lower  Greensand 
strata  near  Wooum  in  Bedfordshire. 

For  many  yean  the  English  fuller's  earth 
was  considered  the  bept,  and  until  recently 
large  quantities  were  exported  to  America. 
Deposits  have  now  been  opened  up  at  several 
places  in  the  United  States,  chiefly  in  Florida, 
and  to  a  lesser  extent  in  Georgia,  Alabama, 
Arkansas,  and  Calif omia.  In  Gadsden  Co., 
Florida,  it  occurs  as  a  bed  4-12  feet  in  thickness 
in  bedded  clays  and  sandy  clays  of  Oligocene 
(Tertiary)  age.  Small  outputs  are  also 
recorded  from  India  -and  Australia  (Wingen, 
New  South  Wales). 

The  English  output  amounts  to  about 
15,000  tons  per  annum,  whilst  double  this 
quantity  is  now  obtained  in  America.  The 
price  at  the  pits  ranges  from  25«.  to  21.  per 


280 


FULLER'S  EARTH. 


ton.  The  earth  as  du^  is  dried,  crashed,  and 
passed  through  fine  sieyeB  of  silk  or  bronze 
gauze. 

Although  still  used  for  cleaning  cloths, 
scouring  yams,  and  washing  woollens  and  fine- 
dyed  foodB,  fuller's  earth  now  finds  a  more 
extensive  use  in  the  refining  of  oils,^  grease, 
and  lard.  Mineral  oils  are  decolorised  and 
clarified  by  allowing  the  oil  to  percolate  through 
long  cylinders  filled  with  coarser  fuller's  earth. 
V^etable  oils,  such  as  cotton-seed  oil,  are 
warmed,  stirred  with  5-10  p.c.  earth,  and 
filtered  through , bags.  The  main  points  to  be 
determined  in  the  valuation  of  the  earth  in  the 
oil  industry  are  the  relative  bleaching  power 
and  the  quantity  of  oil  absorbed.  For  a 
method  of  testing  fuller's  earth  for  these  factors, 
eee  Richert,  J.  Ind.  and  Ens.  Chem.  1917, 9, 699 ; 
Analyst,  1917,  340.  Fuller's  earth  has  also 
been  used  in  the  manufacture  of  pigments  for 
printing  wall-papers.  Small  quantities  of  the 
finest  srades  are  used  for  toilet  preparations. 

R^erencea. — J.  T.  Porter,  Properties  and 
Tests  of  Fuller's  Earth,  U.S.  GeoL  Survey,  Bull. 
315,  1907;  H.  Ries,  Clays,  their  Occurrence, 
Properties,  and  Uses,  2nd  ed.,  New  York,  1908 ; 
G.  L.  Paraons,  U.S.  Bureau  of  Mines,  Bull.  71, 
1913.  Fuller's  Earth,  Imp.  Min.  Res.  Bur. 
London  1920.  ^  L.  J.  S. 

FULMARGEN.    A  form  of  roUoid  silver. 

FULHINIC  ACID  (Ger.  KnaUM^e)  C :  NOH. 
The  acid  has  not  been  obtained  in  a  free  state. 
Scholvein  (J.  pr.  Chem.  [2]  32,  461)  obtained  an 
ethereal  solution  of  the  acid  by  treating  sodium 
fulminate  with  dilute  sulphuric  add,  keeping  the 
mixture  cool  and  dissolving  the*  yellow  oil  thus 
obtained  in  ether.  Wielimd  and  Hess  (Ber. 
1909,  1346)  have  confirmed  this  statement,  and 
found  that  the  acid  rapidly  polymerised  to  meta- 
fulminuric  acid  (v.  infra).  Howard  first  showed 
that  when  silver  nitrate  or  mercuric  nitrate 
was  treated  with  alcohol  and  excess  of  nitric 
acid,  a  crystalline,  detonating  precipitate, 
fulminating  silver  or  fulminating  mercuiy,  was 
obtained.  Analyses  of  these  sulwtances  (Liebig, 
Ann.  Chim.  [21  24,  298;  Annalen,  24,  546; 
Gay-Lussac,  Ann.  Chim.  [2]  25,  285;  Divers 
and  Kawakita,  Chem.  Soc.  Trans.  1884,  17) 
show  that  they  are  salts  of  an  acid  possessing 
the  formula  HCNO.  The  constitution  of  this 
acid  has  eiven  rise  to  much  discussion.  Berzelius 
wrote  f uhninating  silver  as 

Ag,0(AgN).-C4N,0, 
This  formula  accounted  for  the  fact  that  in 
many  of  its  reactions  only  half  of  the  metal  ia 
separated,  also  that  the  double  fulminate  of 
potassium  and  silver  detonates  as  violently  as 
tulminating  silver  itself,  the  detonation  beins 
attributed  to  the  decomposition  of  the  compound 
AgN.  Laurent  and  Gemardt  next  proposed  the 
constitution  C|N(NOt)Ag„  assigning  tne  explo- 
sive nature  of  the  body  to  the  presence  of  a 
nitro  group,  and  the  subsequent  experiments  of 
Kekuft  (Annalen,  101,  2^;  105,  279)  and 
Schischkoff  {ibid.  101,  213)  apparently  confirmed 
this  view. 

Later  Kekul6  formulated  fulminic  acid  as 
nitroacetonitrile  CH,(N02)CN.     He  based  this 

^  The  selective  absorption  of  fuller's  earth  is  greater 
for  oils  of  higher  8p.gr.  and  vlseosity  and  for  unsaturated 
hydrocarbons  ana  sulphur  compounds  (J.  E.  GUpIn  and 
O.  E.  Bransky,  Amer.  Chem.  J.  1910,  44,  261). 


formula  chiefly  on  two  reactions  which  fulminic 
acid  undergoes.  When  mercuric  fulminate  is 
treated  with  sulphuretted  hydrpgen,  ammonium 
thiocyanate  is  produced,  and  with  aqueous 
hydrochloric  acid,  hydroxylamine  is  the  main 
product.  The  production  of- ammonium  thio- 
cyanate suggests  that  in  fulminic  acid  there  is 
a  (CN)  group,  and  that  the  two  nitrogen  atoms 
are  in  different  states  of  combination,  which 
facts  fit  in  with  the  formula  proposed.  But  of 
the  two  nitrogen  atoms  only  one  is  represented 
as  oxidised  and  capable  of  conversion  into 
hydroxylamine,  whereas  Divers  and  Kawakita 
(Chem.  Soc.  Trans.  1884,  16)  have  shown  that 
both  atoms  of  nitrogen  are  so  convertible. 
Schischkoff  (Bull.  Soc.  chim.  1860,  294)  doubled 
Kekul6*s  formula.    Steiner  proposed 

HON :  C  :  C  :  N'OH 

as  the  correct  configuration  (Ber.  1876,  779) ; 
and  Scholl  formulated  fulminic  acid  as  glyoxime 

CH :  NO 
peroxide    I  | 

CH :  NO 
In  1894  Nef  found  that  on  treating  sodium 
nitromethane  with  mercuric  chloride,  merourio 
fulminate  was  produced,  and,  moreover,  that 
sodium  nitrometnane,  on  treatment  with  aqueous 
hydrochloric  acid,  decomposed  into  formic  acid 
and  hydroxylamine,  as  does  fulminic  acid 
{v.  supra).  On  these  grounds  Nef  formulated 
fulminic  acid  as  carbonyl  monoxime  C :  NOH, 
and  represented  the  production  of  mercuric 
fulminate  from  nitromethane  as  follows  : — 


CHjNO,  ->  CH,:NO-ONa^*(CH,:NOO),Hg 
Pseudo-modiflcatkm.  Unstable. 

— HiO 
->(C:NO),Hg 

The  explosive  character  of  the  fulminates  is 
accounted  for  by  the  presence  of  bivalent 
carbon  in  the  molecule.  It  was  an  old  observa- 
tion, first  noticed  by  Liebig,  that  when  mercuric 
fulminate  was  treated  with  hydrochloric  acid 
of  a  certain  strength,  prussic  acid  was  evolved, 
and  this  fact  was  h>ng  used  to  support  the  nitro- 
acetonitrile formula  K>r  fulminic  acid.  But  Nef 
showed  that  the  compound  formed  was  not 
prussic  acid,  but  chloroformoxime,  a  compound 
possessing  an  odour  similar  to  that  of  prussic 
acid. 

C :  N0Na+2Ha=»CHGl :  NOH+NaCl 
Hydrochloric  add  converts  chloroformoxime 
into  hydroxylamine  hydrochloride;  sodium 
hydroxide  regenerates  a  fulminate  (Nef,  Annalen, 
280,  263,  el  seq.).  Moreover,  nitroacetonitrile 
has  been  prepared  by  removing  the  elements  of 
water  from  methazonio  acid  C,H«0,N„  and  is 
found  to  have  none  of  the  characteristic  pro- 
perties of  fulminic  acid  (Steinkopf  and  Bohr- 
mann,  J.  pr.  Chem.  1910,  [ii.]  81,  97,  193 ;  Ber. 
1908,  1044).  Scholl  {ibid.  1899,  3492)  apptied 
Friedel  and  Craft's  reaction  to  fulminic  acid,  and 
found  that  on  gently  warming  mercuric  ful- 
minate with  benzene,  aluminium,  and  aluminium 
chloride,  benzaldoxime  is  produced,  a  further 
confirmation  of  Nef's  carlx>nyloxime  formula. 
Angelico  (Chom.  Zentr.  1901,  ii.  404)  obUined 
fulminic  acid  by  treatiiiff  a  solution  of  mercuric 
nitrate  in  excess  of  dilute  nitric  acid  with  a 
concentrated  solution  of  malonic  acid  and  a  few 
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drops  of  sodium  nitrite  solution.    Tho  course  of 
the  reaction  is  as  follows  : — 
CH^CCOOH),  ->  C  :  NOH(COOH), 

<wNitro8omaIOQic  add. 

->C{ :  NOOH)(COOH),-KJH( :  NOOH)(COOH) 

wolf^ftcomalonic  add.  ifoNltroaoetic  add. 

->  CH,  :  NOOH  ->  C  :  NOH 

ifoNitromethane. 

Wieland  and  Semper  (Ber.   1006,  2622)  have 

shown  that  phenylmethylnitrolio  acid  readily 

decompHOses  into  nitrous  acid  and  the  unstable 

benzonitrile  oxide. 

C(CeH5)<^g^  ->  HNO,+CeH.C:N  :  0 

Hence,  if  a  similar  decomposition  occurs  in 
the  case  of  methyl  nitrolic  acid,  the  hitherto 
unknown  nitrile  oxide  H'C  •  N  :  O  or  the  products 
of  its  decomposition  would  be  obtained.  Wie- 
land (Z.C.)  has  shown  that  the  products  of  the 
decomposition  of  methylnitrolio  acid  are 
fulmimc  acid,  formic  acid,  and  hydroxylamine, 
the  decomposition  being  analogous  to  that  of 
chloroformoxime.  The  unstable  nitrile  oxide  is 
probably  formed  first  and  then  undergoes  an 
isomeric  change  into  f  ulminic  acid. 

Wdhler  (Ber.  1906,  1351)  has  determined 
the  molecular  weight  of  f  ulminic  acid  by  means 
of  the  sodium  salt,  which  can  be  prepared  in  a 
pure  anhydrous  state  bv  the  action  of  sodium 
amalgam  on  mercury  fulminate  suspended  in 
alcohol.  The  numbers  obtained  by  the  cryo- 
scopic  method  and  by  determining  the  equivalent 
conductivities  of  dilute  solutions  correspond 
closely  with  the  numbers  required  for  the  mono- 
molecular  formula  C :  NONa. 

'  In  the  ordinary  method  of  preparing  fulmin- 
ates by  the  oxidation^  of  etnyl  alcohol,  the 
following  changes  are  supposed  to  occur  (Wie- 
land, Ber.  1907,  418)  :— 

CH.CHjOH  ->  CHjCHO  -^  CH(  :NOH)CHO 

Aldehyde.  iioNitroBoacetaldehyde. 

-->  CH( :  NOH)-COOH  -->  NO,C( :  NOH)COOH 

t«oKitro8oacetlo  add.      tfoNttroflonitroaceticadd. 
->  NO.CK  ■  NOH)H  -^  C : NOH 
MethyhiltroUc  odd. 

The  experimental  evidence  in  favour  of  the 
above  hypothesis  is  as  follows :  Wieland  and 
Theodorovits  (Ber.  1905,  1345)  found  aldehyde 
to  be  a  more  suitable  agent  than  alcohol  for  the 
preparation  of  fulminates,  the  formation  of 
methylnitrolic  acid  from  t^onitroeoacetic  acid  has 
been  accomplished  by  Ponzio  (Chem.  Soc.  Abstr. 
1903,  i.  453),  Wieland  has  prepared  mercuric 
fulminate  from  methylnitrolic  acid  (v.  supra) ; 
and  lastly  by  treating  fulminic  acid  with  nitrous 
acid,  Palazzo  (Chem.  Soc.  Abstr.  1907, 1  489)  has 
obtained  methylnitrolic  acid  as  one  of  the 
products  of  the  reaction. 

The  older  view  of  Kekul^  as  to  the  constitu- 
tion of  fulminic  acid  has  now  been  finally 
abandoned,  and  the  carbonyl  oxime  formula  of 
Nef  has  taken  its  place. 

Hodffkinson  (J.  Soc.  Chem.  Ind.  1918,  37, 
190,  T)  has  pointed  out  that  mercury  fulminate 
cannot  be  formed  in  the  absence  of  nitrous  acid 
or  a  mixture  of  nitric  oxide  and  nitrogen 
peroxide ;  he,  therefore,  represents  the  forma- 
tion and  constitution  of  fiuminic  acid  by  the 
equation : 

CH,    0:N.  CH:Nv 

I      +  \0=:        I  >0+2H,0 


HOCH,    0:N' 


y 


HOC=N/ 


Mereurie  JhilmlnAte  or  fulmlnAttng  mereury 
(C:NO)sHg.  To  prepare  this  substance  on  a  small 
scale,  3  parts  of  mercury  are  dissolved  in  36 
parts  nitric  acid  of  sp.gr.  1'34,  without  warming. 
The  solution  is  then  poured  into  a  flask  capable 
of  containing  18  times  the  quantity,  in  which 
there  has  been  placed  17  parts  alconol  of  from 
90-92  volumes  p.c.  The  liquids  are  well 
mixed,  poured  back  into  the  first  vessel,  which 
is  of  the  same  size,  shaken  to  absorb  nitrous 
fumes,  and  the  whole  then  allowed  to  stand.  In 
a  short  time  fas  is  given  off  and  a  highly  re- 
fracting liquid  separates  at  the  bottom  of  the 
flask.  On  shaking  the  flask  to  mix  this  liquid 
with  the  rest,  the  whole  becomes  black,  metallic 
mercury  separates,  and  a  violent  reaction  takes 
place,  whicn  is  moderated  by  the  sradual  addi- 
tion of  17  parts  of  alcohol.  Crystals  of  mercuric 
fulminate  separate  on  cooling  (Liebig). 

For  methods  of  production  on  the  laige 
scale,  see  Exflosivbs. 

Mercuric  fulminate  may  also  be  produced  by 
using  mercuric  oxide  for  mercury  in  the  above 
preparation;  by  boiling  silver  fulminate  with 
mercury  and  water,  or  by  precipitating  the  zinc 
salt  with  mercuric  chloride.  Wdhler  and 
Theodorovits  (Ber.  1905,  1346)  state  that 
mercuric  fulminate  is  also  formed  when  mercuric 
nitrate  in  dilute  nitric  acid  is  mixed  with 
methylal,  acetal,  or  lignone  obtained  by  the 
dry  distillation  of  wood,  but  the  acid  must 
contain  nitrous  fumes. 

For  its  preparation  from  oximino  acetic  acid, 
see  Wieland,  Ber.  1910,  43,  3362. 

It  cr]^tallises  from  hot  water  in  white  or 
greyish  silky  needles  of  sp.gr.  4*42 ;  its  gravi- 
metric density  varies  from  1*3  to  1*6,  depending 
upon  the  size  of  the  crystab ;  its  formula  is 
(C :  N-0)sHg,}H,0  ;  by  carefuUy  regulating  the 
temperature  and  the  amount  of  alcohol,  it  can 
be  obtained  anhydrous.  It  is  nearly  insoluble 
in  cold  water,  but  soluble  in  alcohol,  pyridine, 
potassium  cyanide,  and,  with  decomposition, 
in  sodium  or  ammonium  thiosulphate  solution. 
Nicolardot  and  Boudet  (Bull.  Soc.  chim.  1919, 
26,  119)  employ  the  last-named  aqueous  solu- 
tions in  6  p.c.  strength  to  dissolve  mercury 
fulminate  for  purposes  of  analysis,  the  impurities 
it  commonly  contains  remaining  undissolved. 

When  heated  to  180°  or  when  forcibly  struck, 
mercuric  fulminate  detonates  with  great  violence. 
The  electric  spark,  or  the  spark  from  flint  and 
steel,  or  contact  with  nitric  or  sulphuric  adds 
also  bring  about  explosive  decomposition. 
Larse  crystals  are  more  sensitive  to  impact  than 
small  ones.  When  moist  it  may  be  handled 
without  danger,  and  when  heated  to  100**  it 
dees  not  explode  if  the  crystals  contain  no 
enclosed  mother  liquor.  The  disruptive  force 
of  the  explosion  within  a  small  space  is  greater 
than  that  of  gunpowder,  but  too  sudden  for  its 
use  in  guns.  The  pressure  exerted  by  the  ^ases 
evolved  in  the  decomposition  of  the  fulmmate 
is  lees  than  that  caused  by  the  explosion  of 
an  equal  weight  of  guncotton,  the  greater  action 
of  the  former  being  attributed  to  the  density 
of  the  compound  and  the  great  rapidity  of 
the  decomposition.  Fulminate  of  mercury  is 
used  in  the  manufacture  of  percussion  caps  and 
of  the  various  detonators  used  for  exploding 
guncotton,  dynamite,  and  other  nitro-glycerin 
compounds  (v.  Exflosivbs) 


FULMINIC  ACID. 


Concentrated  hydrochloric  acid  reacts  with 
perfectly  dry  mercuric  fulminate  to  produce 
tormic  add  and  hydroxylamine  hydrocnloride. 
Thus:  ^ 

C :  N0H+2H,0=H-C00H+NH,-0H 

If  the  acid  be  dilute  and  of  a  certain  strength, 
chioroformoxime  is  produced  {v.  supra). 

Moderately  dilute  sulphuric  add  decomposes 
mercuric  fulminate  without  explosion ;  hot  nitric 
add  converts  it  into  mercuric  nitrate,  acetic 
acid,  and  carbon  dioxide.  If  sulphuretted  hydro- 
gen be  passed  through  ether  in  which  mercuric 
culminate  is  suspended,  ammonium  thiocyanate 
is  formed  {v.  supra) ;  but  if  the  system  is  kept 
free  from  moisture,  nitrothioacetamide 

CH,(NOt)CSNH, 
is  also  produced,  and  is  decomposed  by  a 
further  quantity  of  sulphuretted  hydrogen  into 
ammonium  thiocyanate,  oxalic  acid,  and  sulphur 
(Steiner,  Ber.  1874,  1244;  1875,  518;  1879, 
779).^  Heated  with  aqueous  ammonia,  mercuric 
fulminate  yields  urea,  guanidine,  and  complex 
nitrogenous  substances  ;  with  alcoholic  ammonia 
fulminuric  acid  is  the  main  product  (Steiner). 

Potash,  lime,  and  strontia  decompose  mer- 
curic fulminate  on  boiling,  with  the  separation 
of  mercuric  oxide  and  the  formation  of  double 
salts,^  which  detonate  on  percussion  (Liebig). 

Finely  divided  zinc,  copper,  or  silver  (the 
last  in  contact  with  platinum)  displace  mercury 
from  the  fulminate,  forming  salts  oi  zinc,  copper, 
or  silver.  (For  the  action  of  mercuric  fulminate 
on  various  metals  and  alloys  see  Langhans, 
Zdtsch.  ges.  Shiess.  u  Sprengstoffen.  1921, 
16,  108.)  Mercuric  fulminate  readily  forms 
double  salts  with  potassium  cyanide  and  potas- 
sium and  ammonium  thiocyanates  (Steiner). 

Bromine  reacts  with  mercuric  fulminate  to 
produce  first  of  all  the  unstable  additive  com- 
pound (CBr, :  N-0),Hg,  which  loses  mercuric 
bromide,  giving  the  unstable  bromoformonitrile 

<CBr 
II    ,  two  molecules  of  which  polymerise 

/CBr— CBr 
toformdibromofuroxanO<f  ||     .  Chlorine 

reacts  similarly,  but  the  oxidising  power  of  the 
halogen  \b  so  strong  as  to  completely  destroy  the 
molecule,  with  the  evolution  of  carbon  dioxide 
(Wieland,  Ber.  1909,  4192). 

For  the  electrolytic  estimation  of  mercury 
in  mercury  fulminate,  see  Losanitsch,  Monatsh. 
1914,  36,  307. 

saver  fulminata,  Fuhninaiing  silver 
C :  NOAg 
In  preparing  this  substance  1  part  silver  is  dis- 
solved m  20  parts  nitric  acid  of  sp.gr.  1*36  and 
27  parts  of  86  p.c.  spirit  of  wine  added,  and 
the  whole  gently  heated  till  it  froths  up.  The 
liquid  is  then  removed,  and  27  parts  or  more  of 
spirit  added  in  order  to  moderate  the  action. 
Silver  fulminate  separates  out  on  cooling 
(Liebig). 

Silver  fulminate  is  not  formed,  as  was  stated 
by  Liebig  (Annalen,  5,  287),  when  nitrogen 
trioxide  is  led  into  an  alcoholic  solution  of 
silver  nitrate  (Divers  and  Kawakita,  Chem.  Soc. 
Trans.  1884,  27),  and  is  only  produced  by  the 
eneigetic  oxidation  of  alcohol  oy  nitric  acid  in 


presence  of  silver  nitrate.  Qreat  caution  must 
be  exercised  in  the  preparation  of  this  substance. 
Oapadous  vessels  must  be  used,  so  that  the 
liquid  may  not  boil  over,  as  in  that  case  the  salt 
might  dry  on  the  outside  and  then  eirolode ;  all 
flame  must  be  kept  at  a  distance,  lest  the  vapours 
should  take  fire;  and  the  mixture  should  be 
stirred  with  wooden  rods,  not  with  glass  rods 
or  other  hard  bodies.  When  dry  it  should  be 
transferred  on  paper  shovels,  and  kept  in  paper 
or  cardboard  vessels,  loosely  covered,  to  prevent 
explosion  from  the  Motion  of  stoppers  or  lids. 

Silver  fulminate  crystaUises  in  white  opaque 
fflistening  needles,  scarcely  soluble  in  water,  and 
having  a  bitter  metallic  taste.  Given  in  certain 
doses,  it  produces  violent  convulsions  (Pagot-la- 
Fordt),  while  in  doses  of  0*3  gram  it  act»  as  a 
narcotic  (Ittner). 

Silver  fulminate  is  an  exceedingly  danger- 
ous body,  as  it  explodes  much  more  violently 
than  the  merourv  salt,  by  the  action  of  heat,  by 
the  dectric  spark,  by  fnotion  or  peroussion,  or 
by  contact  with  oil  of  vitriol  It  even  explodes 
in  the  moist  state,  sometimes  under  water,  by 
friction  with  a  glass  rod.  It  may  be  rubbed  to 
powder  in  a  mortar  with  the  finger  or  with  a 
cork.  The  light  accompanying  uie  explosion, 
which  is  best  seen  in  the  dark,  is  reddisn-white 
with  a  tinge  of  blue  (Liebig).  When  ignited 
under  a  pressure  of  about  2  or  3  mm.,  it  Dums 
slowly  with  a  visible  flame.  If  silver  fulminate 
be  thrown  into  a  bottle  containing  chlorine,  it 
deflagrates  before  it  reaches  the  oottom,  and 
does  not  fracture  the  bottle  (E.  Davy).  Silver 
fulminate  dissolves  in  hot  aqueous  ammonia, 
and  the  solution,  on  cooling,  depodts  crystoJliAe 
grains  of  ammonium  si^er  fulminate 

(C:NO,)(NH,)Ag 
This  salt  is  sparingly  soluble  in  water,  and  ex- 
plodes with  much  greater  violence  than  the 
silver  salt,  even  under  liquid,  when  touched  with 
a  glass  rod  (Liebig).  Aqueous  solutions  of  the 
hydroxides  of  the  metals  of  the  alkalis  or  alkaline 
earths,  or  of  the  sulphides  or  chlorides  of  the 
alkalis,  yidd  similar  double  salts  when  boiled 
with  silver  fulminate.  Copper  or  mereury  can 
displace  silver  wholly  or  in  part  from  silver  ful- 
minate. Zinc,  even  on  boiling  for  several  days, 
displaces  only  half  of  the  silver,  forming  silver- 
zinc  fulminate.  The  normal  zinc  salt  is  pre- 
pared by  the  action  of  zinc  on  merouric  ful- 
minate. By  acting  on  this  salt  with  baryta 
water,  and  exactly  precipitating  the  barium  from 
the  zinc  barium  fulminate  thus  produced  with 
sulphuric  acid,  zinc  hydrogen  fulminate  is  ob- 
tained. By  saturating  this  salt  with  metallic 
bases,  many  double  sSits  of  zinc  f  ulininate  are 
obtained. 

Cadmium  fulminate  Ca(CNO)t  is  a  white 
powder,  stable  when  dry,  but  readllv  decom- 
posed by  water,  in  which  it  is  very  soluble.  It 
is  one  of  the  most  violent  explosives,  and  is 
nearly  as  sensitive  to  shock  and  heat  as  mereury 
fulminate.  ThaUous  fulminate  becomes  yellow 
on  exposure  to  light,  and  is  the  most  susceptible 
of  all  known  fulminates  to  shock  and  increased 
temperature,  but  the  heat  of  detonation  is  not 
high,  and  its  explosion  is  not  violent.  Cuprous 
fidminaU  is  insoluble  in  water,  and  is  almost  as 
violentlv  explosive  as  cadmium  fulminate, 
although  not  so  sensitive  to  shock  (L.  Wdhler 
and  Martin,  Ber.  1917,  60,  586). 


FULMINURIC  AOID. 


Fulminic  acid  gives  rise  to  a  series  of  poly- 
merisation products.  If  merourio  fulminate  is 
boiled  with  ammonium  chloride,  a  salt  of 
fulminuric  acid  is  formed,  as  was  discovered  by 
Liobig.  When  the  ethereal  solution  of  fulminic 
acid  is  allowed  to  stcuid,  metaf ulminuric  acid,  a 
triple  polymer,  is  produced.  When  metaful- 
minuric  acid  is  warmed  with  water,  it  vields 
oyanMonitrosoaoetohydrozamic  acid,  and  the 
latter  can  be  converted  into  the  Mofulminuric 
acid  of  Ehrenbeig,  the  constitution  of  which  is 
still  unknown.  Finally,  on  lona  standing 
metafulminuric  acid  changes  into  the  )3-tM7ful- 
minuric  acid  of  Scholvein. 

FULBONURIC  ACID  G,H.N,03.  This  com- 
pound  was  discovered  independently  by  Liebig 
(Annalen,  05,  282)  and  Schischkoff  (tbid,  07, 
63;  101,  213).  It  is  produced  by  boiling  a 
solution  of  a  metallic  diloride  or  iodide  with 
water  and  mercuric  fulminate 

40 :  N0H+H,0=C8H,N,0,+C0,+NH, 

60-75  grams  of  well-washed  mercuric  fulminate 
are  boUed  with  700-800  c.c.  of  water,  60  c.o. 
of  a  saturated  solution  of  ammonium  chloride 
are  then  added,  and  the  whole  heated  to  the 
boiling-point.  As  soon  as  a  yellow  deposit  of 
oxydimercuric  ammonium  chloride  separates,  the 
flame  is  removed,  and  ammonia  added  till  all 
tiie  mercury  is  precipitated.  On  filtering, 
evaporating  the  filtrate,  and  recrystallisin£|  the 
first  crop  (3  crystals,  pure  ammonium  fulnunur- 
ate  is  obtained.  By  converting  this  into  the 
basic  lead  salt  by  treating  with  lead  acetate  and 
then  precipitating  with  sulphuretted  hydrogen, 
an  aqueous  solution  of  fulminuric  acid  is  obtained. 
This,  on  evaporation  and  standing  in  a  warm 
place,  solidines  to  an  indistinctly  crystalline 
mass,  which,  dissolved  in  alcohol,  deposits  on 
evaporation  colourless  prisms  of  fulminuric  acid. 
The  potassium  or  ammonium  salt  may  be 
converted  into  the  silver  salt,  which  may  be 
decomposed  by  hydrochloric  acid,  yielding  free 
fulminuric  acid.  Another  method  of  preparing 
fulminuric  acid  is  that  of  Ulpiani  (Gazz.  ohim.  ital. 
1905,  iii.  357).  Suocinamidedinitrosoperozide, 
obtained  by  the  action  of  fuming  nitric  acid  on 
ethylacetoacetate  and  subsequent  treatment  with 
concentrated  ammonia,  yields  an  acid  which 
Ulpiani  has  proved  to  be  identical  with 
the  fulminuric  acid  of  Liebig,  and  also  p- 
Mofulminuramide.  The  latter  yields  fi-iscim- 
minuric  acid  on  hydrolysis.  Fulminuric  acid 
decomposes  on  heating  with  a  slight  de- 
flaffration  at  145''  (Sterner,  Ber.  1872,  381), 
ana  by  heating  with  dilute  add  or  alkalis 
decomposes  into  oxalic  acid,  ammonia,  and 
carbon  dioxide.  It  appears  to  be  monobasic. 
The  constitution  of  fulminuric  acid  is  still 
uncertain.    Nef  regards  it  as  nitrocyanoaceta- 

CN-CHNO, 
mide         |  (Annalen,   280,   329);     while 

HO-0=NH 
Ulpiani  (Z.c.)  represents  it  as  Monitrocyanoacet- 

ON-C :  N0,H 
amide  1 

0 : 0— NH, 
Ammoniiim  fulmlniinUe  forms  anhydrous 
monoclinio  crystals,  which  blacken  on  heating 
and  give  off  hydrocyanic  acid,  ammonia,  ana 
cyanic  acid,  which  latter  partially  unite  to  form 
ore*  (Liebig). 


Potassium  fulmlniuate.  To  prepare  this 
salt  two"  parts  of  mercuric  fulminate  are  gradu- 
ally added  to  a  saturated  solution  of  one  part  of 
potassium  chloride,  and  the.mixture  gently  boiled 
till  the  whole  is  dissolved.  The  liquid  is  filtered 
through  a  hot  funnel  from  a  yellowish  precipi* 
tate  which  appears,  and  the  compound  of  mer- 
curic oxide  and  potassium  fulmmurate,  which 
separates  in  the  nitrate,  is  freed  from  mercury 
by  sulphuretted  hydrogen.  On  recrystallising 
from  water,  potassium  fulminurate  separates  in 
long  ^listening  prisms,  which  decompose  with 
incandescence  when  heated  to  225''  (Schischkoff). 

Silver  fulmlniuate  may  be  obtained  by  heat- 
ing ammonium  or  potassium  fulminurate  with 
silver  nitrate.  It  is  almost  insoluble  in  cold 
water,  but  may  be  recrystallised  from  boiling 
water  in  long  very  thin  needles.  Heated  witn 
concentrated  hydrochloric  acid  in  sealed  tubes, 
at  U0%  traces  of  the  oxides  of  carbon  are  pro- 
duced ;  one-third  of  the  nitrogen  goes  to  form 
hydroxylamine  hydrochloride,  and  the  other 
two-thirds  ammonium  chloride  (Ehrenberg). 
Under  ordinary  pressures  at  100°  the  action  is 
coniplicated. 

The  fulminurates  of  calcium,  barium,  stron- 
.tium,  iron,  and  lead  may  be  obtained  by  double 
decomposition  from  ammonium  or  potassium 
fulminurates.  On  heating  an  ammoniacal  solu- 
tion of  copper  sulphate  with  fulminuric  acid, 
dark-blue  prisms  of  ammonium  copper  fulminu- 
rate are  deposited  on  cooling.  By  passing  hy- 
drochloric acid  gas  through  alcohol  containing 
potassium  fulminurate  in  suspension,  Schischkoff 
obtained  an  oil  which  he  considered  to  be  ethyl 
fulminurate.  This  body  is,  however,  not  an 
eth^l  salt  of  fulminuric  acid,  but  has  the  com- 
position 04HeEtNO5.  It  readily  forms  additive 
compounds  with  ammonia  and  the  amines 
(Ehronbeig,  Lc).  According  to  Siedel  (Ber. 
1892,  2756),  fulminuric  acid  forms  two  series  of 
esters,  the  oxygen  ethyl  ester  melting  at  133^ 
and  the  nitrogen  ethyl  ester  at  155°. 

MetafulminuriG  acid,  Isocyanuric  acid 
OaH,N,Oa.  It  is  obtained  by  the  spontaneous 
polymerisation  of  fulminic  acid  (g.v.).  It  is 
best  prepared  by  treating  chloroformoxime  with 
a  small  quantity  of  sodium  hydroxide  or  with 
aqueous  ammonia  in  the  cold  (Wieland  and 
Hess,  Ber.  1909,  1346).  The  hydrated.  acid, 
containing  probably  2  molecules  of  water, 'melts 
at  85°-86°,  and  the  anhydrous  acid  at  102°. 
On  standing,  metafulminuric  acid  changes  into 
fl-Mofulminuric  acid.  The  constitution  of  meta- 
fulminuric add  is  still  under  discussion.  Wieland 
and  Hesse  (I.e.)  consider  the  hydrated  acid  to 
be  tMmitrosoMo-oxazolone* 


.CH-O :  NOH 


^0— C : NOH 
whilst  Palazzo  and  Tamburello  (Chem.  Zentr. 
1907,  i.  26)  assign  to  it  the  constitution 

H0N<gi:8«:Kl>H0H 

CyantM>Dltrosoacetoliydroxamle  aeld,  or  oxi- 
minoeyanoaoetohydroxamle  add 

C,H,0  JJ,4-3H,0,  or 

HON :  C(CN)C(OH) :  NOH 

is  obtained  by  warming   metafulminuric  acid 

with   water.    It   is   prepared    by   treating  "a^ 
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ethereal  solution  of  ohloroformoxiipe  with  small 
quantities  of  ammonia,  until  the  odour  of  the 
latter  remains.  The  ammonium  salt  is  decom- 
pooed  with  hydrochloric  acid,  and  the  acid, 
which  crystallises  from  ether  in  colourless  cubes, 
melts  at  117''-118^  (Nef,  Annalen,  280,  324). 
Cf,  Ulpiani  (Gazz.  chim.  ital.  1916,  46,  i.  1), 
who  discusses  the  constitution  of  the  f  ulminurio 
acids  and  describes  a  number  of  their  derivatives. 
1^  /Mfalmlnurio  add  GaH,Na08  of  Ehrenbcrg 
is  obtained  by  treating  cyan»«onitroeoacetohy- 
droxamic  add  with  ammonia.  It  is  a  powder, 
and  ohars  without  melting  when  heating  (Nef, 
Le, ;  Ehrenbeig,  J.  pr.  Chem.  [2]  30,  55). 

^./tfofulminuriG  add  was  obtained  by  Schol- 
vein  (ibid.  [iL]  32,  461).  He  treated  sodinm 
fulminate  with  dilute  sulphuric  acid,  and  allowed 
the  metafulminurio  acid  thus  formed  to  stand 
for  some  time.  Ulpiani  (Gazz.  chim.  itaL  1905, 
iii.  35,  7)  obtained  the  amide  of  this  acid  by 
treating  sucoinamidedinitrosoperoxide  with  con- 
centrated ammonia.    The  amide  has  the  con- 

NH,-C :  Nv 
Btitution  1         >0,    and   the   acid   is 

NH,COC :  N^ 
obtained  from  it  by  hydrolysis.    When  anhy- 
drous, the  acid  melts  at  196°  with  decomposition ; 
the  hydrated  add  melts  at  188"". 

FUHARIC  ACID  and  MALEIC  ACID 
HCCOOH  HC-COOH 

II  and       II 

COOHCH  H-C-COOH 

These  two  unsaturated  acids  are  ru^arded  as 
stereoisomers,  and  because  of  the  readmess  with 
which  maleic  add  forms  an  anhydride,  maldc 
add  is  represented  as  the  cis-  modification,  and 
f umaric,  which  forms  no  anhydride,  as  the  trans- 
modification.  Interesting  confirmation  of  tJiis 
is  shown  by  the  formation  of  maleic  add  on 
oxidising  oenzoquinone  with  nascent  silver 
peroxide  (Kemplf,  Ber.  1906,  3715).  Maleic 
acid  chloride  is  a  very  reactive  compound, 
and  an  asymmetric  structure  is  attributed  to  it, 
H-CCO 

II  >0.    The  chloride  of  furmaric  add  is  much 

Hc-ca, 

less  reactive  fOtt,  Ann.  392,  245).  These  two 
unsaturated  dibasic  adds  may  be  obtamed  by 
heating  malic  add : 

OH(OH)-COOH 

J,T,  ^^^^       =C,H,(COOH).+H.O; 

CHt'COOH 
maleic  anhvdride  Q^^fi^  distils  over,  and 
f umaric  acid  remains  behind  in  the  retort.  B^ 
rapid  distillation  at  1 10*'-140°,  maleic  anhydride  is 
obtained  as  chief  product;  by  heating  for  about 
40  hours  to  150°,  fumaric  acid  is  mainly  formed. 
Both  acids  when  treated  with  nascent  hydro- 
gen yield  succinic  acid.  Both  unite  with  hydro- 
bromic  acid  to  form  monobromosuccinic  acid. 
But  fumaric  acid  unites  with  bromine  to  form 
dibromosuccinic  acid,  whilst  maleic  acid  gives 
Modibromosuccinic  acid.  Potassium  perman- 
ganate oxidises  fumaric  acid  to  racemic  acid ; 
maleic  acid  is  converted  into  mesotartaric  acid. 
Fumaric  acid  is  much  less  soluble  in  water  than 
maleic  acid. 

Fumaric  add  occurs  in  various  plants,  as 
in  the  common  fumitoiy  (Fwmaria  officinalis 
[linn.]),  in  CorydaUs  buwoaa,  Olaucium  fiavum 
(Craotz),    Cetraria    idandica    (Aoh.),    Euphor- 


biacesB  Clytia  similis,  and  in  varieties  of 
Agaricus,  It  is  also  formed  during  the  growth 
of  Rhizorms  nigricans  in  dextrose-containing 
media.  It  occurs  in  fresh  beef,  as  an  oxidation 
product  of  succinic  acid  (Zeitsch.  physiol. 
Chem.  90,  301).  It  can  be  prepared  by  heating 
halogen  substituted  succinic  acids  (Brunner 
and  Ghuard,  Ber.  1807,  201 ;  Swarta,  Zdtsch. 
Chem.  1868,  25);  by  reduction  of  tartaric 
acid  (D.  B.  P.  254,  420) ;  by  condensing  malonio 
with  glyoxylic  acid  in  presence  of  pyridine; 
and  from  maldo  add  {v,  infra).  When  heated 
in  a  sealed  tube  it  melts  at  286°-287°  (Michael, 
Ber.  1895,  163);  sp.gr.  1'625  (Tanatar,  Chem. 
Soc.  Abstr.  1893,  i.  11).  It  cratallises  in  small 
prisms,  which  sublime  at  200  without  decom- 
position, but  by  distillation  is  converted  into 
maleio  anhydride  and  water.  Fumaric  acid 
forms  no  anhydride  of  its  own;  all  processes 
of  dehydration  convert  it  into  maleic  anhydride, 
which  unites  with  water  to  form  maleic  add. 

Fumaric  acid  is  converted  into  maleic  acid 
bv  ultra-violet  light,  and  also  under  the  influence 
of  radium  rays.  Fumaric  acid  on  heating  in 
aqueous  solution  is  converted  to  malic  acid, 
the  change  bdng  a  reversible  one  (James  and 
Jones,  Trans.  Chem.  Soc.  1912,  1158). 

Maldo  add  has  never  been  found  to  occur 
in  nature,  and  is  best  obtained  by  heating 
malic  acid  with  acetyl  chloride,  and  decomposing 
the  acetyl  maleic  anhydride  into  maleic  anhydride 
and  acetyl  chloride,  and  then  heating  the  anhy- 
dride with  water.  It  can  also  be  prepared  by  heat- 
ing fumaric  acid  (t;.  supra),  or  by  treating  a 
mixture  of  the  vapours  of  benzene  and  benzo- 
quinone  by  oxygen  under  pressure  in  presence 
of  vanadium  oxide  (Weiss  and  Downs,  U.S. 
Pat.  1318632).  It  forms  laige  prisms  or  tabular 
or3^tals,  very  soluble  even  in  cold  water, 
m.p.  130°,  b.p.  160"",  decomposing  for  the  most 
part  into  uihydride  and  water.  Maldo  acid 
is  converted  into  fumaric  acid  when  it  is 
heated  for  some  time  at  130*^  or  in  sealed  tubes 
at  200'',  when  it  is  treated  in  the  cold  with  dilute 
mineral  acids  and  certain  organic  adds,  with 
sulphuretted  hvdrogen  followed  by  sulphur 
dioxide,  or  with  bromine  in  sunlight.  Even 
at  ordinary  temperatures,  and  in  the  dark, 
its  aqueous  solution  is  slowly  converted  into 
fumaric  acid.  By  heating  the  esters  of  maleic 
acid  with  iodine,  the  esters  of  fumaric  acid  are 
produced. 

MaldG  anhydride  is  a  white  crystalline  solid, 
meltinff  at  56*^  and  boiling  at  196^ 

FUMARINE.    Protopene  (g.v.). 

FUNOICIDES  V,  DisiNFSGTANTS  and  Plaitt- 

SPRAYS. 

FUNGISTEROL  v.  Eboot. 

FURFURAL,  Furfurol,  Furfuraidehyde,  Pyro- 
CH=CH>.Q 
mucic  aldehyde  C5U40*,  I  ^     firat  ob- 

CH=CCHO 
tained  by  Bdbereiner  by  distillinff  sugar  with 
manganese  dioxide  and  dilute  smphuric  acid. 
It  may  be  prepared  in  small  yields  by  heating 
sugar  with  dilute  tartaric  or  lactic  acids,  or 
simply  by  heating  with  water ;  hence  it  occurs 
in  brewers'  wort  and  sometimes  in  the  finished 
beer,  also  forming  a  constituent  of  fusel  oil 
from  the  distilleries.  Is  produced  during  the 
heating  of  madder  with  dilute  sulphuric  add  in 
the  preparation  of  garancin;    during  the  dry 
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distillation  of  oak  timber ;  and  by  heating  starch 
at  200°.  It  is  a  constituent  of  many  essential 
oils  (Schimmel).  Best  prepared  by  distilling 
bran  with  dilute  sulphuric  acid  and  fractionating 
the  distilhkte. 

Colourless  liquid ;  b.p.  161** ;  smelling  of  oil 
of  bitter  almonds  and  oil  of  cinnamon ;  Bp.gr. 
11694  at  2074'';  /ia  =  1-6186;  soluble  in  11 
parts  of  water  at  IS''. 

Reduces  silver  oxide  with  formation  of 
pyromucio  acid.  Shows  a  striking  similarity  to 
Denzaldehyde  in  its  reactions,  forming  furfur- 
alcohol  and  pyromucic  acid  with  caustic  potash, 
furfoln  with  potassium  cyanide,  dyestuns  with 
derivatives  of  aniline,  &c. 

The  ureihane  is  a  very  characteristic  deriva- 
tive, crystallising  in  needles,  m.p.  160°,  which 
may  be  sublimed.  The  semicarbcuone  melts  at 
202°-203°. 

Owing  to  the  presence  of  furfural  in  beer  and 
spirits,  many  methods  have  been  devised  for  its 
oetection.  One  of  the  most  sensitive  tests  is 
with  colourless  aniline,  absolute  alcohol,  and 
either  hydrochloric  or  glacial  acetic  acid,  a  cherry- 
red  coloration  being  produced,  the  amount  of 
furfural  present  being  estimated  by  the  depth 
of  colour  (J.  Amer.  Chem.  Soo.  1906,  1629). 
Other  methods  of  estimation  are  :  precipitation 
with  phloroglucin  and  hydrochloric  acid  (Weibel 
and  i&isel),  and  the  preparation  of  the  insoluble 
somioxamazide. 

FURFURAN,  Furan,  Teirci,  Tetraphend 
CH=CHv 

ch=ch/' 

Is  a  fairlv  stable  ether  compound,  obtained  by 
the  distillation  of  the  barium  salt  of  pvromucic 
acid  with  soda-lime;  by  the  distillation  of 
calcium  succinate;  or  by  heating  succinic 
dialdehyde  with  water  at  180°.  Best  prepared 
by  heating  pyromucio  acid  alone  in  a  tube  at 
260°-276°,  as  the  barium  salt  produces  also  the 
hydrocarbon  O3H4  and  CO  (Freundler,  Compt. 
rend.  124,  1167). 

Appears  to  be  contained  in  the  volatile 
portions  of  pinewood  tar.  Colourless  liquid, 
boiling  at  32° ;  insoluble  in  water,  readily 
soluble  in  alcohol  and  ether.  Acids  convert  it 
into  pyrrole-red ;  metallic  sodium  and  alkalis 
do  not  attack  it.  Colours  a  chip  of  pinewood 
moistened  with  hydrochloric  acid  an  emerald 
green. 

By  nitration  in  presence  of  acetic  anhydride, 
a  monoacetin  of  nitrosuccinicaldehyde  is 
formed,  which  reacts  with  pyridine,  producing 

nitrofurfuran  ;  m.p.  28°  ;  |  >0. 

ch=ch/ 

FURFURINE  C,jH,jNjO,.  Prepared  from 
furfural  by  first  malung  the  amide  with  the  aid 
of  ammonia.  Furfuramide  is  boiled  for  16 
minutes  with  very  dilute  caustic  potash,  and 
the  furfurine  which  separates  is  dissolved  in 
excess  of  boiling  dilute  oxalic  acid.  The  so- 
formed  dioxalate  is  collected,  and  again  dissolved 
in  100  parts  boiling  water,  and  precipitated  with 
ammonia  (Bahrmann,  J.  pr.  Chem.  [2]  27,  313) ; 
white  needles  ;  m.p.  116°  ;  very  sparingly  soluble 
in  cold  water,  but  appreciably  soluble  in  hot ; 
readily  soluble  in  alcohol  or  ether.  It  is  a  mono- 
acid  base,  and  the  cr3mtals  turn  brown  in  moist 
air.     Expels  ammonia  from  boiling  solutions  of 


ammonium  salts,  but  is  itself  precipitated  by 
ammonia  from  its  salts  in  the  cold. 

When  heated  with  sodium,  t^furfurine  is 
formed.  Forms  a  nitrosamino  Ci(Hii(N0)Nt08 
by  acting  on  the  sulphate  with  very  dilute 
potassium  nitrite,  and  this  exists  as  golden 
triclinic  crystals;  m.p.  112°  (Schiff,  Ber.  11, 
1260). 

FURFUROIDS  are  a  group  of  compounds 
closely  related  to  the  pentoses  and  pento- 
sans, distinguished  by  yielding  furfural  as  a 
characteristic  product  of  decomposition  on 
treatment  with  acids  (Cross,  Bevan,  and  Smith, 
Chem.  Soc.  Trans.  1897,  1001). 

FURFUROL  V,  Fubfural. 

FURNACES  FOR  GENERAL  LABORATORT 
USE.    Fig.    1   shows   a   Fletcher's   gas   muffle 


fumiSe  affording  high  temperatures  without  an 
air  blast.  With  the  use  of  a  suitable  pressure 
covemor,  fairly  constant  temperatures  may  be 
bbtained.    The  furnace  can  be  used  for  heat- 


ing precipitates,  fusions,  roasting  of  ores,  and 
similar  laboratory  operations.  When  crucibles 
which  have  to  be  weighed  are  heated,  a  sheet  of 
asbestos  cloth  should  be  placed  on  the  floor  of 
the  muffle. 

A  Fletcher's  muffle  furnace  (Fi^.  2),  in  which 
petroleum  is  used  as  fuel,  is  designed  for  use 
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where  gaa  is  not  available.  With  the  bamer 
shown,  the  necessary  air-blast  may  be  obtained 
by  a  foot  blower ;  or  an  antomatic  petroleum 
bamer  may  be  used,  which  dispenses  with  the 
use  of  an  external  supply  of  compressed  air. 
[Fig.  3  shows  a  Fletcher's  injector  furnace. 


Fio.  3. 

which  is  efficient  and  rapid  in  working.  For 
ordinary  purposes,  a  foot  blower  is  used,  but 
for  very  high  temperatures  a  blower  driven  by 
power  IS  preferable.  Cast  iron  can.  readily  bie 
fused  in  this  furnace. 

A  furnace  of  similar  shape  to  that  shown  in 
Fig.  3,  but  with  a  modified  burner,  is  used 
where  extremely  high  temperatures  are  required, 
a  stream  of  oxygen  being  employed  instead  of 


the  usual  air  blast.  In  order  to  prevent  the 
perforation  of  crucibles  by  a  small  but  extremely 
hot  flame,  the  burner  is  so  designed  that  the 
oxygen  is  mixed  with  air  before  it  enters  the 
fumace,^a  more  diffused  flame  being  thus 
obtained. 


An  exceedingly  useful  furnace  designed  by 
Fletcher  is  shown  in  Fig.  4  (a  and  6).  This 
furnace  works  either  as  a  draught  or  blast 
furnace  with  the  same  burner,  and  may  be  used 
for  any  temperature  up  to  the  fusing-point  of 
the  casing.  It  is  adapted  for  crucibles,  muffle8, 
tubes,  cupels,  distillation  by  desoension,  treat- 
ment of  refractory  substances  with  gases  at 
high  temperatures,  small  foigings,  roasting  of 
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ores,  &c.  When  used  as  a  blast  furnace  as 
shown  in  the  figure,  an  empty  crucible  can  be 
raised  to  the  tusing-point  of  cast  iron  in  2 
minutes,  starting  all  cold.  For  use  as  a  draught 
fumaoe,  the  plug  o  is  removed  and  replaced  by 
a  chimney,  when  a  crucible  may  be  heated,  to 
bright  redness  in  10  minutes.  The  furnace  may 
also  be  turned  on  its  side,  when  the  doors  a 
and  B  become  the  front  of  a  muffle  furnace. 

A  furnace  in  which  magnesia  is  used  as  the 
refractory  material,  and  designed  to  employ 
the  oxygen-coal  gas  flame  is  made  by  Merck. 
The  burner  is  provided  with  a  water  jacket ; 
and  the  mixed  gases,  which  are  projected 
through  the  bottom  of  the  furnace,  are  so 
directed  that  the  flame  does  not  play  directly 
on  the  substance  in  the  crucible.  The  employ- 
ment of  magnesia  for  the  parts  most  exposed 
to  the  flame,  admits  of  the  use  of  a  very  high 
temperature. 

Fig.  6  shows  a  Fletcher's  reverberatory 
furnace  available  for  all  general  laboratory 
work,  and  capable,  when  working  with  a 
draught,  of  producing  a  clear  yellow  heat  above 
the  fusing-point  of  fine  silver,  and  when  worked 


with  a  blast,  for  which  the  same  burner  is 
employed,  of  melting  cast  steel.  It  may  be 
employed  as  shown,  or  one  or  both  doors  may 
be  arranged  to  receive  a  muffle,  so  that  the 
furnace   may  be  used  for    muffle  or    crucible 
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operations,  or  for  both  simultaneously.  Perrot*s 
furnace  for  heating  crucibles  by  gas  is  described 
fully  in  Bull.  Soc.  chim.  1867,  7,  332. 

A  furnace  designed  by  Rossler  (Zeitsch.  anal. 
Ghem.  1886,  95  ;  BingL  poly.  J.  253,  79  ;  J.  Soo. 
Chem.  Ind.  1884,  512)  for  intensely  heating  small 
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oradbloB  employed  in  chemical  amdysis  is  shown 
in  Fig.  6.  Cold  air,  admitted  in  carefully 
regulated  quantity 
at  «  to  the  burner 
a,  becomes  heated 
during  its  passage 
around  a  jacket,  d. 
Combustion  takes 
place  within  a 
muffle,  e,  surround- 
ing the  crucible  6, 
and  the  combustion 
products  pass  out 
through  tne  cover 
of  the  muffle  and 
through  a  chimney, 
g,  the  draught  in 
which  is  assisted 
and  regulated  by  a 
second  burner.  A 
somewhat  similar 
arrangement  has 
been  described  by  Hempel  (Zeitsch.  anal.  Chem. 
1877,  454).  A  simple  form  of  crucible  furnace 
using  gas  has  been  described  by  Roberts  and 
McDermott  (J.  Amer.  Chem.  Soc.  1911,  33,  507). 
Fig.  7  shows  a  Fletcher's  furnace,  which, 
although  primarily  designed  for  organic  analysis, 
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will  be  found  very  useful  for  many  other 
laboratory  operations.  The  burners  are  placed 
in  front  of  the  furnace,  and  clear  &om  all 
falling  dirt,  and  since  these  are  made  of  brass, 
there  is  no  ironwork  to  rust.  The  furnace  is 
made  in  6-inch  sections,  and  can,  therefore,  be 
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built   up    to    any   length.     The    body   of   the 
furnace  is  made  entirely  of  fire-clay. 

Se&trom*s  portable  furnace  for  use  with 
charcoal  is  shown  in  Fig.  8.  It  consists  of  an 
outer  cylinder  forming  an  air  chamber  around 
a  cylinder,  6,  fixed  in  position  by  a  flange,  g. 


The  cylinder  b  is  perforated  with  iioles  con- 
taining small  tapenng  nozzles,  e,  and  is  lined 
with  fire-clay  shaped  as  shown.  When  neater 
space  is  required  for  fuel,  &c.,  a  hoop,  n,  mKV 
be  placed  around  the  top  of  the  cylinder  0. 
It  consists  of  a  strip  of  sheet  iron,  in  one  end  of 
which  are  two  holes,  t,  whilst  in  the  other  end 
is  a  button  which  may  be  inserted  in  either  of 
the  holes,  so  that  the  hoop  may  fit  over  the 
cylinder  6,  or,* when  not  in  use,  over  the  outer 
cylinder.  The  blast  is  supplied  at  /  by  a 
small  bellows. 

The  electric  furnace  shown  in  Fig.  9  is 
specially  adapted  for  fusions  on  a  small  scale, 
and  for  the  production  of  high  local  tempera- 
tures. The  process  can  be  watched  irom 
beginning  to  end  through  the  mica  doors,  the 
eyes  being  protected  by  blue  spectacles.  The 
furnace  consists  of  an  iron  muffle  lined  with 
fire-clay.  The  block  h  can  be  raised  or  lowered 
by  means  of  the  set-screw  c.  On  this  block 
stands  the  crucible,  made  of  lime,  masnesite, 
&c.,  according  to  the  purpose  required.    The 
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cables  /  and  f  convey  the  current  to  the 
electrodes,  a  and  a^  wmch  can  be  adjusted  by 
means  of  the  relating  wheels  e  and  e^  The 
mica  doors  permit  of  easy  access  to  the  interior 
of  the  furnace.  In  this  type  of  furnace  the 
heat  is  generated  in  a  chamber  of  practically 
non-conducting  material,  and  since  no  cold  gases 
are  introduced,  extremely  high  temperatures 
may  be  produced  in  the  crucible. 

In  the  tube  furnace  shown  in  Fig.  10,  the 
heating  body  consists  of  a  tube  of  highly  refrac- 
tory porcelain,  around  which  is  coiled  a  ribbon 
of  very  thin  platinum,  which  makes  a  closer 
contact  with  the  porcelain  and  lasts  much 
longer  than  platinum  wire.  A  temperature  of 
1400**  can  easily  be  reached,  but  above  this 
the  porcelain  begins  to  conduct  electricity,  and 
an  electrolytic  action  is  set  up  between  the 
platinum  and  the  tube,  which  will  eventually 
cause  breakage.  In  the  figure  the  furnace  is 
shown  mounted  on  a  tilting  frame  for  use  in 
any  position.  It  may  be  ootained  wound  for 
any  supply  between  65  and  250  volts.  In  using 
the  furnace  it  is  necessary  to  pay  attention  to 
the  following  points  :   fl^' No  eold-object  must 
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be  brought  into  contact  with  the  tube  while  it 
is  incandescent.  (2)  The  furnace  should  not 
be  kept  at  its  maximum  temperature  longer 
than  18  necessary.  (3)  A  suitable  resistance 
should   be  connected  up  with  the  furnace  in 
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order  to  ensure  gradual  heating,  and  to  provide 
a  means  of  regumting  the  temperature. 

Fig.  11  shows  an  electrically  heated  crucible 
furnace,  in  which  the  heating  resistance  consists 
of  platinum  wire  embedded  in  a  suitable  fire- 
clay. The  furnace  is  designed  for  crucibles  of 
a  capacity  not  exceeding  §0  c.c,  and  the  tem- 
perature obtained  is  about  lOSO'^-UOO^    Inside 


Fio.  11. 

the  furnace  the  crucible  rests  upon  a  small 
stand  of  refractory  porcehiin;  but  if  the 
contents  of  the  crucible  are  moist,  and  it  is 
required  to  heat  them  slowly,  the  crucible  is 
suspended  in  such  a  way  that  only  the  lower 
part  is  within  the  furnace.  For  quantitative 
work,  the  furnace  cover  can  be  coated  with 
platinum  foil  in  order  to  prevent  chips  of  fire- 
clay from  falling  into  the  crucible,  and  in 
special  cases  the  whole  of  the  interior  may  be 


so  lined.  The  temperature  obtained  is  more 
uniform  than  that  produced  by  the  gas  blow- 
pipe, and  the  use  of  tnis  furnace  entirely  prevents 
the  damage,  which,  particularly  in  the  analysis 
of  phosphates,  is  caused,  by  the  reducing  gases, 
to  a  platinum  crucible  heated  by  gas.  The 
consumption  of  current  at  110  volts  is  2*3 
amperes,  and  the  platinum  resistance  has  an 
average  life  of  about  850  burning  hours. 

An  electrical  crucible  furnace  in  which  the 
platinum  resistance  is  replaced  by  a  common 
metal  is  described  by  Askenasy  (Zeitsch. 
Elektrochem.  1914,  20,  253).  The  metal  is 
prevented  from  oxidising  by  a  packing  of 
powdered  chareoal,  which  is  placed  in  the  s]>ace 
between  the  actual  furnace  and  the  outer  casing. 
The  furnace  is  50  mm.  diameter  and  80  mm. 
deep,  and  can  be  connected  directly  with  the 
lighting  circuit  without  any  resistance  in  series. 
The  efficiency  of  the  furnace  is  high,  and  a 
temperature  of  800°  can  be  obtained  in  10 
minutes,  and  one  of  1 100°  in  30  minutes. 

A  crucible  furnace  in  which  the  heat  is 
generated  by  the  passage  of  an  electric  current 
through  a  resistance  of  granular  carbon,  is  nuule 
by  Merek  (Fig.  12).  In  order  to  withstand  very 
high  temperatures,  the  parts  most  exposed  to 
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a,  &,  Caae;  e,  copper  plate;  d,  bolt;  «,  terminal; 
/,  carbon  block ;  g,  resistance ;  A,  crucible  stand  ; 
i.  magneslte  ring;  {,  heating  chamber;  m,  n, 
rings  o(  magnesia ;  o,  annular  electrode ;  p,  large 
cover ;  ;,  small  cover. 

the  heat  are  made  of  magnesia,  which  is  also 
used  as  a  packing  to  minimise  loss  of  heat. 
When  using  the  maximum  amount  of  energy 
(about  8000  watts),  the  temperature  approaches 
the  melting-point  of  corundum. 

An  electncally  heated  tube  furnace  (Fig.  13) 
is  described  by  Blount  (Analyst,  1906,  30,  29), 
in  which  the  resistance  consists  of  loosely  packed 
retort  carbon  mixed  with  a  suitable  quantity  of 
siloxicon.    The  essential  parts  of  this  furnace 
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are  two  concentric  fire-clay  tubes,  surrounding, 
but  not  actually  touching,  that  part  of  the 
porcelain  tube  to  be  heated.  The  resistance 
material  is  packed  between  these  two  fire-clay 
tubes,  the  current  being  led  in  by  means  of  an 


A,  Clamps ;  b,  asbestos  cloth ;  c,  copper  terminals ; 
F,  flre-cUy  tubes ;  n,  pieces  of  (ire-clay ;  a,  resistance 
mixture ;  P,  porcelain  tube ;  n,  urallte  discs. 

annular  copper  disc  at  each  end,  which  is  pro- 
vided with  a  short  cylindrical  projection  fitting 
closely  in  between  the  two  tubes  so  aa  to  make 
good  contact  for  the  resistance  material  The 
two  tubes  which  form  the  furnace  proper  are 
surrounded  by  two  other  wider  fire-clay  tubes 
which  serve  merely  to  insulate  the  heat.  Thev 
may  be  covered  with  asbestos  wrapping  stiU 
further  to  retain  the  heat.  The  enoa  of  the 
furnace  are  made  of  uralite  discs,  which  i^o 
support  the  tube  to  be  heated.  With  this 
apparatus,  a  piece  of  copper  weighing  from  15  to 
20  grams  can  be  fused  in  about  18  minutes. 

A  simple  electric  laboratory  furnace  with 
resistor  of  ductile  tungsten  or  molybdenum 
wound  on  an  alundum  cylinder  has  been 
described  by  Winne  and  Dantsizen  (Met.  & 
Chem.  £ng.  1911,  9,  537;  J.  Soo.  Ohem.  Ind. 
1911,  30,  1264).  The  temperature  can  be 
raised  to  1700°,  at  which  a  current  of  25  volts 
and  45  amperes  is  required. 

For  temperatures  up  to  2100'*,  electrically 
heated  furnaces  are  maae  in  which  a  current  of 
600  amperes  and  5  volts  is  led  through  a  thin- 
walled  tube  of  pure  iridium,  but  the  extremely 
high  price  of  this  metal  greatly  limits  the  use  of 
these  furnaces. 

For  other  forms  of  electrio  furnaces,  see 
Pring,  The  Electrio  Furnace,  Longmans,  1921. 

For  descriptions  of  electric  vacuum  furnaces, 
see  Goecke,  Metallurgie,  191 1,  8,  667 ;  also 
Slade.  Proc.  Roy.  Soc.  1912,  A.  87,  519 ;  Wolf 
and  Miiller,  Zeitsch.  Elektrochem.  1914,  20,  1 ; 
Ru£F,  ibid,  1914,  20,  177;  Oesterheld,  ibid, 
1915,  21-^. 

Furnaces  emploved  for  particular  purposes 
will  be  found  described  under  special  headings, 
as  AssAYiKa ;  Aluminium  ;  Ac,  kc, 

FURUNCULINE  v.  Synthbtic  dbuos. 

FUSEL  OIL.  Fermentation  amyl  alcohol. 
Potato  oil.  Grain  oU,  Marc  brandy  oil,  (Ger. 
Fuselol',  Ft.  Huile  de  pommes  de  terre,)  The 
mixture  of  alcohols  constituting  this  substance 
is  produced  in  comparatively  small  quantity  in 
the  alcoholic  fermentation  of  most  bodies  con- 
taining sugar,  the  laivest  proportion  being  con- 
tained in  the  alcohol  prepared  from  potatoes, 
while  in  the  alcohol  from  the  *  marc  *  of  grapes 
and  from  beetroots,  grain,  &c.,  smaller  quan- 
tities are  found. 

Fusel  oil  consists  mainly  of  two  alcohols,  one 
Vol.  IU,—T. 


of  which,  MO-butyl  carbinol,  or  Mo-amyl  alcohol, 
or  inactive  amyl  alcohol  (CH,),CH-CH,CH,OH, 
is  optically  inactive,  while  the  other,  secondary 
butyl  carbinol  or  active  amyl  alcohol 
C,H,CH,CHCH,OH, 
rotates  the  plane  of  polarised  light  to  the  left 
sufficiently  to  render  fusel  oil  strongly  Isevo- 
rotatory.     The  following  alcohols  are  said  to 
have  been  separated  from  fusel  oil : — 
Ethyl  alcohol    .         .  CH,-CH,OH. 
Normal  propyl  alcohol  C,HbCH,OH. 
woPropyl  „      (CH,),CH'OH. 

Normal  butyl         „      0,H,-CH,OH. 
MoButyl  „      (CH,),CHCH,OH. 

Tertiary  butyl       „      (CH,),COH. 
Active  amyl  „      C,H5(CH,)CHCH,0H. 

Imustive  amyl         „      (CH3),CHCH,GH20H. 
Methyl  normal  propyl 

carbinol         .         .  CH,(C,H,)CHOH. 
Normal  primary  amyl 

alcohol  .         .  CgHti-OH. 

A  primary  hexyl  alcohol  C«H,,*OH. 
heptyl  „  C^HijOH. 

Formic,  acetic,  propionic,  butyric,  valeric, 
caproic,  osnanthic,  caprylic,  pelaigonic,  and 
capric  acids  have  been  found  in  fusel  oils,  and 
ethyl  acetate  and  other  esters  and  various 
aldehydes  are  also  present. 

The  composition  of  fusel  oil  depends  on  the 
source  of  production,  the  nature  of  the  ferments 
{vide  infra),  and  the  method  of  distillation. 
That  from  grain  or  potatoes  consists  laigely  of 
amyl  alcohols  with  ethyl  alcohol,  the  inactive 
amyl  alcohol  being  the  principal  constituent. 
The  fusel  oil  prepared  in  the  South  of  France 
from  the  marc  of  brandy  contains  normal 
propyl  alcohol  in  considerable  quantities,  while 
that  obtained  from  the  beet  contains  a  laner 
proportion  of  t«obutyl  alcohol.  Also  the  fer- 
ment in  brewer's  yeast  {Saccharomyces  cerevisia 
[Meyer])  appears  to  favour  the  production  of 
Mobutyl  alcohol,  whilst  Saccharomyces  eUipsoidea 
(Reess.)  (from  the  grape)  tends  to  produce  normal 
butyl  alcohol.  Higher  alcohols  are  said  to  be 
rapidly  produced  after  fermentation  ceases,  and, 
therefore,  the  higher  alcohols  tend  to  increase  the 
longer  the  interval  between  fermentation  and 
distillation.  This  may  be  due  to  some  oiganism 
other  than  yeast  becoming  active  after  the  yeast 
has  done  its  work. 

The  proportion  of  fusel  oil  obtained  during 
fermentation  is  iJso  modified  by  the  condition  of 
the  mash.  Alkaline  liquids,  particularly  when 
warm  and  containing  large  quantities  of  sugar, 
promote  its  formation,  while  acid  liquids,  espe- 
cifl^y  when  containing  tartaric,  racemic,  or  citric 
acids,  are  said  to  prevent  its  production.  The 
presence,  in  any  quantity,  of  tartar  or  certain 
bitters  such  as  that  of  hops  also  prevents  its 
formation,  so  that  wines,  &c.,  are  usually  free 
from  fusel  oil.  According  to  Le  Bel  (Compt. 
rend.  96,  1368),  pure  sugar  fermented  with  beer 
yeast  3rields  less  of  these  alcohols  than  wine  or 
Deer.  Obviously  a  laiger  proportion  of  higher 
alcohols  is  likely  to  occur  in  spirits  distilled  irom 
a  pot-still  than  when  highly  rectifying  appliances 
are  used,  as  in  patent  stills. 

Fusel  oil  is  contained  principally  in  the  alco- 
holic distillates  commencing  to  come  off  at  105°~ 
125°  and  ending  at  132°-137°.  Between  105° 
and  120°  most  of  the  t^obutyl  alcohol  is  obtained, 
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while  the  amyl  alcohote  distil  principally  between 
128°  and  132*». 

According  to  Rabnteau  (Gompt.  rend.  87, 
600),  the  following  represente  the  percentage  by 
▼olnme  of  the  principal  oonsfjtuenta  of  poiaio 
ofl;-  ; 

MoPropyl  alcohol     . 

Propjd  „         .         .         . 

Nonnal  butyl  alcohol 

MoButyl  „ 

Inactive  amyl      „ 

Active        „         ,.  .         . 

Prodncta  boiling  above  132''  and 
retaining  amyl  alcohol  . 

Ethyl  alcohol,  ethyl  acetate,  and 


16-0 
3-0 
6-6 
5-0 

27-6 
6-0 

17-0 

76 
Water  ' 126 

100-0 

Later  observations,  however,  do  not  confirm 
Rabuteau's  statement  that  fnael  oil  contains 
ttfopropyl  alcohol. 

According  to  Ulex,  the  distillation  of  fusel 
oil  produced  from  (1)  beet,  (2)  potatoes,  (3)  grain, 
gives  (roughly)  the  following  percentage  by 
volume : — 


80°-100°  (principally  propyl 
alcohol)    .... 

100°-130°  (butyl  and  amyl 
alcohols)  .... 

Above  130°  (amyl  alcohol) 


(1)  (2)  (8) 
13  13  31 


63  30  26 
34  67  43 

By  caiefol  fractional  distillation  of 


By 

brandy  26  years  old,  Ordonneau  (Oompt.  rend. 
1886,  102,  217)  obtained  the  following  sub- 
stances : — 

P.O.  by  volome 
Aldehyde     ....    0-003 
Ethyl  acetate  .         .     0*036    ^ 

Acetal  ....     traces 

OBnanthylic  ester  .         .    about  0*004 
Propionic,  butyric,  and  caproic 

esteiB        ....     0-003 
Normal  propyl  alcohol  .         .     0*040 
„       butyl        „        .         .     0-218 
'Amyl  alcohol'     .         .         .     0*0838 
Hexyl        „  .         .         .     0-0006 

He|>tyl      „  .         .         .    0-0016 

Amine  bases  (probably  of  the 
pyridine  series)  .  .     traces 

Commercial  alcohols  from  maize,  beet,  and 
potatoes,  showed  the  presence,  in  addition  to 
other  substances,  of  propyl  alcohol,  active  and 
inactive  amyl  alcohol,  pyridine,  a  base  which 
appeared  to  be  coUidine,  and  Mobutyl  alcohol, 
^thout  a  trace  of  normal  butyl  alcohol.  Ordon- 
neau attributes  the  disagreeable  difference  in 
flavour  between  wine  brandy  and  that  from  a 
mash  to  the  presence  in  the  former  of  normal 
butyl  alcohol,  while  the  latter  contains  the  die- 
agreeablv  smelling  isobutyl  alcohol,  but  no 
normal  Dutyl  alcohol.  He  recommends  that 
the  fermentation  of  a  mash  should  be  performed 
with  the  elliptic  wine  yeast  instead  of  the  globular 
hear  yeast,  as  he  finds  by  experiment  uiat  the 
former  produces  the  normal  butyl  alcohol,  while 
the  latter  tends  to  form  the  iso-  variety. 

The  t«o-amyl  alcohol  (inactive  amyl  alcohol) 
may  be  separated  from  fusel  oil  by  agitation 
with  a  saturated  solution  of  common  salt.  The 
amyl,  butyl,  and  propyl  alcohols,  which  are  less 


soluble  in  that  medium  than  in  water,  separate  as 
an  oily  layer,  while  the  ethyl  alcohol  remains  in 
the  brine.  The  separated  oil  is  distilled,  the  por- 
tion coming  off  between  106°  and  120°  consist- 
ing princiiMJly  of  Mo-batyl  alcohol,  while  that 
distilling  between  126°  and  140°  contains  the 
amyl  ucohols.  This  is  collected  separately, 
agitated  with  hot  milk  of  lime,  dried  over  cal- 
cium chloride  and  redistilled,  the  portion 
coming  off  between  128°  and  132°  being  collected 
separately.  In  this  way  the  iso-Bmyl  alcohol  is 
obtained  almost  free  from  butyl  alcohol  and  from 
valeric  aldehyde.  The  barium  amyl  sulphate 
produced  from  active  amyl  alcohol  is  2^  times 
as  soluble  in  water  as  that  from  the  inactive 
variety,  so  that  these  salts  may  be  separated  by 
careful  fractional  crystallisation,  and  afterwards 
treated  for  reproduction  of  the  alcohols. 

The  composition  of  fusel  oil  from  various 
sources  has  been  carefully  studied  by  Karl 
Windisch  {v.  Arbeiten  aus  dem  Kaiserlichen 
Oesundheitsamt,  1892,  Bd.  8),  his  principal 
results  from  (1)  potato  and  (2)  com  fusel  oil, 
expressed  in  grams  per  kilog.,  and  excluding 
ethyl  alcohol  and  water,  being  as  follows  : — 

Normal  propyl  alcohol 
ttfoButyfalcohol 
Amyl  „ 

Hexyl 

Heptyl  „ 

Freis  fatty  acids 
Fatty  acid  esters 
Fnrraral  and  bases 
Terpenes 
Terpene  hydrate 

The  free  fatty  acids  and  acid  esters  were  also 
analysed  with  the  following  r^ults  expressed  in 
percentages,  the  acids  ana  esters  being  taken 
together  in  the  potato  fusel  oil,  and  separately 
in  the  fusel  oil  from  com : — 

Com 


(1) 

>1      68*64 

A 

.     243*60 

167*60 

.     687*60 

768*60 



1-33 

— 

trace 

0-11 

1-60 

0*20 

3*06 

0-06 

0-21 



0*33 

— 

0-48 

PoUto. 


Free  fatty  adds 

Free  fatty 

and  adds  esters 

acids 

Oapric    .         .     36 

441 

Petaigonic            12 

12*9 

Capr^c           .     32 

26*7 

Caproic           .     14 

13*2 

Butyric  .         .      0*6 

0-4 

Acetic    .         .      3-6 

2-7 

Esters 

40-7 

14*2 

34-8 

9*6 

0*4 

0*3 


The  terpene  Ci^Hit,  which  is  ^ 
together  witn  its  hydrate  CioHmO,  has  not  been 
exactly  identified,  but  it  has  a  close  resemblance 
to  phellandrene. 

The  injurious  effect  of  raw  or  recently  manu- 
factured spirits  is  attributed  (inter  oZto)  to  the 
presence  of  fusel  oil  produced  during  the  fer- 
mentation and  not  thoroughly  separated.  BeU 
considered  it  to  be  due  rather  to  furfural  and  other 
empyreumatic  bodies,  and  this  view  was  supported 
by  Lauder  Brunton,  who  thought  that  the  toxic 
effect  of  spirit  may  also  be  attributed,  in  some 
cases,  to  the  presence  of  traces  of  alkaloidal 
bodies,  arising  from  the  decomposition  of 
albuminous  substances  in  the  mash.  Schid- 
rowitz  also  found  in  new  whisky  substances  such 
as  pyrrol,  phenolic  bodies,  traces  of  nitriles,  &c., 
which  disappear  as  the  spirit  matures  (J.  Soc. 
Chem.  Ind.  June,  1906).  The  actual  adultera- 
tion of  alcoholic  liquors  with  fuseVoU^is  improb- 
able,  but  spirits  containing  Vs^pTci^of  that 
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snbetanoe  are  naiuJly  deemed  to  be  injuriotiB, 
although  the  eeneral  tendency  of  the  evidence 
given  before  the  Royal  Commission  on  Whisky 
and  Potable  Spirits,  was  to  show  that  the  evil 
effect  of  spints  is  due  to  the  ethyl  alcohol 
itself,  rather  than  to  fusel  oil  or  other  secondary 
products  present. 

Samples  of  spirits  examined  bv  Dupr6 
(Analyst,  1,  6)  contained  for  100  parts  by  weight 
of  ethyl  alcohol : 

Cape  smoke  .    0'24  „ 

Common  Samshoe         .    0*18  „ 

Fine  „  .    013 

Acooiding  to  Le  Bel  (Compt.  rend.  06,  1368), 
natural  white  wine  contains  0*2  p.c.  amyl 
alcohol  per  litre,  and,  according  4o  Hambeig 
(Schmidt's  Jahrb.  der  Medioin,  201,  27,  1885), 
beer  contains  about  0*00114  p.c.  of  fusel  oiL 

Beer  recommends  a  maximum  permissible 
limit  to  the  fusel  oil  in  brandy,  liqueurs,  &c.,  of 
0*3  p.c. ;  but  Bddlander  and  Traube  (B^.  Anal. 
Chem.  7,  167),  who  have  examined  a  number  of 
commercial  spirits,  propose  a  limit  of  O'lO- 
0*15  p.c. 

Tne  separation  of  fusel  oil  from  spirit  is 
extremely  difficult.  Among  the  various  sub- 
stances proposed  or  used  for  its  destruction  or 
removal,  are  charcoal,  soap,  oil,  and  fatty  sub- 
stances, potash  ('  grey  salts  '),  pearl  ash  ('  white 
salts '),  bme,  sulphuric,  nitric,  and  hydrochloric 
acids,  bleachix^  powder,  and  potassium  per- 
manganate. 

Chaxeoal,  soap,  and  oil  are  supposed  to 
separate  the  fusel  oil  unchanged.  When  recti- 
fied over  potassium  permanganate  or  bleaching 
powder,  tne  amyl  alcohols  are  converted  into 
valerates,  but  a  portion  of  the  ethyl  alcohol  is 
also  decomposed.  Bleaching  powder,  when  used, 
is  made  into  a  milk  at  the  ordinary  tempera- 
ture and  permitted  to  digest  for  a  time,  after 
which  the  spirit  is  drawn  off  and  rectified.  Ac- 
cording to  Klezensky,  if  the  spirit  be  distilled 
from  Sard  soda  aoap,  the  fusel  oil  remains  with 
the  soap,  from  which  it  may  be  separated  by 
subsequent  distillation  at  a  more  elevated  tem- 
perature. 

The  most  approved  method  of  separation, 
however,  is  by  well-bumtgranulated  vegetable 
charcoal  or  bone-black.  The  charcoal  is  placed 
upon  perforated  trays  in  a  vessel  surrounded  by 
a  cooung  jacket,  and  the  spirit,  usually  diluted 
to  about  160°!^.,  is  caused  to  pass  throueh 
several  layers.  The  operation  should  not  be 
performed  above  the  ordinary  temperature,  as 
the  fusel  oil  is  again  dissolved  from  the  charcoal 
near  the  boiling  temperature.  From  3  to  5  vols, 
of  charcoal  are  required  for  the  successful  treat- 
ment of  100  vols,  of  brandv.  The  whole  of  the 
fusel  oil  is  evolved  from  the  charooal  on  treat- 
ment by  superheated  steam,  and  the  charooal 
mav  be  repeatedly  used  after  heating  to  redness 
to  drive  off  the  occluded  gases,  &c.  It  is  notice- 
able that  tiie  fusel  oil  obtained  by  steaming  the 
chazc«)al  does  not  represent  the  whole  of  that  j 
removed  from  the  spirit,  nor  are  sufficient^com- 
pounds  which  might  be  produced  by  the  decom- 
poeition  of  the  fusel  oils  found  to  account  for 
this  loss. 

Raw  brandy,  produced  in  Switzerland  from 


potatoes,  maize,  and  the  residues  from  breweries, 
by  the  continuous  process,  has  been  found  to 
contain  1  *32  p.c.  of  fusel  oil.  Raw  Swiss  brandy 
filtered  through  charooal  showed  0*2  p.c.  of 
fusel  oil;  that  rectified  by  distillation,  0*06 ;  and 
that  filtered  through  charcoal  and  afterwards 
rectified  contained  none.  Cf,  F.  Pampe  (Chem. 
Zeit.  11,  313). 

Apart  from  the  desirabilitv  of  removing  the 
excess  of  fusel  oil  from  spirits  intended  for 
human  consumption  as  a  Mverage,  the  oil  is 
recovered  for  its  own  sake,  as  a  valuable  by- 
product in  the  manufacture  of  spirit,  its  price 
before  the  war  being  about  6  times  that  of 
ordinary  alcohol.  During  the  war,  owing  to 
the  great  demand  for  fusel  oil  for  the  manu- 
facture of  amyl  acetate  and  other  purposes, 
the  price  increased  fourfold,  viz.  from  about 
502.  to  over  2002.  per  ton. 

By  means  of  patent  stills,  the  fusel  oil  may 
be  rapidly  and  almost  completely  removed,  and 
with  suitable  rectifying  apparatus,  alcohol  at 
95°  and  fusel  oil  may  separately  be  obtained  in 
the  proportions  of  130  to  1,  or  nearly  0*8  p.o.  (by 
volume)  of  fusel  oil. 

The  amyl  alcohols  of  fusel  oil  dissolve  in 
about  40  parts  of  cold  water.  According  to 
Balbiano  (Ber.  9,  1437),  the  inactive  variety  is 
soluble  in  about  50  parts  of  water  at  14°,  and 
is  less  soluble  at  50°.  /«obutyl  alcohol  dis- 
solves in  10  parts  of  water  at  15°.  One  part 
of  inactive  amyl  alcohol  takes  up  about  0*08 
part  of  water,  while  Mobutyl  alcohol  dissolves 
nearly  twice  that  amount 

Fusel  oil  dissolves  freely  in  ether,  chloroform, 
alcohol,  benzene,  and  carl>on  tetrachloride. 

It  is  largely  used  for  the  manufacture  of 
amyl  acetate  (v.  Aosno  acid),  which  has 
numerous  applications  in  the  arts  and  manu- 
factures, as  navouring  essences  (pear  oil,  &c.), 
for  confectionery,  as  a  solvent  for  cellulose,  and 
in  making  lacquers,  varnishes,  artificial  leather, 
waterproofing,  and  sanitainr  sheeting  for 
hospitals,  &o.  It  is  also  used  in  toxicology  as 
a  solvent  for  alkaloids,  for  which  purpose  it 
should  be  carefully  purified  by  asitation  wiUi 
dilute  acid  to  jemove  an  alkaloidal  body  which 
it  is  liable  to  contain.  On  account  of  its  strong 
affinity  for  chlorine,  fusel  oil  has  been  employed 
in  chiorine  generators  for  laboratory  purposes 
as  an  absoroent  for  that  gas,  to  prevent  its 
escape  into  the  atmosphere  when  the  supply  is 
no  longer  required ;  whilst  its  principal  con- 
stituent (amvl  alcohol)  is  employed  in  the 
estimation  of  fat  in  milk  by  the  centrifugal 
methods. 

For  a  description  of  the  method  of  valuation 
of  fusel  oil  used  in  the  Institut  fur  G&rungsge- 
werbe,  Berlin,  see  Heinzehnum,  Z.  Spintusind, 
1912,  35,  612;  J.  Soc.  Chem.  Ind.  1912,  31, 
1142. 

SyrUhelie  fusd  oU. — Synthetic  oommeroial 
amyl  acetate  and  fusel  oil  can  be  prepared  by 
the  following  operations :  A  gasoline,  boiling 
at  25°-45°,  and  consisting  chiefly  of  saturated 
hydrocarbons,  as,  for  instance,  that  obtained 
by  cooling  natural  gas,  is  chlorinated  by  intro- 
ducing chlorine  at  one  end  of  a  body  of  the 
hydrocarbon  whilst  illuminating  the  other  end 
with  a  source  of  actinic  Ikht,  and  causing  tiie 
gas  to  approach  the  light.  By  this  means 
monochloro-  derivatives  are  obtained,  and  as 
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soon  SB  these  have  aocomnlated  to  the  extent 
of  20  p.c.  the  mixture  is  fractionated,  and  the 
anchanged  hydrocarbons  are  recovered  for  re- 
treatment.  The  fraction,  b.p.  96°-140^,  con- 
sisting mainly  of  pentyl  and  nexyl  chlorides,  is 
heated  with  an  equal  weight  of  anhydrous 
sodium  acetate  (with  or  without  acetic  and 
amy]  acetate)  for  5  hours  at  200"  under  pressure 
in  an  autoclave  rotated  30  times  per  minute. 
In  this  way  680  lbs.  of  the  crude  chlorides  save 
384  lbs.  of  crude  amyl  acetate,  from  wnich 
fusel  oil  may  be  obtained  by  hydrolysis  (Essex, 
Hibbert,  and  Brooks,  J.  Amer.  Ohem.  Soc.  1916, 
38,  1368).  Another  method  consists  in  beating 
the  chlorides  with  methyl  alcohol  and  a  formate 
under  pressure  at  140''-190''  (Brooks  and  Essex, 
U.S.  Pat.  1221667,  1917  ;  Pyman,  Reports,  &c., 
1917,  ii.  471). 

DeUction  of  fusel  oiU. — When  a  sample  of 
spirit  is  poured  on  filter  paper  or  on  the  nand, 
and  allowed  to  evaporate  spontaneously,  the 
characteristic  suffocating  odour  of  fusel  oil  may 
be  reocMKnised  towards  the  close  of  the  evapora- 
tion. So  small  a  quantity  as  ^^  part  of  amyl 
alcohol  in  gin  may  thus  be  detected. 

On  dissolving  1  gram  of  caustic  potash  in 
150  0.0.  of  the  spirit,  concentrating  slowly  to 
15  ca,  and  adding  an  equal  volume  of  dilute 
sulphuric  acid,  a  powerful  odour  is  given  off, 
which  is  frequentw^  sufficiently  distinctive  to 
show  the  nature  of  the  mash  from  which  the 
spirit  was  obtained.  Betali  (Ber.  8,  72)  adds  to 
the  alcohol  6-7  volumes  of  water,  and  agitates 
with  sufficient  chloroform  to  produce  a  small 
layer  on  subsidence.  This  layer  is  drawn  off 
and  evaporated,  and  the  residue  is  tested  by 
digestion  with  potassium  acetate  and  sulphuric 
acid.  In  presence  of  fusel  oil  the  characteristic 
pear-like  odour  of  amyl  acetate  is  observable. 

Marquardt  dilutes  40  c.c.  of  the  spirit  with 
sufficient  water  to  raise  the  densitv  to  about 
0*980,  and  fwitatee  the  mixture  with  15  c.c.  of 
pure  chloroform,  which,  after  settlement,  is 
drawn  off,  shaken  with  an  equal  volume  of 
water,  and  evaporated  spontaneously.  The  resi- 
due is  treated  with  a  httle  water,  one  or  two 
drops  of  sulphuric  acid,  and  sufficient  of  a  strong 
solution  of  potassium  permanganate  to  ensure 
that  the  liquid  shall  remain  reid  after  standing 
for  24  hours  in  a  closed  tube.  The  odour  of 
valeric  aldehyde  is  frequently  noticeable  shortly 
after  the  admtion  of  the  nermanganate,  but  the 
characteristic  smell  of  vakrie  acta,  on  which  this 
very  ddUcate  test  is  based,  is  not  appreciable 
until  after  standing. 

DeUrminaiion. — ^Fusel  oil  containing  not 
more  than  16  p.  c.  of  proof  spirit  is  allowed  to  be 
delivered  from  distilleries  in  the  United  Kingdom 
or  to  be  admitted  on  importation  from  abroad 
dutyfree. 

Numerous  methods  have  been  suggested  for 
the  estimation  of  ethyl  alcohol  in  fusel  oil,  but 
none  is  free  from  objection.  The  following 
method  can  be  recommended  as  being  sufficiently 
accurate  for  all  practical  purposes. 

75  C.C.  of  the  sample,  with  150  c.o.  of  water, 
are  shaken  vigorously  in  a  separator  (A)  for 
4  or  6  minutes,  and  allowed  to  stand.  If  an 
emulsion  forms,  a  few  grains  of  salt  are  added. 
The  aqueous  layer  is  drawn  off  into  a  second 
separator  (B)  saturated  with  salt,  and  extracted 
with  160  c.c.  of  petroleum  ether.    The  brine 


layer  is  then  drawn  off  into  a  third  separator 
(G)  and  extracted  with  a  further  160  c.c.  of 
petroleum  ether,  and  the  brine  run  off  into  a 
oistilling  flask. 

The  oil  remaining  in  (A)  is  treated  a  second 
time  with  160  c.c.  of  water,  the  aqueous  layer 
drawn  off  into  the  petroleum  ether  in  (B), 
saturated  with  salt,  and  extracted.  The  brine 
la^er  is  drawn  off  into  (0)  and  there  extracted 
with  the  petroleum  ether,  from  which,  after 
separation,  it  is  run  into  the  distilling  flask. 
The  procedure  described  in  this  paragraph  is 
then  repeated. 

The  460  c.c.  of  brine  are  distilled  and  the 
first  76  C.C.  of  distillate  collected.  This  portion 
is  saturated  with  salt  and  extracted  with  160  c.c. 
petroleum  ether.  The  brine  is  run  off,  distilled, 
76  0.0.  collected,  and  the  specific  gravity  and 
refractomete&  (Zeiss  immersion)  reading  of  this 
fraction  determined. 

The  refraction  will  be  somewhat  higher  than 
that  of  eth^l  alcohol  of  the  same  density.  The 
difference  is  multiplied  by  the  appropriate 
factor  (ri  is  taken  m  ordinary  cases),  and  tiie 
product  is  deducted  from  the  percentage  of 
proof  spirit  as  deduced  from  the  density  of  the 
distillate. 

The  accurate  estimation  of  fusel  oil  in  spirit 
is  extremely  difficult.  A  verv  rapid  and  simple 
process  introduced  bv  Traube  is  said  to  give 
satisfactory  results  where  great  accuracy  is  not 
required.  The  specific  gravity  of  the  spirit  having 
been  determined,  sufficient  water  is  luided  to  re- 
duce the  proportion  of  alcohol  to  20  p.c.  The 
liquor  is  sucked  up  and  allowed  to  fall  a  few  times 
in  a  carefully  dned,  thin -sided  capillary  tube, 
20  cm.  long,  and  about  0*8  mm.  m  diameter, 
fastened  to  a  graduated  scale,  and  terminating 
at  the  zero  in  two  points,  which  are  set  by  a 
stand  moved  upon  screws,  to  the  surface  of  the 
liquid  in  the  vessel  into  which  the  capillfury 
tuoe  dips.  The  height  to  which  the  liquid  rises 
decreases  with  a  rise  in  the  proportion  of  fusel 
oU.  From  the  observed  heignt  of  the  liquid  in 
the  capillary  tube  (temperature  21°),  the  per- 
centage of  fusel  oil  mav  oe  ascertained  from  the 
following  table  (Girard  and  Cuniasse,  TAnalyse 
dee  Alcools) : — 


Height  In 

P.c.  of 

Height  in 

P.c.  of 

tube 

fusel  oU 

tube 

fnaeloU 

53-6    mm.         0*0 

48*86  mm. 

0-6 

52-7 

01 

48-20    „ 

07 

61-86 

0-2 

47-45    „ 

0-8 

61-0 

0-3 

46-76    „ 

0-9 

60-3 

0-4 

46-15    „ 

1-0 

49-6 

0-5 

This  process  is  said  to  be  largely  affected 
by  accidental  conditions,  such  as  temperature, 
moisture  in  the  tube,  &c.,  and  by  the  presence 
of  nitrobenzene,  oils  of  peppermint,  fennel, 
orange,  and  carraway,  amyl  acetate,  &c. 

Further  information  on  this  process  is  given 
br  Traube  (Bied.  Zentr.  16,  669 ;  Ber.  19,  892  ; 
Ghem.  News,  63,  302;  Bep.  Anal.  Ghem.  6, 
669);  Stutzer  and  Reitmair  {xbid.  6,  606); 
DinJ^l.  poly.  J.  268,  126;  and  Girard  and 
Gumasse. 

An  improved  apparatus,  which  he  calls  a 
sUdagmometer,  has  oeen  introduced  by  Traube 
(Ber.  20,  2644)  for  this  estimation.  The  liquid, 
diluted  as  above  to  20  p.c,  ia  filled  to  a  mark 
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in  a  vessel,  and  is  allowed  to  fall  drop  by  drop 
through  a  capillary  tube  at  the  base  of  the 
vessel,  the  number  of  drops  in  a  certain  time 
being  noted  and  compared  with  the  number  of 
drops  of  pure  alcohol  of  the  same  strength  falling 
in  the  same  time  from  the  same  apparatus. 
A  smaller  proportion  of  fusel  oil  than  0'05  p.c. 
may  thus  be  determined. 

The  following  table  serves  to  indicate  the 
percentage  of  fusel  oil  corresponding  with  the 
number     of     drops     observed     (Girard     and 


Ouniasse) : — 

Number 

P.C.  of 

Number 

P.c.  of 

of  drops 

fusel  oU 

of  drops 

fusel  oU 

100 

00 

108-6 

0-6 

101-8 

0-1 

109-9 

0-7 

103-6 

0-2 

111-6 

0-8 

106-0 

0-3 

1131 

0-9 

106-3 

0-4 

114-7 

1-0 

107-6 

0-6 

If  the  temperature  of  the  spirit  is  higher  or 
lower  than  that  for  which  the  instrument  has 
been  calibrated,  the  number  of  drops  observed 
is  increased  or  diminished  by  0*1  drop  for  every 
30  drops  for  ee^h  degree  of  difference. 

Another  process,  first  introduced  by  Rose 
(Pharm.  Centr.  1886,  9),  depends  on  the  altera- 
tion produced  by  the  presence  of  fusel  oils  in  the 
solubility  of  60  p.c.  alcohol  in  chloroform,  and 
is  said  to  be  sccut^ly  affected  by  the  bodies 
which  influence  the  results  obtained  by  Traube's 
method.  This  process,  which  is  official  in 
Germany  and  Switzerhuid,  has  been  modified 
at  various  times  by  Stutzer,  Reitmair,  Herzfeld, 
Windisch,  and  others  {vide  Zeitsch.  anal.  Chem. 
34,  1896).  Bromwell's  modification  of  Rose's 
fusel-oil  apparatus  (v.  U.S.  Dept.  Agric.  Bur.  of 
Ghenu  Bui.  46,  69)  consists  of  a  pear-shaped  bulb 
holding  about  200  c.c,  stoppered  at  tne  upper 
end,  and  having  at  the  lower  end  a  graduated 
stem  of  about  4  mm.  internal  diameter  leading 
to  another  bulb  of  about  20  c.c.  capacity,  and 
terminating  in  a  tube  provided  with  a  stop-cock. 
The  narrow  stem  is  graduated  in  0*02  c.c.  from 
.200  to  22*6  C.C. 

Fusel-free  alcohol  is  first  prepared  by 
fractional  distillation  over  caustic  alkali  to 
resinise  aldehydes,  saponify  esters,  and  saturate 
acids,  and  is  diluted  to  exactly  30  p.c.  by  volume 
(sp.gr.  0*966  at  16*6°) ;  a  Quantity  of  chloroform 
is  dehydrated  and  redistilled,  and  a  solution  of 
sulphuric  acid  of  sp.gr.  1*2867  at  16 '6^  is  pre- 
pared. 

Of  the  sample  under  examination,  200  c.c. 
are  taken,  made  alkaline,  and  distilled  until 
about  176  c.c.  are  over.  After  cooling,  26  c.c. 
of  water  are  added  to  the  distilling  flask,  and  the 
distillation  resumed  until  200  c.c.  are  collected. 
The  distillate  is  diluted  to  exactly  30  p.c.  by 
volume  (sp.gr.  0*966  at  16*6°),  and  this, 
together  with  the  Rose  apparatus  and  the  flasks 
containing  the  reaeents  (fusel-free  alcohol, 
chloroform,  and  sulphuric  acid),  is  placed  in  a 
water-bath  kept  exactly  at  16°  until  all  have 
acquired  a  uniform  temperature. 

The  apparatus  is  then  filled  to  the  20  c.c. 
mark  with  chloroform  (through  the  lower  tube 
by  suction),  and  100  c.c.  ol  the  fusel-free  alcohol 
and  1  c.c.  of  sulphuric  acid  added.  The  appara- 
tus is  inverted  and  shaken  vigorously  for  2  or 
3  minutes,  the  stop-cock  being  momentarily 
opened  once  or  twice  to  equalise  pressure.    The 


a{)paratus  is  then  allowed  to  stand  for  10  or  16 
minutes  in  the  water-bath  at  16°,  with  occasional 
turning  to  hasten  the  separation  of  the  reagents, 
and  the  volume  of  the  chloroform  is  note£ 

The  apparatus  is  then  thoroughly  cleaned 
and  dried,  and  the  openCtion  repeated,  usinf  the 
distillate  from  the  sample  instead  of  the  fusel- 
free  alcohol.  An  increase  in  the  volume  of  the 
chloroform  is  observed  due  to  the  fusel  oil 
present,  and  this  difference,  multiplied  by  the 
factor  0*663,  gives  the  volume  of^  fusel  oil  in 
100  cc,  or  the  percentage  of  fusel  oil  by  volume 
in  the  30  p.c.  distillate.  This  is  then  calculated 
to  the  percentage  of  fusel  oil  by  volume  in  the 
original  sample  according  to  the  alcoholic 
strength  of  the  latter. 

For  example,  in  a  sample  containing  60  p.c. 
of  alcohol  by  volume,  the  increase  in  the  chloro- 
form volume  with  the  distillate  from  the  sample 
diluted  to  30  p.c.  beinff  1*62  cc,  and  that  in 
the  fusel-free  alcohol  also  at  30  p.c.,  1*42  c.c, 
the  difference  is  0*20  c.c.  The  volume  of  fusel 
oil  in  100  c.c.  of  the  30  p.c.  distillate  is,  therefore, 
0*20x0-663=0-1326  cc,  and  the  percentage  of 
fusel  oil  by  volume  in  the  sample  {So  p.c  alcohol 
by  volume)  is  01326x60-J-30=0*221. 

In  France,  the  official  method  is  that  of 
SavaUe  as  modified  by  Girard  and  Guniasse,  and 
is  based  upon  the  depth  of  colour  obtaineid  by 
the  action  of  strong  sulphuric  acid  upon  the 
higher  alcohols.  The  method,  which  at  best 
gives  only  comnarative  results,  and  these  only 
when  conducted  under  conditions  so  strict  as 
to  be  almost  unattainable  in  practice,  is  as 
follows : — 

60  cc  of  the.  brandy,  after  distilling  to  free 
from  colouring  and  extractive  matters,  and 
adjusted  to  contain  60  p.c.  of  absolute  alcohol, 
are  placed  in  a  flask  of  about  260  c.c  capacity, 
and  1  gram  of  metaphenylenediamine  is  added, 
together  with  a  little  pumice. 

The  flask  ia  adjusted  to  a  reflux  condenser 
and  the  contents  boiled  gently  for  an  hour  and 
then  allowed  to  cool.  The  contents  of  the  flask 
are  then  distilled  to  near  dryness,  and  the 
distillate  made  up  to  the  original  volume  of 
60  c.c.  with  a  few  drops  of  distilled  water. 
10  cc.  of  the  spirit  thus  prepared  are  placed  in 
a  thoroughly  clean  flask  of  about  76  cc  capacity, 
and  10  cc  of  pure  concentrated  sulphuric  acid 
are  carefully  run  into  the  flask  so  that  it  forms 
a  layer  under  the  spirit.  The  contents  of  the 
flask  are  quickly  mixed  and  heated  over  a 
Bunsen  flame,  with  constant  agitation  for  16 
seconds  after  the  commencement  of  ebullition. 
The  liquid  is  set  aside  to  cool,  the  mouth  of  the 
flask  being  covered  with  a  small  wateh-glass. 
One  or  more  samples  of  standard  alcohol  of  60 
p.c.  strength,  and  containing  known  quantities 
of  i^obutyl  alcohol  (60  me,  or  less  per  100  c.c.) 
are  treated  in  exactly  the  same  way.  When 
cold,  the  coloration  given  by  the  sample  under 
examination  is  compared  with  those  given  by 
the  standard  samples. 

Beckmann'a  method  depends  upon  the 
separation  of  the  higher  alcohols  from  the 
spirit  by  means  of  calcium  chloride  and  carbon 
tetrachloride,  the  conversion  of  the  higher 
alcohols  into  their  nitrites  by  the  action  of 
sodium  nitrite  and  sodium  bisulphite,  removing 
the  excess  of  nitrous  acid  with  sodium  bicarbon- 
ate,  decomposing   the  nitrites   with  sulphuric 
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acid,  and  final  titration  of  the  mtrous  acid  thus 
obtained  with  permanganate. 

The  details  of  this  process  are  as  follows  : — 

25  to  60  o.a  of  the  spirit,  after  distillation  to 
free  it  from  any  colouring  or  extractive  matter, 
are  taken  and  diluted  with  water,  so  that  the 
mixture  shall  contain  not  more  than  20-26  p.c. 
of  absolute  alcohol  The  solution  is  then 
saturated  with  sodium  or  calcium  chloride,  and 
extracted  four  times  succeasiyely  by  vifforously 
shaking  with  40  cc,  26  cc,  26  cc,  and  10  c.c. 
of  carbon  tetrachloride.  The  carbon  tetra- 
chloride extracts  are  mixed,  and  then  washed 
three  times  successively  by  shaking  with  60  cc, 
25  cc,  and  26  cc  of  saturated  salt  solution,  and 
once  with  25  cc  of  saturated  sodium  sulphate 
solution.  The  washings  of  each  are  extracted 
with  25  cc  of  fresh  carbon  tetrachloride,  and 
this  after  separation  is  added  to  the  first  carbon 
tetrachloride  extract.  The  mixed  carbon  tetra- 
chloride solution  is  then  dried  by  gliM-lring  vigor- 
otisly  with  freshly  heated  calcium  <3iloride  in 
powder. 

To  the  dried  tetrachloride  solution  3  grams 
sodium  nitrite  and  3  grams  of  sodium  bi- 
sulphite are  added,*  and  the  mixture  is  shaken 
occasionally  durins  an  hour.  It  is  then  filtered 
through  glass  wool,  and  to  the  filtrate  3  srams 
of  sodium  bicarbonate  are  added,  ana  the 
mixture  shaken  occasionally  during  half  an 
hour.  Then  20  cc  of  water  are  added,  and  the 
whole  p^ently  shaken  and  allowed  to  stand  till 
the  mixture  separates  into  two  layers.  The 
separated  carbon  tetrachloride  is  then  run  off. 
To  the  remainder,  10  cc.  of  pure  concentrated 
sulphuric  acid  are  added;  ai)d,  after  shaking 
gently  to  mix,  the  mixture  is  j^ured  into  100  cc 
of  ice-cold  water.  The  solution  thus  formed  is 
titrated  with  standard  permanganate  (1  in  1000) 
until  the  pink  colour  becomes  permanent.  (The 
end  reaction  is  not  very  sharp.) 

(I  CO.  permanganate  solution  =:0*00278  gram 
amyl  alcohol.) 

According  to  Schidrowitz  (v.  infra),  this 
method,  as  published,  is  unreliable,  owing 
chiefly  to  the  extraction  of  ethyl  alcohol  by  the 
carbon  tetrachloride. 

The  best  method  hitherto  suggested  is  that 
of  Marquardt,  as  modified  by  AUen  and  Schi- 


drowitjs.  It  is  based  upon  the  oxidation  of  the 
higher  alcohols  into  the  corresponding  acids, 
and  the  estimation  of  the  latter  by  titration 
or  by  converting  them  into  and  weighing  their 
barium  salts. 

The  extraction  is  carried  out  as  in  the 
Beckmann  process  just  described.  To  the 
washed  carbon  tetrachloride  solution  6  grams  of 
pure  powdered  potassium  dichromate,  2  cc.  of 
concentrated  sulphuric  acid,  and  10  c.c.  of  water 
are  added.  The  mixture  is  shaken  and  gently 
boiled  for  8  hours  under  a  reflux  condenser.  It 
ia  cooled,  a  littie  pumice  and  60  cc.  of  recently 
boiled  distilled  water  are  added,  and  it  is  then 
distilled  to  near  drvness.  The  residue  is  cooled, 
60  c.c.  water  added,  and  again  distilled. 

The  distillates  are  mixed  and  titrated  with 
N/10-baryta  solution,  first  with  methyl  oranjge 
as  indicator,  and  then  with  phenolphthalein. 
The  acid  indicated  by  the  methyl  orange  is 
regarded  as  '  mineral  acid,'  and  the  difference  as 
organic  acid,  which  is  calculated  into  amyl 
alcohol  by  multiplying  the  number  of  cc  of 
N/10-baryta  solution  by  0*0088,  and  the  figure 
indicating  the  dilution  of  the  alcohol. 

To  obtain  the  combining  weight,  the  solution 
containing  the  barium  salt  of  the  acid  is  separated 
from  the  carbon  tetrachloride,  evaporated, 
filtered,  and  finally  dried  in  a  platinum  capsule 
and  weighed.  The  weighed  residue  is  then 
treated  with  a  slight  excess  of  sulphuric  acid, 
again  evaporated,  and  the  barium  sulphate 
ignited  and  weighed.  From  the  weights  found 
the  combining  weight  of  the  acid  is  calculated. 

By  this  method  also  some  ethvl  alcohol  is 
extracted  by  the  carbon  tetrachloride,  but 
apparentiy  it  does  not  appear  as  acetic  acid  after 
oxidation,  and,  accordmg  to  Schidrowitz,  the 
effect  attributed  to  '  mineral  acid '  (of  the 
presence  of  which  there  is  no  proof)  may  be  due 
to  some  action  between  the  methyl  orange  and 
certain  aliphatic  acids  present. 

(For  a  detailed  cnticism  of  the  last  three 
methods  described,  «ee  Schidrowitz  and  Kaye, 
An^t,  June,  1905,  and  June,  1906.)     J.  C. 

FUSTIC,  YOUNG,, v.  Younq  fustic. 

FUSTIM    V.    Glucosides;      also     Youiro 

fUSTIO. 

FUSTIM  TANNATE  v.  YouKO  FusTia 
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0-ACID.   2-Naphthol-6  r  8-disulphonio  acid. 

OABBRO.  A  nolocrystalline  igneous  rock 
composed  essentially  of  basic  plagioclase-felspar 
and  angite,  and  containing  less  than  about 
50  p.c  of  silica.  It  is  the  plutonic  equivalent 
of  the  finer-grained  dolerite  and  basalt,  having 
crystallised  slowly  under  considerable  pressure 
from  large  bodies  of  molten  material  within  the 
earth's  crust.  The  felspar  is  the  soda-lime 
labradorite  or  the  lime-felspar  anorthite;  the 
augite  is  usually  the  laminated  diallage  variety ; 
apatite,  iron-ores  (magnetite  and  ilmenite)  are 
usually  present  in  small  amount.  When  the 
rhombic  pyroxene  hypersthene  is  present  in 
addition  to  plagioclase  and  augite  tne  rock  is 


called  a  norite.  The  more  acid  quartz-gabbro 
forms  a  passage  to  diorite,  whilst  the  more 
basic  olivme-gabbro  grades  into  the  peridotites. 
The  rock  is  &ik  grey,  black,  or  greenish-black 
in  colour,  medium  to  coarse  grained  in  texture, 
and'  very  hard.  Sp.gr.  2*7-3*0  (weight  per 
cubic  foot  170-190  lbs.);  crushing  strength 
640-2200,  averaging  1830  tons  per  sq.  ft. 

Analysis  I  of  olivine-gabbro  from  Skye; 
also  Cr^O.  trace  (W.  PoUard,  1900).  U, 
olivine-gabbro  from  Lizard,  Cornwall;  also 
Cr.O,  0-08,  V,0,  002,  Li.O  trace,  FeS,  Oil 
(B.  Q.  Badley,  1912).  Ill,  Quartz-gabbro  from 
Carrock  Fdl  (G.  Barrow,  1894).  IV,  Kent- 
allenite    from    Kentallen,    Aisyllshire;     also 
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a  trace 


Cr,Oj  010, 
(W.  PoUaid, 

.  SiO,  . 
TiO,  . 
A1,0,    . 

MnO  . 

GaO  . 

MgO  . 

K,0  . 

Na,0  . 

P.O.  . 

H,0  . 


100-82  100-06  100-60  100-24 
Sp.gr.  .  .  2-86  -  —  2-80  2*04 
Qabbro  forms  laige  maases  and  is  of  wide 
distribution,  ocouiring,  for  example,  in  the 
Highlands  of  SootlantC  Lendalfoot  in  Avrshke, 
Cacxock  Fell  in  Cumberland,  North  and  South 
Wales,  the  Lizard  distriot  in  Cornwall,  and  in 
Guernsey.  Owing  to  its  dull  colour  and  diffi- 
culty of  working,  it  is  not  very  extensively 
employed  as  a  bmlding  stone ;  and  it  is  reputed 
not  to  weather  well,  especially  those  varieties 
containing  more  felspar.  In  the  trade  it  often 
passes  under  the  name  of  '  black  granite ' 
(on  the  other  hand,  the  trade  name  '  Norwegian 
gabbro '  is  sometimes  applied  to  the  augite- 
syenite— laurvikite — ^from  the  south  of  Norway). 
Medium-grained  varieties  are  used  for  road 
metal  and  paving-sets.  Olivine-gabbro  is 
extensivelv  c^uarried  for  export  at  Herrestad 
near  Karda  m  prov.  J6nk5ping,  Sweden,  aad 
on  the  Pleasant  river  near  Addison  in  Maine. 
The  '  black  gnuoite '  of  the  Kentallen  quarries 
in  AigvUshiro  is  a  dark  bluish-grey,  medium- 
grainMl  alkali-gabbro  containing  orthoclase, 
olivine,  and  biotite  in  addition  to  the  usual 
constituents,  and  has  been  named  kentallenite. 
It  is  used  principally  for  paving-sets,  and  on  a 
polished  surface  it  displays  bright  plates  of  mica. 
Gabbro  takes  a  gcKMi  polish  and  is  sometimes 
used  for  ornamental  purposes.  The  diallage 
often  displays  a  metallic  sheen,  and  in  the 
gabbro  of  Volhynia  and  near  Kiev  in  Russia 
the  labradorite  sometimes  shows  blue  reflections. 
Coaise-erained  gabbros  when  partly  altered 
show  the  light-  and  dark-coloured  minerals  in 
marked  contrast,  and  have  been  used  as  far 
back  as  Roman  times  as  ornamental  stones. 
In  some  cases  the  felspar  is  altered  to  saussurite 
and  the  diallage  to  emerald-green  smaragdite, 
the  rock  being  then  known  as  euphotide ;  this 
beautiful  ornamental  stone  occurs  in  the  Alps, 
Corsica  ('Verde  di  Corsica'),  and  Elba.  A 
dark-coloured  orbicular  gabbro  from  Dehesa, 
San  Diego  Co.,  Califoinia,  has  also  been  used  as 
an  ornamental  stone. 

Macmatic  semgations  of  iron-ores,  metallic 
Bulphiaes  (nickdiferous  pjrrrhotite  and  copper- 
pyrites),  and  apatite  sometimes  occur  in  con- 
nection with  gaobro  masses.  L.  J.  S. 
OADDflNB  V.  Ptomaines. 
GADOLINITE.  A  rare  mineral  consisting 
of  silicate  of  yttrium  earths,  glucina,  and  ferrous 
oxide  GlaFeYtSijOto*  Analyses  show  about 
40-46  p.0.  of  yttrium  earths  of  molecular  weight 
260-290 ;  the  amount  of  erbia  has  been  sepa- 
rately determined  as  10-16  p.c.    It  occurs  in 


much  larger  masses  than  the  other  rare-earth 
minerals,  forming  rough,  black,  and  opaque 
crystals,  sometimes  exceeding  20  Idlos.  in  weignt. 
The  crystals  are  monoclimc  with  an  oruio- 
rhombic  aspect;  but  in  thin  sections  the 
material  is  optically  isotropic.  When  heated, 
the  mineral  suddenly  glows  brightly,  a  molecular 
transformation  takinfl  place ;  the  material  then 
becomes  optically  birefringent,  increases  in 
sp.gr.  (from  4-1-4*4  to  4*^-4'7),  and  changes  in 
colour  (as  seen  in  sections)  nom  greenish  to 
reddish.  Gadolinite  occurs  in  some  abundance 
as  masses  of  considerable  size  in  peematite 
veins  at  a  few  localities ;  notably,  at  Ytterby 
and  near  Fahlun  in  Sweden;  in  the  felspar 
quarries  of  Saoteisdalen  and  HitterS,  and  else- 
where in  the  south-east  of  Norway ;  in  Llano 
Ck>.,  Texas,  Mohave  Co.,  Arizona,  and  Western 
Australia.  The  locality  (Barringer  Hill,  five 
miles  south  of  Bluffton)  in  Llano  Co.  has  vielded 
masses  of  gadolinite  weighing  200  los.,  in 
association  with  several  other  rare-earth  mincurals. 
These  have  been  worked  for  the  supply  of 
yttrium  and  erbium  earths  used  in  the  '  glower  ' 
of  the  Nemst  lamp  (W.  £.  Hidden,  Amer.  J. 
Sci.  1889,  38,  474 ;    1906,  19,  426).     L.  J.  S. 

OADOLOIIUM.  Gd  =  167-3  (c/.  Urbain, 
Ck>mpt.  rend.  1906,  140,  683).  This  element 
was  first  identified  by  Marignac  in  1880,  who 
separated  its  salts  from  those  of  other  rare- 
earth  metals  present  in  samarskite  by  fractional 
Srecipitation  with  potassium  sulphate  (Arch, 
e  Geneve,  1880,  [3]  3,  413  ;  Compt.  rend.  1880, 
90,  899).  With  europium  and  terbium,  gado- 
linium forms  the  small  group  of  terbium  metals, 
and  as  the  solubilities  of  its  salts  are  inter- 
mediate between  those  of  the  other  two  members 
of  the  family,  l^e  final  separation  of  gadolinium 
from  these  elements  is  a  matter  of  considerable 
difficulty.  The  older  methodB  of  separation, 
precipitation  by  ammonia,  crystallisation  of 
the  oxalates,  formates,  and  double  sulphates, 
or  combinations  of  these  processes,  did  not,^  in 
all  probability,  lead  to  the  complete  purification 
of  gadolinium.  Cf.  Meyer  and  Miilier,  Zeitsoh. 
anorg.  Obem.  1919, 109,  1,  who  have  examined 
theemciency  of  ^e  various  methods  of  separation. 
The  presence  of  small  quantities  of  terbium  is 
indicated  by  a  faint  yellow  discoloration  of 
the  colourless  ffadolinia.  Europium  ia  indicated 
spectroscopically  in  the  arc  spectrum. 

Souroes.  The  crude  yttrium  earths  from 
monazite  sand,  samarakite,  ytterbite  (gadolinite), 
xenotime,  aschynite,  &c. 

Extraction  and  separation  of  the  terbium 
earths.  The  first  four  methods  outlined  below 
serve  rather  to  concentrate  the  terbium  earths 
than  to  separate  them  from  one  another,  gado- 
linium being  the  only  one  of  the  three  which  is 
obtained  bv  these  processes  in  a  moderately 
pure  condition. 

A  convenient  starting-point  for  the  separa- 
tion of  the  terbium  earths  is  the  most  soluble 
fraction  of  the  ammonium  or  magnesium  double 
nitrate  separation  of  the  rare  earths.  The  pre- 
liminary elimination  of  the  cerite  metals  with 
sodium  or  potassium  sulphate  is  less  preferable, 
since  it  involves  a  co-precipitation  of  a  portion 
of  the  terbium  group. 

1.  Fractiarm  precipitation  with  ammonia. — 
In  tUs  process,  terbia  accumulates  in  the  first 
fractions,  followed  successively  by  samaria  and 
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sadolinia.  Acoordingly,  eamaria  is  a  weaker 
base  than  gadolinia,  and  this  relationship  forms 
an  exception  to  the  role  that  the  more  electro- 
positive earths  yield  less  soluble  double  sul- 
phates and  nitrates  than  the  less  electro-positive 
oxides  (c/.  Lecoq  de  Boisbaudran,  Compt.  rend. 
1890,  111,  394;  Bettendorf,  Annalen,  1892, 
270,  376;  Benedicks,  Zeitsch.  anorg.  Ohem. 
1900,  22,  393). 

According  to  Katz  and  James  (J.  Amer. 
Chem.  Soo.  1914,  36,  779),  in  separating  gado- 
linium from  samarium  by  fractional  precipita- 
tion with  ammonium  hydroxide  the  samarium 
would  be  concentrated  in  the  last  fractions, 
instead  of  in  the  early  fractions,  as  stated  by 
Boisbaudran  and  Benedicks. 

Jordan  and  Hopkins  (J.  Amer.  Chem.  Soc. 
1917,  39,  2614)  recommended  first  to  remove 
cerium  by  the  bromate  method  and  fractionally 
crystallise  the  residue.  The  less  soluble  frac- 
tions contain  only  europium,  samarium,  gado- 
linium, and  neodymium,  which  are  converted 
into  the  dimethyl  phosphates  and  again  frac- 
tionated. The  least  soluble  fractions  will  then 
consist  mainly  of  gadolinium.  The  last  traces 
of  samarium  can  be  removed  by  precipitation 
with  sodium  glycoUate. 

2.  Fractional  crysk^isatian  of  the  sodium  and 
potassium  double  stdphates, — ^In  isolating  gado- 
linia from  samarakite,  Marisnac  (I.e.)  separated 
the  less  basic  constituents  of  the  yttrium  earths 
by  partially  decomposing  the  nitrates,  dissolved 
the  oxides,  consisting  cluefly  of  yttria,  samaria, 
and  the  terbium  earths  in  nitric  or  hydrochloric 
acid,  and  precipitated  fractionally  with  potas- 
sium sulphate  solution.  After  a  systematic 
course  of  fractionation,  he  obtained  the  following 
four  fractions  in  descending  order  of  solubility  : 
(i.)  yttrium,  terbium ;  (ii.)  gadolinium,  purified  by 
further  fractionations  with  potassium  sulphate  ; 
(iii.)  samarium,  didymium ;  (iv.)  didymium  (c/. 
Delafontaine,  Arch,  do  Geneve,  1878,  61,  273 ; 
Ann.  Chim.  1878,  [51  14,  238 ;  Lecoq  de  Bois- 
baudran, Compt.  rend.  1883,  97*  1463  ;  Betten- 
dorf, I.C.), 

3.  Fractional  cryataUisation  of  formates  and 
oxalaies. — The  sparing  solubility  of  the  formates 
of  the  terbium  group  has  been  utilised  in  the 
separation  of  these  metals,  these  salts  separating 
as  white  microcrystalline  powders  from  the 
concentrated  solutions  (c/.  Delafontaine,  Z.c. ; 
Marignac,  l,c. ;  Hofmann  and  Kriiss,  Zeitsch. 
anorg.  Chem.  1893,  4,  27 ;  Feit,  ibid,  1905,  43, 
267). 

The  terbium  earths  can  also  be  separated 
from  erbium  and  yttrium  by  precipitation  with 
oxalic  acid  in  nitnc  acid  solution  (Marignac  and 
Delafontaine,  Ix.). 

4.  Fractional  crystaUiMlion  of  the  ethyl  sul- 
phates.— ^The  systematic  crystallisation  of  the 
ethyl  sulphates  of  the  rare  earths  from  water  or 
alcohol  leads  to  a  separation  of  the  three  princi- 
pal groups ;  cerite  earths,  terbium  earths,  and 
yttnum  earths,  arranged  in  descending  order  of 
solubility  (Urbain,  Ann.  Chim.  1900,  [7]  19, 184). 

6.  Fractional  crystallisation  of  the  nitrates. — 
The  more  complete  separation  of  the  con- 
stituents of  the  terbium  group  has  been  accom- 
plished by  the  use  of  the  nitrates  and  double 
nitrates.  By  fractionating  the  nitrates  of 
terbium  earths  containing  samaria,  the  sparingly 
soluble  gadolinium  nitrate  and  the  more  readily 


soluble  samarium  nitrate  were  separated  as  well 
as  a  middle  fraction  rich  in  europium.  The 
solubility  of  the  rare-earth  nitrates  falls  from 
lanthanum  to  samarium,  attaining  a  minimum 
at  gadolinium,  and  rises  again  till  it  reaches 
ytterbium. 

By  a  lengthy  fractionation  of  the  nitrates 
from  nitric  acid  (sp.gr.  1*3),  Demar9ay  isolated 
small  quantities  of^  europium  and  gadolinium  in 
a  highly  purified  condition  (Compt.  rend.  1900, 
130,  1469;  131,  343;  1901,  132,  1484).  A 
further  improvement  in  the  separation  was 
effected  by  Urbain  and  Lacombe  (v.  Eubopiuh), 
who  crystallised  the  double  magnesium  nitrates 
of  the  rare  earths  in  the  presence  of  magnesium 
bismuth  nitrate. 

After  crystallisation  of  the  samarium  and 
bismuth  double  salts,  the  mother  liquor  contains 
europium  and  gadolinium,  the  former  being  the 
first  to  separate  on  further  fractionation.  The 
gadolinium  is  then  separated  from  the  other 
remaining  earths  by  fractionating  the  simple 
nitrates  in  the  presence  of  bismuth  nitrate. 
The  latter  salt  now  causes  a  separation  to  occur 
between  gadolinium  and  dysprosium,  the  middle 
fraction  consisting  of  bismuth  and  terbium 
nitrates.  In  this  way,  gadolinium  is  com- 
pletely freed  from  terbium,  dysprosium,  and 
erbium  earths.  The  fractional  crystalUsation 
of  the  nickel  double  nitrates  of  the  terbium 
earths  has  led  to  a  similar  separation  {cf.  Compt. 
rend.  1903,  137,  668,  792 ;  1904,  138,  84,  627 ; 
139,  736;   1906,  140,  1233;   141,  521). 

The  best  starting  materials  for  the  prepa- 
ration of  gadolinium  compounds  are  euxemte, 
samarakite,  or  the  monazite  residues,  beginning 
with  several  kilos,  of  material. 

The  following  method  of  procedure  is  recom- 
mended for  the  purification  of  gadolinium  com- 
Sounds:  (1)  If  the  rare  earth  mixture  contains 
tUe  cerium  earths  and  much  yttrium  earths  the 
gadolinium  is  separated  with  the  cerium  earths  in 
one  operation  by  the  potassium  double  sulphate 
method.  (2)  If  the  mixture  contains  much 
cerium  earths  the  major  portion  of  these  is  sepa- 
rated by  the  double  nitrate  method.  In  either 
case  a  ftactien  very  much  richer  in  gadolinium  is 
obtained.  This  is  converted  into  the  bromates 
and  the  yttrium  earths  removed  by  fractionation. 
The  ytterbium  earths  first  pass  into  the  mother 
liauors,  then  follow  the  erbium  earths,  and  last  of 
aU  yttrium.  It  is  essential  that  the  yttrium 
should  be  removed  at  this  stage,  for  it  is  scarcely 
possible  to  separate  it  at  any  of  the  remaining 
stages.  The  main  fraction  contains  samarium, 
ga£>linium,  neodymium,  terbium  and  europium ; 
it  is  converted  into  acetate  and  fractionatea,  the 
fractionation  being  combined  with  the  fraction- 
ation of  the  double  bismuth  nitrates.  The  cerium 
earths  are  rapidly  separated,  and  a  brown 
mixture  of  oxides,  containing  eadolinium  and 
terbium  is  obtained.  These  siuts  are  rapidly 
separated  by  fractional  precipitation  with  am- 
monia   (Meyer   and    Miiller,    &itsch.     anorg. 

Ghem.  1919, 109,  1). 

ComiK)unds.  The  oxide  and  chloride  of  gado- 
linium are  colourless  ;  the  solutions  of  the  latter 
have  no  selective  absorption  in  the  visible  region 
of  the  spectrum,  but  show  four  strong  bands  in 

the  ultra-violet  end.     (For  spark-spectrum,  v. 
Compt.  rend.  1890,  111,  472;    1896,  122,  728; 

1900,131,343;  1905,140,1233;  141,521,954; 
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Ber.  1001,  34,  2460;  Annalen,  1891,  263,  164. 
For  arc-spectrum,  v.  Eberhard,  Zdtach.  anoiv. 
Ghem.  1905,  45,  394 ;  Exner  and  Haachek,  Die 
Wellenlangen  der  Bogenspektra,  1904.) 

The  spectram  of  gadolinium  contains  seven 
groups  of  lines  which  are  characterised  by  con- 
stant differences  between  the  wave-lengths  of 
corresponding  members  of  the  several  groups 
(Ponlson,  Physikal.  Zeitsch.  1915,  16,  7). 

GadoUnla  {OadoUnium  oxide)  Gd,0„  a  white 
amorphous  hygroscopic  powder,  abeorbiiuz  carbon 
dioxide  from  the  air ;  sp.gr.  7*407  at  15  . 

GadoUolum  ehloride  and  bromide  Gda.,6H.O 
and  GdBr„6H20,  soluble  deliquescent  salts,  the 
former  yielding  the  yellow  double  chlorides, 
GdCa,PtCl4,10H,0,  and  Gda,-Aua„10H,0. 

Gadolinium  fluoride  GdF„  a  white  gela- 
tinous precipitate  becoming  granular  on  heating 
on  the  water-bath;  somewhat  soluble  in  hot 
hydrofluoric  acid. 

Gadolinium  oobalUeyanide 

Gd,(CoC»N,),9H,0 

Sparingly  soluble  in  10  p.c.  solution  of  hydro- 
chloric acid.  1000  parts  of  saturated  solution 
contain  1*86  part  of  the  salt. 

Gadolinium  plattnocyanide 

2Gd(CN),Pt(CN)„18H,0 ; 
separates  in  red  rhombic  crystals  with  a  green 
reflex ;  it  resembles  the  isomorphous  platino- 
cvanides  of  yttrium  and  erbium,  and  differs  from 
the  corresponding  double  salts  of  the  cerium 
group,  which  are  yellow  with  a  blue  reflex. 

Gadolinium  nifrate  Gd(N0,)„6H.0  or  5H,0, 
m.p.  91''-92'',  is  of  all  the  nitrates  of  the  rare 
earths  the  least  soluble  in  nitric  acid  (c/.  Be- 
mar9ay,  Compt.  rend.  1900,  131,  343 ;  v.  Lang 
and  Haitinger,  Annalen,  1907,  351,  450).  The 
following  double  nitrates : 

2Gd(NO,),-3Mg(NO,)„24H,0 

and  2Gd(NO.),-3Ni(NO,)„24H,0,  have  been 
utilised  in  the  isolation  of  gadolinium;  the 
former  melts  at  77°. 

Gadolinium  sulphate  Gd,(S04)„8H20  sepa- 
ratee from  hot  solutions  in  monoclinic  crystals, 
isomorphous  with  yttrium  sulphate. 

Gadolinium  liydnudne  sulpliate 

Gd.(S04),{N^,)^0,.3H.O, 

separates  in  colourless,  sparingly  soluble  crystals 
when  a  solution  of  the  mixed  sulphate  is  boiled 
for  some  time. 

Gadolinium  sulphide  Gd,S„  a  yellow  hy- 
iproscbpic  maas,  sp.gr.  3*8,  is  produced  by  heat- 
ing the  sulphate  in  hydrogen  sulphide;  it  is 
slowly  decomposed  by  water. 

Gadolinium  aeeUte  Gd(H,C.O,)„4H.O 
forms  moderately  soluble  triclinio  crystals  ;  the 
Oxalate  Gd4(G,O4)„10H,O  separates  from  nitric 
acid  solution  in  monoclinic  crystals  {v,  Brauner, 
Chem.  Soc.  Trans.  1898,  73,  951) ;  the  Malonate 
Gd.(H2C,04),8HjO  is  obtained  in  refractive 
yellow  needles  {v.  Erdmann  and  Wirth,  Annalen, 
1908,  361,  190). 

Dimethyl  phospliate,  long,  white  needles, 
solubiUty  23-0  at  25°  and  67  at  95^ 

For  other  salts  of  gadolinium,  see  Bissel 
and  James,  J.  Amer.  Chem.  Soc.  1916,  38,  873  ; 
Jantsch  and  Grunkraut,  Zeitsch.  anorg.  Chem. 
1013,  79,  305;  Armstrong  and  Rodd,  Proo. 
Boy.  Soo.   1912,  87,  204;    Katz  and  James, 


J.  Amer.  Chem.  Soc.  1913,  35,  872;  Morgan 
and  James,  ibid.  1914,  36,  10.  G.  T.  Bf. 

GAHNITE  or  ZINC-SPINEL.  Zinc  aluminate 
ZuAIjOa,  crystallised  in  the  cubic  system  and 
belonging  to  the  spinel  group  of  minerals. 
Accoraing  to  the  formula  it  contains  44*3  p.c. 
ZnO  (35*6  p.c.  Zn),  but  this  is  usually  partly 
replaoed  isomorphouslv  by  ferrous  oxide, 
manganous  oxide,  and  magnesia,  whilst  the 
alumina  may  be  partly  replaced  by  ferric  oxide. 
The  mineral  usually  occurs  as  grey  or  dark 
greenish-black,  opaque  octahedra.  op.gr.  4*5- 
4*9 ;  H.  7^-8.  It  occurs  as  crystals  embedded 
in  talc-scmst  at  Fahlun  in  Sweden,  and  more 
abundantly  in  crystalline  limestone  with  other 
zino  ores  (willemito  and  franklinite)  at  Franklin 
Furnace  and  Sterling  Hill  in  New  Jersey.  It 
is  also  found  at  Bc^enmais  in  Bavaria  (with 
pyrrhotite),  in  Massachusetts,  and  a  few  other 
localities ;  and  has  also  been  observed  in  the 
muffles  of  zinc  furnaces.  The  mineral  was 
named  in  1807  after  the  Swedish  chemist, 
J.  G.  Gahn  (174&-1818).  L.  J.  S. 

GALACnN  v.  Gums. 

GALACTOSE  v.  Cabbohydbates. 

GALAFATITE.  An  aluminium  potassium 
sulphate,  rutmed  after  the  discoverer,  found, 
amongst  other  places  in  Spain,  at  Benahabux 
near  Almeria,  where  it  occurs  in  parallel  veins 
from  5  to  6  mm.  thick.  It  is  white  when 
pure,  has  a  sp.gr.  2*75,  and  hardness  3*5.  It 
IS  treated  by  calcination,  followed  by  lixiviation 
with  water,  whereby  a  solution  of  potassium 
sulphate  and  a  residue  of  nearly  pure  alumina 
are  obtained.  The  oaloined  ore  contains 
65-70  p.c.  of  alumina  and  25-30  p.c.  of  potas- 
sium sulphate  (Preuss,  £ng.  and  Min.  J.  1911, 
91,  261 ;  J.  Soc.  Chem.  Ind.  1911,  30,  282). 

GALAUTH   or   ERINOID.    Artificial   horn 

Prepared  by  the  action  of  formaldehyde  on  casein, 
kim  milk  is  treated  with  caustic  alkali  or  alkali 
carbonate,  the  casein  is  precipiteted  by  the 
action  of  'rennet,  pressed,  impregnated  with 
formaldehyde  and  dried  (J.  Soc.  Chem.  Ind. 
1909,  101).  Is  used  as  an  insulator  and  as  a 
non-inflammable  substitute  for  ivory,  amber, 
tortoise-shell,  coral,  bone,  ebony,  &c.  Is  em- 
ployed in  electrical  work,  for  aeroplanes,  in 
the  manufacture  of  buttons,  pianoforte  keys,  &c. 
{see  Casbin). 

GALANACK«  A  mixture  of  sulphur,  tar 
and  oil  used  as  a  cement  or  lute. 

GALANGA  ROOT.  Galanga  root  is  the 
rhizome  of  Alpinia  officinarum  (Hance),  and  is  a 
native  of  China.  It  is  employed  in  the  form  of 
a  decoction  as  a  remedy  for  dyspepsia. 

Galanga  root  was  first  exammed  by  Brandes 
(Arch.  Pharm.  [2J  19,  52),  who  isolated  from  it 
a  substance  which  he  named  kaempferide,  but 
this,  according  to  Jahns  (Ber.  1881,  14,  2385), 
was  a  mixture  of  three  substances,  kaompferide, 
alpinin,  and  galan^in.  The  subject  was  later 
examined  by  Goidin  (Dissert  Berne,  1897), 
and  by  Ciamician  and  Silber  (Ber.  1899,  32, 
861)  and  Testoni  (Gazz.  chim.  ital.  1900,  30,  ii. 
327),  and  it  is  now  clearly  demonstrated  'that 
galanga  root  contoins  knmpferide,  galangin, 
and  galangin  monomethylother.  According  to 
Tostoni,  the  alpinin  of  Jahns  is  a  mixture  of 
gahingin  and  kaempferido. 

Kcempferide  C,tH|sOc  consists  of  yellow 
needles,   m.p.    227''-229'',   soluble   in  ajwme 
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solatioDS  with  a  yellow  colour.  Snlphurio  acid 
gives  a  blue  fluoreecent  yellow  solution. 

Triaceiylkcmpjaride  0icH.O«(G2H,O)„ 

colouzlesB  needles,  m.p.  193°--194^  (Giamician 
and  Silber  and  Testoni)  {ct  aJso  JiUms),  tri- 
henzaylkcmpferide  Ci,H,0,(C7H,0),,  uLp.  177**- 
178''  (Testoni),  kcnnpferide  diethykiher 

CitH„0,(OC,H,), 

(Testoni),  yellow  needles,  nLp.  137°-139'*,  and 
dibromkmmpfende  CitHi^Br^Ot,  yellow  needles, 
m.p.  224''-225''  (decomp.)  (Jahns)  have  been 
prepared.  In  the  presence  of  ckcetic  acid, 
Knmpferide.  yields,  by  means  of  mineral  acids, 
yellow  crystalline^  compounds,  and  alcoholic 
potassium  acetate  jBaves  monopoUusium  kamp- 
jeride  CifinOJK^afif  yellow  needles,  which 
is  decomposed  by  boiliiig  water  (Perkin  and 
Wilson,  Chem.  Soo.  Trans.  1003,  83,  136). 
Ksempferide  is  in  reality  kwmpferol  tnonomethyl- 
ether  (v.  Kostanecki  and  Rc^yoki,  Ber.  1891, 
24,  3723) 

HO/V"     \>-^^OCH, 

^0>^0H 

For  a  detailed  desoription  of  kasmpforol,  see 
Delphiniwin  conaoUda, 

Oakmgin  0|sHt«0^  the  second  constituent 
of  ffalanga  root,  crystallises  in  yellowish-white 
needles,  m.p.  214*^-216%  soluble  in  alkaline 
solutions  with  a  yellow  colour.  With  acetic 
anhydride,  it  gives  a  triaceii^  derivatiye 

Ci,H,0.(C,H,0), 

ULD.  140''-142''  (Jahns),  and  by  means  of  methyl 
iodide  a  dimeihylether  Gi5H80,(OGH,)a,  m.p. 
142^ 

Galangin  ^ves  crystalline  compounds  with 
mineral  acids  m  the  presence  of  acetic  acid,  and 
reacts  with  alcoholic  potassium  acetate,  yielding 
monopokmgium  gcdangin,  yellow  needles  (Perkin 
and  Wilson).  When  fused  with  alkali,  pMoro- 
gludnd  and  benzoic  acid  are  obtained.  Galangin 
is  a  dihydrooByflavonol 

N/Nni^^OH 


OH 


QQ^M 


and  has  been  synthesised  by  v.  Kostanecki  and 
Tambor  (Ber.  1899,  32,  2260)  by  a  series  of 
reactions  similar  to  those  employed  in  the 
preparation  of  kaempferol. 

2-Hydrozy-4 : 6-dimethoxychalkone 


OGH,| 


H   GH 


<y 


Galangin  monomethylether  Gi(H,04(0GH,), 
was  first  isolated  from  galanga  root  by  Testoni 
(I.C.),  It  crystallises  m>m  methyl  alcohol  in 
briffht  yellow  prisms,  melts  at  about  300^, 
ana  dissolves  in  strong  alkaline  solutions  with  a 
ydlow  colour.  Diacetylgalangin  monomethf^ 
ether  GicHi«05(GsH,0),  forms  yellowish-white 
leaflets,  melting  at  176''-176^ 

When  air  is  aspirated  through  an  alkaline 
solution  of  galangin  monomethylether,  it  is 
oxidised  with  formation  of  benzoic  acid  and 
phloroglucinol  (Perkin  and  Allison),  and  therefore 
possesses  the  constitution 


i;-C0-GH 
OCH, 
was  converted  into  the  corresponding  flavanone, 
and  the  latter  into  its  iMmitroso  derivative. 
This  compound,  on  boiling  with  dilute  sulphuric 
acid,  ffave  1 : 3-dimetho^flavonol  which,  when 
heated  with  hydriodic  acid,  was  transformed 
into  ffalangin.  Galangin  dyes  with  mordanted 
woollen  cloth  the  following  shades  : — 

Oknmium      Aktmimum         Tin  Iron 

Olive-yellow.      Yellow.      Lemon-    Beep  olive, 
yellow. 


OH 

A.  G.  P. 

GALEA  V.  RssiNS. 

GALBAinJM  V.  Gum  resins. 

OALEGINE  G,Hi,N,  is  a  crystalline  alkaloid, 
m.p.  60''-65°,  obtained  by  G.  Tanret  (Gompt. 
rend.  1914,  168,  1182,  1426;  BulL  Soc.  ohim. 
1914,  pv.]  16,  613)  from  the  seeds  of  Galeffa 
officinalis.  It  is  optically  inactive,  and  splits 
on  heating  with  barium  hydroxide  solution  mto 
eaual  molecules  of  urea  and  3-methylpyrrolidine. 
The  constitution  suggested  is : 

GH, -GHMe 

Galegine  is  moderately  poisonous  (Tanrot, 
Gomi)t.  rend.  1914,  169,  108),  and  Gaiega  has 
occasionally  caused  cattle  poisoning.       G.  B. 

OALENA  (Ger.  BleiglamiFr,  GaUne), 
Native  lead  sulphide  (PbS),  the  principal  ore  of 
lead  (86*6  p.c.).  It  crystallises  in  the  cubic 
system,  and  possesses  three  directions  of  perfect 
cleavage  parallel  to  the  faces  of  the  cube.  Well- 
developea  crystals,  with  the  form  of  the  cube 
or  cubb-octahedron,  are  not  uncommon.  The 
massive  mineral  is  always  readily  recognised  by 
its  rectangular  stepped  cleavages  with  smooth 
and  brilliant  surfaces  and  a  lead-grey  colour; 
small  broken  fragments  have  the  form  of  cubes 
or  dice.  Further,  it  can  be  readily  scratched 
with  a  knife  <H.  2|)  yielding  a  black  powder, 
and  it  is  veiy  heavy  (sp.gr.  7*6).  Ore  with 
a  very  fine-grained  texture  may  present  some- 
what the  appearance  of  steeL 

The  presance  of  small  quantities  of  silver  in 
galena  is  of  importance;  though  usually  not 
more  than  a  few  ounces  per  ton  in  amount,  it 
may  reach  1  p.o.  It  is  probably  present  in 
solid  solution  as  silver  sulpnide,  sinci  argentite 
{q.v.)  is  isomorphous  with  galena.  Examining 
polished  surfaces  of  galena  b^  reflected  lidit 
under  the  high  powers  of  a  microscope,  A.  m. 
Finlayson  (Quart.  J.  Geol.  Soo.  1910,  66,  319) 
was  able  to  detect  fine  strings  of  native  silver 
running  along  the  cleavage  cracks  of  the  galena. 
This  was,  however,  only  detected  in  specimens 
taken  from  the  h%her  levels  within  reach  of 
Buxiace  waters;  specimens  taken  from  dee^ier 
levels,  where  there  nas  been  no  secondary  altera- 
tion, showed  no  native  silver.  F.  N.  Guild 
(Eoon.  GeoL  1917,  12,  297)  found  that  galena 
containing  O'lO  to  0*36  p.c.  silver  shows  definite 
spots    of    tetrahedrite   and    argentite;    whilst 
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rolmena  conUining  more  silTer  show  evidence 
later  addition  of  mby-ailver,  eto.»  in  the 
form  of  veinlets. 

Galena  ocours  chiefly  in  veins  travening 
rockfl  of  yariouB  kinds,  and  also  filling  cavities 
in  limestone.  It  is  abmidant  in  all  lead-mining 
districts,  and  b^  its  alteration  it  gives  rise  to 
cemssite,  anglesite,  and  other  secondary  lead- 
bearing  minerals.  The  use  of  galena  for  glacing 
pottery  gave  rise  to  the  names  'potters'  oi^, 
alquifoox  (Fr.),  and  arohifoglio  (Ital.).  The 
powdered  mineral  is  naed  as  a  oosmetio  by  the 
natives  of  Nigeria.  L.  J.  S. 

GAUPOT  V.  Rksins. 

GALIUM.  The  roots  of  various  species  of 
galinm  have  been  employed  to  some  extent  for 
dyeing  red  on  aluminium  mordant,  and  Bancroft, 
in  his  Philosophy  of  Permanent  Colours 
(vol.  ii.  303),  mentions  six  of  these  plants,  the 
roots  of  which  gave  an  excellent  rod  in  this 
manner.  More  especially  he  refers  to  the 
Cfalium  iindarium,  the  roots  of  which,  about 
2  feet  in  length,  are  of  a  dark  reddish  colour, 
and  which  were  employed  by  the  French 
inhabitants  of  Canada  to  dye  their  cloths  red. 

This  product  is  also  referred  to  by  Hellot 
as  a  species  of  madder  brought  from  Canada 
which  possesses  an  extremely  slender  root  and 
produces  nearly  the  same  effect  as  European 
madder. 

Accordiiu^  also  to  Bancroft,  the  roots  of  the 
nearly  allied  species  of  Agpenda,  of  which  he 
specially  mentions  the  Asperukt  tinctoria  known 
as  'Dyer's  woodruff,',  were  at  one  time  used 
for  dyeinff  red  instead  of  madder. 

Of  otners  may  be  mentioned  the  Galium 
mvUuno,  Qreat  Ladies'  bedstraw  or  Wild  madder, 
Galium  verum.  Yellow  Ladies*  bedstraw,  and 
Galium  aparine,  the  well-known  Cleaver's  or 
Goose  grass,  the  two  latter  of  which  are  common 
to  this  country.  The  roots  of  this  last  certainly 
give  a  small  amount  of  dye  soluble  in  alkali 
with  a  purple  colour,  and  there  seems  to  be 
little  doubt  that  all  contain  dyes  which  are  fast 
to  light  and  of  the  alizarin  type,  though  they 
appear  to  give  a  somewhat  yellower  shaae  than 
alizarin  itself.  An  examination  of  these  in  case 
they  vield  either  anthrapurpurin  or  flavopurpurin 
would  be  interesting.  A.  G.  P. 

GALL-NUTS   or   GALLS    or   Oak    Applet. 

(Naix  de  GaOe,  Fr. ;  GaUen,  GaUapfdn,  Ger.) 

Galls  are  excrescences  induced  on  plants  by 
the  attacks  of  animals  (especially  insects)  or  of 
other  plants  (especially  fu^'),  which  stimulate 
plant  tissue  that  is  oapaSe  of  growing  and 
cause  hypertrophv.  Wnen  an  insect  is  the 
organism  responsible,  it  usually  infects  verv 
young  parts  (of  roots,  stems,  or  leaves),  in  whicb 
it  deposits  eggs  from  which  there  devdop  inside 
the  gall  larvsB  and  eventually  mature  insects. 

The  oak  apples  are  thus  caused  by  various 
species  of  gaU  wasps  (Cynipida),  The  most 
important  of  these  are  those  of  north- temperate 
Europe  and  of  the  Levant.  Of  the  former,  one 
of  the  commonest  on  the  common  oak  Quereus 
BU8ifiora  (Salisb.)  and  Q,  peduncukUa  (Ehrh.)  is 
caused  by  Oynips  koUari,  and  is  like  a  yellowish- 
brown  marble  in  size  and  shape,  contains  one 
central  chamber,  and  eventually  shows  one  little 
exit  hole  through  which  the  ixisect  has  escaped. 
More  important  are  the  Levant  galls,  induced 
on  scrubby  oaks  belonging  to  the  species  Q. 


lusiianiea  (Lam.)  [Q.  injectoria  (Oliver)],  which 
occurs  in  the  region  extendins  from  Greece, 
through  Asia  Mmor,  to  Persia.  The  insect 
responsible  is  Cynipa  Hntiona  (Htg.) ;  this  causes 
a  gall  by  laying  an  egg  in  the  young  stem,  which 
tl^reafter,  by  cell  dmsion  and  srowth,  swells 
into  a  gall  in  which  the  larva  (&velops.  The 
resultant  insect  may  die  inside  the  gall,  or  may 
bore  its  way  out  and  escape  through  an  exit 
hole.  Levant  galls  are  spherical  to  pear- 
shaped  ;  the  haB  near  the  stalk  usually  has  a 
smooth  surface,  often  inclined  to  be  glossy, 
whereas  the  distal  half  is  raised  into  lumps 
which  are  often  conical  in  shape. 

The  Levant  gall  is  very  rich  in  tannin. 
Sianceau  found  that  the  chemical  composition 
in  percentages  was :  water  12*06,  ligneous  sub- 
stances 10*2,  tannin  68*52,  other  constituents 
10-21. 

Levant  galls  vary  in  quality  according  to 
the  region  of  origin,  time  of^  collection  (including 
the  condition  as  to  whether  gathered  before  or 
after  the  insects  escape).  The  best  kinds  come 
from  the  Aleppo  district :  those  gathered  first, 
namely,  in  August  or  September,  are  of  the 
highest  quality,  and  are  green,  but  subsequently 
b^me  dark-coloured  and  harder :  those 
gathered  somewhat  later  are  white,  while  the 
sails  allowed  to  hang  until  winter  are  reddish- 
brown.  Three  qualities  of  Levant  gaUs  may  be 
distinguished :  (i.)  Aleppo  galls,  small  (2*6  cm. 
in  diameter),  dark-green  to  black  in  colour; 
(ii.)  lighter-coloured  galls,  presenting  the  appear- 
ance of  having  been  powdered  on  the  siuface ; 
(iii.)  Smyrna  galls,  larger  (3-5  cm.  in  diameter), 
usually  yellowish  in  tmt.  In  water,  the  dark- 
hued  galls  sink,  whereas  the  inferior  lighter- 
tinted  galls  (even  when  dyed  to  imitate  the 
former)  float. 

Galls  (oak  apples)  of  the  same  type  are 
obtained  in  Sontnem  Europe  from  scrubby 
specimens  of  Qwfcaa  BeasiUfiora  (Salisb.)  and 
Q.  pitbe«cm8  (Willd.). 

GALLACffFOPHENOME  v,  Kxtones. 

GALLAMDTB  BLUB,  GALLAMIUC  BLUB, 
-VIOLET  V.  OxAznni  ooLOUBiNa  mattebs. 

GALLEiih.  AnihraceMmdlet(v.  AT.izABm  and 

ALLIED  OOLOUBINO  ICATTBSS). 

GALLIC  ACID,  ^'Ax^-Trihydroxybemoic  acid 
OJE,(OH),COOH,  occurs  in  sumach,  divi  divi, 
Chinese  teiet,  and  various  other  plants  (Ston- 
house,  Annalen,  45,  9;  Hlasiwetz  and  Malin, 
ZeitBch.  Chem.  1867,  271 ;  KawaUer,  J.  1852, 
683;  Perkin  and  Gunnell,  Chem.  Soc.  Trans. 
1806,  1307;  Easterfield,  ibid.  1901,  122; 
Gruttner,  Areh.  Pharm.  236,  293).  Formed 
from  tannin  by  boiling  with  dilute  sulphuric 
acid,  or  when  solutions  of  tannin  become 
mouldy  (Nieronstein,  Chem.  Zeit.  33,  126 ;  Ber. 
1910,  628),  or  by  heating  tannin  with  zinc 
(Iljin,  J.  pr.  Chem.  80,  [2]  332).  In  order  to 
prepare  it,  finely  powdered  gall-nuts  are  mace- 
rated for  some  days  with  cold  water,  and  the 
decanted  liquid  is  exposed  to  the  air  and  allowed 
to  become  covered  with  mould.  An  addition  of 
yeast  is  advantageous.  The  gallic  acid,  which 
separates,  is  purified  by  recrystallisation  from 
boiling  water  (Wittstein,  J.  1853,  435  ;  Tieghem, 
ZeitBch.  Chem.  1868,  222 ;  Scheele  and  Steer, 
J.  1856,  482).  Heinemann  (Fr.  Pat.  314863; 
J.  Soc.  Chem.  Ind.  1902,  415)  boils  the  aqueous 
extract  of  galls  with  6  p.c.  by  weight  of  sulphuric 
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acid  for  about  5  hours.  The  reaction  is  com- 
plete when  a  drop  of  the  solution  gives  no 
precipitate  with  a  gelatin  solution  (t;.  also  'Soc. 
Anon.  Manuf.  de  Prod.  Chimiques  et  Pharm. 
J.  Soc.  Chem.  Ind.  1900,  663).  It  is  soluble  in 
3  parts  of  boiling,  in  130  parts  of  cold  water ; 
crystallises  in  silky needlesor  triclinio  prisms  from 
water  with  1  moL  £[,0,  which  it  loses  at  120^ ;  is 
most  readily  soluble  in  acetone  (Rosenheim  and 
Sohidrowit^,  Chem.  Soc.  Trans.  1808,  882); 
melts  at  222°-240'';  and  when  heated  to  a 
higher  temperature  decomposes  into  carbon 
dioxide  ana  pvrocallol  (Braconnot,  Annalen, 
1,  26  ;  Pelouze,*»&*3.  10,  169 ;  Liebi^;,  ibid.  101 ; 
47 ;  de  Luynes  and  Esperandiew,  Zeitsch.  Chem. 
1,  [2]  702 :  Thorpe,  Pharm.  J.  11,  [3]  990).  By 
heatinff  equal  weights  of  gallic  acid  and  aniline, 
gallanuide  is  formed,  which  may  be  used  as  a 
ffermicide.  It  is  non-toxic.  When  gallic  acid  is 
heated  with  twice  its  weight  of  anihne,  and  the 
aniline  pyrogallate  thus  formed  is  boiled  with 
benzene,  pure  pyrogallol  is  obtained  (Caseneuve, 
Bull.  Soc.  chim.  7,  [3]  649  ;  11,  81,  82  ;  Compt. 
rend.  117,  47).  By  the  destructive  distillation 
of  ethyl  gallate,  pyrogallol,  ethyl  alcohol,  and 
rufigauic  acid  (hexahydroxyanthraquinone)  are 
produced  (Perkin,  Chem.  Soc.  Proc.  1902,  264). 
Kufigallio  acid  is  also  formed  when  gallic  acid 
is  heated  with  ^concentrated  sulphuric  acid 
(Robiquet,  Annalen,  19,  204;  Wagner,  Chem. 
Zentr.  1861,  47 ;  Lowe,  J.  pr.  Chem.  [L]  107, 
296;  Jaff6,  Ber.  1870,  694;  Klobukowski  and 
Noelting,  ibid.  1876,  819 ;  1876,  1266 ;  1877, 
880 ;  Widmann,  ibid.  1876,  866),  and  on  reduo- 
tion  with  sodium  amalgam  yields  alizarin 
(Widmann,  Z.c. ;  Bull.  Soo.  chim.  24,  [2]  369). 
By  heatins  a  mixture  of  gallic  and  benzoic  acids 
with  sulphuric  acid,  anihragaUcl  (trihydroxy- 
anthraqumone)  is  produced  (Seuberlich,  Ber. 
1877,  39). 

Gallic  acid,  on  oxidation  with  nitric  acid, 
chlorincr  or  copper  sulphate  and  alkali,  yields 
oxalic  buid  as  the  mam  product  (Boettmger, 
Annalen,  267,  248  ;  260,  337  ;  Bitoix,  0>mpt. 
rend.  122,  1646) ;  oxidation  with  persulphatee 
in  the  pitsence  of  acetic  and  sulpnuric  acids, 
yields  diagic  acid  (Perkin,  Chem.  Soc.  Trans. 
1906,  1412),  and  in  the  presence  of  dilute  sul- 
phuric acid,  fiaveUagic  acid  (Perkin,  ibid.  1906, 
262) ;  electrolytic  oxidation  with  potassium 
ferrioyanide  in  the  presence  of  sodium  acetate 
or  other  electrolytes,  yields  purpuroffallincar- 
boxylio  acid  (A.  G.  and  F.  M.  Perkin,  ibid.  1904, 
264 ;  1008,  118  ;  Perkin  and  Nierenstein,  ibid. 
1906, 1429) ;  oxidation  in'alkaline  solution  yields 
gaUofavin.  Gallic  acid  is  not  reduced  ap- 
preciably in  acid  or  neutral  solution,  but  m 
alkaline  solution,  benzoic  acid  is  formed  (Gard- 
ner and  Hodgson,  Chem.  Soc.  Proc.  1908,  272 ; 
Guignet,  Compt.  rend.  113,  200).  Gallic  acid 
and  its  derivatives  undeigo  condensation  with 
nitrosodialkylanilines  to  form  dyestuffs  of  the 
oxazine  or  gaUo-cyanine  group  (Patent  Literature, 
Frdl.  i.  267-270;  ii.  168,  167-173;  iv.  486, 
606;  V.  also  Ozazinb  ooloubinq  mattsbs);  with 
o-nitrosonaphthols  or  o-aminonaphthols  to  form 
brown  dyestuflb  used  in  tanning  (Ashworth  and 
Sandoz,  Ger.  Pat.  76633,  76634 ;  FrdL  iv.  604, 
606) ;  with  salicylic  acid  by  means  of  phos- 
phorus oxychloride  to  produce  salitannol,  an 
antiseptic  used  for  dressing  wounds  (Bayer  & 
Co.,  £ng.  Pat  9898;  J.  Soc.  Chem.  Ind.  1898, 


487 ;  DoBbner,  Ger.  Pat.  94281 ;  Chem.  Zentr. 
1898,  i.  229) ;  with  acetaldehyde  and  benzalde- 
hyde,  yielding  compounds  which  become 
coloured  when  dissolved  in  acids  (Kahl,  Ber. 
1898,  161) ;  with  acetic  acid  and  acetic  anhy- 
dride to  yield  mono-  and  di-  acetyl  derivatives 
of  ffallic  anhydride.  These  suratances  are 
insomble  in  alkali,  and  so  can  be  used  instead  of 
tannin  for  medicinal  purposes,  as  the  latter  is 
soluble  in  the  stomach  juices  (Bayer  &  Co., 
Eng.  Pat.  1228 ;  J.  Soc.  Chem.  Ind.  1896,  297). 
Gafiic  add  is  also  used  in  the  preparation  of 
ihUmine  dyestuffs  (Nietski,  Ger.  Pat.  73666, 
76923,  79172  ;  Frdl.  iu.  360 ;  iv.  466,  466). 

Gallic  acid  condenses  with  formaldehyde  to 
yield  four  distinct  methylenedigallic  acids, 
yielding  dyestufEs  on  treatment  with  nitro- 
sulphuric  acid  in  sulphuric  acid  solution  (Mohlau 
and  Kahl,  Ber.  1898, 269).  It  forms  compounds 
with  albuminoids  (Womer,  Ger.  Pat.  189334 ; 
J.  Soc.  Chem.  Ind.  1908,  644),  and  with  ferments 
(Ger.  Pat.  198306 ;  J.  Soo.  Chem.  Ind.  1908, 713). 
It  is  absorbed  by  organic  colloids,  this  being  of 
interest,  since  it  bears  on  the  theory  of  dyeing 
and  tanning  processes  (Dreaper  and  Wilson, 
J.  Soc.  Chem.  Ind.  1906,  616).  Complex  saKs 
of  gfdlic  acid  {v.  Silbermann  and  Ozorovitz, 
Chem.  Zentr.  1908,  ii.  1024).  Derivatives  of 
gallic  acid  {v.  Power  and  Shedden,  Chem.  Soo. 
Trans.  1902,  73). 

Basle  bismuth  gallate  {Dermatol) 

C,H,0,Bi.2H,0 

is  prepared  from  bismuth  hydroxide  and  gallic 
acid,  or  from  bismuth  nitrate  and  gallic  acid  in 
the  presence  of  potassium  nitrate  and  acetic 
acid.  It  is  a  yellow  powder,  but  is  obtained 
crystalline  by  the  second  method  given  above 
(Thibault,  J.  Pharm.  14,  [vi.]  487  ;  26,  [vii.]  268 ; 
May,  Amer.  J.  Pharm.  80,  208 ;  CJausse,  Compt. 
rend.  117,  232;  Fischer  and  Griitzner,  Arch. 
Pharm.  231,  680).  BidmtUhhydroxyiodogaUate 
{Airol)  is  a  greenish-grey  powder  (Haegler, 
Chem.  Zentr.  1896,  i.  764 ;  Torelli,  ibid.  1898,  i. 
867  ;  Hoffmann,  Traub  &  (>).,  Ger.  Pat:  80399, 
82693  ;  Frdl.  iv.  1122, 1123).  Both  compounds 
are  inodorous  antiseptics,  and  may  be  used  as 
substitutes  for  iodoform. 

Methyl  ester  (HO),C,H,CO,CH,.  Prepared 
by  dissolving  gallic  acid  in  hot  methyl  alcohol, 
and  treating  the  solution  with  hydrogen  chloride. 
The  alcohol  is  distilled  off,  the  residue  dried  and 
recrystallised  from  hot  water  (Kern,  Eng.  Pat. 
6963;  Ger.  Pbt.  46786;  FrdL  ii.  167;  Ham- 
burg, Monatsh.  19,  694) ;  m.p.  (anhydrous  from 
methyl  alcohol)  202° ;  from  hot  water,  crystals 
contain  water  of  crystallisation,  which  is  driven 
offatlOO°-110°. 

Detfclion  and  Eslimaiion. — Gallic  acid  gives 
a  bluish-black  precipitate  with  ferric  chloride, 
but  does  not  precipitate  gelatin.  On  adding 
1  C.C.  ol  (1 :  30)  potassium  cyanide  solution  to 
a  1  p.c.  solution  of  gallic  acid  and  aeitating,  a 
ruby-red  colour  is  produced,  which  disappears 
on  standing,  but  is  regenerated  by  agitation. 
Pvrogallol  and  tannic  acid  give  yellowish-red 
solutions  (Griggi,  Boll.  Chim.  Farm.  38  6). 
Boettinger  (Annalen,  256,  341  ;  J.  Soc.  Chem. 
Ind.  1900,  460)  heats  gallic  acid  with  double  its 
weight  of  phenylhydrazine  to  100^,  boils  the 
solution  for  a  few  seconds,  and  then  lets  one 
drop  fall  into  a  beaker  containing  water  made 
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alkaline  with  caustic  soda,  when  an  orange  or 
golden-yellow  coloration*  is  produced.  Tannic 
acid  gives  a  blue  coloration  oTianging  to  yellow. 
In  estimating  gallic  acid  in  tannins,  it  is  always 
necessary  to  separate  it  from  the  tannic  acid, 
which  is  also  present  (Spica,  Gazz.  chim.  ital. 
31,  ii.  201;  Hamack,  Arch.  Pharm.  234, 
637 ;  Buchner,  Annalen,  53,  637 ;  Hinsdale, 
Ohem.  News,  64, 61 ;  Dreaper,  J.  Soo.  Ghem.  Ind. 
1893,  412 ;  Ghem.  News,  90,  111 ;  Procter  and 
Bennett,  J.  Soo.  Ghem.  Ind.  1906,  261 ;  Jean, 
ibid.  1900,  382). 

OALLIPEiENE  V.  Guspasia  bakk. 

OALUSIN      (isoMALTOSE)      v.      Gabbo- 

HTBSATSS. 

GALLIUM.  Ga.  At.wt.  69*9  (Boisbaudran) ; 
70*1  (Richards,  Graig,  and  Sameshima).  Is 
very  widely  distributed  in  nature,  although 
always  occurring  in  minute  quantities.  It  is 
found  in  various  clay  ironstones,  in  haomatitee, 
in  various  aluminous  and  manganese  minerals 
and  ores,  in  some  meteorites  and  meteoric 
iron,  in  zincblendes,  pyrites,  &c.  (Hartley 
and  Ramage,  Ghem.  Soc.  Trans.  1897,  633). 
Perhaps  the  richest  source  of  this  metal  is  the 
Middlesborough  blast  furnace  metal  obtained 
from  the  Cleveland  clay  ironstone,  the  cast  iron 
containing  1  part  of  gallium  per  33,000  parts  of 
iron.  Gallium  belongs  Up  the  alumiflhim  group 
of  elements,  and  is  oocasionallv  to  be  detected 
in  commercifld  aluminium  ;  it  is  the  eka-alumi- 
nium  predicted  by  Mendel6eff,  and  was  dis- 
covered by  Boisbaudran,  in  1876,  by  means 
of  spectroscopic  analysis,  in  the  zincblende  of 
Pierrefitte  in  the  Pyrenees  (0>mpt.  rend.  1892, 
114,  816). 

For  its  electrolytic  deposition  and  purification, 
see  Uhler  and  Browning,  Amer.  J.  Sci.  1916, 
[iv.]  42,  389 ;  Richards  and  Boyer,  Nat.  Acad. 
Sci.  Proc.  1918,  4,  388;  J.  Amer.  Ghem,  Soo. 
1 9210, 43, 274.  For  its  qualitative  separation  and 
detectidfa,  v.  Browning  and  Porter,  Amer.  J.  Sd. 
1917, 44, 221 ;  J.  Amer.  Ghem.  Soo.  1921, 43, 126. 

Gallium  is  a  bluish-white,  hard,  tough, 
slightiy  malleable  diamagnetio  metal;  sp.gr. 
6*9,  sp.ht.  0*080  and  of  higher  sp.  resistance 
than  the  alkali  metals.  It  fusee  at  29-76*", 
forming  a  silver-white  liquid  of  K).gr.  6*096, 
resolidifving  very  slowly  even  at  0  .  If,  how- 
ever, a  n*agment  of  solid  gaUium  is  introduced, 
it  solidifies  rapidly  in  pyramidal  monoclinic 
crystals,  and  expands  on  freezing.  The  expansion 
on  solidification  is  0*00631  o.c.  per  gram.  The 
compressibility  of  the  solid  metal  is  2*09  X 10'*. 
Liquid  Ga  has  a  compressibility  of  3*97x10"* 
at  30^  The  molten  metal,  if  poured  on  to  a 
glass,  covers  the  surface  with  a  bright  mirror- 
Bke  deposit.  The  metal  is  non-vmatile  at  a 
red  heat,  is  slowly  and  superficially  tarnished 
in  air  or  water.  It  is  attacked  by  the  halogens, 
and  dissolves  in  hydrochloric  acid  and  in  potash 
solution  with  evolution  of  hydrosen.  In  nitric 
acid,  it  dissolves  on  warming,  with  evolution  of 
oxides  of  nitrogen.  It  forms  liquid  alloys  with 
aluminium  and  indium. 

Compounds.  OaUium  oocide  Ga^Oj  is  a 
white  powder  reduced  by  hydrc^en  at  a  bright 
red  heat,  and,  according  to  Winkler  (Ber.  1890, 
23,  788),  also  by  magnesium :  the  hydroxide  is 
insoluble  in  water,  but  soluble  in  alkalis. 
Chlorides,  GaCl,,  GaGl2»  an  oxifcTdoride,  brom- 
ides,  iodides,  sidphates,  sidphides,  a  nitrate,  a 


series  of  cdurne  Ga,(S04),-(M),S04,24H,0,  and  a 
sUicotungskUe  have  been  prepared  (Dupr^, 
Gompt.  rend.  1878,  86,  720 ;  Boisbaudran,  Ann. 
Ghim.  1877,  [6]  10,  126;  Wyrouboff.  Bull. 
Soc.  franc.  Min.  1896, 19, 240).  Gallium  chloride 
sublimes  at  a  comparatively  low  temperature, 
and  may  thus  be  separated  from  less  volatile 
chlorides. 

OALipCTANINE  v,    Oxazinb    coLouBiKa 

ICATTEBS.' 

OALLOFLAVDf.  This  dye,  which  can  be 
fixed  on  mordanted  fibres  like  alizarin,  is  obtained 
by  the  action  of  air,  i.e.  oxygen,  on  alkaline 
solutions  of  gaUio  acid.  The  process  of  oxida- 
tion depends  on  the  amount  of  alkali  present. 
In  practice,  6  parts  of  gallic  acid  are  dissolved 
in  80  parts  of  alcohol  of  96°Tw.  and  100  parts  of 
water.  The  cooled  solution  is  gradually  mixed 
with  17  parts  of  caustic  potash  solution  of  30°B., 
stirring  all  the  while,  and  never  allowing  the 
temperature  to  rise  above  10^.  It  is  then 
exposed  to  the  action  of  oxygen,  either  by 
blowing  air  through  it  or  by  agitating  it  briskly. 
The  progress  of  the  oxidation  shows  itself  by 
the  bquor  assuming  at  first  an  olive-green  or 
greenish-brown  colour,  until  finally  a  crystalline 
precipitate  separatee  out.  When  the  amount 
of  this  precipitate  no  longer  increases,  the  opera- 
tion is  finished.  The  mass  of  crystals  is  quickly 
filtered,  dissolved  in  warm  water,  decomposed 
with  hydrochloric  or  sulphuric  acid,  and  boiled 
when  the  dye  is  precipitated  in  the  state  of 
glistening  ffreenish-yellow  plates.  These  are 
washed,  and  can  then  be  applied  for  dyeing  or 


GaUoflavin  dyes  cotton  mordanted  with 
alumina  greenish-yellow,  which  turns  into  a  very 
brilliant  yellow  by  treatment  with  tin  crystals. 
Wool,  mordanted  with  bichrome,  is  dyed 
olive-yellow,  copper  as  mordant  gives  a  dark- 
brown,  and  stannous  mordant  duS-orange.  In 
practice,  only  chrome  mordants  are  usm,  and 
the  shades  obtained  are  fairly  fast  to  light,  soap, 
and  milling,  fast  to  dilute  acids  and  alkalis,  but 
do  not  compare  favourably  with  the  alizarins. 
The  colour  is  somewhat  sensitive  to  chlorine. 

The  formula  Gi,H«0*  was  first  suggested 
for  gallofiavin  (Bohn  and  Graebe),  and  subee- 
CitHgOa    (Herzig).     The    substance 


crystallises  in  greenish-yellow  leafiets,  is  spar- 
ingly soluble  in  water,  alcohol,  and  ether,  more 
reaculy  soluble  in  glacial  acetic  acid  and  aniline. 
The  potassium  scM  C,.H40,K,  (B.  &  G.)  is  a 
crystalline  body  which  is  insoluble  in  alcohol 
and  cold  water.    The  acetyl  derivaiive 

Ci,H,05(0*C0GH,)4 
rB.  &  G.)  or  Ct,H,04(0*C0CH,)4  (H.)  crystallisee 
from  benzene  or  ethyl  acetate  in  white  needles, 
m.p.  230^  (B.  &  G.),  230^-233"  (H.) ;  is  freely 
soluble  in  glacial  acetic  acid  and  chloroform,  but 
does  not  dissolve  readily  in  alcohol  or  ether. 
The  chloracetyl  derivative  G„H,0j(0CGCH,a)4 
(B.  &  G.),  is  very  little  soluble  in  alcohol,  ether, 
chloroform,  or  benzene,  easily  soluble  in  acetic 
acid,  and  crystallises  in  needles  ;  m.p.  210°-212^ 
Gallofiavin,  on  methylation,  yields  tetramethoxy" 
gallofiavin  GisH,04rGCH,)4  (H.),  crystallising 
in  felted,  almost  colourless  needles  from  acetic 
acid  ;  m.p.  236°-239^  When  this  compound  is 
quickly  boiled  with  aqueous  potash,  and  then 
treated  with  strong  hydrochloric  acid,  it  yields 
a  crystalline  substance,   trimethylisogaUqfiavin, 
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CiiH,0,(OCH,),COOH  (H.),  difficultly  soluble 
in  alcohol,  and  orystallisinff  therefrom  in  fine 
white  needles,  melting  at  263''*266^  with  strong 
gas  evolution.  On  methylation  or  esterification, 
this  yields  ietramethyUsogmcflavin 

CiiH,0,(OCH,),COOCH, 

(H.)»  orptallisingfrom  alcohol  in  Ions  needles  ; 
m.p.  232^-234 VHeated  under  reduoed  pressure, 
trimethylMogalloflayin  loses  carbon'  dioxide, 
and  a  nbManee,  OiiH,0,(OCH,),  (H.),  distils 
over  at  270''-300''  (28  mm.  pressure),  which  sets 
to  ayellowiBh-white  or^talline  mass,  is  difficultly 
soluble  in  iJoohol,  and  can  be  crystallised  there- 
from in  white  crystals ;  ULp.  130M34^  On 
methylating  trimethyltMgaUoflayin  with  aque- 
ous aloohduo  potash  and  methyl  sulphate,  and 
finally  with  oiazomethane,  there  is  obtained 
a  tubdance,  G,^iO(O0Ht)«(GOOGH,),  (H.), 
crystallising  out  of  methyl  cJcohol  and  meltins 
at  02''-06^  This  substance  is  easily  hydrolysed 
to  the  corresponding  dibanc  add 

C,tH,0(0CH,)4(C00H), 

(H.),  crystallisinff  from  dilute  methyl  alcohol, 
and  melting  at  214^-216°  with  gas  evolution. 
This  dibasic  acid,  on  heating  under  reduced 
pressure,  loses  carbon  dioxide,  and  a  mohcboBic 
acid  CiJB[,0(0CH,)4C00H  (H.)  distilfi  over  at 
260^-280°  (28  mm.  pressure),  which  sets  to  a 
solid,  and,  crystallised  from  ethyl  acetate,  melts 
at  132'*-135  .  This  series  of  transformations 
from  tetramethylgalloflavin  indicates  that  it 
probably  contains  two  lactone  bonds,  and  that 
"  flavin  itself  may  be  represented  as  : 


OCv 


.00 
,^,(0H)4<7 

Rtferences^—Ovt,  Pat.  37934,  1886 ;  FrdL  i. 
667  ;  Knecht,  Rawson,  and  Loewenthal,  Manual 
of  Dyeing ;  Bohn  and  Qraebe,  Ber.  20,  2328 ; 
Herzig  and  Tscheme,  Monatsh.  25, 603 ;  Herzig, 
Sitsungsberichte  der  K.  Akademie  der  Wissen- 
schaften  in  Wien.  Math-natnrw.  klasse  Bd.  119, 
abt.  li.  6,  Juni,  1910. 

GALLOGEN,  OALLOL  v,  Sththbtio  dbuos. 

GALLOTAMNIC  ACID  v.  Digdaic  acid,  art. 
Takhins. 

GALVANISED  IRON  v.  Znra 

GALYL.  A  derivative  of  salvaisan.  4  : 4'- 
I>ehydroxyar8enobenzene-3.:  3'-phoBphamic  add. 
Used  in  the  treatment  of  syphilis  and  other 
protozoal  diseases  (o.  Absbnio,  Oboaitio  com- 
poinrDS  eg). 

GAHBINB.  NUfoeo-P-tiapfUhol  (v,  Quinovb- 

OZIlfB  DYBS). 

GAMBIR  or  GAHBEEB.  The  Malayan  name 
of  an  extract  obtained  from  the  Unearia  Chmbier 
(Roxb.).  It  is  the  Terra  japoniea  of  tannen  {see 
Gatbohu). 

GAMBOGE  V.  Qtsu  bbsivs. 

GAMMA  (r)  ACID.  2-Amino-8-naphthol-6- 
sulphonic  acid. 

GAMMAIL  A  Tunisian  dyestufif  of  un- 
known origin. 

GANISTEIt  A  local  name  of  unknown 
origin  for  a  hard  siliceous  sandstone  occurring 
in  the  coal-measures  of  the  north  of  England 
Formerly  it  was  employed  as  a  road-stone,  but 
now  it  is  much  used  for  makinf  refractory 
ganister-  or  silica-bricks  and  for  the  linings  A 
steel  furnaces  and  converters.    The  name  has 


been  also  loosely  applied  to  other  siliceous 
materials  used  for  mAkiiijg  fire-bricks.  In  the 
typical  locality,  namely  in  the  neighbourhood 
of  Sheffield,  the  rock  occurs  beneath  thin  seams 
of  coal  at  a  de&iite  horizon — ^the  Canister  group 
— ^in  the  lower  coal-measures.  The  best  bed, 
lying  immediately  beneath  the  Hard  Mine  coal, 
varies  in  thickneBs  from  a  few  inches  to  5(  feet, 
with  an  average  of  2}  feet.  Here  it  is  a  hard 
compact  rock  with  a  venr  fine  and  even-grafaiad 
texture,  and  consists  of  sub-angular  grains  of 
quartz,  mostly  0*l&-0'5  mm.  across,  closely 
packed  together  and  cemented  with  secondary 
silica.  No  appreciable  amounts  of  mica,  felspar, 
or  carbonates  are  present.  The  rock  thus  nas 
the  character  of  a  quartrite.  It  is  light  to  dark 
grey  in  colour,  and  is  often  iron-stained  along 
the  joint  surfaces.  It  breaks  with  a  splintery 
to  sub-conchoidal  fracture  with  sharp  edges. 
Carbonaceous  patches  and  streaks,  and -fossil 
tree-roots  are  embedded  in  the  rock.  It  con- 
sists of  90-96  p.c.  of  silica  with  small  amounts 
of  alumina,  iron  oxides,  lime,  and  alkalis. 
Sp.gr.  2*69.  Silica  rocks  of  very  much  the 
same  nature  are  widely  distributed  in  most  of 
the  coal-fields  of  England,  Wales,  and  Scotland ; 
f .g.  the  Dinas  rock  (or  '  clay  *)  from  the  Vale  of 
Neath  in  Glamorganshire,  which  contains  as 
much  as  9i  p.c.  of  sili^  They  pass  insensibly, 
both  laterally  and  vertically,  into  siliceous  fire- 
clays ('  bastard  ganister  *).  The  rock  is  won 
by  quarrying  or  underground  mining,  and  is 
crushed,  ground,  and  mixed  with  lime  (1-1^  p.o.) 
or  fire-day  to  act  as  a  binder.  This  mixture  is 
moulded  into  bricks,  which,  after  drving,  are 
fired  at  about  1600®,  or  it  is  applied  directly  as 
a  furnace  lining,  or  used  for  setting  the  bricks 
and  patching  and  repairing  furnaces.  Ganister 
is  also  ground  to  a  nne  sand  for  use  in  casting 
iron  and  brass  (r.  Mineral  Resources  of  Greet 
Britain,  Mem.  Geol.  Survey,  1918,  voL  vi. 
(2nd  edit.,  1920);  and  1920,  vol  zvi. ;  A.  B.Searle, 
Refractory  Materials,  London,  1917).     L.  J.  & 

GARANCEUX  and  GARANCINE  v,  Maddbb. 

GABBAGE  FATS.  Under  the  name  *gar- 
ha^e  fats  *  may  be  comprised  all  those  fats  con- 
tained in  house  and  other  refuse  which  do  not 
find  their  wav  into  the  sewers.  Such  refuse  is 
senerally  collected  by  the  municipalities  and 
destroyed  as  soon  as  possible,  the  primary 
object  beinff  to  remove  it  rapidly  from  inhabited 
areas  and  dispose  of  it  in  a  sanitary,  or  at  any 
rate  in  the  least  objectionable,  manner.  The 
system  in  vogue  in  this  country,  and  rapidly 
superseding  tne  older  method  of  dumping  on 
waste  lan{  is  to  destrov  the  refuse  in  specially 
designed  destructors,  after  a  roush  sortmg  out 
of  mis,  iron  pots,. old  leather,  £c.,  has  taken 
place  in  the  destructor  works.  Thus  all  putres- 
cible  matter,  together  with  the  fat  present,  is 
destroyed.  Henoe  efforts  have  not  been  wanting 
to  recover  the  fatty  matter.  In  the  United 
States  of  America  especially  methods  for  the 
disposal  of  garbage  have  been  developed.  An 
eany  process  (worked  in  Buffalo  about  1886) 
consisted  in  extracting  the  garbage  with  lisht 
petroleum.  This  has,  however,  been  superseded 
Dy  cheaper  processes  comprised  under  Uie  term 
*  reductio|i  processes.'  These  processes  are  very 
similar  te  tne  methods  used  in  the  rendering  of 
fish  oils  («ee  Mbnhadbn  oil),  apd  slaughter- 
house greases. 
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Ip  seyenl  cities  of  America,  the  Arnold- 
Egerton  process  is  worked,  in  which  the  fatty 
matter  is  extracted  by  purely  mechanical  means. 
The  carbage  is  delivered  into  large  digesters,  in 
which  the  mass  is  boiled  with  steam.  After 
boiling  at  80  lbs.  pressure,  the  whole  mass 
collects  into  three  layers,  the  top  layer  of  which 
forms  the  separated  grease.  This  grease  is  sold 
for  the  manufacture  of  low-class  soaps  and  low- 
class  lubricants.  It  has  a  dark-brown  colour, 
and  is  characterised  by  a  laree  amount  of  free 
fatty  acids  and  unsaponifiable  matter.  Not 
infrequently  it  develops  an  unpleasant  odour 
when  kept.  J.  L. 

6ARCIMIA  DfDICA  (Choisy).  A  plant 
belonging  to  the  order  OuUiferas.  The  pencarp 
of  the  fniit  is  used  at  Goa  ss  a  spice,  and  the 
blood-red  acid  juice  as  a  lemonade.  The  seeds 
yield  30  p.c.  of  fat,  which  contains  60  p.o.  of 
stearic  acid.  The  cake  left  after  the  removal  of 
the  fat  contains  a  fine  red  colouring  matter 
soluble  in  water  and  alcohol  (Bonis  and  Fimentel, 
Compt.  rend.  44,  1355). 

GARDENU  GRAHDIFLORA.  The  fruit  of 
the  Oardenia  ffrandijlora,  known  as  *  Wongsky,' 
is  or  was  employed  in  China  for  dyeing  yellow, 
as  an  assistant  for  the  production  of  green 
colours,  and  in  conjunction  with  safflower. 
According  to  Crookes  (Dyeing  and  Calico 
Printing,  422),  it  has  not  been  much  used  in 
this  country,  and  the  yellow  and  orange  colours 
it  yields  are  of  a  somewhat  fugitive  character. 

Rochleder  and  Mayer  (J.  pr.  Chem.  74,  1) 
isolated  from  it  pectin,  Uie  rubichloric  acid 
(chlorogenin)  which  is  present  in  Madder,  Chay- 
root  and  Morinda  root  (2.c.),  tannin,  and  a  red 
amorphous  colouring  matter  apparently  identical 
with  the  crooin  of  saffron  (Crocus  dcUivtu). 
PezBOz  obtained  the  colouring  matter  as  a  reddish 
orystalline  mass  (Crookes,  Tc),  and  found  that 
this  dyed  cotton  when  mordanted  with  alumina, 
yellow,  and  when  mordanted  with  iron  an  olive 
colour. 

In  Bancroft's  Philosophy  of  Permanent 
Colours,  i.  p.  286,  mention  is  made  of  the  use 
of  the  Qaraenia  florida  by  the  Chinese  for  the 
dyeing  of  scarlet  under  the  name  of  '  unki.' 

The  Decamalee  or  Dikamali  gum,  which  is 
obtained  in  India  from  the  Oardenia  lucidoy 
contains,  according  to  Stenhouse  and  Groves 
(Annalen,  200,  311),  ffardenm  CiJELifi^,  m.p. 
163''-164'',  and  this  was  isolated  as  deep  yellow 
orystalB  insoluble  in  water  and  alkaline  solutions. 

A.  G.  P. 

GARUC  AUium  saiivum  var.  vulgare  (D511.). 
A  plant  extensively  used  as  a  condiment  in 
Spain,  Portugal,  Northern  Africa,  and  other 
countries. 

Konig  gives  as  its  average  composition — 

Water    Protein    Fat     CsrbohydrateB     Fibre      Ash 
64*6  6-8      0-1  26*3  08        1'4 

Among  the  carbohydrates  is  included  0*0  p.c. 
of  pentosans.  The  characteristic  odour  and 
flavour  of  garlic  are  due  to  an  essential  oil, 
amounting  to  about  0*2  p.c.  of  the  weight, 
which  consistB  mainlv  of  allyl  sulphide  and  ulyl 
Mothiocyanate,  the  former  largely  predominat- 
ing. A  wild  species,  Allium  vineaU,  is  a 
troublesome  weed  in  pastures  and  meadows, 
and  when  eaten  by  dairy  cows  imparts  its 
disagreeable  flavour  to  the  milk.  H.  I. 


GARNET  (Ger.  Oranat;  Fr.  Orenat).  A 
group  of  minerals  differing  widely  in  chemical 
composition,  but  all  conforming  to  the  general 
orthosilicate  formula  R,''Rt''^(8i04)„  where 
R"=Ca,  Fe,  Mg,  Mn ;  and  R'"«A1,  Fe,  Cr,  or 
rarely  Ti.  The  following  principal  types  may 
be  distinguished : — 

Calclum-iron-gamet  CasFe^l,0,,Andradite 

Oaldum-chromlum-ganiet      GaaCrs81,OisUvarovlte 
Galclum-alumlnlum-gamet     Ca|Al|81,Oi|Qrofl8D]artte 
Iron-alnmlnlnm-gamet  Fe3Al|31,0|,A]mandine 

Uagneslum-aliuDlnlum-gamet  Mg,AlsSlsOi|Pyrope 
Hanganese-aluminliim-gamet  MiitAl|Sl,0||Spe8aarttte 

Only  exceptionally  is  the  composition  of 
actual  garnet  crystals  as  represented  above.  As 
a  rule,  several^  or  even  all,  of  these  compounds 
enter  into  isomorphous  mixtures;  and  whilst 
there  is  generally  a  preponderance  of  one  or' 
other  of  uiem,  tins  is  not  always  l^e  case.  All 
the  members  of  the  sroup  crystallise  in  the  cubic 
system,  usually  with  the  form  of  the  rhombic- 
dodecahedron  or  the  icositetrahedron,  or  a  com- 
bination of  these.  The  crystalB  are  often 
rounded  or  ffranular  in  form.  There  is  no 
cleavage,  and  the  lustre  often  incHnes  to 
resinous  in  character.  Correspondinff  wi^  the 
wide  range  in  chemical  composition,  these 
minerals  exhibit  a  wide  range  in  colour  (yellow, 
brown,  red,  green,  black,  rarely  colourless,  but 
not  blue),  transparency,  sp.gr.  (3*16  to  4*3), 
hardness  (6^7^),  and  mode  of  occurrence. 
They  occur  as  primary  oonstitnents  of  igneous 
roons ;  in  gneisses,  schists,  and  crvstaUine 
limestones ;  in  veins  and  encrusting  the  walls 
of  crevices  in  rocks.  Granular  rocks  composed 
wholly  of  garnet  are  also  known. 

The  chief  application  of  garnet  is  as  a  gem- 
stone,  of  which  there  are  several  beautiful 
varieties.  Heswnite,  or  cinnamon-stone,  is  a 
variety  of  caJcium-aluminium-gamet,  contain- 
ing small  amounts  of  ferrous  and  manganous 
oxides;  its  colour  is  a  warm  yeUowish-red. 
Almandine  is  d^  red,  often  with  a  violet  tinge. 
Pyrope  (Bohemian  garnet,  '  Cape  ruby  *)  is  a 
fiery  red.  Rhodolite,  a  variety  midway  between 
almandine  and  pvrope  in  composition,  is  remark- 
able  for  its  delicate  rhododendron-red  colour. 
Demanioid  is  a  calcium-iron-gamet  of  a  rich 
emerald-green  colour  and  with  a  brilliant  lustre. 

Garnet  is  also  used  as  an  abrasive  agent, 
mainly  in  the  form  of  sand,  for  sawing  and 
grindmg  stone  and  for  making  garnet-paper 
(often  sold  as  *  emery-paper ').  Owins,  however, 
to  its  lower  degree  of  hardness,  it  is  <3  less  value 
than  corundum  and  emery.  Practically  the 
whole  of  the  massive  garnet  used  for  l^s 
purpose  is  mined  in  the  eastern  United  States, 
principally  New  York,  but  also  Connecticut, 
Pennsylvania,  and  North  Carolina.  The  output 
amounts  to  about  BOOO  tons  per  annum,  valued 
at  about  61.  per  ton.  In  the  garnet-mining  dis- 
trict of  the  Mittleeebiise  in  northern  Bohemia, 
the  small  materiu,  left  after  picking  out  tiie 
stones  suitable  for  cutting  as  gems,  is  used  for 
gravellinffffarden  walks.  L.  J.  8. 

GARmBRITE.  A  hydrated  silicate  of  mag- 
nesium and  nickel,  of  importance  as  an  ore  of 
nickel.  It  is  soft  and  earthy,  greasy  to  the 
touch,  and  usually  of  a  bright  apple-green 
colour;  sp.gr.  2 '3-2*8.  The  composition  is 
variable  (SiO„  35-52  ;  MgO,  2-37  ;  NiO,  2-«) ; 
H^O,  10-20  p.a),  and  the  material  is  probably 
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a  mizture.  It  may  be  regarded  as  a  hydrated 
magneBium  silicate,  allied  to  serpentioe,  in 
which  variable  proportions  of  magnesium  are 
replaced  by  nickel.  The  darker  green  varieties 
are  sometimes  distinguished  bv  the  name 
noumeite  (from  Noumea  in  New  daledonia),  the 
name  gamierite  (after  Jules  Gamier,  the  dis- 
coverer of  the  New  Caledonian  nickel  ores)  beins 
reserved  for  the  lighter-coloured  varieties.  A 
chocolate-coloured  variety,  containing  iron,  has 
been  called  ehocoliie  (J.  Garland,  Nickel  Mining 
in  New  Caledonia,  Trans.  Inst.  Mining  and 
MetalL  1894,  2,  128,  224).  Nepouite,  from 
Nepoui,  New  Caledonia  (E.  Glasser,  Compt. 
rend.  1906,  143,  1173),  is  a  finely  cr^tallme 
variety  for  which  the  formula  is  given  as 
3(Ni,Mg)0*2SiO„2H,0,  the  amount  of  nickel 
oxide  ranging  from  18  to  60  p.c. 

These  minerals  occur  in  veins  traversinf 
serpentine  rocks  in  the  neighbourhood  of 
Noumea,  or  Numea,  the  capita  of  New  Cale- 
donia ;  and,  like  the  serpentme,  thev  have  been 
produced  by  the  alteration  of  peridotite  rocks, 
the  olivine  of  which  contains  traces  of  nickel. 
Over  100,000  tons  of  these  nickel  ores  are  ex- 
ported annually  from  New  Caledonia. 

Large  deposits,  forming  beds  10  metres  in 
thickness,  of  the  same  type  of  ores  occur,  also 
in  connection  with  serpentines  and  olivine  rocks, 
at  RidcUes,  in  Douglas  Co.,  Oregon.  The  nickel 
mineral  from  this  locality  is  sometimes  referred 
to  gentkiU,  2NiO'2]iffgO-3SiO„6H^O.  Other 
similar  occurrences  are  met  with  and  to  some 
extent  mined  at  Webster  in  North  Carolina,  at 
Texas  in  Lancaster  Co.,  Pennsylvania  (^en- 
thite),  at  Bevda  in  the  Urals  (revdanskite), 
and  near  Frankenstein  in  Prussian  Silesia 
(pimeUte,  alipite,  &o.). 

On  the  New  Caledonian  ores,  see  A.  Liver- 
sidge.  The  Minerals  of  New  South  Wales,  &c., 
1888,  276;  F.  D.  Power,  Trans.  Inst.  Mining 
and  MetalL  1900,  vol.  8, 426,  with  bibliography  ; 
E.  Glasser,  Ann,  des  Mines,  Paps,  1903,  ser.  x. 
vol.  4,  863.  L.  J.  S. 

GAS,  Ant  When  a  current  of  air  is  passed 
over  or  through  a  volatile  liquid  hydrocarbon, 
such  as  petnS,  gasolene,  or  benzene,  the  air 
becomes  charged  with  a  certain  amount  of  the 
vapour  from  the  hydrocarbon  and  is  rendered 
innammable,  the  mixturo  being  known  under 
the  name  of  *  air  sas.'  Of  the  various  hydro- 
carbons that  have  oeen  tried,  petrol  has  proved 
to  be  the  most  useful,  on  account  of  its  extreme 
volatihtv  and  freedom  from  impurities  which 
have  a  slower  rate  of  evaporation. 

Petrol  is  the  first  distillate  from  the  crude 
oil  as  it  comes  from  the  oil  well,  and.  consists 
laigely  of  pentane  CgHi.,  hexane  C«Hi|,  and 
heptane  C7H,g,  the  first  liquid  members  of  the 
great  paraffin  group  of  hydrocarbons.  It  is 
volatile,  and  has  a  flash-point  below  the  freezing- 
point  of  water :  one  gallon  of  petrol,  on  being 
vaporised,  will  give  28*4  cubic  feet  of  vapour, 
whilst  a  pint  of  it  poured  on  a  level  surface  will 
cover  about  80  square  feet  with  an  inflammable 
vapour,  through  which,  on  coming  in  contact 
with  a  light,  a  flame  will  spread ;  and  100  cubic 
feet  of  air  can  be  made  highly  explosive  by  the 
vapour  from  a  pint  of  petroL 

Attempts  to  produce  an  illuminating  gas  by 
carburetting  air  with  the  vapour  of  some  volatile 
hydrocarbon,  date  back  to  1841,  and  until  1889 


the  mixture  was  made  rich  enough  to  produce  a 
luminous  flame.  This  meant  t£it  a  large  per- 
centage of  vapour  was  required,  but  on  this 
account,  and  also  by  reason  of  the  varying 
quality  of  the  hydrocarbon  employed,  as  well 
as  the  inefficiency  of  the  carburettors,  it  proved 
very  difficult  to  maintain  the  production  of  a 
gas  of  uniform  composition,  with  the  result  that 
the  amount  of  light  obtained  at  the  burners 
fluctuated.  Owin^  to  these  drawbacks,  the 
development  of  lighting  by  means  of  car- 
buretted  air  remained  in  abeyance  tmtil 
the  introduction  of  petrol  of  fairly  uniform 
composition  for  motor-cars  and  the  extended 
use  of  the  incandescent  mantle  turned  the 
attention  of  inventors  once  more  to  the  possi- 
bilities of  the  process. 

Using  an  incandescent  mantle,  thero  is  no 
need  for  a  rich  gas,  so  that  the  proportion  of 
hydrocarbon  vapour  can  be  reduced  to  a  con- 
siderable extent,  thus  doing  away  with  many  of 
the  troubles  attending  the  carburation  of  the  air. 

If  air  be  passed  over  or  through  a  vessel 
containing  petrol,  the  resulting  mixture  is  of 
very  uncertain  composition,  as  at  the  commence- 
ment the  more  volatile  constituents  evaporate 
very  quickly,  yielding  a  gas  which  is  far  too 
rich,  whilst  at  the  end  of  the  operation,  owing 
to  the  loss  of  these  lighter  portions,  the  residue 
does  not  evaporate  at  anything  like  the  same 
rate,  so  that  tbe  air  cannot  take  up  the  requisite 
amount  of  vapour,  and  the  gas  is  of  poor  quality. 
Moreover,  wnen  evaporation  takes  place,  a 
certain  amount  of  heat  is  absorbed  or  rendered 
latent,  which  reduces  the  temperature  of  the 
petrol  in  the  carburettor,  and  as  the  temperaturo 
tails,  so  it  evaporates  less  readily,  thus  affecting 
the  composition  of  the  mixture.  It  is  essentia, 
for  obvious  reasons,  that  a  gas  supply,  whether 
for  heating,  lighting,  or  power  purposes,  should 
be  as  constant  in  quaUty  as  possible,  and  this 
has  led  to  the  introduction  of  a  host  of  devices, 
the  aim  of  which  is  to  secure  a  gas  of  definite 
and  uniform  composition. 

In  the  majority  of  air-gas  eenerators  in  use 
at  the  present  time,  the  incandescent  mantle  is 
employed  to  develop  light  from  a  mixture  of 
petrol  vapour  and  air  so  poor  in  hydrocarbon 
that  it  gives  a  non-luminous  but  sufficiently 
hot  flame  to  raise  the  mantle  to  incandescence. 

When  petrol  vapour  is  added  little  by  little 
to  air,  it  is  found  that  with  1*2  p.c  of  vapour, 
a  flame  will  just  travel  through  the  mixture; 
with  1*6  p.Cy  the  mixturo  bums  under  proper 
conditions ;  whilst  with  2  p.c.^  the  mixture 
becomes  explosive,  increases  in  explosive  force 
up  to  2*6  p.c.,  and  gradually  diminishes  in 
explosibility  until  6  p.c.  of  the  vapour  is  pre- 
sent, when  it  becomes  non-explosive  and  bums 
quietly  once  more. 

It  is  clear,  therefore,  that  if  a  mixture  of 
from  1*6  to  1-8  p.c.  of  petrol  vapour  with  air 
can  be  made,  such  a  gas  will  bum  with  a  non- 
luminous  flame  in  a  properly  constructed  burner 
without  the  addition  of  more  air,  and  which  will 
have  sufficient  flame  temperature  for  use  with 
a  mantle,  whilst  it  has  the  enormous  advantage 
that,  if  through  a  leak  it  should  escape  into  the 
air,  the  admixture  of  more  air  with  it  renders 
it  non-explosive  instead  of,  as  in  the  case  of 
ordinary  coal  gas,  giving  an  explosive  mixture. 

This  property  was  first  utilised  by  Hooker 
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in  hJB  safety  air  gas,  and  has  been  the  objective 
of  all  air-sas  apparatus  makers  since  his  time, 
as  it  enables  something  like  1400  to  1600  cubic 
feet  of  air  gas  to  be  made  from  a  gallon  of  petrol, 
and  yielcB  most  economical  results,  as  in 
properly  constructed  bumeis  such  gas  will  give 
about  9  candles  per  cubic  foot  consumed  with 
an  incandescent  mantle. 

Combustion,  with  the  better  qualities  of 
petrol,  is  represented  by  the  following  equation : — 

2CeHi4+ 190,= 12C0,+  14H,0 

At  the  present  time,  air-gas  apparatus  may 
be  divided  mto  two  classes  : 

(1)  Those  which  ffive  an  air  gas  containing 
over  5  p.c.  of  the  hydrocarbon  vapour,  and 
therefore  require  the  addition  of  air  in  a  Bunsen 
burner  before  combustion  in  the  mantle ;  and 

(2)  Those  in  which  the  percentage  of  hydro- 
carbon vapour  is  under  2  p.c.,  ana  the  gas  is 
burnt  in  bumeis  of  proper  construction  without 
the  addition  of  more  air. 

To  the  first  class  belong  such  forms  of 
apparatus  as  the  '  Aerogen,'  in  which  the  gas  is 
aiterwards  burnt  with  a  further  addition  of  air. 
Such  forms  of  apparatus  haVe  been  in  use  on 
the  Continent  for  many  years,  in  some  cases 
'being  utilised  for  the  lighting  of  large  viUagee 
from  a  central  supply  station.  To  the  second 
class  belong  by  far  tne  laiseet  number  of  genera- 
tois,  such  as  those  whi<m  have  from  time  to 
time  made  their  appearance  under  such  names 
as  the  'Non-explosive  Gas,'  the  'Praed,'  the 
'  Eos,*  the  *  Safety  Light,'  the  '  National,'  the 
*  Globe,'  the  *  Loco,*  *  Solux,'  *  Centenary,'  and 
several  other  systems. 

In  all  these  forms  of  machine,  the  apparatus 
is  designed  automaticaUy  to  mix  or  evaporate 
the  petrol  with  air  in  the  right  proportion,  no 
matter  whether  it  supplies  a  large  or  small 
number  of  lights,  and  m  order  to  do  this  it  is 
useless  to  employ  carburettors  in  which  a  current 
of  air  flows  over  the  surface  of  or  through  the 
petrol,  and  the  best  results  are  obtained  by 
introducing  small  quantities  of  petrol  into  a 
carburettor  of  suitable  form,  where  it  meets 
with  exactly  the  amount  of  air  necessary  to 
vaporise  it  entirely,  producing  the  gas  of  the 
required  composition.  This  is  done  in  several 
ways.  In  one  type  of  apparatus,  a  current  of 
air  18  forced  by  a  fan  driven  from  a  hot-air 
engine  through  the  carburettor,  where  it  meets 
with  the  supply  of  petrol,  which  is  pumped  up 
from  a  storage  tank  below  the  apparatus,  and 
entering  the  carburettor  at  the  top  in  the  right 
ratio  to  the  air  supply  is  injected  into  the  current 
of  air  as  a  spray,  thus  ensuring  immediate 
volatilisation. 

In  another  type  of  machine,  the  flow  of 
petrol  to  the  carburettor  is  regulated  by  a 
mercury  valve  contained  ii}  a  chamber  outside 
the  carburettor.  As  the  level  of  the  petrol  in 
the  carburettor  sinks,  so  the  mercury  seal  is 
opened,  allowing  more  petrol  to  flow  into  the 
carburettor  in  just  sufficient  quantity  to  replace 
the  loss.  In  a  third  system,  the  air  is  forced  in 
through  a  rotating  meter,  the  revolving  spindle 
of  which  works  the  regulator  of  the  petrol  tank. 
In  the  carburettor,  tne  petrol  flows  on  to  the 
surface  of  a  sphere  or  ban,  round  which  the  air 
is  made  to  circulate  in  such  a  way  as  to  com- 
pletely evaporate  all  the  petrol,  the  mixture 
Vol.  IIL— r. 


being,  at  the  same  time,  well  agitated  by  a  fan 
to  ensure  thorough  mixation  and  uniformity  of 
composition. 

Another  form  of  apparatus  consists  of  a 
multi-chambered  turbine  arrangement.  The 
petrol  and  air  in  definite  quantities  are  admitted 
into  each  chamber  in  succession,  and  violently 
agitated  therein,  with  the  result  that  the 
petrol  is  almost  instantly  vaporised,  the 
carburetted  air  being  discharged  into  a  central 
mixing  chamber  into  which  the  gas  from  each 
chamber  flows  before  it  passes  off  to  the  holder. 

The  motive  power  for  the  production  of  the 
necessary  pressure  of  air  can  be  obtained  by  the 
slow  descent  of  a  weight,  by  water  power,  or, 
most  generally,  by  a  hot-air  engine  actuated  hy 
the  combustion  of  a  small  portion  of  the  air 
gas  itself. 

The  drawback  to  the  use  of  a  falling;  weight 
ia  that,  unless  an  abnormal  length  of  fall  be 
arranged  for,  its  period  of  working  is  com- 
paratively short  b^ore  it  requires  winding  up 
again.  Water  is  reliable,  and  serves  well  where 
a  supply  is  available,  but  the  cost  is  high  if  it 
has  to  be  paid  for.  The  hot-air  engine  as  now 
made  consumes  but  a  very  small  amount  of 
gas,  and  is  of  simple  yet  reliable  construction : 
It  runs  noiseleesiy,  and  can  keep  at  work 
for  indefinite  penods  with  the  minimum  of 
attention. 

The  burners  employed  for  the  combustion  of 
the  air  gas  naturally  vary  with  the  quality  of 
gas  made,  as  with  gas  containing  below  2  p.c.  of 
vapour  no  admission  of  air  before  combustion  is 
niseded,  and  the  burners  have  to  be  packed  with 
small  tubes  or  wire  gauze,  so  that  if  b^  any 
chance  an  explosive  mixture  is  formed  m  the 
generator,  owing  to  the  amount  of  petrol  vapour 
having  risen  to  over  2  p.c,  flashing  back  to  the 
r^ulatiug  apparatus,  and  so  causing  an  explo- 
sion, woiud  be  prevented  :  with  those  machines 
which  give  a  mixture  richer  than  5  p.c.  in  vapour, 
a  burner  of  the  ordinary  Bunsen  type,  capable 
of  very  delicate  adjustment,  has  to  be  employed, 
but  in  no  case  must  an  apparatus  be  installed  in 
which  there  is  no  arrangement,  such  as  a  safety 
chamber,  between  the  burners  and  the  regu- 
lating drum  for  the  prevention  of  a  flash- 
back. 

With  regard  to  the  installation  and  distri- 
bution of  the  gas,  owing  to  its  sensitiveness  to 
atmospheric  conditions,  great  attention  should 
be  paid  to  the  arrangement  of  the  falls  in  the 
pipes,  and  siphons  should  be  inserted  where 
there  is  any  cnance  of  a  deposit  accumulating. 
It  must  be  mentioned  that  the  chief  drawback 
to  petrol-air  gas  is  the  very  heavy  condensation 
which  occurs  in  the  distributing  pipes,  and  in  a 
few  instances,  where  prevailing  conditions  are 
amenable  to  the  deposition  of  moisture,  the 
system  has  had  to  be  abandoned  almost  entirely 
owing  to  the  trouble  arising  from  this  cause. 
Tins  is  particularly  the  case  when  plants  are 
employed  in  which  heat  is  employed  for  effecting 
vaporisation.  It  is  an  advantage  to  use  pipes 
of  rather  larcer  diameter  than  would  be  adopted 
for  coal-gas  lighting,  especially  for  installations 
producing  a  weak  gas,  as  the  volume  of  aaa 
consumed  per  candle  power  is  more  than  douole 
that  of  coal  gas,  but  existing  pipes  can  be 
utilised  in  many  cases,  providing  tney  are^  not 
less  than  }  inch  in  bore.    As  r^ards  the  fittings. 


306 


GAB,  AIR. 


the  ordinary  coal-gas  fittings  can  generally  be 
employed,  provided  the  caa  way  is  of  sufficient 
size  to  be  consistent  wiw  the  extra  volume  of 
gas  consumed. 

The  heating  power  of  air  gas  is  of  course 
dependent  upon  tne  percentage  of  petrol  vapour 
which  it  contains,  and  as  the  different  com- 
mwotal  makes  of  petrol,  benzene,  &o.,  which 
could  be  employed  in  such  plants  vary,  it  is 
necessary  to  Jmow  not  only  the  percentage  of 
petrol  vapour  present,  but  the  source  of  such 
vapour.  Whereas  for  lighting  alone  a  gas  of 
low  calorific  power  may  oe  employed,  for  such 
purposes  as  cooking  and  heatmg  the  mixture 
should  be  of  about  6  p.c.  saturation  when  a 
gas  of  about  300  B.TIlU.  will  be  obtained. 

The  calorific  power  of  standard  grades  of 
spirit  emplo3red  in  air-gas  machines  and  internal 
combustion  engines  varies  between  130,000  and 
135,000  B.Th.U.  per  gallon,  density  at  Iff* 
ranging  between  0'68  and  0*72. 

The  enormous  increase  in  the  cost  of  petrol 
occasioned  by  the  European  war  reactea  very 
much  to  the  disadvantage  of  air  eas,  for,  on  the 
basis  that  I  gallon  of  spirit  yields  6000  candle- 
power  hours,  the  candle  hours  obtained  for  Id. 
amount  to  only  120  with  i>etrol  at  3s.  Qd.  per 
gallon.  In  contrast  to  this,  it  may  be  mentioned 
that  ordinary  coal  gas  at  a  price  of  3«.  6</.  per 
1000  cubic  feet  yields  in  the  low-pressure  inverted 
incandescent  burner  so  much  as  480  candle  hours. 

V.  B.  L. 

GAS  CARBON  v.  Cabbon;  also  Gas, 
Coal. 

GAS,  COAL.  During  the  17th  and  18th 
centuries,  several  observers  noticed  the  evolu- 
tion in  tiie  neighbourhood  of  coal-fields  of  com- 
bustible gas,  which  burned  with  a  luminous 
flame,  and  also  that  a  gas  of  this  nature  was 
produced  by  the  distillation  of  coal  in  dosed 
vessels,  but  the  first  to  carry  out  the  process  of 
the  distillation  of  coal  for  the  special  purpose  of 
producing  a  eas  for  use  as  an  illununant  was 
William  Murdoch,  who,  in  1792,  lighted  his 
house  at  Redruth  by  this  means.  At  that  time, 
Murdoch  was  in  charge  of  James  Watt's  con- 
densing steam  engines  recently  erected  at 
Comish  mines  by  Messrs.  Boulton  and  Watt,  of 
which  firm  he  was  the  representative,  and  on 
returning  later  to  the  works  of  Messrs.  Boulton 
and  Watt  at  Soho,  Birmingham,  he  continued 
his  work  on  the  subject,  and,  probably  in  1798, 
lighted  a  part  of  the  works  with  coal  eas.  In- 
dependently of  Murdoch,  but  at  a  rauier  later 
date,  Philippe  Lebon  of  Paris  also  employed  for 
lighting  purposes  the  gas  evolved  by  the  dis- 
tmation  of  wood,  the  date  of  his  first  patent 
being  1799. 

Ihrom  1803  onwards,  installations  of  coal-gas 
plant  were  introduced  for  lighting  various 
houses  and  factories,  largely  by  Murdoch  and 
Boulton  and  Watt,  but  they  do  not  appear  to 
have  contemplated  the  erection  of  works  for  a 
public  supply  of  the  gas,  although  this  plan  had 
been  advocated  already  by  Lebon.  F.  A.  Winsor 
or  Winzer,  a  native  of  Moravia,  had  become 
acquainted  with  Lebon*B  ideas  when  in  Paris, 
and  on  settling  later  in  London,  he  commenced 
an  agitation  tor  the  foundation  of  a  company 
there  for  the  manufacture  and  supply  of  coal 
gas,  and  marred  thouffh  his  efforts  were  by 
gross    extravagance    of    statement    and    un- 


justifiable claims,  they  were  nevertheless 
eventually  successful  in  1810  in  obtaining 
an  Act  of  Parliament  for  the  formation  of  a 
Statutory  Gompanv  in  London,  which  two 
years  later  received  a  charter  of  incorporation, 
and  still  continues  under  the  name  of^the  Gas 
Light  and  C!oke  Co.,  London.^ 

From  this  time  forward,  the  manufacture 
and  public  supi^y  of  coal  gays  has  steadily  in- 
creased, but  until  the  last  quarter  of  the  19th 
century,  the  coal  gas  was  almost  exclusively 
employed  for  illuminating  purposes,  by  utiliping 
the  luminosity  developea  by  burning  it  in  open 
flames,  and  the  quality  of  chief  importance  was 
its  illuminating  power.  During  the  last  AO 
years,  however,  the  conditions  have  completely 
altered,  owing  to  steadily  increasing  employ- 
ment of  the  gas  for  the  purposes  of  heating  and 
cooking,  and  for  the  production  of  power  by 
its  use  in  gas  engines,  for  which  purposes  the 
calorific  poww  of  the  gas  is  the  chief  factor  of 
importance.  Moreover,  since  the  introduction 
of  the  incandescent  burner  by  Auer  von  Wels- 
baoh  in  1887,  this  method  of  lighting,  in  which  a 
mantle  composed  of  thoria  aiul  ceria  is  heated 
to  incandescence  l>y  a  Bunsen  fiame,  has,  to  a 
very  great  extent,  replaced  the  open  flame 
burners,  the  number  of  which  is  stul  steadily 
decreasing,  probably  less  than  5  p.c.  of  the  gas 
supplied  being  now  thus  useo.  With  the 
incandescent  Dumer,  the  light  evolved  is 
dependent  mainly,  though  not  entirely,  on  the 
calorific  power  of  the  gas,  but  has  no  direct 
connection  with  its  illuminating  power  when 
burnt  in  open  flames,  so  that  at  the  present 
time,  so  far  as  the  great  bulk  of  the  gas  supplied 
is  concerned,  its  calorific  power  is  the  property 
of  primary  importance. 

Durinff  the  last  60  years,  great  progress 
has  also  oeen  made  in  the  mamuacture  of  ^as 
having  low  illuminating  power,  and  contalmng 
a  large  proportion  of  inert  gases  such  as  nitrogen 
and  can>on  dioxide,  but  which  can  be  produced 
at  a  low  price  and  has  still  sufficient  calorific 
power  for  employment  in  gas  engines  and  for 
furnace  heating,  and  such  gas  is  now  also  pro- 
duced in  very  large  quantities,  being,  in  most 
cases,  manufactured  at  the  works  where  it  is 
required,  and  not  distributed  from  a  central 
station  {see  Fubl).  Here,  however,  only  the 
production  of  what  is  ordinarily  known  as 
coal  gas  *  will  be  considered,  that  is,  the  gas 
distributed  for  public  use  and  capable  of  be^ 
employed  at  the  desire  of  the  consumer  for 
lighting,  heating,  or  power  purposes.  The 
magnitude  and  extent  oi  this  industry  and  the 
manner  in  which  it  has  extended  aurin|r  34 
years  is  shown  in  the  table  (p.  307),  giving 
the  summary  of  the  figures  in  the  Boud  of 
Trade  returns  from  all  authorised  gas  under- 
takings belonging  to  816  statutory  gas  com- 
panies or  loc^  authorities  for  the  years  1885, 
1909,  1913,  and  1919. 

This  table  does  not  include  the  production 
of  private  companies,  but  their  total  output  is 
very  small,  ana  would  not  materially  affect  the 
figures,  llie  total  amount  of  coal  carbonised 
by  these  small  private  nndertakmgs,  some  800  in 
number,  is  not  more  than  600,000  tons  annually. 

•  For  a  full  aooount  of  the  early  history,  see  A 
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Capital 

or  loan 

authorised 

Paid  up  and 
borrowed 

Tons  of 
ooal  car- 
bonised 

Number  of     Number  of 

cubic  feet  of  cubic  feet  of 

gas  made        gas  sold 

Length 

of  gas 

mains  in 

miles 

Number 
of  con- 
sumers 

Number 

of  public 

lamps 

lighted 

1885     . 
1909     . 
1913     . 
1919     . 

71,863,267 
154,600,093 
163,346,673 
176,363,107 

36,613,670 
132,123,284 
139,727,277 
149,978,436 

8,378,904 
16,225,320 
16,971,724 
19,033,712 

thousands  !  tliousands 

84,637,727!  77,393,670 

193,547,394:177,686,943 

224,517,167206,474,473 

249,666,414228,637,998 

|. 

18,967 
35,230 
39,079 
40,109 

2,096,025 
6,164,066 
7,103,113 
7,640,133 

402,074 
712,903 
741,703 
646,712 

In  addition  to  the  gas  output,  coke,  tar, 
and  ammonia  are  also  produced  in  large  quan- 
tities as  by-products.  The  exact  figures  for 
ooke  and  tar  are  not  available,  but  approxi- 
mately 7  to  8  million  tons  of  ooke  and  160,000,000 
gallons  of  tar  are  now  sold  annually  from  gas- 
works alone.  The  production  of  ammonia  from 
gasworks  in  1920,  calculated  as  sulphate,  was 
176,196  tons. 

Prlneli^es  of  manufaetiire.  Up  to  within 
the  last  few  years,  the  method  of  manufacture 
of  coal  gas  has  remained  in  its  general  principles 
almost  identical  with  that  employed  by  Murdoch 
and  his  immediate  sucoessors  (prominent  among 
the  latter  being  Samuel  Clegg,  senr.,  and  his  son, 
Samuel  Clegff,  junr.),  although  in  detail  and  in 
the  magnitude  of  the  operations,  great  change 
has  taken  place.  So  far  as  the  actual  carbonisa- 
tion of  the  coal  is  concerned,  Murdoch,  after 
experimenting  with  different  types  of  retort, 
settled  down  to  the  employment  oi  long,  narrow 
retorts  set  horizontally,  into  which  the  coal  was 
charged  aU  at  once  in  such  a  manner  as  to  leave 
a  free  space  above  the  coal  throughout  the  whole 
length  of  the  retort,  the  cha^e  being  then 
allowed  to  remain  in  the  retort  until  it  was  com- 
pletely carbonised,  when  the  residual  coke  was 
raked  out  and  the  retort  recharged  with  coal ; 
and  this  plan  is  still  the  one  employed  in  the 
majority  of  cases.  At  first,  cast-iron  retorts 
were  used,  but  the  rapid  wearing  out  of  these, 
especially  when  the  temperature  of  carbonisa- 
tion was  increased,  soon  led  to  the  substitution 
of  fireclay  for  cast  iron,  and  such  fireclay  retorts 
have  long  been  in  universal  use,  except  in  a 
few  very  small  works. 

The  further  treatment  of  the  hot  volatile 
products  issuing  from  the  retorts  to  obtain 
a  gas  suitable  for  distribution,  still  gene- 
rally follows  the  lines  adopted  in  the  earlier 
d&ys  of  the  industry.  These  products  are  first 
cooled  to  approximate  atmospheric  temperature, 
when  the  condensible  vapours  liquefy,  forming 
tar,  and  the  steam  always  present  in  quantity 
condenses  to  water,  the  latter  then  dissolving 
part  of  the  ammonia  present  in  the  gas  as  weU 
as  other  ffaseous  impurities,  especially  sul- 
phuretted £ydrogen  and  carbon  dioxide.  The 
remainder  of  the  ammonia  is  removed  by 
washing  with  water  (wet  purification).  For 
the  further  purification  of  the  gas,  the  latter, 
after  removal  of  the  ammonia,  was  in  the 
earliest  stages  of  the  industry  passed  through 
milk  of  lime,  which  removes  the  whole  of  the 
sulphuretted  hydrogen  and  carbon  dioxide,  and 
some  of  the  carbon  disulphide  present  in  small 
amoimt,  but  the  use  of  milk  of  lime  was  soon 
replaced  by  that  of  slaked  lime  in  a  slightly 
moist  condition  (dry  purification),  placed  in 
layers  in  a  closed  purifier  constructed  in  such  a 
manner  that  the  gas  filtered  through  successive 


layers  of  this  material.  At  a  rather  later  date* 
hydrated  ferric  oxide,  placed  in  similar  puri- 
fiers, was  employed  for  the  removing  the  sul- 
phuretted hydrogen,  the  carbon  dioxide  being 
then  either  separately  removed  by  lime  or 
allowed  to  remam  in  the  gas. 

After  the  coal-gas  industry  became  finnly 
established,  there  was,  as  already  stated,  for  a 
long  time  no  material  alteration  in  principle  in 
the  manufacture,  but  very  consideraole  changes 
took  place  in  the  details  of  the  plant  and  in  the 
construction  of  apparatus  of  huge  size  to  deal 
with  the  constantly  increasing  (femand.  Until 
about  1880,  gas  undertakings  were  subjected  to 
but  little  effeotive  competition  from  other  means 
of  producing  artificial  light,  especially  in  towns, 
but  from  that  time,  competition  lias  steadily 
increased,  on  the  one  hand  from  the  electric 
light,  and  on  the  other  from  the  introduction  of 
cheap  mineral  burning  oils,  and  the  stimulus  of 
effective  competition  has  resulted  in  a  much 
more  rapid  advance,  both  in  the  technical 
aspects  of  the  manufacture  of  the  gas  and  in  the 
commercial  methods  adopted  in  its  sale. 

The  technical  advances  have,  until  recently, 
involved  no  great  alteration  of  principle,  and  have 
consisted  generally  in  improving  the  efficiencv 
and  economical  working  of  the  plant  employed, 
and  in  the  introduction  of  mechanical  transport 
for  the  large  quantities  of  material  which  have 
to  be  dealt  with,  including  the  adoption  of 
labour-saving  machinery.  Further,  the  tem- 
peratures at  which  the  ooal  is  carbonised  have 
been  increased,  resulting  in  a  larger  yield  of  gas 
per  ton  of  coal,  and  although  such  gas  is  of  lower 
illuminating  and  calorific  power,  the  falling  off 
is  much  less  than  the  increase  in  yield,  especially 
as  rejpards  the  now  more  important  quality  of 
calonfic  power.  In  consequence  of  these  changes 
and  the  increased  use  of  gas  for  other  purposes 
than  that  of  lighting,  wmch  has  resulted  in  a 
more  uniform  demand  for  gas  over  the  24  hours 
of  the  day  and  in  the  summer  and  winter 
months,  the  price  of  gas  had,  up  to  the  outbreak 
of  war  in  1914,  on  the  average,  steadily  fallen, 
in  spite  of  the  fact  that  the  cost  of  the  raw 
materials  and  the  rate  of  labour  remuneration 
had  risen  considerably. 

The  actual  price  varied  very  much,  accord- 
ing to  local  conditions,  such  as  the  magnitude 
of  the  work»  and  its  distance  from  suitable  coal 
supplies,  and  also  with  the  character  of  the 
financial  and  technical  administration  of  the 
undertaking,  both  in  the  present  and  in  the  past. 
Up  to  the  vear  1914,  the  lowest  price  charged 
was  l8.  2d.  per  10()0  cubic  feet  for  general 
purposes  and  Is.  per  1000  cubic  feet  for  power 
purposes,  and  except  in  the  case  of  small  under- 
takings at  a  distance  from  the  coal-fidds,  the 
price  rarely  exceeded  3«.  6d.  per  1000  cubic  feet^ 

Since   the   year   1914,   however,   the   very 
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great  incroase  in  the  cost  of  coal,  plant,  materialB, 
and  labour  has  roBulted  in  a  corresponding 
laive  increase  in  the  cost  of  gas,  and  whilst  as 
betore  the  price  chaiged  in  different  parts  of 
the  country  varies  greatly  in  accordance  with 
local  conditions,  this  now  generally  amounts 
to  about  double  the  pre-war  charge.  At  the 
same  time  a  material  reduction  in  the  calorific 
power  of  the  gas  has  taken  place  in  most  cases, 
partly  due  to  the  coal  and  oil  shortage,  partly 
to  the  difficulty  of  maintaining  the  manufactur- 
ing  plant  in  efficient  repair  and  of  building 
extensions  of  plant,  and  partly  owing  to  the 
necessity  for  war  purposes  of  extractii^  the 
benzene  and  toluene  content  of  the  gas.  Owing 
to  this  abnormal  state  of  affairs,  the  yarious 
statutory  stipulations  as  to  the  calorific  or 
illuminating  power  of  the  ^as  to  be  supplied  by 
the  various  gas  undertakmgs  were  practically 
suspended  during  the  latter  part  of  the  war 

g;nod.  At  its  conclusion  the  Fuel  Research 
oard  of  the  £>epartment  of  Scientific  and 
Industrial  Research  were  asked  by  the  Govern- 
ment to  report  on  the  matter  of  the  future  control 
of  the  industry,  and  their  recommendations, 
modified  in  certain  details  after  consideration 
by  the  Board  of  Trade  and  consultation  with  the 
Gas  Industry,  were  made  statutory  by  the  Gas 
Regulation  Act  of  1920. 

By  this  Act  fundamental  and  far-reaching 
alterations  were  made  in  the  conditions  under 
which  statutory  gas  undertakings  were  to  cany 
on  their  business.  Up  to  the  year  1913,  the 
general  principles  adopted  in  the  control  were 
as  follows :  In  the  case  of  gas  undertakings 
controlled  by  Local  Authorities,  a  certam 
minimum  illuminating  power  was  prescribed  in 
the  Special  Act  relating  to  the  undertaking,  and, 
in  addition,  the  maximum  price  which  could  be 
chaiged  per  1000  cubic  feet  of  gas,  and  the  usual 
clauses  with  regard  to  sinking  fund  for  repay- 
ment of  capital.  In  the  earner  period  under- 
takings owned  by  companies  were  treated  in  a 
somewhat  similar  manner,  their  minimum 
illuminating  power  and  a  maximum  price  being  ' 
prescribed,  and  also  a  maximum  dividend  pay-  | 
able.  It  was  also  usuallv  provided  that  any 
new  capital  raised  by  such  companies  must  be  I 
sold  either  by  auction  or  by  tender  and  not 
issued  at  its  par  value.  Later  the  maximum 
price  and  maximum  dividend  clauses  were 
dropped  in  the  case  of  the  majority  of  the 
statutory  companies,  and  replaced  by  the 
adoption  of  a  "  standard  price  '^and  "  standard 
dividend,"  and  a  sliding  scale  introduced, 
whereby  for  each  penny  the  price  of  gas  was 
reduced  below  the  standard  price,  an  acuiitional 
dividend  (mostly  about  Jth  per  cent.)  was 
payable  above  the  standard  dividend,  and  vice 
vcraa,  if  the  price  of  gas  increased  above  the 
standard,  a  similar  amount  had  to  be  deducted 
from  the  dividend  payable.  These  sUding-scale 
clauses,  which  made  it  to  the  interest  of  Wie  gas 
companies  to  reduce  the  price  to  its  lowest 
possible  figure,  had  given  general  satisfaction 
up  to  the  outbreak  of  war  in  1914,  but  the  great 
increase  in  costs  of  coal  and  other  materifSs  so 
increased  the  cost  of  gas  above  the  standard 
price,  that  the  sliding  scale  resulted  in  a  very 
great  reduction,  and  in  some  cases  a  dis- 
appearance of  the  dividend  payable.  As  a 
temporary  measure,  a  short  Act  was  passed  in 


1917  whereby  it  was  enacted  that  till  the  end  of 
the  war,  the  sliding  scale  clauses  should  not  be 
operative  after  they  had  reduced  the  dividend 
payable  to  two-thirds  of  the  standard  dividend. 
The  actual  illuminating  power  prescribed 
varied  considerably  with  the  different  under- 
takinffs  according  to  the  conditions  of  coal  supply 
and  the  character  of  the  demand  for  gas,  and  in 
the  years  just  preceding  1913,  a  few  undertakings 
had  received  parliamentary  sanction  for  the 
substitution  of  a  calorific  power  standard  for  an 
illuminating  power  standard. 

The  most  fundamental  chanse  made  by  the 
Gas  Regulation  Act  of  1920,  is  Uiat  of  the  basis 
on  whicn  the  gas  is  charged  for.  In  ^ace  of  a 
charge  based  on  the  volume  of  gas  (1000  cubic 
feet)  of  a  specified  illuminating  or  calorific  power 
the  chiuve  will  in  future  be  made  on  the  number 
of  Britii3i  Thermal  Units  (Gross)  contained  in 
the  gas  supplied,  or  in  other  words,  on  the 
Potential  Eneigy  contained  in  the  gas,  and  all 
stipulations  as  to  the  illuminating  power  of  the 
gas  in  open  flame  burners  are  repealed.  The 
unit  of  measurement  is  taken  as  100,000  British 
Thermal  Units  Gross,  which  is  defined  by  the 
Act  as  "a  therm." 

Each  undertaking  is  left  free  to  "  declare  " 
what  calorific  power  of  gas  per  cubic  foot  it 
will  supply,  having  regaid  to  its  local  conditions 
in  respect  of  coal  supplies,  manufacturinff  plant, 
&c.,  but  it  must  then  maintain  such  declared 
calorific  power  as  a  minimum,  under  penalty  for 
failure,  or  give  due^notice  of  such  alteration  and 
carry  out  at  its  own  cost  any  necessary  ad- 
justments of  consumers'  appliances  as  niay  be 
necessaiy  to  enable  them  to  use  the  gas  of 
altered  quality  with  efficiency.  The  actual 
volume  of  ffas  supplied  to  consumers  will  be 
determined  l>y  meters  as  at  present,  and  the 
volume  of  gas  shown,  multipli^  by  the  calorific 
power  per  cubic  foot  and  divided  by  100,000, 
will  give  the  number  of  therms  on  which  the 
charse  is  to  be  made  at  the  price  determined 
by  die  Act  or  Order  of  the  undertaking  con- 
cerned. 

Further,  the  Board  of  Trade  are  authorised 
to  substitute  for  the  maximum  price  or  standard 
price  per  1000  cubic  feet  of  gas  specified  in  the 
Acts  or  Orders  of  each  und^aking,  a  price  per 
therm  as  nearly  as  may  be  corresponding  to  the 
former  price  per  1000  cubic  feet,  but  "with 
such  adoition  as  appears  to  the  Board  reasonably 
required  in  order  to  meet  the  increases  (if  any) 
due  to  circumstances  beyond  the  control  of,  or 
which  could  not  reasonably  have  been  avoided 
by,  the  undertakers,  which  have  occurred  since 
June  30th,  1914,  in  the  costs  and  charges  of 
and  incidental  to  the  production  and  supply  of 
gas  by  the  undertakers." 

In  addition,  the  former  clause  as  to  the 
absence  of  sulphuretted  hydrogen  from  the  ^as 
is  maintained,  and  a  more  stringent  stipulation 
as  to  the  minimum  permissible  pressure  of  the 
gas  is  made,  this  not  to  be  less  than  2  inches 
of  water  in  any  main  or  service  pipe  between 
the  main  and  the  meter  exceeding  2  inches  in 
diameter.  In  view  of  the  difficulties  caused  by 
the  war  in  carrying  out  renewals  and  extension 
of  manufacturing  plant  and  the  distribution 
system,  5  years  are  allowed  before  the  above 
pressure  stipulations  become  fully  operative. 
The  Act  also  stipulated  that  the  Board  of 
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Trade  should  as  soon  as  possible  cause  inquiries 
to  be  held  into  two  otner  matters  on  which 
opinion  was  divided,  namely,  (1)  whether  any 
'  restriction  should  be  made  on  the  percentage 
of  carbon  monoxide  supplied  in  gas  used  for 
domestic  purposes,  and  <2)  whether  there  should 
be  any  limitation  in  the  percentage  of  incom- 
bustible constituents  present  in  the  gas.  Com- 
mittees appointed  by  the  Board  of  Trade  have 
since  reported  that  no  restriction  is  advisable 
in  respect  to  carbon  monoxide.  In  respect  to 
incomoustible  constituents,  the  committee  also 
report  that  no  restriction  is  advisable  at  present, 
but  recommend  that  the  matter  should  be  further 
considered  after  a  period  of  a  few  years  when 
more  evidence  will  be  avaUable,  owing  to  ^as 
undertakings  having  had  a  period  of  workmg 
under  the  new  conditions  resulting  from  the 
Act  of  1920. 

As  there  are  over  800  statutory  undertakings, 
each  with  its  separate  Act  or  Order,  a  consider- 
able period  is  necessary  for  the  Board  of  Trade 
to  effect  the  revision  of  these,  and  although  pro- 
gress has  been  made,  only  a  minority  of  the 
undertakings  are  yet  working  under  the  new 
conditions.  Among  those  which  are,  there  is  a 
considerable  difference  in  the  calorific  value 
"  declared  "  which  varies  from  a  maximum  of 
550  B.Th.U.  per  cubic  foot  in  the  case  of 
the  South  Metropolitan  Gas  Co.,  down  to 
400  B.Th.U. ;  in  the  great  majority  of  cases, 
however,  the  declared  value  is  between  450  and 
600  B.Th,U.  Widely  varying  views  are  at 
present  held  as  to  the  most  economical  calorific 
value  for  the  supply,  some  regarding  a  much  lower 
calorific  power  than  400  B.Th.U.  as  the  most 
advantageous,  and  a  much  more  extended 
experience  of  working  under  the  new  conditions 
will  be  necessary  bemre  a  fairly  general  agree- 
ment can  be  come  to  between  the  conflicting 
views.  There  is  little  doubt,  however,  that  the 
next  few  years  will  bring  about  considerable 
changes  in  methods  of  working  from  those 
contained  in  the  present  article,  both  in  improve- 
ments of  old,  and  development  of  new  methods. 

In  the  United  States,  and  also  in  Canada, 
following  on  the  development  of  the  oil-fields 
and  resulting  cheap  oil  supply,  the  manufacture 
of  coal  gas  was  largely  superseded  by  that  of 
carburetted  water  gas,  i.e.  of  a  mixture  of 
water  gas  and  oil  gas  of  approximately  the  same 
illuminating  power  and  cuorifio  power  as  coal 
gas,  and  in  1910  some  80  p.c.  of  the  gas  supplied 
consisted  of  carburetted  water  gas ;  since  that 
date,  however,  the  tendency  has  been  in  the 
direction  of  increasing  the  proportion  of  coal 
gas  supplied.  In  this  country  also,  from  1890 
onwaros,  many  gas  undertakings  have  also 
manufactured  carburetted  water  gaa,  which 
was  mixed  with  the  coal  gas  to  an  extent  not, 
88  a  rule,  exceeding  40  p.c.  of  the  output  of 
any  individual  undertaking. 

In  the  year  1913,  nearly  24,000  million  cubic 
feet  of  blue- water  sas,  and  carburetted  water  gas 
were  made  in  the  United  Kingdom  or  10'8  p.c. 
of  the  total  production,  and  only  a  very 
small  proportion  of  this  was  blue-water  gas. 
Since  tnat  date  the  increasing  scarcity  and  rising 
price  of  oil  has  brought  about  a  large  reduction 
of  the  amount  of  oil  used  in  this  way,  and  the 
addition  or  blue- water  gas  without  oil  enrich- 
ment has  greatly  increased,*  this  being  made 


either  in  separate  plants  or  by  the  introduction 
of  steam  into  the  retorts  during  carbonisation. 
In  1919,  the  total  amount  of  blue- water  gas 
and  carburetted  water  gas  produced  in  separate 
plants  amounted  to  38,500  million  cubic  feet, 
or  15*8  p.c.  of  the  total  production  ;  no  figure? 
are  ayailable  as  to  the  amount  of  water  sas 
produced  by  steaming  in  the  retorts,  as  this 
cannot  be  measured  separately  from  the  coal 
gas  simultaneously  produced,  and  is  conse- 
quently included  in  the  coal-gas  figures.  The 
amount  of  oil  used,  on  the  other  hand,  decreased 
from  58  million  gallons  in  1913  to  34  million 
gallons  in  1919. 

Gas  COaL  In  this  country,  by  far  the  largest 
proportion  of  coal  employed  for  gas-making 
purposes  is  of  the  character  known  as  bitu- 
minous caking  coal,  i.e.  a  coal  which,  in  addition 
to  yielding  a  larse  volume  of  gas,  also  forms  a 
plastic  mass  dunng  the  early  stages  of  heating, 
and  then  subsequently  undergoes  carbonisation, 
and  results  in  the  production  of  a  coherent  coke 
of  good  commercial  value.  The  non-caking 
bituminous  coals,  even  when  yielding  a  large 
volume  of  gas,  only  give  a  poor  coke,  having  the 
same  shape  and  size  as  the  pieces  of  coal  car- 
bonised, and  having  a  low  selling  value.  These 
are  therefore  only  employed  in  cases  where 
local  conditions  are  such  that  non-caking 
coals  are  obtainable  at  a  cost  sufficiently  below 
that  of  caking  coals,  to  compensate  for  the 
lessened  value  of  the  coke  produced.  This  is 
especially  the  case  in  Scotland,  where  the 
Scotch  splint  coals  are  often  of  a  non-caking  or 
only  feebly  caking  quality. 

A  further  exception  to  this  rule  also  occurs 
in  the  case  of  cannel  coal,  which  was  formerly 
used  in  considerable  quantity,  as,  although  the 
coke  obtained  waa  almost  useless,  it  gave  a  very 
Laiffe  yield  of  gas  of  high  illumiixating  power, 
ana  a  certain  proportion  of  cannel  was  therefore 
used  in  many  works  to  enrich  the  gas  given  by 
poorer  coals  to  the  statutory  quality.  At  the 
present  time,  however,  very  little  cannel  is 
employed :  firstly,  because  the  increasing 
scarcity  of  good  cannel  caused  a  rapid  increase 
in  its  price  some  30  years  ago,  on  which  account 
oil  from  petroleum  was  largely  used  in  its  stead 
for  enrichment,  either  by  making  this  into  oil 
gas  or  carburetted  water  gas  and  adding  these 
gases  to  the  coal  gas.  In  place  of  the  use  of 
cannel,  the  low-quality  gas  was  also  frequently 
enriched  by  carburettinf  with  volatile  hydro- 
carbon vapours,  such  as  tne  low-boiling  paraffins 
and  benzene.  In  the  second  place,  owing  to 
the  lessened  importance  of  illuminating  power, 
enrichment  of  the  gas  was  largely  given  up,  and 
the  quality  reduced  to  such  a  figure  as  can 
be  obtained  direct  from  the  cakins  coals  most 
readily  procurable  in  the  locaSty  of  the 
particular  gas  undertaking. 

The  rich  cannel  coals  were  chiefly  obtained 
from  the  Wigan  coal-field  in  Lancashire  and  the 
Lanark  coal-field  in  Scotland,  but  the  supplies 
are  now  laigely  exhausted.  Poorer  cannels  are 
found  to  some  extent  in  most  of  the  other  coal 
districts,  but  these  often  give  little  or  no  better 
yield  and  quality  of  gas  than  the  bituminous 
coals,  and  also  give  rise  to  a  very  low  quality  of 
coke,  and  are  therefore  only  usea  when  the  price 
at  which  they  can  be  purchased  is  very  low. 

It  is  held  by  many  f,^ft^^,i%yVig3r  of^he  f%ct 
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that  cannel  coals  are  capable  of  giving  much 
higher  yields  of  crude  oil  when  suitably  carbon- 
is^  tlian  can  be  obtained  from  coal,  cannel 
coals  should  be  reserved  for  such  crude  oil 
production,  and  a  good  deal  of  experimental 
work  has  been  carried  out  in  this  direction. 
Up  to  the  present  the  process  of  such  crude  oil 
production  from  cannS  and  similar  materials 
has  not  been  carried  out  on  a  sufficiently  extended 
scale  to  determine  fully  its  commercial  practica- 
bility. 

Chief  sonreeB  of  gis  eoals.  Gas  coal  occurs 
in  aU  the  coal-yielding  areas,  but  the  chief 
supplies  occur  in  the  Newcastle  or  Durham 
district.  South  Yorkshire,  Lancashire,  Derby- 
shire, and  North  Staffordshire.  Smaller  amounts 
are  obtained  from  North  Wales,  South  Wales, 
and  Somerset.  Generally  speaking,  in  order  to 
reduce  the  cost  of  carriage,  a  gas  undertaking 
obtains  its  coal  from  the  nearest  field  producing 
a  suitable  quality.  In  the  London  district, 
however,  and  also  for  the  most  part  in  the 
south  and  south-west  of  England,  the  main 
supply  is  drawn  from  the  Durham  field,  the 
greater  distance  away  of  these  collieries  being 
more  than  counterbalanoed  by  the  fact  that  the 
coal  is  brought  for  the  greater  part  of  the  wav 
by  coasting  steamers  instead  of  by  rail,  which 
reduces  the  rate  of  carriage. 

The  coals  obtained  from  the  different  seams 
in  the  same  district,  and  often  even  from  the 
same  seam,  vary  considerably  in  their  properties 
from  a  gas  maker's  point  of  view,  ana  with  one 
and  the  same  sample  of  coal,  the  ^as  results 
also  depend  greatly  upon  the  conditions  under 
which  it  is  carbonised.    Nevertheless,  the  coals 


from  each  district  have,  as  a  rule,  certain 
characteristics  which  distixiguish  them  from 
those  of  other  localities.  This  is  especiallv 
the  case  with  the  coals  from  the  Durham  field,  • 
these,  for  the  most  part,  undergoing  carbonisa- 
tion more  slowly  than  the  others  under  similar 
conditions,  and  yielding  a  harder  and  denser 
coke.  They  also  yield  a  thicker  tar  of  higher 
Bjp.ffr.,  and  in  general  give  a  someii^iat  lower 
yield  of  ammonia.  The  North  Staffordshire 
coals  also  yield  coke  of  good  quality,  the  gas 
coke  from  both  these  districts  beins,  on  the 
average,  superior  to  that  from  Yorkshire, 
Derbyshire,  and  Lancashire  coal. 

Valuation  of  gis  coaL  The  simple  elemen- 
tarjr  analysis  of  coal,  giving  the  percentages  of 
moisture,  carbon,  hydrogen,  oxysen,  nitrogen, 
sulphur,  and  ash,  affords  but  very  little  informa- 
tion as  to  its  value  for  ^as-making  purposes.  If, 
however,  as  first  pointed  out  by  Bunte  (J. 
Gasbel.  1888,  31,  805),  the  figures  for  moisture 
and  ash  be  eliminated,  and  the  percentage 
composition  of  the  actual  coal  substance  calcu- 
latea,  it  is  possible  to  judge  the  general  proper- 
ties of  the  coal  from  the  figures  obtained. 

St.  Claire  Deville  published  a  table  (below), 
givinfl  the  results  obtained  from  five  typical 
samples  of  coal,  which  were  subjected  to  anailvsis 
and  gas-making  tests  in  the  coal-testing  pumt 
of  the  Paris  Gas  Works.  Goals  of  Type  III 
(7-5-0-0  p.c.  of  0  in  the  coal  substance) 
represent  the  best  type  of  gas-making  coals, 
giving  a  good  yield  and  quality  of  gas  and 
also  good  coke.  Ck)a]s  of  Types  I  and  II 
produce  much  coke  and  a  poor  yield  of  gas, 
whilst  with  Types  IV  and  V  the  gas  results  are 


!   TypeL 

1 

Typen. 

Typein. 

TypelV. 

TypeV. 

1 

rOxygen    .                   .         5-56 

100    parts    of    coal  HycCogen          .                   6-06 

substance   contain  Clarbon     .         .         .       88*38 

(Nitrogen  (approx.)     .         1-00 

6-66 

6'37 

86-97 

100 

7-71 

5-40 

85-89 

1-00 

1010 
5-53 

83-37 
1-00 

11-70 
5-64 

81-66 
1-00 

Moisture  content  of  air-dried  raw  coal         .   ,      217 

1 

2-70 

3-31 

4-35 

37  34 

62-66 

617 

Total  weight  of  distillation  products (p.c.)  .   i    2682 
•    „        „           coke          .         .         .         .   1    73 18 

1 

31-59 
68-41 

33-80 
66-20 

39-27 
60-73 

Gas,  per  cent,  coal  substance     • 

Tar                  .         .         . 

Gas  liquor 

13-70 
3-40 

4-58 

16-08 
4-66 
5-22 

16-81 
6-08 
6-80 

16-96 

5-48 
8-62 

17-00 
5-59 
9-86 
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Garbon  dioxide 

Carbon  monoxide 

Hydrogen 

Methane  and  nitrogen       .... 
Heavy  hydrocarbons         .... 

1-47 

6-68 

54-21 

34-37 

3-27 

1-68 

719 

52-79 

34-43 

4-01 

1-72 

8-21 

50-10 

35-03 

4-94 

2-70 

9-85 

45-45 

36-42 

5-68 

313 
11-93 
45-26 
3714 

5-54 

Specific  gravity  of  the  gas. 

Gas  consumption  for  equal  candle  power     . 

0-362 
1321 

0-376 
111-7 

0-399 
103-8 

/lyiLi-Lcu  u 

0-441 
102-1 

0-482 
101-8 
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good,  bnt  the  ooke  is  poor  in  quality  and  quan- 
tity. The  conclusions  to  be  drawn  even  from 
such  analyses  are,  however,  at  most  only  of  a 
very  eeneral  nature. 

Of  greater  value  and  more  rapidly  carried 
out  is  the  proximoU  analysis  of  coal,  ve.  the 
determination  of  moisture,  volatile  matter,  coke, 
and  ash,  and,  if  required,  of  sulphur,  which  is 
objectionable  as  an  impurity.  Tdb  quantity  of 
volatile  matter,  i.e.  loss  of  weight,  exclusive  of 
moisture,  when  the  coal  is  heated  in  absence 
of  air  (which  gives  conversely  the  percentage  of 
coke),  varies  according  to  the  manner  in  which 
the  heating  is  carried  out,  and  to  obtain  com- 
parable results  a  standard  jnethod  of  heating 
must  be  adhered  to,  the  one  usuallv  adopted 
now  in  Great  Britain  and  America  being  that 
kpown  as  the  American  method  (J.  Amer.  Chem. 
Soo.  1899, 21, 1122),  which  is  as  follows  :  1  gram 
of  undried  jpowdered  coal  is  placed  in  a  bright 
platinum  crucible  of  20  to  30  fframs  weient, 
closed  with  a  woll-fitting  lid  and  supported  in 
such  a  manner  that  the  crticible  oottom  is 
6-8  cm.  above  the  burner  top.  An  ordinary 
Bunsen  burner,  having  a  flame  at  least  20  cm. 
lon^  when  burning  free,  is  employed  for  heating, 
which  is  continual  for  7  minutes.  The  upper 
surface  of  the  lid  should  be  free  from  carbon  at 
the  end  of  the  test,  but  the  under  surface  should 
remain  covered  with  a  black  film.  The  tests 
carried  out  in  this  manner  give  yields  of  coke 
which  approximate  very  fair^  to  those  found  in 
actual  practice  in  gasworks  and  coke-oven 
works. 

The  quantity  of  volatde  matter,  excluding 
moisture,  in  gas  coals  usually  varies  from  about 
27  to  35  p.c.  of  the  undried  coal,  or  from  29  to 
38  P.O.  of  the  actual  coal  substance,  i,e.  coal, 
exclusive  of  moisture  and  ash. 

The  actual  results  obtainable  from  a  coal 
sample  can  only  be  determined  by  lests  on  the 
manufacturing  scale,  and  for  this  purpose 
arrangements  are  made  in  many  works  by 
which  one  or  more  beds  of  retorts  can  be  iso- 
lated, and  the  ^as  passed  through  special  con- 
densing, purifvmg,  and  measunng  plant,  and 
either  the  whole  or  an  average  sample  of  the  gas 
collected  for  testing;  the  coke,  tar,  and  am- 
moniacal  liquor  also  produced  are  measured  in 
a  suitable  manner.  In  large  undertakings,  a 
special  testing  works  is  sometimes  erected, 
capable  of  dealing  with  quantities  of  coal  up 
to  20  tons  a  day.  Small-scale  plants,  modelled 
to  represent  laige-scale  practice  as  nearly  as 
possible,  cannot  be  relied  on  to  give  results 
obtainable  in  actual  practice,  as  it  is  impossible 
to  reproduce  the  conditions  sufficiently  exactly  ; 
but  such  plants  are  of  use  in  giving  the  com- 
parcUive  values  of  diiferent  coal  for  cas-making 
purposes,  and  from  tests  made  with  different 
samples  in  one  and  the  same  plant,  a  fair  idea 
may  be  obtained  of  the  relative  values  of  different 
samples.  Such  apparatus  also  permits  of  the 
checking  off  of  oeuveries  of  coal  made  under 
contract  to  see  that  they  agree  with  the  value 
obtained  from  the  original  sample  tested  in  the 
same  plant. 

In  order  to  obtain  a  comparative  ficure  of 
the  value  of  a  gas  coal,  the  number  of  cubic 
feet  per  ton  obtained  from  it  is  multiplied 
by  tne  calorific  power  in  British  thermal 
unite  of  1  cubic  foot  of    the  gas,  giving  the 


'calorific  multiple,'  or  the  total  B.Th.U.  per 
ton  in  the  form  of  combustible  gas  obtainaole 
from  1  ton  of  the  coal.  Formerly,  when 
illuminating  power  was  the  more  important 
consideration,  the  number  of  cubic  feet  ootained 
per  ton  is  multiplied  by  the  illuminating  power, 
this  figure  being  known  as  the  *  multiple.*  In 
some  cases,  however,  this  is  expressed  in  *  sperm 
value,'  i.e,  the  number  of  lbs.  of  sperm  (as  used 
in  the  manufacture  of  the  statutory  sperm 
candle),  equivalent  in  light-giving  power  to 
1  ton  of  coal.  This  figure  is  obtained  by 
multiplying  the  product  of  yield  and  illuminating 
power  by  0*00343.  For  gasworks  purposes,  the 
volume  of  gas  is  corrected  to  that  of  the  ^as 
at  30  in.  barometer  and  60°F.,  saturated  with 
moisture. 

The  Manufaotubb  of  Coal  Gas. 

The  chief  manufacturing  processes  necessarily 
involved  consist  briefly  in  (1)  the  distillation  of 
the  coal ;  (2)  the  cooling  and  condensation  of 
the  volatile  products ;  (3)  washing  the  gas  for 
removal  of  ammonia ;  (4)  purification  of  the  gas 
from  sulphuretted  hydrogen ;  (5)  measurement 
of  the  gas  produced ;  and  (6)  its  storage  in  gas 
holders.  The  plant  required  consists  of  retorts 
set  in  suitable  furnaces,  cooling  apparatus  for 
the  hot  gas,  washers,  and  scruobers,  purifiers, 
meters,  and  gas  holders,  with  suitable  buildings 
and  accessories. 

In  order  to  carry  out  the  manufacture  under 
economic  conditions,  much  depends  upon  the 
nature  and  position  of  the  site.  It  is  not 
possible  to  lay  down  fixed  ndes  with  regard  to 
the  site  to  be  selected,  as  generally  only  a  few 
possible  sites  are  available  in  suitable  positions 
relative  to  the  district  to  be  supplied,  and  that 
which  has  the  least  objections  to  it  has  to  be 
taken,  even  if  it  is  by  no  means  ideal.  For 
works  of  any  magnitude,  it  is,  however,  essential 
that  the  site  shall  have  a  good  connection  with 
the  means  of  transport,  especially  with  the 
railway,  and,  where  possible,  also  with  water,  as 
otherwise  the  costs  for  bringing  in  the  large 
quantities  of  coal  required  and  sending  out  the 
coke  produced  are  Uirgely  increased ;  it  is  also 
now  the  practice,  wherever  possible,  to  avoid 
erecting  new  works  in  densely  populated 
districts. 

In  the  la3ring  out  of  the  site  it  is  equally 
impossible  to  lay  down  any  but  the  most  general 
rules,  as  the  conditions  vary  so  greatly  in  almost 
every  case.  The  object  aimed  at  is  to  lay  out 
the  works  in  such  a  manner  that  advantage  is 
taken  where  practicable  of  the  existing  natural 
conditions  of  level  or  of  the  relative  position  of 
the  railway,  canal,  or  wharf,  as  the  case  may  be, 
to  facilitate  the  cheap  handling  of  the  raw 
material  and  finished  products,  especially  of  the 
coal  and  coke  which  form  mucn  the  larj^est 
proportion  of  these.  In  spacing  out  the  vanous 
portions  of  the  plant  for  carrying  out  the 
different  processes,  sufficient  room  should  be 
allowed  for  each,  as  undue  crowding  always 
tends  to  increase  manufacturing  costs.  Care 
must  also  be  taken  that  the  plan  is  such  as  to 
allow  of  the  extension  of  the  various  portions 
of  the  plant,  without  necessitating;  the  pulling 
down  and  re-erecting  of  the  original  plant  in 
a  different  position  cor '^wfidue  cramping  of 
the  latter. 
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Fig.  1  ffives  a  diagrammatic  representation 
in  plui  of  the  main  features  of  a  gasworks 
capable  of  making  from  10  to  15  million  cubic 
feet  of  gas  per  day,  and  having  connection  both 
with  rail  and  water,  the  works  being  divided 
into  two  completely  separate  sections,  so  far  as 
manufacturing  plant  is  concerned;  the  gas 
from  each  section,  however,  joins  together  at 
the  inlet  to  the  gas  holders,  which  can  be  filled 
from  either  section.    It  very  rarely  happens. 


however,  that  the  disposition  of  the  site  renders 
so  symmetrical  an  arrangement  possible. 

Garbonisation  op  thk  Coal, 
Broadlv  speaking,  the  process  of  carbonisa- 
tion, which  is  by  far  the  most  important  part  of 
the  manufacture,  consists  in  subjecting  the  coal 
to  distillation  in  closed  vessels  from  which  air  is 
excluded,  whereby  it  is  split  up  into  two  portions, 
namely,  a  volatile  portion  which  escapes  from  the 
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retort,  and  by  subsequent  treatment  yields  tar, 
ammoniacal  liquor,  and  permanent  gas,  and  a 
non-volatile  portion  consisting  mainlv  of  carbon 
and  the  ash  of  the  original  coal,  which  remains 
behind  in  the  retort  as  a  porous  mass  of  coke. 
The  nature  and  amount  of  the  constituents  of 
the  volatile  products,  as  well  as  the  composition 
and  physical  properties  of  the  residual  coke, 
depend  not  only  on  the  nature  of  the  original 
ooal,  but  also  to  a  laige  extent  on  the  tempera- 
ture employed  for  its  carbonisation  and  on  the 
manner  m  which  the  heating  is  carried  out.  The 
nature  of  the  physical  and  chemical  changes 
which  occur  is  exceedingly  complex,  and  these, 
so  far  as  they  have  at  present  been  elucidated. 


will  be  more  conveniently  considered  after  a 
description  of  the  actual  process  of  carbonisation 
as  it  is  at  present  carried  out  in  the  majority  of 
gasworks. 

Hanufaeture  of  gis  in  horizontal  retorts. 
The  material  employed  for  the  manufacture  of 
retorts  consists  at  the  present  time  almost 
universally  of  fireclay,  and  for  modem  carbonis- 
ing conditions,  the  quality  of  the  latter  should 
be  such  that  it  will  withstand  temperatures  up 
to  1300°-1400°,  and  should  not  develop  serious 
cracks  when  subjected  to  such  rapid  alternations 
of  temperature  as  inevitably  occur  when  the 
hot  retort  is  recharged  with  a  cold  mass  of  coal. 
The  shape  of  the  retorts  is  long  and  narrow,  the 
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length  being  from  9  to  10  feet  when  the  retort 
is  cloeed  at  one  end,  or  from  18  to  22  feet  when 
a  *  through '  retort  is  employed,  closed  by  a 
mouthpiece  and  lid  at  each  end,  this  last  being 
now  the  plan  mostly  adopted  in  works  of  medium 
and  large  size.  The  width  of  the  retort  varies 
usually  from  18  to  25  inches  and  the  depth  from 
13  to  16  inches,  the  size  16-inch  by  22-inch 
being  probably  used  more  than  any  other.  The 
shape  of  cross  section  employed   varies  very 
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considerably;  in  a  few  instances,  circular 
retorts  are  employed  (to  which,  of  course,  the 
above-mentioned  dimensions  of  width  and  depth 
do  not  apply),  in  others  oval  retorts,  but  the 
majority  have  now  a  flat  bottom  and  circular 
top  and  have  approximately  the  shape  of  a  half- 
inverted  D,  Q,  and  are  commonly  known  as 
D-.retorts,  the  comers  between  the  bottom  and 
sides  being,  however,  always  rounded,  to 
facilitate  the  removal  of  the  coke,  and  to  render 
the  retort  lees  liable  to  crack.    The  thickness  of 
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the  retort  wall  is  3  inches,  increased  to  4  inches 
at  the  end  to  facilitate  the  fixing  of  the  iron 
mouthpiece  and  lid. 

A  number  of  these  retorts  are  fixed  hori- 
zontally in  a  single  brickwork  arch,  the  number 
n  such  a  setting  varying  generally  from  6  to  12. 
The  retorts  are  suppoited  by  transverse  brick 
walls,  placed  at  intervals  throughout  the  length 
of  the  retort,  and  extending  to  the  top  of  the 
arch  enclosing  the  setting,  the  method  of  con- 
struction being  clearly  shown  in  Figs.  2,  3,  4, 


and  5,  which  give  diagrams  showing  the  cross 
section  and  three  longitudinal  sections  of  a  bed 
of  eight  through  retorts.  The  gases  by  which 
the  retorts  are  heated  circulate  around  the 
retorts  in  each  of  the  vertical  chambers  formed 
by  the  cross  wall?,  travelling  first  upwards  along 
the  inner  sides  of  the  retorts,  and  thence  over 
the  top  of  the  highest  retorts  and  down  along 
the  outer  sides  of  the  retorts  and  away  to  the 
chimney. 

The  method  formerly  adopted  for  heating 
was  that  of  direct  firing,  a  shallow  coke  fire 
being  maintained  on  a  hearth  placed  in  the 
centre  of  the  setting  i)elow  the  middle  retorts. 
With  such  firing  the  heating  of  the  retorts  is 
effected  solely  by  the  sensibk)  heat  of  the  pro- 
ducts formed  by  the  combustion  of  the 
carbon  of  the  coke  by  the  oxygen  of  the  air, 
I.e.  carbon  dioxide,  nitrogen,  excess  of  oxygen, 
and  in  order  to  get  the  retorts  properly  heated 
in  the  part  with  which  the  eas  last  comes  in 
contact,  it  is  necessary  that  the  temperature  of 
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the  latter  must  not  be  below  about  1000°  when 
they  pass  away  from  the  setting.  As  in  addi- 
tion, a  considerable  excess  of  air  must  be  used 
to  get  complete  combustion  of  the  coke,  this 
excess  ot  air  likewise  passes  away  to  the  chimney 
at  a  high  temperature,  resulting  in  great  waste 
of  fuel,  and  the  actual  consumption  of  coke  for 
heating  such  direct-fired  settings  amount  to 
25-30  p.c.  weight  of  coal  carbonised. 

At  the  present  time,  in  installations  of  any 
size,  this  method  of  direct  firing  has  been 
abandoned  in  favour  of  gaseous  heating.  For 
this  purpose,  a  deep  producer  is  provided  for 
each  oea  of  retorts,  as  shown  in  Figs.  2  to  5, 
which  is  charged  with  hot  coke,  when  required, 
by  allowing  the  incandescent  coke  from  the 
retorts  to  f^  directly  into  it.  A  limited  supply 
of  air  (primary  air)  is  admitted  below  the 
furnace  bars,  and  passing  through  the  deep  layer 
of  coke,  the  oxygen  is  converted  chiefly  into 
carbonic  oxide  and  to  a  smaller  extent  into  the 
dioxide.  Steam  is  introduced  along  with  the 
primary  air,  as  water  is  allowed  to  drip  on  to  the 
furnace  bars  to  prevent  their  burning  through, 
and  water  also  evaporates  from  that  kept  in  the 
ashpan  below  the  surface,  and  this  steam  is 
largely  converted  into  hydrogen  and  carbon 
monoxide  in  passing  through  the  incandescent 
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fuel.  The  presence  of  steam  lowers  the  tempera- 
ture of  the  fuel  in  the  generator,  thus  reducing 
wear  and  tear  of  the  lining,  and  also  prevents 
the  fusion  of  the  clinker  formed  from  the  ash, 
and  renders  it  more  readily  removable.  The 
composition  of  the  gas  varies  according  to  the 
proportion  of  air  and  steam  used,  but  generally 
approximates  to  the  following  example : — 

Carbon  dioxide  .  .  .6*2  p.c. 

Carbon  monoxide  .  .    24*4  „ 

Hydrogen  .         .  .  .      8*6  „ 

Methane    .         .  .  •      0'8  „ 

Nitrogen    .         ^  .  .    61*0  „ 

The  producer  gas  thus  obtained  consists  to 
the  extent  of  about  two-thirds  of  incombustible 
gases,  and  is  not  an  ideal  one  for  obtaining  very 
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high  temperatures ;  but  it  is,  nevertheless,  fully 
capable  of  developing  the  highest  temperature 
required  for  carbonisation — ^this  being  made 
more  easy  by  reason  of  the  fact  that  it  enters 
the  setting  alreadv  heated  to  a  venr  high 
temperature.  Further,  as  will  be  seen  direct^, 
the  air  required  for  its  combustion  also  enters 
the  setting  at  a  moderately  high  temperature. 

In  very  brief  outline,  the  method  of  working 
the  setting  is  as  follows :  The  hot  furnace  gas 
collects  alx)ve  the  coke,  and  then  passes 
through  nostril  holes  cut  in  the  furnace  arch; 
one  or  more  nostril  holes  being  placed  at  the 
bottom  of  each  of  the  vertical  spaces  formed  by 
the  cross  walls  supporting  the  retorts  {see 
Figs.  2  to  5).  As  it  enters  the  setting,  the 
funiaoe  gas  is  met  by  the  stream  of  secondary  air 
necessary  for  its  complete  combustion ;  this 
being  introduced  by  suitable  flues  so  arranged 
that  a  supplv  of  air  meets  each  stream  of  furnace 
gas  issuing  from  the  nostrils  in  the  furnace  arch. 
Complete  combustion  of  the  gas  takes  place  as 
the  streams  of  furnace  gas  and  air  intermix  in 
their  circulation  around  the  retorts ;  the  heat 
thus  evolved  causing  the  temperature  of  the 
latter  to  be  raised  to  the  required  point. 

The  waste  gases  leaving  the  setting  have 
inevitably  a  higri  temperature,  as  they  must  be 
sufficiently  hot  to  raise  the  temperature  of  the 
hist  portions  of  the  retort  with  which  they 
come  in  contact  to  the  carbonising  temperature 
required,  and  if  allowed  to  pass  direct  to  the 
chimney  much  loss  of  heat  would  ensue.  To 
effect  a  partial  recovery  of  this  heat,  the  waste 


gases,  on  their  way  to  the  chimney,  pass  through 
the  regenerator,  which  consists  essentially  of  a 
series  of  flues  adjacent  to  and  separated  by  a 
thin  fire-brick  psui^ition  from  a  parallel  set  of 
flues  through  which  the  secondary  air  is  allowed 
to  flow  on  its  way  to  the  setting,  travelling  in 
the  reverse  direction  to  the  waste-gas  stream. 
Much  of  the  heat  of  the  latter  is  thereby  trans- 
ferred to  the  secondary  air,  and  thus  carried 
back  into  the  setting,  resulting  both  in  economy 
of  fuel  and  enabling  a  higher  temperature  to 
be  obtained  with  a  lower  fuel  consumption  than 
would  otherwise  be  the  case. 

The  amount  of  primary  air  admitted  to  the 
furnace  and  of  secondary  air  to  the  setting  is 
controlled  by  suitable  slides  on  the  ports  of 
admission  and  by  dampers  placed  at  the  outlet 
of  the  regenerators,  txk  a  setting  of  Uirough 
retorts,  these  last  are  usually  four  in  number, 
each  taking  the  waste  gas  from  one  quarter  of 
the  setting,  so  that  by  their  adjustment,  not 
only  is  the  total  amount  of  gases  drawn  through 
the  setting  controlled,  but  abo  the  proportionate 
amounts  drawn  into  the  different  parts.  By 
suitable  regulation  of  the  primary  air  slides  and 
dampers,  the  furnace  is  made  to  produce  the 
requisite  quantity  of  gas  for  the  proper  heating 
of  the  setting,  and  the  secondary  air  slides  are 
adjusted  to  supply  as  nearly  as  practicable  the 
exact  quantity  of  air  required  for  the  complete 
combustion  of  the  furnace  gas.  With  this  method 
of  heating  the  fuel,  consumption  is  reduced  to 
about  one-half  that  requirea  with  direct  firing, 
viz.  from  12  to  16  p.c.  of  the  weight  of  the  coal 
carbonised,  whilst  simultaneously  much  higher 
retort  temperatures  are  attainable. 

The  charging  of  the  coal  into  the  retort  and 
the  withdrawal  of  the  coke  produced  were 
formerly  always  effected  by  manual  labour, 
the  coal  being  charged  with  the  shovel,  or  by  a 
scoop  run  into  the  retort  by  hand,  and  then 
inverted  and  withdrawn,  the  coke  being  drawn 
by  a  rake.  This  plan  is  still  adopted  m  small 
works,  where  the  magnitude  of  the  operations 
is  not  sufficient  to  make  the  inst^Jmtion  of 
machinery  remunerative.  In  larger  works, 
however,  the  operations  are  now  usually 
effected  mechanically,  a  considerable  number  of 
machines  of  different  type  being  at  present  in 
use.  Limitations  of  space,  however,  prevent 
anything  more  than  a  very  general  description 
of  these  machines.  In  the  earlier  machines, 
which  were  widely  adopted,  namely,  the  West 
and  the  Arrol-Foulis  machines,  the  citing 
manual  method  was  closely  imitated  by  mechani- 
cal means,  the  charging  machine  for  the  coal 
inserting  the  latter  oy  means  of  a  scoop  or 
similar  contrivance,  and  the  discharger  re- 
moving the  coke  by  a  mechanically  actuated 
rake;  in  the  West  apparatus,,  compressed 
air  is  used  as  the  motive  power;  and  in  the 
Arrol-Foulis,  hydraulic  pressure.  In  more 
recent  types  of  machine  different  methods  are 
employed.  Thus  in  the  De  Brouwer  apparatus, 
a  stream  of  coal  is  projected  into  the  retort  at 
such  a  high  velocity  that  it  is  carried  to  a  stop 
placed  at  the  far  end,  and  then  built  up  in  an 
even  layer  to  the  front  of  the  retort ;  in  place  of 
raking  out  the  coke,  the  plan  now  being  adopted 
is  that  of  mechanically  pushing  out  the  coke 
from  one  end,  this  method  being,  of  course,  only 
applicable  to  through  retorts,   which  can  fcle 
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opened  at  each  end.  Other  machines,  such  as 
the  Fiddes-Aldridge,  are  also  in  use,  which  effect 
in  one  movement  the  discharge  of  the  coke  and 
the  introduction  of  a  fresh  charge  of  coal,  and 
at  the  present  time  electrical  power  is  largely 
employed  for  actuating  retort-house  machinery. 

In  addition  to  the  actual  machinery  employed 
for  charging  the  coal  and  drawing  the  coke,  ad- 
ditional mechanical  equipment  is  also  required 
in  the  retort  house.  The  coal  to  be  carbonised 
must  not  contain  lumps  of  too  lai^e  a  size  where 
machine  charging  is  used,  and  is  therefore 
dropped  into  a  coal  breaker,  from  which  it 
falls  into  an  elevator,  and  is  raised  to  a  height 
well  above  the  retort  benches,  falling  from  the 
latter  either  direct  or  by  means  of  a  conveyor 
into  storage  bunkers,  from  which  it  is  drawn  by 
the  charging  machines  as  required.  Mechanical 
conveyors  of  various  types  are  also  frequently 
employed  for  removing  the  coke  from  the 
retort  house  as  it  is  discharged  from  the  retorts, 
and  to  carry  it  to  suitable  screening  machinery 
for  sorting  into  different  grades. 

Inclined  retorts.  In  order  to  utilise  the 
action  of  gravity  in  charging  and  discharging 
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retorts,  the  horizontaT  position  of  the  retorts  has 
been  abandoned  in  many  installations  during  the 
past  25  years,  the  retorts  being  set  instead  at  an 
angle  of  about  32°  to  the  horizontal,  this  being 
approximately  the  angle  of  rest  of  broken  coi£ 
Fig.  6  shows  a  longitudinal  section  of  such  a 
setting  of  inclined  retorts.  To  chaise  them,  a 
stop  is  placed  at  the  lower  end  of  the  retort,  and 
a  stream  of  coal  admitted  at  the  top,  which  falls 
down  the  retort  imtil  it  reaches  the  stop  at  the 
bottom,  after  which,  with  a  properly  regulated 
supply  of  coal,  it  builds  up  in  an  even  layer  to 


the  top  of  the  retort.  To  disohaige  the  retort 
after  carbonisation  is  complete,  the  stop  is  with- 
drawn from  the  bottom,  when  the  coke  should 
fall  out  by  the  action  of  gravity.  Usually, 
however,  a  certain  amount  of  assistance  is 
required  to  start  the  movement,  such  aa  pricking 
with  a  bar,  this  being  especiaUv  the  case  with 
retorts  which  have  bmn  at  work  for  some  time 
and  have  altered  in  shape. 

Inclined  retorts  were  first  adopted  with 
practical  success  by  Coze  at  the  Rheims  Gas 
Works  in  1885,  and  have  since  been  installed  to 
a  very  considerable  extent  in  most  countries 
where  the  gas  industry  is  established,  including 
Great  Britain.  Here,  however,  it  has  never 
appeared  probable  at  any  time  that  the  inclined 
retorts  would  altogether  supplant  the  horizontal 
retorts,  and  during  recent  years  but  few  new 
installations  have  been  built,  the  improved 
machineiy  for  charging  and  discharging  the 
horizontal  retorts  having  increased  the  favour 
with  which  these  are  regarded. 

The  relative  advantoges  of  the  two  systems 
refer  almost  exclusively  to  questions  of  capital 
cost,  upkeep,  and  labour  chaises,  and  do  not 
materially  affect  the  matter  of  the  ^eld  and 
quality  of  gas,  as  the  actual  carbonisation  of 
tne  coal,  with  proper  working,  takes  place  in 
the  same  manner  in  each  case,  the  coal  in  both 
being  heated  in  an  even  layer  in  the  retort,  with 
a  considerable  amount  of  free  space -above  the 
coal,  and  the  sequence  of  changes  which  take 
place  from  the  action  of  heat  is  substantially 
the  same  in  both  cases. 

Retort-house  working.  The  weight  of  coal 
introduced  into  the  retort  varies  naturally 
according  to  the  size  of  the  latter,  but  up  to 
about  the  year  1900  the  weight  of  charge 
placed  into  the  retort  of  the  most  common  size, 
namely,  20  feet  long,  16  inches  deep,  and  22 
inches  wide,  was  betw^n  6  and  7  cwts.  (and  a 
proportionate  charge  in  retorts  of  other  sizes) ; 
and  with  such  a  charge,  even  with  coals  which 
swell  considerably  during  carbonisation,  a  suffi- 
cient amount  of  free  space  remained  above  the 
mass  at  the  end  to  permit  of  the  introduction 
of  the  rake-head  to  discharge  the  coke.  The 
temperature  within  the  retort  varies  in  different 
works  from  about  900°  to  1250°,  the  tendency 
being  constantly  in  the  direction  of  the  higher 
figure,  and  the  time  required  for  the  carbonisa- 
tion of  such  a  charge  averages  about  6  hours  in 
the  case  of  most  caking  bituminous  coals,  but  is 
only  about  4  hours  with  Rcotch  splint  coals. 
The  gas  evolved  during  the  first  half-hour  is 
somewhat  low  in  quality,  but  in  the  succeeding 
1  i-2  hours  the  3rield  of  sas  is  highest  both  in 
quality  and  quantity.  For  the  remainder  of 
tne  time,  the  volume  and  quality  steadily 
diminish,  and  when  carbonisation  is  nearly  com- 
plete, the  small  volume  of  gas  evolved  consists 
largely  of  hydrogen,  with  from  10  to  20  p.c.  of 
methane  and  some  carbonic  oxide.  In  order, 
therefore,  to  obtain  a  stream  of  gas  which  is 
approximately  uniform  both  in  quantity  and 
quality,  and  also  to  facilitate  retort-house 
working,  the  retorts  are  not  all  charged  together, 
but  a  certain  proportion  only  are  charged  at 
regular  intervals  of  an  hour  or  two  nours, 
according  to  circumstances,  so  that  the  carboni- 
sation in  the  different  retorts  is  at  different 
stages  at  any  particular  time,  and  the  mixture 
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of  gas  formed  by  the  combined  streams  from 
the  retorts  keeps  more  nearly  uniform. 

Treatment  of  the  hot  gases  issuing  from  the 
retorts.  In  order  to  collect  the  evolved  gases,  a 
cast-iron  mouthpiece  is  bolted  to  the  mouth  of 
the  retort  (or  to  both  mouths  of  a  through 
retort)  having;  a  hinged  lid  in  front,  which  can  be 
opened  for  the  purpose  of  discharging  the  coke 
and  putting  in  a  fi^h  charge  of  coal,  and  then 
clofed  so  as  to  form  a  eas-tight  joint.  An 
illustration  of  a  *  self -sealing  '  mouthpiece  in 
common  use  is  shown  in  Fig.  7.  On  the  top  of 
the  mouthpiece  is  cast  a  socket,  into  which  is 
fixed  a  vertical  pipe  of  from  4  to  8  inches 


diameter,  termed  the  ascension  pipe,  extending 
upwards  above  the  brickwork  of  the  setting 
(Fig.  8).  By  means  of  the  bridge  pipe,  this 
is  connected  with  the  dip  pipe,  which  conveys 
the  gas  into  the  collecting  main.  A  separate 
collecting  main  is  usually  now  provided  for  each 
bed  of  retorts,  the  comoined  gas  fropi  each  of 
these  passing  away  by  a  pipe  at  the  top  or  side 
into  the  foul  main,  by  which  the  gas  is  conveyed 
from  the  retort  house  to  the  condensing  and. 
purifying  plant.  Two  types  of  coUecting  main 
are  in  use,  namely,  the  hydraulic  main  and  the 
dry  main,  \ 

In    the    hydraulic    main,    which    is    most 


Fig.  7. 


commonly  employed,  the  tar  and  liquor  con- 
densed from  the  gas  'at  this  point  are  allowed  to 
accumulate  to  such  an  extent  that  the  dip  pipes 
are  sealed  in  the  liquid,  this  seal  then  forming 
an  automatic  valve,  which  allows  the  gas  made 
in  the  retort  to  bubble  through  it  into  the 
collecting  main,  but  prevents  any  gas  getting 
back  from  that  main  along  the  bridge  pipe  and 
ascension  pipe,  when  the  retort  lid  is  open  for 

Surposes  of  charging.  With  .the  dry  main  the 
ip  pipes  are  not  sealed  in  the  liquid,  and  in 
Older  to  prevent  gas  passing  back  when  the  lids 
are  open  or  air  being  drawn  into  the  main  through 
the  open  lid,  some  method  of  closing  the  pipe 
must  De  provided  which  can  be  operated  when 
the  lid  is  open.  Several  forms  of  valve  are 
in  use,  but  are  apt  to  give  trouble  from  the 
separation  of  thick  tar  and  carbon  on  them, 
and,  therefore,  in  other  oases,  arrangements  are 
made  whereby  the  dip  pipe  can  ro  sealed  in 
the  liquid  whilst  the  lia  is  open,  and  unsealed  as 
soon  as  this  is  dosed. 

Where  the  hydraulic  main  is  employed, 
matters  are  now  so  arranged  in  most  works  that 
the  tar  and  ammoniacal  liquor  which  separate 
in  that  main,  are  drawn  off  separately,  the  tar 
being  taken  away  from  the  bottom  as  it  separates, 
whilst  the  liquor  flows  away  from  an  overflow, 
the  height  of  which  can  be  regulated  as  desired, 
the  object  especiidly  aimed  at  being  to  ensure 
that  the  dip  pipes  are  sealed  in  liquor,  and  not 
in  tar  or  varying  mixtures  of  tar  and  liquor. 
This  separate  removal  of  the  tar  and  liquor  may 
be  effected  in  many  different  ways,  a  type  of 


apparatus  in  common  use  being  the  Dillamore  tar 
tower,  shown  in  Fig.  9  (p.  31 8).  This  is  placed  at 
the  end  of  a  bench  of  retorts  as  shown,  and 
serves  a  number  of  beds.  The  tar  pipe  runs  from 
the  bottom  of  each  hydraulic  main  to  about  the 
middle  of  the  tower,  whilst  the  lighter  ammonia- 
cal liquor  flows  from  a  side  opening  near  the 
upper  level  of  the  liquid  in  the  hydraulic  main 
to  the  top  of  the  tower.  The  latter  is  also 
connected  by  an  equilibrium  pipe  to  the  top  of 
the  hydraulic  main,  or  foul  main,  the  gas  pressure 
in  each  being  thus  maintained  the  same,  under 
which  circumstances  the  upper  level  of  the  liquid 
is  the  same  in  both.  The  condensed  liquor 
flows  from  the  top  of  the  tower  over  a  weir 
valve,  the  height  of  which  can  be  regulated  to 
give  any  required  depth  of  seal  in  the  hydraulic 
main.  The  tar  accumulates  in  the  bottom  of  « 
the  tower,  displacing  an  equal  volume  of  liquor, 
which  flows  away  over  the  weir  valve,  and  is 
run  off  periodically,  care  being  taken  that  its 
upper  level  never  rises  above  the  level  at  which 
the  tar  enters  the  tower.  Whilst  running  the 
tar  off,  liquor  must  be  run  in  from  a  tank  to  the 
top  of  the  tower  at  a  greater  rate  than  that  at 
which  the  tar  is  run  off,  as  otherwise  the  level 
of  the  liquid  in  the  hydraulic  main  would  fall, 
unsealing  the  dip  pipes. 

In  oraer  to  obtain  good  results  in  carbonisa- 
tion, BO  far  as  yield  and  quality  of  gas  are  con- 
oemied,  it  is  most  essential  that  the  gas  pressure 
in  the.retort  should  be  maintained  as  uniform  as 
possible,  and  only  slightly  above  that  of  the 
atmosphere,    attentiM"^ TO'^^tRis  ^pibiig^ "^Ifeing 
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second  only  in  importance  to  that  of  keeping 
good  and  even  temperatures  of  the  retorts. 
The  necessity  for  this  arises  from  the  fact  that 
the  fire-clay  retorts  are  themselves  porous,  and 
also  deveiop  cracks  through  the  alternate 
heating  and  cooling,  and  hence,  if  the  pressure 
within  the  retort  exceeds  that  of  the  cases 
circulating  round  it  to  heat  it,  gas  tends  to 


GAS 
OUTLET 


escape  through  the  pores  and  cracks,  and  is 
burnt  around  the  settins  and  thus  lost ;  and  if, 
on  the  other  hand,  •  tn«  pressure  within  the 
retort  is  materially  lower  than  that  within  the 
setting,  waste  gases,  consisting  chiefly  of  nitrogen 
and  carbon  dioxide,  are  drawn  into  the  retort 
and  pass  away  with  the  gas  made,  and  lower  its 

auahty.  In  passing  over  the  hot  retort  walls, 
iie  gas,  however,  always  .undergoes  a  certain 
amount  of  decomposition,  resulting  in  the 
deposition  of  carbon  on  the  walls,  which  tends 
to  olock  the  pores  and  small  cracks,  and  thereby 
to  render  the  retort  more  gas-tight,  the  leakage 
bein^  much  higher  with  a  new  retort,  or  im- 
mediately after  the  removal  of  the  crust  of 
'  gas  carbon  '  or  *  scurf.'  The  latter  process 
must  be  carried  out  periodically,  as  it  otherwise 


becomes  so  thick  as  to  interfere  with  the 
proper  heatii^,  as  well  as  with  the  charging  and 
discharging  of  the  retort,  the  sas  carbon  obtained 
finding  a  ready  sale  for  the  manufacture  of 
electrodes. 

A  very  considerable  pressure  is  required  to 
pass  the  gas  through  the  condensers,  scrubbers, 
and  purifiers,  and  into  the  holdera,  and  if  the 
whole  of  the  necessary  pressure  were  thrown  on . 
the  retort,  most  of  the  gas  would,  in  large  works, 
be  lost  into  the  setting,  and,  therefore,  in  all 
but  very  small  works  a  pump  or  ethauster  is 
employed  to  draw  the  gas  from  the  retorts  as 
it  is  made,  and  to  force  it  on  through  the  sub- 
sequent apparatus  and  into  the  holders.    The 
exhauster  is  run  in  such  a  manner  as  to  maintain 
the   gas    pressure    constant   in   the    hydraulic 
main  above  the  liquor  level,  and  in  addition  an 
automatic   retort-house   governor   is   also   fre- 
quently employed  to  ensure  that  this  pressure  is 
maintained  as  uniform  as  possible.    £ven  then, 
in  order  to  ensure  that  the  pressure  in  the  retort 
itself  is  maintained  constant,  great  care  must  be 
exercised  in  maintaining   the  hydraulic   main 
exactly  level,  and  the  dip  pipes  oi  equal  length, 
as  otherwise  the  depth  to  which  these  are  sealed 
in    liquor   will   vary,    and,    consequently,    the 
pressure  in  the  retorts,  which  is  equal  to  that 
m  the  hydraulic  main  less  the  depth  of  the  seal, 
will  also  var^,  so  that  some  may  be  losing  gas 
to    the   settmg    and    others    drawing    furnace 
gas  into  the  coal  gas.    Where  the  latter  is  the 
case,  the  pressure  in  the  retorts  and  ascension 
pipe  is   below  that  of   the  atmosphere,   and, 
consequently,  when  the  retort  lid  is  opened, 
air  is  sucked  into  the  gas  through  the  ascension 
and  dip  pipe,  thus  further  reducing  its  quality. 
Even  when  the  hydraulic  mains  are  level 
and  the  dip  pipes  sealed  to  an  equal  extent 
throughout,  and  the  pressure  in  the  hydraulic 
main  w  maintained  constant,  the  bubbling  of 
the  gas  through  the  liquid  causes  a  rapid  oscilla- 
tion of  the  pressure  within  the  retort,  which 
may  be  considerable.     By  careful  attention  and 
regulation  of  the  depth  of  seal,  this  oscillation 
can  be  very  greatly  reduced,  but  never  altogether 
eliminated,  and  in  this  respect  the  dry  main,  in 
which  there  is  no  seal  for  the  gas  to  bubble 
through,  has  the  advantage.  On  the  other  hand, 
the  fact  that  the  seal  forms  an  atUomatic  valve, 
which  does  not  require  to  be  operated  by  the 
workman  when  opening  and  closing  the  lids, 
and  also  that  where  a  dry  main  is  used,  more 
trouble  is  often  experienced  in  getting  the  thick 
tar  to  flow  properly  from  the  mains,  especially 
with  some  types  of  coal,  has  led  to  the  hydraulic 
main  being  most  frequently  adopted  in  spite  of 
the  above  objection. 

Chemical  Changes  ocoitbbino  dubing 
Cabbonisation. 

The  essential  elementary  constituents  of 
coal  are  carbon,  hydrogen,  and  oxygen,  and,  in 
addition,  smaller  amounts  of  nitrogen  and 
sulphur  are  always  present,  as  well  as  varying 
amounts  of  minenil  matter,  which  remains 
behind  as  ash  when  the  coal  is  completely  burnt. 
With  regard  to  the  chemical  constitution 
of  the  doubtless  numerous  compounds  present 
in  coal,  little  definite  evidence  is  as  yet  available. 
There  is  general  agreement  that  the  substances 
have  been  formed  slowly  from  the  large  deposits 
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of  vegetable  matter  of  the  carboniferous  period, 
the  changes  taking  place  generally  in  absence  of 
or  with  only  limitea  access  of  air»  and  that  both 
temperature  and  bacterial  action  have  played 
a  part  in  its  production.    It  is  also  generally 


agreed  that  the  laiger  proportion  of  the  sub- 
stances forming  the  existing  coal  have  been 
derived  from  the  "  cellulosic  '*  constituents  of 
the  original  vegetable  matter,  and  that  the 
smaller     proportion     consists     of     substances 


Fio. 


derived  from  the  waxes  and  resins  of  that 
material.  F.  Fischer  and  Schrader  (Brennstoff- 
Ghemie,  1921,  2,  37)  have  suggested  that 
the  true  cellulose  of  the  original  matter  plays 
no  part  in  the  substances  remaining  now  in  the 
coal,  but   has   been  completely  resolved  into 


gases  and  disappeared,  and  that  the  **  cellu- 
losic "  constituents  are  derived  solely  from  the 
lignin  content  of  the  original  material. 

In  any  case,  the  compounds  as  thevnow  exist, 
whether  formed  from  the  woody  or  the  resinous 
constituents  of  the  original  v^otable  material. 
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ftre  of  veiy  high  moleciiUr  weight.    Keoirml 
aolveiits  8Qch  as  alcohol,  benzene,   Ac,  extract 
only    ezoeedinglv    small   amounts    of    sc^able 
matter    from    tne    coal.    The    basic    sdlYent 
pyridine    is,    however,    mnch    more    effectire 
(^edson,  J.   Soc.   Chem.  Ind.   1908,  27,   147 ; 
Bnigeas  and  Wheeler,  Chem.  Soc.  Trans.  1911, 
99,  649),  have  shown  that  with  Uiis  solvent 
varying  amounts  ap  to  35  per  cent,  of  solnble 
matter    may    be    extracted.     It    is,    however, 
donbtfol  if  this  extracted  matter  consists  of 
sobstanoes  actually  nresent  in  the  coal,  as  it  is 
very  probable  that  uie  chemically  active  liquid , 
pyndme  first  effects  some  resolutioa  of  the 
substances   present  in  the  coal  into  those  of , 
lower  molecular  weight,  some  of  which  dissolve 
in    the    pyridine.      Good    gas-maldng     ooaJs. 
generally  give  a  hi|^peroenti^  dsoeh  pyridine . 
sf^ble  matter. 

The  changes  which  take  place  when  coal  m  | 
heated  in  absence  of  air  are  exceedingly  oompli- 1 
cated  in  character,  and  result  in  the  prodnctiaii  | 
of  an  immense  number  of  differeot  substances, 
soma  gaseous,  some  liquid,  and  some  solid  at . 
the    ordinary    tempeiatuieL    The    liquid    con- 1 
stituents,  which  condense  together  in  the  form  of 
coal  tar,  are  by  far  the  most  numerous,  the ' 
different  compounds  iscdated  from  it  already 
being  numbered  by  hundreds,  and  doubtless 
large    numbecs   of    unknown   compounds    are 
also    present    {v.  Tak).      Moreover,  both  the 
nature  of  these  substances  and  their  rdative 
amounts  in  the  products  vary  greatly  acooidii^ 
to  the  temperature  to  whidk  the  coal  k  heatecl^ : 
and  the  manner  in  which  the  heat  k  applied,  I 
and  our  knowledge  of  the  nature  of  the  reactions  t 
occurring  during  the  process  is  stiD  very  far  in-  > 
deed  from  complete,  so  that  it  k  only  poasiUe  | 
as  yet  to  discuss  these  changes  in  very  broad ' 
outline. 

When  coal  is  heated,  except  for  evolution  of 
water,  and  small  quantities  of  oxides  of  carbon,  . 
no  ^parent  change  takes  place  below  300^,  but 
the  available  evidence  points  to  the  conduaon 
that  some  changes  take  place  below  the  apparent  , 
point  of   decomposition   which   result   in   the  I 
dissociation  of  many  of  the  substances  present 
into  others  of  lower  molecular  weight,  as  many 
coeJs  and  bituminous  shales  if  heated  for  some 
time  below  their  apparent  decomposition  point, 
yield  a  largely  increased  quantity  of  soluble 
matter  on  extraction   with   neutral   solvents.  ] 
At  temperatures  varring  from  300"*  to3a0^  with  .' 
different  coals  decomp^ition  commences  with  ■ 
evolotion  of  volatile  products,  the  larger  pro- 
portion of  which  condenses  to  liquids  at  the  ' 
ordinary  temperature,  and  only  a  smallpro- 
portion  of  which  forms  permanent  gases.     Tmsc 
last  coasist  chiefly  of  carbon  dioxide,  carbon 
monoxide,    and    gaseous    hydrocarbons,    with 
little,  if  any,  hydrogen. 

By  carrying  out  the  decompootion  at  the 
lowest  possible  temperature  in  a  high  vBcaum, 
Pictet,  Ramsayer  and  Kaiser  obtained  a  tar 
from  which  they  were  able  to  isolate  a  series  of 
hydrocarbons  all  of  which  belonged  to  the 
cycloparaffin  series,  the  lowest  of  which  was 
hexahydrotolnene,  C-H,^,  and  the  highest 
CfJB^^  They  were  also  able  to  iaolate  the  same 
hydrocarbons  from  the  extract  obtained  by  kx^ 
eontiiuied  extraction  of  large  amounts  of 
Montramberi    coal    with    benrnie,     Hence    it 


seems  probable  that  these  hydrocarlxnis  are 
either  present  as  such  in  coal,  or  in  such  a  state 
of  oomoination  that  they  are  readily  dissociated 
from  the  combination.  In  addition  the 
"vacuum- tar"  contains  considerable  amounts 
ai  oxygen  compounds;  the  major  portion  of 
these  consist  of  the  higher  homolognes  of  phenol, 
phenol  itself  beinff  absent  or  present  m  only 
minute  amount.  Acids  containing  the  carboxyl 
group  are  also  present  in  small  proportion,  and 
a  la^er  proportion  of  neutnl  oils  containing 
oxyrai  wnose  constitution  is  unknown. 

When  the  coal  is  carbonised,  whether  on  the 
small  or  large  scale,  at  temperatures  not  exceed- 
ing 4!W-4SO\  the  general  character  of  the  tar 
and  ns  produced  is  similar  to  that  above 
described,  althoq^^  of  course,  secondary  de- 
composition of  the  primary  products  must  occur 
to  a  someidiat  larger  extent,  these  conditions 
representing  what  is  now  generaUv  termed 
"  tow-temperatore  carbonisation. "  The  yield  of 
tar  with  '^gas-coals  "  varies  from  about  8  to  10 
p.c.,  and  the  gas  yield  from  3000  to  4000  cubic 
feet  per  ton  of  high  calorific  power,  consist- 
ing to  the  largest  extent  of  methane,  ethane. 


\  in  the  tar  an  to  a 


Ac,  and  only  moderate  percentages  of  hydrogen. 
The  saturated  hydrocarbons  f      *     ' 

extent  of  the  Cjrcloparmffin  series,  but  some 


of  the  pamffin  series  are  also 
present.  Unsaturated  hydrocarbons  are  also 
present  in  quantity,  chiedy  (defines,  but  there  is 
always  also  a  fair  proportion  of  those  of  the 
CitH^— s  oeries,  especialiy  of  the  dienes,  as  well 
as  cyclopentadiene  and  its  homokizues,  but  unless 
the  temperature  exceeds  about  fiOO^C,  aromatic 
hydrocarbons  are  almost  entirely  absent. 

The  physical  character  of  tbie  residne  varies 
neatly  according  to  the  character  of  the  coaL 
where  the  coal  ocmtains  constituents  which  an 
fusible,  the  melting  of  these  converts  the  coal 
at  temperatures  raUier  above  300°  into  a  plastic 
or  semisolid  mass,  which  then  undeKoes  aeomn- 
poeition  leaving  aporous  coherent  ocmdb.  Where 
the  constituents  do  not  fuse  before  deoomposing 
the  residue  remains  of  the  same  shape  as  the 
ang^maX  coaL  In  both  cases  the  residne  s^ 
contains  considtfable  percentages  of  volatile 
matter,  and  bums  in  the  air  with  a  flame  but 
without  production  of  smoker 

Where  the  chief  object  is  to  obtain  smokeleass 
fuel  from  coal  or  carbonaceous  products, 
or  where  the  special  aim  is  the  maximum  pro- 
duction of  oil  from  the  material,  such  tow- 
temperature  carbonisati<m  may  be  advantageous. 
The  yield  of  gas  under  these  ccHiditions  is, 
however,  so  low  (ahhough  of  hish  calorific  power) 
that  the  employment  of  such  low  temperatures 
is  not  as  a  general  rule  commercially  practicable, 
and  for  i\us  purpose  higher  temperatures  must 
be  employed  when  the  gas  is  the  duel  product 
required. 

In  eonsideiing  the  changes  whidk  take  place 
at  such  higher  temperatures  it  is  most  convenient 
to  deal  first  only  with  the  carbon  and  hydrogen 
of  the  coal  which  are  the  most  important  con- 
stituents from  a  gaa-making  point  of  view. 
When  the  closed  vessel  into  which  the  coal  is 
placed  is  heated  to  a  higher  temperature,  it  only 
rises  in  temperature  sifowiy,  and  therefore  at 
first  only  undergoes  the  above  low-temperature 
deeomposition.  The  further  action  of  heat  then 
brings  about  fresh  dianges,  both  in  the  above 
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hydrogen-containing  roBidue  and  in  the  vola- 
tile subetanceB  pnmarily  evolved  from  the 
ooal.  The  effect  of  further  heat  on  the 
residue  is  to  drive  off  more  hydrogen,  which, 
at  temperatures  of  700°-*00**,  is  mostly  evolved 
as  methane  and  free  hydrogen,  the  latter  being 
present  in  larser  proportion,  the  amount  o! 
other  gaseous  nydrocarbons  being  very  much 
smaller  than  in  the  sas  produced  at  low  tempera- 
ture. The  residual  coke  becomes  denser  and 
harder,  but  at  this  temperature  still  contains 
hydrogen  in  appreciable  quantity,  and  on 
raising  the  temperature  to  the  highest  obtainable 
19  practice,  an  additional  yield  of  sas  is  procured 
stifi  consisting  of  methane  and  nydrogen,  but 
as  the  temperature  increases  the  percentage  of 
methane  falls  and  that  of  hydrogen  rises.  The 
hiffher  the  temperature  to  which  the  residual 
coke  is  finally  heated,  the  greater  is  therefore 
the  yield  of  combustible  gas. 

The  volatile  products  first  evolved  from  the 
coal,  consisting  chiefly  of  compounds  which  are 
liquid  at  the  ordinary  temperature,  also  under- 
go further  change  when  a  higher  carbonising 
temperature  is  employed,  if  they  are  subjected 
to  the  action  of  this  heat  before  they  can  escape, 
the  hydrocarbons  contained  in  them  yield 
a  large  proportion  of  gases  which  are  per- 
manent at  the  ordinary  temperature,  the  most 
important  of  these  being  -hydrogen,  methane, 
and  ethylene.  At  temperatures  abovc$  650°, 
aromatic  hydrocarbons  are  produced,  and  if 
the  temperature  does  not  much  exceed  700°, 
only  those  containing  one  benzene  nucleus,  t.e. 
derivatives  of  benzene  itself,  appear  to  be  formed 
in  material  amount,  such  hydrocarbons  as 
naphthalene  and  anthracene  being  almost 
entirely  absent  in  the  tar  formed  at  these 
temperatures.  The  exact  manner  in  which  the 
proauction  of  these  benzene  derivatives  occuib 
IS  as  yet  in  doubt.  It  has  been  suggested  that 
they  are  formed  by  loss  of  hydrogen  from  the 
naphthenes  present,  containing  a  ready-formed 
ring  of  six  carbon  atoms,  or  that  they  are 
formed  by  reduction  from  the  phenolic  bodies 
which  are  simultaneously  produced  from  the 
oxygenated  constituents  of  the  coaL  Whilst 
it  is  likely  that  some  of  the  benzene  deri- 
vatives are  produced  in  these  two  ways,  the 
fact  that  at  the  above  temperatures  approxim- 
ately the  same  extent  of  production  of  benzene 
derivatives  occurs  with  any  carbonaceous  matter, 
even  from  open-chain  hydrocarbons,  and  in 
absence  of  any  oxygen  compounds  or  of  naph- 
thenes, makes  it  improbable  that  anything  like 
all  of  these  derivatives  are  obtained  in  this 
manner.  Thus  when  American  petroleum  con- 
taining but  little  cycloparafl^  and  phenol,  is 
cracked  for  the  nianuiacture  of  carburetted 
water  gas  at  temperatures  of  760°,  the  proportion 
of  aromatic  hydrocarbons  found  in  tbe  tar 
produced  is  quite  as  high  as  that  obtained  when 
oils  laigely  consisting  of  cycloparaffins  are  used. 
The  most  probable  supposition  on  the  evidence 
at  present  available,  is  that  at  the  temperatures 
which  result  in  the  production  of  the  benzene 
derivatives,  the  various  hydrocarbons  undergo 
decomposition  to  the  extent  of  producing  the 
sinffle-atom  unsaturated  hydrocarbons  'CH,, 
:  CUt>  :  CH,  capable  of  temporary  existence,  as 
shown  by  Sir  J.  J.  Thomson  in  his  positive-ray 
analysis  of  methane,  and  of  analogous  molecules 


are  produced  by  the  subsequent  union  especially 
of  these  molecules  to  form  the  benzene  rinff, 
which  when  once  formed  is  known  to  be  exceed- 
ingly stable  towards  heat.  At  such  tempera- 
tures benzene  itself  forms  only  a  moderate 
proportion  of  the  aromatic  derivatives  produced, 
the  homologues  with  one  or  more  side  chains 
being  produced  in  larger  quantity. 

Ab  the  temperature  to  which  the  volatile 
products  are  suojected  is  further  raised,  there 
is  an  increasing  tendency  to  the  production 
of  benzene  itself  by  the  elimination  of  the  side 
chains  from  the  toluene,  xylene,  &c.,  and 
simultaneously  complex  aromatic  hydrocarbons 
containing  more  than  one  benzene  nucleus  make 
their  appearance,  and  the  higher  the  temperature 
the  laiger  are  both  the  quantity  and  tne  com- 
plexity of  the  products,  many  of  which  are  now 
of  ver^  high  molecular  weight,  and  for  the  most 
part  infusible  and  insoluble,  and  therefore 
remain  suspended  in  the  tar  produced,  forming 
what  is  commonly  termed  the  *  free-carbon  '  in 
the  tar.  Saturated  aliphatic  hydrocarbons 
laigely  disappear,  and  the  quantity  of  dienes 
falu,  but  olennes  still  remain  present  in  con- 
siderable quantity. 

At  these  latter  temperatures,  the  effects  on 
the  gas  production  are  by  no  means  altogether 
favourable,  as  although  some  hydrogen  is 
produced  in  the  changes  which  the  volatile 
products  undergo,  the  simpler  gaseous  hydro- 
carbons which  form  the  most  important  con- 
stituents of  the  gas  themselves  unaoigo  decom- 
position into  hydrogen  and  carbon,  which  last 
IS  deposited  partly  on  the  coke  and  partly  on 
the  walls  of  the  retorts  as  '  carbon '  or  *  scurf/ 
and  this  material,  although  of  some  value,  is 
of  ereater  worth  if  left  in  the  gas  in  the  form  of 
hyarocarbonfi.  The  presence  of  the  solid  *  free- 
carbon  '  in  the  resulting  tar  also  greatly  increases 
the  difficulty  of  retort-house  wo»in^  by  forming 
deposits  in  the  mains,  Ac,  which  are  only 
removable  with  difficulty. 

The  chemical  considerations  therefore  lead 
to  the  conclusion  that  while  in  order  to  obtain 
from  coal  the  maximum  yield  of  energy  in  the 
form  of  combustible  gas,  it  is  advisable  to 
subject  the  latter  finally  to  as  high  a  tempera- 
ture as  possible,  so  as  to  drive  off  the  volatile 
matter  completely,  the  gases  and  vapours 
produced  in  the  distillation  should  only  be 
subjected  to  a  considerably  lower  temperature 
than  that  to  which  the  coke  is  eventually  heated, 
as  too  high  a  temperature  results  in  the  separa- 
tion of  carbon,  which  would  otherwise  nave 
remained  as  gaseous  hydrocarbons  in  the  gas ; 
thus  depreciating  both  its  calorific  and  illuminat- 
ing power.  On  the  other  hand,  it  is  equally 
evident  that  these  volatile  products  must  not 
be  subjected  to  too  low  a  temperature,  for  in 
that  case  the  hydrocarbons,  &c.,  produced  in 
the  early  stages  of  distillation  would  not  be 
sufficiently  decomposed,  and  would  be  lost  from 
a  gas-making  standpoint — being  condensed  in 
the  tar. 

The  remaining  constituents  of  the  coal 
concerned  in  the  production  of  gas  are  oxygen, 
nitrogen,  and  sulphur.  The  ash  remains  in  the 
coke,  and  need  not  be  further  considered  here. 
Oxygen  is  present  in  considerable  amount  in  the 
coal  substance ;  and  the  coal  as  used  also  always 
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oontoins  either  moisture  in  the  free  state  or  in 
such  a  loose  state  of  combination  that  it  is  given 
off  at  temperatures  below  100^ — the  amount 
varying  usually  from  1  to  7  p.c.  The  low- 
temperature  carbonisation  first  taking  place 
results,  as  stated  above,  in  the  resolution 
of  the  oxygen-containing  constituents  of  the 
coal  into  carbon  dioxi£,  carbon  monoxide, 
and  steam,  and  condensable  compounds  of 
carbon,  hydrogen  and  oxygen  largely  consisting 
of  the  higher  phenols,  llie  further  action  of 
heat  on  these  last  results  partly  in  the  elimina- 
tion of  the  side-chains  and  production  of  lower 
-  homolc^ues  and  of  phenol  itself,  and  in  addition 
the  action  of  these  on  the  heated  carbon  results 
in  some  of  them  losing  their  oxysen  and  yielding 
the  corresponding  aromatic  hydrocarbon.  The 
resulting  tar  at  hish  temperatures  always  still 
contains  considerable  percentages  of  phenols, 
the  amount  relative  -to  the  coal  carbonised 
always  increasing  as  the  percentage  of  oxygen 
in  the  coal  used  increases.  As  the  temperature 
rises,  the  carbon  dioxide  tends  to  combine 
more  and  more  with  the  red-hot  carbon 
present,  undergoing  reduction  to  carbon  mon- 
oxide, and  the  steam  tends  also  to  act  on  the 
carbon,  with  production  of  water  gas  ;  and  the 
higher  the  temperature  to  which  the  gases  are 
heated,  especially  while  in  contact  with  the 
coke,  the  greater  is  the  amount  of  carbon 
monoxide  formed,  and  the  higher  also  the  amount 
of  steam  converted  into  water  gas.  In  high 
temperature  carbonisation,  therefore,  a  small 
proportion  of  the  oxygen  in  the  original  coal 
18  recovered  in  the  tar  as  phenol,  etc., 
but  the  bulk  of  it  remains  as  steam,  which  con- 
denses out  on  cooling,  and,  roughly,  about  one- 
fourth  is  found  in  the  gas  as  oxides  of  carbon. 

The  effect  on  the  nitrogen  is  similar  to  that 
on  the  hydrogen.  At  very  low  temperatures 
some  ammonia  is  given  off,  and  also  substances 
containing  carbon,  hydrogen,  and  nitrogen, 
which  condense  la  the  tar;  while  a  laige  pro- 
portion of  the  nitrogen  remains  in  the  residue. 
At  higher,  but  stiU  moderate,  temperatures, 
much  more  nitrogen  is  given  off  from  the  coal, 
and  the  above  volatile  products  are  largely 
broken  up,  with  the  formation  of  ammonia  and 
some  free  nitrogen ;  and  at  such  temperatures 
the  maximum  yield  of  ammonia  is  obtaiued. 
At  still  higher  temperatures,  more  nitrogen  is 
evolved  from  the  cole ;  but  the  ammonia  itself 
is  then  largely  decomposed  into  its  elements 
nitrogen  and  hydrogen,  and  also  reacts  with  the 
hot  carbon,  producing  hydrocyanic  acid ;  and, 
in  spite  of  the  more  complete  elimination  of  the 
nitrogen  from  the  coke,  the  yield  of  ammonia  is 
decreased.  In  ordinary  gas-works  practice  in 
horizontal  retorts,  only  from  14  to  17  p.c.  of  the 
nitrogen  in  the  coal  is  mostly  recovered  in  the 
form  of  ammonia  (v.  Ammonia).  Some  of 
the  nitrogen  is  also  found  in  the  tar,  chiefly  in 
the  form  of  nitrogenous  bases,  such  as  pyridine. 
The  sulphur,  too,  probably  comes  off  first  as 
compounds  with  carbon,  and  hydrogen;  and 
these,  when  more  strongly  heated,  yield  sulphur- 
etted hydrogen,  which  can  be  removed  from  the 
gas  without  much  difficulty.  At  still  higher 
temperatures,  however,  the  decomposition  of 
these  volatile  organic  sulphur  compounds  takes 
place  with  formation  of  laiger  quantities  of 
carbon  disulphide ;  this  compound  being  also 
Vol.  in.— T. 
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produced,  but  probably  in  much  smaller  amount, 
in  the  gasea  last  driven  off  from  the  coke,  due  to 
the  sulphur  still  remaining  in  the  latter.  Hish 
temperatures,  especially  if  allowed  to  act  fully 
on  the  volatile  products,  therefore  tend  to 
increase  oonsideraoly  the  amount  of  this  im- 
purity, which  can  only  be  removed  with  difficulty. 
Both  with  regard  to  sulphur  and  nitrogen, 
therefore,  as  well  as  in  the  case  of  the  hydro- 
carbons, it  is  desirable  that  the  volatile  products 
themselves  shall  only  be  heated  to  a  moderate 
temperature  if  a  maximum  yield  of  the  valuable 

Sroduct  (ammonia)  and  a  minimum  yield  of  the 
eleterious  impurity  (carbon  disulphide)  is  to 
be  obtained.  In  the  case  of  the  oxygen  com- 
pounds alone  does  there  appear  to  be  any 
advantage  in  subjecting  these  products  to  a  hign 
temperat]}re,  owing  to  the  la^er  proportion  of 
carbon  monoxide  and  smaller  proportion  of 
carbon  dioxide  produced,  as  well  as  to  the  laraer 
amount  of  steam  converted  into  combusttole 
On  the  whole,  the  advantages  sained  in  the 
,tter  respect  are  more  than  counterbalanced  by 
the  deleterious  action  of  such  hish  temperatures 
so  far  as  the  hydrocarbons  and  the  nitrogen  and 
sulphur  compounds  are  concerned. 

While,  therefore,  the  effect  of  heat  on  coal, 
and  generally  on  substances  containing  carbon 
and  hydrogen,  is  primarily  to  resolve  the  com- 
poundls  into  simpler  surotances,  the  changes 
which  take  place  finally  are  largely  synthetical, 
and  new  substances  are  produced  in  large 
mecMure  by  the  combination  and  interaction  of 
the  primary  decomposition  products,  the 
nature  and  amount  of  the  new  substances 
formed  varying  greatly  according  to  the  con- 
ditions of  cfu^onisation,  and  eepeciaUy  with 
the  temperature  to  which  they  are  heated  and 
very  greatly  with  the  length  of  time  during 
which  they  are  exposed  to  that  temperature. 
In.  addition  to  the  synthetic  production  of  new 
hydrocarbons  already  referred  to,  others  occur 
in  which  different  constituents  are  con- 
cerned. The  formation  of  carbon  monoxide  by 
the  action  of  the  dioxide  on  carbon,  and  the 
synthesis  of  water  gas  by  the  interaction  of 
steam  and  carbon,  have  been  referred  to.  In 
addition,  there  is  some  evidence  that  methane 
may  also  be  formed  to  a  certain  extent  in  the 
carbonising  process  by  synthesis  from  hydrogen 
and  carbon  monoxide,  in  accordance  with  the 
reversible  reaction  C0+3H,^=±CH«H-H,0.  This 
reaction  occurs  almost  quantitatively  when  a 
mixture  of  the  gases  is  passed  over  metallic 
nickel  at  260''  (Sabatier  and  Senderens,  Compt. 
rend.  134, 514),  and  although,  as  the  temperature 
rises,  the  reverse  reaction  takes  place  in  increas- 
ing degree,  the  evidence  available  points  to  the 
conclusion  that  appreciable  amounts  of  methane 
are  formed  in  this  manner  under  some  conditions 
during  carbonisatioiL 

In  the  carbonisation  of  coal  in  the  most 
usual  gas-works  practice,  the  coal,  as  above 
descril^,  is  placed  in  a  long  narrow  retort  set 
either  horizontally  or  at  an  angle  of  about  32°  to 
the  horizontal,  leaving  a  considerable  amount 
of  free  space  above  the  coal  through  which  the 
evolved  gas  must  pass  to  reach  the  exit  pipe  at 
one  or  both  ends  of  the  retort.  The  caroonisa- 
tion  commences  on  the  outside  of  the  mass — 
namely,  at  the  bottom  and  sides — where  it  is  in 
contact  with  the  hea^jij^Jort^aU^^^^^also 
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at  the  top,  where  it  is  affected  by  the  heat 
radiated  Uurough  the  free  space  from  the  hot 
crown  of  the  retort.  The  coal  on  the  outside 
fixBt  becomes  pasty  and  agglomerates,  and  then 
undergoes  the  low-temperature  decomposition 
alreacfy  described,  the  resultant  vapouia  and 
rich  gas  escaping  fairly  readily  into  the  free 
space  above  tne  ooaL  Here  thev  are  subjected 
to  the  further  action  of  heat  m  two  wavs — 
namely,  by  contact  with  the  heated  walls  of  the 
retorts,  and  also  by  the  action  of  the  radiant 
heat  rays  which  are  travening  the  free  space. 
The  net  result  of  their  combined  action  s  to 
raise  the  temperature  of  the  yapours  passing 
through  the  nee  space,  and  to  bring  about 
much  change ;  and  the  higher  the  temperature 
to  which  t&  retort  walls  are  heated,  the  greater 
is  the  amount  of  further  decomposition  that 


The  furtiier  action  of  heat  on  the  pasty  mass 
on  the  outside  of  the  charge  conyerts  this 
eventually  into  coke ;  heat  passing  simultane- 
ously further  into  the  charge  and  converting  the 
layer  below  into  the  pasty  condition,  which  is 
assisted  by  the  conaensation  on  these  lower 
layers  of  some  of  the  tarry  matters  formed  by 
the  decomposition  of  the  hotter  layers  above, 
and  the  extent  to  which  such  condensation 
occurs  doubtless  has  much  influence  on  the 
physical  properties  of  the  resulting  coke.  This 
sequence  of  changes  continues  until  the  heat  has 
penetrated  to  the  centre  of  the  mass,  and  effected 
its  complete  carbonisation.  After  the  first  layer 
of  hot  coke  has  been  formed,  the  gases  produced 
from  the  interior  of  the  chaige,  in  order  to 
escape  from  the  retort,  must  not  only  undergo 
the  ordeal  of  heat  in  naasinff  through  the  free 
space,  but  also  pass  through  the  hot  layer  of 
coke  on  the  outside  of  the  chaive;  and  the 
temperature  and  area  of  this  coke  mass  con- 
stantly increases  as  time  goes  on.  Further,  ao 
carbonisation  proceeds,  the  rate  at  which  the 
gas  IS  evolved  decreases,  and  in  consequence,  its 
speed  throuffh  the  free  vpaoe  becomes  lees,  and 
it  IS  exposed  to  heat  there  for  a  greater  length 
of  time.  From  all  these  causes,  the  quality  of 
the  gas  falls  off  after  the  first  hour,  and  especially 
when  the  carbonisation  is  approaching  com- 
pletion. The  percentages  of  methane,  eUiylene, 
benzene,  sulphuretted  hydrogen,  and  carbon 
dioxide  steadily  diminish  as  time  progresses,  and 
that  of  hydrogen  steadily  increases ;  while  that 
of  carbon  ^monoxide  vanes  less  considerably,  as 
shown  by  the  following  table,  giving  the  analysis 
of  the  gas  evolved  at  different  stages  from  a 
retort  oharsed  with  Derbyshire  coal,  the  tempera- 
ture of  caroonisation  being  about  9S0** : — 


hhoui 

Uhn. 

2ihn. 

Sihn. 

6  his. 

Sulphuretted 

hydrogen 
Carbon  tiQoxidc . 

3-8 

31 

2-8 

21 

1-2 

3-0 

2-8 

2-6 

2-3 

1-7 

Ethylene       and 

benzene 

8-6 

6-2 

3-6 

2-4 

0-0 

Oxygwi    . 

0-0 

0-0 

0-0 

0-0 

trace 

Carbon  monoxide 

4-4 

6-0 

4-9 

4'6 

3-8 

Methane  . 

49-7 

42-0 

39-4 

37-6 

26-3 

Hydrogen 
Nitrogen(bydiff.) 

29-8 

37-6 

42-2 

46-2 

60-8 

0-7 

4*4 

4-6 

5-0 

6-2 

Before  the  introduction  of  gaseous  firing,  the 
retort  temperatures  obtained  in  practice  did  not 
usually  exceed  about  900''C.,  or  lOWF.  Under 
these  conditions,  the  volatile  products  were 
not  materially  overheated,  and  gas  of  hish 
illuminating  power  was  produced;  while  the 
tar  simultaneously  formed  was  fairly  fluid,  and 
only  contained  moderate  amounts  of  the 
objectionable  'free  carbon.'  The  quantity  of 
naphthalene  formed  was  also  not  excessive,  and 
that  of  'light  oils'  simultaneously  produced 
was,  in  most  cases,  sufficient  to  wash  tJie  naph- 
thalene out  of  the  gas  during  condensation  to 
a  sufficient  extent  to  prevent  its  subsequent 
deposition  in  the  solid  state  in  the  mains  and 
services.  On  the  other  hand,  under  these 
conditions,  a  relatively  low  yield  of  gas  per  ton 
is  obtained,  as  an  appreciable  quantity  of 
volatile  matter  is  left  in  tne  coke. 

When,  with  the  aid  of  gaseous  firing,  higher 
carbonisation  temperatures  were  employed, 
matters  were  considerably  modified,  as  the 
volatile  matter  of  the  coal  was  more  completely 
evolved  with  the  production  of  a  greater  volume 
of  gas.  But,  as  we  have  seen,  it  follows  inevit- 
ably that,  in  a  horizontal  or  inclined  retort 
having  a  large  free  space  above  the  coal,  the 
volatile  products  must  also  be  more  strongly 
heated  by  an  increase  in  the  retort  temperature ; 
and,  as  a  result,  under  these  conditions,  the 
ffases  and  vapours  undergo  a  more  far-reaching 
decomposition  than  before,  and  a  reduction  in 
the  qualil^  of  the  gas  is  brought  about.  Some 
of  the  hydrocarbons  formerly  present  in  the  ^as 
are  now  deposited  in  solid  or  liquid  form,  which 
either  remain  in  the  retort  as  carbon  or  are 
condensed  with  the  tar,  and  are  lost  from  a 
gas-makins  point  of  view.  Simultaneously, 
other  disaciyantageous  changes  occur,  inasmuch 
as  the  tar  produced  is  thicker  and  contains 
much  more  '  free  carbon,'  thereby  increasing  the 
trouble  from  stopped  ascension  pipes  and  pitched 
hydraulic  mains,  and  greatly  mcreasing  the 
practical  difficulties  of  retortrhouse  working. 
Further,  the  action  of  these  high  temperatures 
on  the  volatile  products  increases  the  produc- 
tion of  naphthalene  and  deceases  that  of  light 
oils,  and  renders  the  cooled  gas  much  more 
liable  to  deposit  solid  naphthalene  in  the  mains 
and  services  both  on  the  works  and  in  the  district, 
causing  serious  trouble  both  to  supplier  and 
consumer. 

In  spite  of  these  last-named  drawbacks,  the 
employment  of  higher  temperatures  has,  on  the 
whole,  proved  favourable;  the  increased  yield 
obtained  from  the  more  complete  elimination  of 
the  volatile  matter  of  the  coiu  having  more  than 
counterbalanced  these  disadvantages.  Never- 
theless, a  process  of  carbonisation  is  very  desir- 
able, in  which  the  coal  itself  can  be  heated  to  a 
high  temperature  without  simultimeously  causing 
too  great  heating  of  the  volatile  products  ;  and 
it  is  largely  with  a  view  to  this  end  that  modifi- 
cations of  the  method  of  working  have  been 
introduced  during  the  past  few  years. 

From  what  has  been  said,  it  is  clear  that  one 
of  the  chief  causes  of  the  overheating  of  the  gases 
and  vapours  is  the  existence  of  a  Uu^e  free  8pa<>e 
above  the  coal  in  the  retort.  With  the  hori- 
zontal retort,  so  long  as  the  coke  had  to  be 
extracted  by  a  rake,  worked  either  by  hand  or 
mechanically,  a  considerable  amount  of  free 
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Bpaoe  was  necessary  in  order  to  afford  room  for 
the  introduction  ai  the  rake-head  above  the 
coke;  but  the  invention  of  mechanically 
propelled  pushers,  which  discharge  the  coke  by 
pusning  from  one  end  of  the  retort,  has  done 
away  with  the  necessity  of  the  free  space  for 
the  removal  of  the  coke,  and  has  made  it  possible 
to  put  in  a  much  larger  charge  of  coal  without 
increasing  the  difficulties  of  discharging  the  latter. 
In  recent  yean,  therefore,  by  the  introduc- 
tion of  such  increased  chaiges,  the  amount  of 
free  space  has,  in  many  works,  been  largely 
reduoM  in  horizontal  retorts,  so  that  the  gases 
and  vapours  are  exposed  to  a  smidler  amount 
of  retort  surface,  and,  still  more  important, 
owinff  to  the  volume  of  the  free  space  beinff 
smaller,  they  pass  through  it  more  quickly,  ana 
are  exposed  to  the  action  of  the  heat  for  a  shorter 
time.  As  the  practical  result,  it  is  found  that 
the  coke  produced  is  laiger,  a  thinner  tar 
containing  less  free  carbon  is  produced,  owin£ 
to  the  lessened  overheating,  less  carbon  disul- 
phide  is  produced,  less  trouble  from  naphthalene 
ensues,  and  retort-house  working  is  considerably 
facilitated.  Whether  the  total  heat  value  of  the 
gas  obtained  from  a  ton  of  coal — i.e.  the  multiple 
of  gas  per  ton  X  calorific  power — ^is  sreater  than 
can  be  obtained  with  the  smaller  ^largee,  is  a 
matter  on  which  different  opinions  prevail  at 
present. 

On  the  other  hand,  owing  to  the  increased 
thickness  of  the  charge,  a  longer  period  must  be 
allowed  for  its  carbonisation  if  the  central  core 
is  to  be  completely  carbonised ;   and  beyond  a 
certain  weight  of  charge,  varying  apparently 
with  different  classes  of  coal,  the  gas  production  J 
per  retort  per  24  hours  falls  off,  or  can  only  be  i 
maintained   by    increasing    the    carbonisation  | 
temperature   above   that   employed   with   the  | 
smaller  charees.    Such  higher  temperatures  also 
increase  the  heat  to  which  the  gases  are  exposed  , 
in  the  free  space;    but  experience  seems  to 
show  that  the  effect  of  such  increase  is  small 
when  the  volume  of  free  space  is  low,  or,  in  other 
words,  that  in  bringing  about  decomposition  of 
the  volatile  products  tne  time  during  which  the 
gas  is  exposed  to  heat  is  much  more  important 
than  the  temperature  of  the  retort  walls. 

Carbonintioii  in  vertieal  retorts.  But,  while 
the  amount  of  free  space  can  be  in  this  manner 
greatly  reduced,  it  is  scaroely  practicable  to 
eliminate  it  altogether  in  horizontal  retorts.  If, 
however,  the  retort  is  placed  in  a  vertical  instead 
of  a  horizontal  position,  this  is  readily  effected ; 
as,  in  the  nature  of  things,  the  coal  when  charged 
in  from  the  top  must  completely  fill  the  retort. 
Although  a  small  amount  of  free  space  may  be 
left  at  the  top,  matters  can  be  so  arranged  that 
this  is  not  too  large  and  that  the  retort  walls  at 
this  point  are  not  heated  to  any  great  extent. 
Hence  latterly  carbonisation  in  vertical  retorts 
has  been  much  investigated,  and  is  now 
practised  in  a  steadily  increasing  number  of 
works. 

Intermittent  vertical  retorti.  In  the  Dessau 
vertical  retort  svstem,  patented  by  Bueb 
Pat.  1393,  1904),  the  previous  practice 
adhered  to,  in  so  far  that  the  coal  is  charged 
into  the  retort  from  an  overhead  hopper  all  at 
once,  and  aUowed  to  remain  there  untilcarbonisa- 
tion  is  complete,  when  the  coke  is  discharaed  bv 
gravity  and  the  retort  refilled  with  fresh  coal. 


The  retorts  are  either  4  or  5  metres  in  length, 
having  an  oblong  cross  section  with  rounded 
corners  and  are  tapered,  increasing  in  size  from 
top  to  bottom  to  facilitate  the  discharge  of  the 

I  coke.  Until  recently  10  or  12  retorts  were  set 
in  rows  of  two  in  a  setting,  each  setting  being 
heated  by  gas  from  a  separate  deep  producer 

I  capable  of  being  filled  much  above  tne  point  at 
which  the  producer  gases  are  drawn  off,  so  that 

!  it  may  run  for  24  hours  without  recharging, 
^g*  10  gives  a  vertical  section  of  such  a  settii^ 
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and  producer,  showing  clearly  the  general 
arrangement  of  the  plant. 

As  the  thickness  of  the  charge  is  greatest  at 
the  bottom,  the  highest  temperature  is  main- 
tained at  this  point,  with  a  rather  lower  tempera- 
ture in  the  upper  portions  where  the  thiouiess 
of  the  charge  is  less.  The  result  of  this  arrange- 
ment is  that,  even  at  high  temperatures,  not  only 
is  a  laige  yield  of  gas  obtained,  but  at  the  same 
time  the  tar  formed  is  very  fluid,  and  only 
contains  a  small  percentage  of  free  carbon. 
Simultaneously,  the  naphtlwlene  production  is 
lessened,  and  that  of  the  lower  boiling  tar 
constituents  increased,  with  the  result  that  the 
naphthalene  is  sufficiently  completely  removed 
from  the  ^as  in  the  ordinary  process  of  conden- 
sation, without  the  adoption  of  any  special 
treatment,  and,  at  the  same  time,  the  amount 
of  sulphur  obtained  in  the  form  of  carbon 
disulphide  is  reduced.  The  yield  of  ammonia  is 
also  nigher,  and  the  coke  produced  is  harder 
and  denser  than  that  formed  from  the  same  coal 
in  horizontal  retorts. 

In  spite,  therefore,  of  venr  high  retort 
temperatures,  the  objectionable  overheating 
which  occurs  with  horizontal  retorts  having  a 
highly  heated  free  space  above  the  coal,  is 
obviated  in  such  vertical  retorts.  This  is  largely 
due  to  abolition  of  this  free  space,  but  other 
conditions  also  come  into  play.  In  the  hori- 
zontal retorts,  after  a  layer  of  incandescent  coke 
has  been  formed  on  the  exterior  of  the  charge. 
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all  gas  produced  from  the  unaltered  coal  in  the 
centre  of  the  chaive  must  find  its  way  out 
through  the  incan^scent  layer,  and  thus  be 
subjected  to  considerable  heat.  In  the  inter- 
mittent vertical  retort,  the  carbonisation  also 
takes  place  from  the  perij^hery  inwards,  and  a 
layer  of  incandescent  co'ke  is  formed  in  the  early 
stages,  but  in  this  case  the  gas  produced  from 
the  still  uncarbonised  coal  in  the  centre  of  the 
charse  has  two  possible  paths  of  escape— on  the 
one  hand,  through  the  not  coke  layer,  and  on 
(he  other,  through  the  cool  central  core  of 
uncarbonised  or  partly  carbonised  coal,  and  the 
gas  travelling  in  the  latter  direction  escapes 
overheating  by  the  hot  coke  layer.  The  relative 
amounts  ot  the  gas  which  travel  in  each  direc- 
tion is  still  a  matter  in  dispute,  but  the  evidence 
available  leads  to  the  conclusion  that  with 
coals  which  become  pasty  on  heating,  much 
tlie  largest  proportion  of  the  gas  travels  through 
the  hot  coke,  as  the  plastic  coal  film  formed 
between  the  carbonised  coke  and  uncarbonised 
coal  in  a  more  or  less  continuous  layer  is  almoet 
impermeable  to  gas,  and  as  the  greater  gas 
production  takes  place  on  the  coke  side,  where 
it  is  subjected  to  the  ^preatest  heat,  the  gases 
produced  find  their  easiest  route  to  the  outlet 
at  the  top  of  the  retort  through  the  hot  coke 
lajrer,  which  is  always  broken  and  fissured.  On 
•  the  other  hand,  where  a  non-caking  coal  is 
carbonised  in  vertical  retorts,  no  such  plastic 
layer  forms,  and  with  such  coals  unless 
the  coal  itself  is  very  small  and  lies  in  a  compact 
mass,  the  volatile  products  then  mainlv  pass  as 
formed  to  the  outlet  at  the  top  of  the  retort 
through  the  cool  core  of  uncarbonised  coal. 

In  the  later  form  of  the  Dessau  retorts,  the 
length  of  the  oblong  cross  section  has  been 
reduced,  and  these  retorts  set  in  rows  of  three, 
which  are  charged  and  discharged  simultane- 
ously. The  reduction  in  the  size  of  the  retort 
ncreases  the  proportion  of  heatins  surface  to 
the  cubic  capacity  of  the  retort,  and  results  in  a 
more  rapid  carbonisation  and  increased  output 
of  gas,  and  also  a  reduced  fuel  consumption. 

Continuous  vertleal  retorts.  In  this  system 
of  carbonisation,  the  object  aimed  at  is  not  only 
to  avoid  an  excessive  heated  free  space  above  the 
coal,  but  also  to  render  the  process  a  continuous 
one,  by  the  addition  of  mechanical  arrangements 
whereby  the  coke  is  withdrawn  continuously,  or 
nearlv  so,  from  the  bottom  of  the  retort,  fresh 
coal  oeing  added  to  the  retort  at  the  top  to 
replace  the  coke  withdrawn,  so  that  the  coal  to 
be  carbonised  slowly  travds  down  the  retort, 
unden^oing  gradual  conversion  into  coke  and 
gas.  The  conditions  in  the  retort,  therefore, 
remain  approximately  constant,  and  the  quan- 
tity and  quality  of  the  sas  evolved  remains 
fairly  constant,  instead  of  both  falling  off  as 
carbonisation  proceeds,  as  is  the  case  with  an 
intermittently  chained  retort. 

The  continuous  system  of  carbonisation  has 
been  chiefly  worked  out  in  this  country.  Al- 
though many  experiments  in  this  direction  were 
made  in  the  last  century,  none  met  with  any 
degree  of  success.  In  the  early  years  of  the 
present  century,  however,  very  interesting 
results  were  obtained  with  the  SetUe-Padfiled 
continuous  vertical  retort  (Eng.  Pat.  12552, 
1002  ;  24588, 1903),  which  showed  that  excellent 
oarbonising  results,  so  far  as  yield  and  quality 


of  gas  and  coke  were  concerned,  could  be  ob- 
tained in  this  manner,  although,  largely  owing 
to  difficulties  arising  from  the  shape  of  retort 
adopted,  the  practical  difficulties  found  in 
working  it  have  prevented  its  further  adoption. 
At  the  present  time  several  such  continuous 
processes  are  in  use,  the  most  widely  adopted 
oeing  the  Woodall-Duckham  system  (£ng. 
Pat.  16497,  1903;  15053,  1907)  and  the 
Qlover-West  system  (Eng.  Pat.  23650,  1905; 
2663,  1907;  7534,  1907;  8572,  1909),  a 
diagrammatic  section  of  each  of  these  plants 
being  shown  in  Figs.  11  and  12»  from  which  the 
ffen^al  curansement  is  readily  seen,  lii  the 
Woodall-Ducluam  retorts.  Fig.  11,  thedischaige 
of  the  coke  is  controlled  by  the  coke-feed  rml 
shown  below  the  retort,  which  is  slowly  revolving, 
and  as  it  rotates  allows  the  coke  to  fall  into 
the  chamber  below,  from  which  it  is  emptied 
periodically,  the  speed  of  the  coal  through  the 
retort  being  reculated  by  varying  that  of  the 
feed  roll.  As  me  coke  is  removed,  the  whole 
mass  in  the  retort  falls,  leaving  a  space  at  the 
top,  which  is  at  once  filled  by  fresh  coal  intro- 
duced from  a  small  hopper  above  each  retort, 
connected  by  a  valve  with  the  main  coal  bunker 
above  from  which  it  can  be  filled  with  coal  as 
required.  The  retorts,  four  of  which  are  placed 
in  a  setting,  are  25  feet  in  length,  and  have  a 
considerabfo  taper  to  facilitate  the  downward 
movement  of  the  mass.  The  heating  is  effected 
by  producer  gas,  which,  with  the  secondary  air, 
enters  at  the  top,  the  mixed  eases  passing 
downwards,  the  temperature  on  me  outside  of 
the  retorts  being  highest  at  the  top  and  decreas- 
ing to  the  bottom  (3  the  retorts. 

In  the  Glover- West  system.  Fig.  12,  the  dis- 
chaive  of  the  coke  is  effected  in  a  different  manner. 
At  the  bottom  of  the  retort  is  placed  a  screw 
conveyor,  the  pitch  of  which  is  less  than  the 
angle  of  rest  of  the  coke,  and  this  is  slowly 
routed,  thus  effecting  the  gradual  discharge  of 
the  ooke  into  the  chambers  below,  from  which 
it  is  removed  at  suitable  intervals.  As  the  coke 
is  removed  from  the  bottom,  the  whole  mass  of 
the  material  in  the  retort  moves  downwards, 
leaving  a  space  at  the  top  which  is  at  once  filled 
from  tne  small  hopper  at  the  top  of  each  retort 
and  closed  at  the  top  by  a  sas-tiffht  valve, 
shutting  it  off  from  the  main  com  bumper  above. 
The  small  hopper  is  filled  with  coal  every  few 
hours  by  opemng  the  valve  and  aUowing  it  to 
fill  up  from  the  main  bunker.  The  retorts  are 
from  20  to  23  feet  in  length,  and  tapered,  eight 
being  placed  in  a  single  setting.  For  the 
purposes  of  heatins,  the  setting  is  divided  into 
a  number  of  sections  by  horizontal  division 
walls,  the  three  upper  sections  receiving  the 
combined  waste  gases  from  the  chambers  Mow, 
and  abstracting  much  heat  from  these  before 
they  pass  to  the  chimney.  The  next  six  sections 
form  the  heating  chambers  proper,  each  receiving 
a  separate  supply  of  pnxluoer  gas  from  the 
furnace,  as  well  as  a  separate  supply  of  secondary 
air,  and  by  suitably  regulating  the  supplies,  the 
temperatures  in  the  (Efferent  sections  can  be 
adjusted  to  that  found  most  suitable  for  the 
particular  coals  carbonised.  In  the  lowest 
section,  the  secondary  air  is  admitted  on  its  way 
to  the  heating  sections,  and  thereby  cools  the 
now  carbonised  coke  pcusing  tmrouch  the 
retorts,  so  that  this  is  dischaig^  in  a  r^tively 


cool  condition,  and  requires  no  quenching,  its 
heat  being  returned  to  the  setting  with  the 
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secondary  air,  effecting  a  considerable  economy 
in  the  fuel  consumption. 

The  oonstant  movement  of  the  mass  through 
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the  retort  in  such  continuous  vertical  retorts 
modifies  the  conditions  of  carbonisation  to  some 
extent.  As  with  the  intermittent  retorts,  the 
heat  penetrates  the  mass  of  coal  from  the 
periphery  and  travels  inwards,  but  the  coal  is 
constantly  moving  downwards,  the  uncarbonised 
coal  takes  the  form  of  an  inverted  cone,  the  base 
of  which  is  at  the  top,  and  the  apex  at  a  point 
about  two-thirds  of  the  length  of  the  retort 
below.  A  small  proportion  of  gas,  with  much 
steam,  is  formed  on  the  inner  and  cooler  side  of 
the  layer  of  decomposing  coal,  and  escapes  up 
throuffh  the  core  of  uncarbonised  coal,  but  with 
a  caking  coal  the  bulk  of  the  gas  is  formed  on 
the  hotter  outer  portion  of  the  decomposing 
pasty  layer  and  passes  up  through  the  surround- 
ing hot  coke.  Only  a  limited  amount  of  free 
space  is  left  at  the  top.  The  tar  produced  is 
thin  and  contains  but  little  free  carbon,  no 
naphthalene  trouble  occurs  with  the  gas  after 
condensation,  the  carbon  disulphide  is  reduced, 
and  at  the  same  time  a  high  yield  of  gas  of  good 
calorific  power  is  obtainmi  The  coke  formed 
from  the  continuous  process  is  usuaUy  lees  dense 
than  that  obtained  by  intermittent  carbonisation 
in  vertical  retorts. 

Water-gas  produetlon  In  retorts.  As  already 
mentioned,  admixture  of  blue  water  gas  to  the 
coal  gas  is  being  carried  out  to  an  mcreasing 
extent.  In  some  instances  the  water  gas  is 
made  in  a  separate  plant  and  introduced  into 
the  coal  gas  stream  at  varying  points,  and  in 
others  the  increased  water-gas  production  is 
obtained  by  the  addition  of  steam,  to  the 
retorts.  Such  steaming  has  been  carried  out 
in  horizontal  retorts  by  mtroducins  steam  below 
the  coke  mass  throughout  the  length  of  the 
retort,  and  this  has  proved  a  valuable  means  of 
maint-ftin'ng  the  gas  supply  during  recent  periods 
of  coal  shortage.  The  conditions  in  honzontal  > 
retorts  are,  however,  not  favourable  to  the 
manufacture  of  any  considerable  proportion  of 
water  sas  in  this  manner,  except  witn  produc- 
tion 91  a  high  percentage  of  carbon  dioxide  in 
the  mixed  gas  obtained.  Vertical  retorts,  in 
which  the  steam  has  to  pass  through  a  much 
deeper  bed  of  fuel,  present  much  more  favourable 
conditions,  and  it  has  long  been  the  practice 
in  the  case  of  intermittent  vertical  retorts  to 
admit  steam  to  the  bottom  of  the  retort  during 
the  last  1-2  hours  of  the  charge  to  increase 
the  production  of  water  gas,  and  recent  require- 
ments have  brought  about  a  great  increase  in 
the  extent  of  this  steaming. 

With  continuous  vertical  retorts,  small 
amounts  of  steam  have  for  a  long  time  been 
admitted  continuously  at  the  bottom  of  the 
retort,  resulting  in  the  production  of  small 
amounts  of  water  gas,  and  also  in  preventing 
ignition  of  the  gas  when  the  bottom  doors  are 
opened  for  the  discharge  of  the  coke.  During 
recent  years-  the  extent  of  steam  admitted 
(usually  previously  superheated)  has  greatly 
increased,  and  very  considerable  proportions 
of  water  gas  are  now  being  thus  made  m  these 
retorts.  The  changes  whicn  occur  are,  however, 
not  solely  confined  to  the  production  of  water 
gas,  as  secondary  effects  occur  to  the  gas,  tar, 
and  ammonia  production  from  the  coal  itself. 
This  arises  from  the  fact  that  owing  to  the 
increased  production,  the  gases  formra  in  the 
retort  from  the  coal  are  thereby  driven  out  of 
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the  retort  more  quiokly,  and  thus  exposed  for  a 
shorter  tame  to  the  action  of  heat*  which  results 
in  an  inoreased  yield  of  both  tar  and  ammonia 
from  the  lessened  decomposition  occuiring. 
The  increased  amount  of  hydrogen  in  the  gas 
also  tends  to  the  production  of  tar  oontaininfl  a 
higher  proportion  of  hydrogen.  On  the  other 
himd,  as  the  water-gas  production  is  endo- 
thermic,  a  greater  amount  of  fuel  has  to  be  used 
to  maintain  the  temperature,  and  to  obtain  a  low 
percentage  of  carbon  dioxide  in  the  sas  high 
temj^eratures  must  be  maintained  at  Uie  lower 
portion  of  the  retort;  the  coke  yield  is  also 
slightly  reduced  by  reason  of  the  carbon  used 
for  water-gas  production,  and  the  percentage  of 
ash  in  the  coke  obtained  slightly  increased. 
The  amount  of  steam  which  can  be  added  Taries 
greatly  with  different  classes  of  coal,  but  with 
certain  kinds  of  coal,  yields  of  26,000  of  mixed 
gas  having  a  calorific  power  of  400  B.T1lU. 
have  been  obtained. 

Detailed  investigations  of  the  process  of 
steaming  in  continuous  Vertical  retorts  have 
been  made  by  the  Investigation  Committee  of 
the  Institution  of  Oas  Engineers,  and  by  the 
Fuel  Researoh  Board.  (Gas  Joum.  1920,  150, 
040;   1021,164,542,007.) 

Ctfbonisatioii  in  laiger  bulk.  Considerable 
attention  has  recentlv  been  paid,  especially  in 
Germany,  to  the  carbonisation  of  coal  for  gas- 
making  purposes  in  much  laiger  bulk  than  the 
gas  retort,  and  more  in  accordance  with  the 
pnictice  where  metalluigical  coke  is  the  product 
primarily  required  {see  art.  Cokb).  In  this 
industry,  as  tne  gas  is  a  by-product,  the  latter 
is  employed  for  heating  the  ovens,  but  as  with 
good  working  only  about  half  the  gas  made  is 
required  for  this  purpose,  a  considerable  surplus 
remains,  which  is  generally  used  for  boiler  firing 
or  in  gas  engines.  In  the  north  of  England,  a 
considerable  amount  of  this  surplus  sas  is  either 
distributed  in  the  neighbourhood  of  the  ovens 
for  ffeneral  ourposes,  or  more  frequently  the  gas 
is  sold  in  bulk  to  neighbouring  gas  undertakings, 
and  mixed  by  them  with  the  aaa  manufaotund 
by  their  own  plant.  MiddlesDorough  is  almost 
entirely  supplied  with  gas  from  coke  ovens,  and 
a  material  proportion  of  the  supply  of  Leeds, 
Sheffield,  and  other  towns  is  deriveid  from  the 
same  source.  In  Germany  and  in  the  United 
States  an  increasing  amount  of  coke-oven  gas  is 
employed  in  this  manner. 

In  the  coke-oven  industry,  the  object  aimed 
at  is  not  only  the  production  of  coke,  but  also 
the  utilisation  of  the  slack  inevitably  produced 
in  the  operation  of  mining.  This  is  m  many 
oases  first  washed  to  remove  mineral  impurities 
as  far  as  possible,  and,  when  charged  into  the 
ovens,  lies  in  a  dense  mass,  whicn  may  be  10 
tons  or  more  in  weight,  and  has  very  small 
interstitial  spaces,  and  is  sometimes  further 
specially  compressed;  moreover,  it  contains 
10  p.c.  or  more  of  moisture.  Whilst  the 
result  of  these  alterations  in  the  conditions 
from  those  in  gas  retorts  effects  an  improve- 
ment in  the  quality  of  the  coke  produced, 
the  gas,  as  it  is  formed,  has  sreater  difficulty  in 
escaping  from  the  centre  of  Uie  charge,  and  the 
volume  produced  is  usually  lower,  although  it  is 
of  good  calorific  power,  provided  due  precautions 
are  taken  to  prevent  tne  drawing  in  of  undue 
amounts  of  furnace  gases  or  air.    The  rate  of 


carbonisation  is  also  naturally  much  slower,  as 
the  laiger  the  bulk  in  which  the  coal  is  charged 
the  snudler  is  the  ratio  of  heating  surface  per 
unit  weight  of  coal,  which  further  influences,  to 
some  extent,  the  composition  of  the  resulting 
gas. 

In  Germany,  particularl;^  durins  the  past 
few  yeais,  extensive  experiments  nave  been 
made  with  carbonising  chambers  of  rather 
smaller  size  than  coke  ovens,  holding  from 
3  to  6  tons  per  charge,  in  which  the  heating  is 
effected  by  producer  gas  manufactured  from 
the  coke,  and  ordinaiT  gas  coal  is  carbonised 
instead  of  washed  slack.  In  some  of  the  forms 
adopted,  horizontal  chambers  are  used,  and  in 
others,  these  are  provided  with  a  sloping 
bottom,  to  facilitate  the  charging  of  the  coiu 
and  discharge  of  the  coke  (aeeJ,  Gas  Liffhtinff, 
1909,  106,  832).  The  coke  obtained  wi&  su^ 
chambers  is  more  closely  allied  to  metallurffical 
coke  than  to  ordinary  gas  coke,  but  ^ere 
ordinary  gss  coal  is  used,  the  results,  so  far  as 
Quality  of  gas,  tar,  and  ammonia  are  concerned, 
do  not  appear  to  differ  materially  from  those 
obtained  with  intermittent  vertical  retorts.  The 
relative  advantages  of  such  chambers  and  retorts 
lie  more  in  connection  with  questions  of  the 
capital  and  working  costs,  of  ike  desirability  of 
such  large  carbonising  units  for  making  a  uniform 
quality  of  gas,  for  Mjusting  the  gas  output  to 
me  seasonal  variation  in  the  demand  for  a 
public  Buuplj  of  gas,  and  of  the  suitability  of  the 
Quality  ot  coke  produced  to  supply  the  local 
demand.  Since  1911  a  few  installations  of 
this  intermediate  type  of  chambers,  between 
the  size  of  retorts  and  ooke  ovens,  have  been 
adopted  in  this  countrv. 

The  possibility  of  supplying  gas  of  low 
calorific  power  has  resultea  also  in  we  develop- 
ment of  plants  for  the  total  sasifioation  of  coal, 
the  general  principle  of  which  lies  in  the  combina- 
tion of  a  vertical  retort  with  a  water-gas  or 
mixed  gas  producer,  the  coal  passing  into  the 
producer  tmx>ugh  the  former  m  which,  partly 
oy  external  heat  and  partly  by  the  sensible  heat 
of  the  hot  water  gas  or  producer  gas  passing 
through  it,  this  is  converted  into  a  low-tempera- 
ture coke  before  reaching  the  producer,  where  it 
is  finally  gasified,  the  mixed  gas  thus  produced 
having  a  calorific  power  of  300-350  B.Th.U. 
Such  plants  have  been  adopted  in  many  gas 
works  in  this  country  as  auxiliaries,  and  slso  to 
a  considerable  extent  on  the  Continent,  but 
detailed  and  checked  reports  of  their  efficiency 
have  not  yet  been  published. 

The  efficiency  of  plants  of  this  type  would  be 
very  largely  increased  if  oxvgen  were  available 
at  a  cheap  enough  rate  to  be  introduced  along 
with  steam  instead  of  air  into  the  producer. 
This  matter  is  fully  discussed  by  Hodsman  and 
Cobb  (Gas  Joum.  1920, 150,  640). 

Condensation  of  the  Hot  Gas. 
The  volatile  products  driven  off  from  the 
coal  issue  from  the  retorts  into  the  mouthpiece, 
at  a  high  temperature,  which  may,  at  times, 
reach  TOO^-SOO^,  but  this  falls  very  rapidly  as 
the  gas  passes  up  the  ascension  pipe.  This 
arises  partly  from  the  fact  that  the  (ufference  in 
temperature  between  the  gas  within  and  the  air 
circulating  around  the  pipe  is  very  great,  and 
partly  because  the  number  of  heat  units  to  be 
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removed  for  a  ffiven  temperature  interval  is 
relatively  small,  being  due  to  the  specific  heat  of 
the  gases,  and  the  latent  heat  of  the  tar  vapours 
which  condense,  both  of  which  are  comparatively 
low.  The  temperature,  therefore,  falls  rapidly 
up  to  the  point  at  which  water  commences  to 
condense,  which  is  usually  about  75°-80°,  and 
from  this  point  onwards  the  rate  of  cooling 
becomes  very  slow,  chiefly  owing  to  the  high 
latent  heat  of  the  steam  present.  The  dew- 
point  is  mostly  attained  by  the  time  the  gas 
reaches  the  dip  pipe,  and  the  temperature  of 
the  gas  in  the  hydraulic  or  dry  main,  where  the 
streams  of  gas  from  the  different  retorts  mix, 
averages  a£)ut  60°.  By  the  time  the  steam 
commences  to  condense,  by  far  the  greater  part 
of  the  tar  vapours  present  have  liqpefied,  and, 
owing  to  the  rapid  rate  of  cooling,  these  separate 
in  the  form  of  finely  divided  drops  or  vesicles, 
which  are  carried  along  with  tne  stream  of 
uncondensed  gas  mechanically  in  the  form  of  a 
dense  brown  fog.  In  passing  through  the 
hydraulic  or  drv  main,  the  greater  part  of  this 
fog  (generally  from  70  to  80  p.c.)  coalesces  to 
form  liquid  tar,  a  considerable  amount  of  water 
also  separating  here  also,  which  combines  with 
the  ammonia  and  other  impurities  of  the  gas, 
forming  ammoniacal  liquor,  these  two  liquids 
being  removed  in  the  manner  already  described. 
The  combined  streams  from  all  the  collecting 
mains  of  the  separate  setting  unite  in  a  trunk 
main  termed  the  *foul'  main,  bv  which  they 
are  conveyed  from  the  retort  house  to  the 
condensing  plant  proper,  the  combined  stream 
having  at  this  point  a  temperature  of  60^-60°, 
and  still  containing  much  suspended  tar  fog, 
amounting  in  some  cases  to  as  much  as  one- 
third  of  the  total  tar  production. 

The  cooling  of  the  gases  to  approximately 
atmospheric  temperature  is  effected  by  means  of 
either  atmospheric  condensers  or  water-cooled 
condensers.  Although  many  types  of  the  former, 
differing  in  external  appearance,  are  in  use,  the 
arrangement  is  in  all  cases  such  that  the  gas  is 
passed  slowlv  through  apparatus  exposing  a  large 
surface  to  the  air,  whereby  the  sensible  heat  of 
the  gases  and  the  latent  heat  of  the  vapours  is 
given  up  to  the  air  passing  over  the  surface.  In 
the  water-cooled  condensers  water  is  employed 
as  the  cooling  medium  in  place  of  air.  This 
type  of  conaenser  requires  a  much  smaller 
cooling  surfaoe  than  the  atmospheric  type,  and 
the  temperature  to  which  the  gas  is  cooled  can 
be  more  readily  re^;ulated  by  controlling  the 
flow  of  water,  provided  a  sufficient  supply  of 
cold  water  is  always  available. 

Fig.  13  shows  the  general  arrangement  of  a 
vertical,  and  Fig.  14  of  a  horizontal,  atmospheric 
pipe  condenser,  the  manner  of  working  being 
readily  apparent  from  the  diagram.  Fig.  15 
gives  one  section  of  an  annular  atmospheric 
condenser,  in  which  the  gas  passes  through  the 
annular  space  between  the  inner  and  outer 
pipes,  the  air  circulating  not  only  over  the 
outer  pipe,  but  also  ascending  up  the  inner  pipe, 
cooling  both  surfaces  of  the  annular  chamDers. 
The  volume  of  air  passing  up  the  inner  pipe  can 
be  varied  by  means  of  the  damper  shown,  and 
the  extent  of  cooling  of  the  gas  regulated  to 
some  extent  in  this  way.  Fig.  16  gives  a  vertical 
and  cross  section  of  a  water-cool^  tubular  con- 
denser, the  gas  passing  downwards  over  the 


outer  surface  of  the  small  pipes,  the  water 
travelling  up  the  pipes  in  the  reveise  direction 
to  the  gas  stream,  so  that  the  gas  leaving  the 
apparatus  is  finally  cooled  by  the  incoming  cold 
water.  Many  other  good  forms  of  both  atmo- 
spheric and  water  condensers  are  in  use,  but  their 
action  is,  in  general,  similar  to  those  described. 
When   high    carbonising    temperatures    are 


^ 
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employed,  especially  with  certain  classes  of  coal, 
the  tar  separating  in  the  cold  end  of  the  con- 
denser is  apt  to  Mcome  semi-solid  from  cr^tal- 
lisation  of  naphthalene,  eventually  causing  a 
stoppage.  To  avoid  this  it  is  convenient  to 
arrange  the  connections  and  valves  in  such  a 
manner  that  the  inlet  and  outlet  can  be  reversed ; 
the  previously  cold  end  then  receives  the  hot 
gas,  and  the  thick  tar  becomes  fluid  and  flows 
to  the  tar  well,  so  that  by  periodic  reversals  of 
the  stream  blocks  from  tins  cause  can  be  laigely 
avoided. 

In  this  country,  where  the  seasonal  changes 
in  temperature  are  not,  as  a  rule,  very  extreme, 
atmosj^eric  condensers  are  employed  to  the 
largest  extent,  water  condensers  being  employed 
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frequently  in  addition  to  effect  the  final  cooling 
of  the  gaa.  On  the  Continent,  where  lower 
temperatures  often  prevail  in  winter  and  higher 
in  summer,  water  condensers  are  more  frequently 
used,  and  are  enclosed  in  buildings  to  protect 
them  from  extremes  of  temperature. 

In  the  early  days  of  the  manufacture,  the 
only  point  considered  was  the  simple  cooling  of 
the  gas,  but  it  was  soon  found  that  the  manner 


OO  OUOO  OOC!  oooo 
bo  0  OC^O  OOOOOOQ 
OODOOQOOOOOOO 

oo  oooo  ooDoo<ta 
oo  oooe  ooo  DO  DO 
ooooooooooooo 
oo o o o oooo oo  oo 
ooLiOOOoaoocOo 
ooooooooooooo 
ooooooooo  oooo 

OOOOOUQOOQOOO 
0<^0&0  O  O  QOi  oo  O  0 
OOOOOOOQOOOOO 


Fio.  16. 

in  which  the  cooling  takes  place  and  the  tempe- 
rature to  which  the  condensed  tar  is  cooled  in 
contact  with  the  gas  has  a  very  material  effect 
on  the  illuminating  power  of  the  gas  produced. 
This  arises  from  tne  fact  that  the  illuminating 
power  of  the  gas  is  very  largely  dependent  upon 
the  amount  of  benzene  vapour  present  in  it, 
and  the  lower  the  temperature  to  which  the 
tar  is  cooled  when  in  contact  with  the  gas,  the 

rter  is  the  proportion  of  the  benzene  retained 
the  tar  ana  the  lower  that  left  in  the 
gas.  The  object  aimed  at  in  condensation  is, 
therefore,  not  merely  to  cool  the  gas,  but  to 
carry  out  the  cooling  in  such  a  manner  as  to 
leave  in  it  the  *maximum  amount  of  benzene 
vapour  that  it  can  retain  at  the  lowest  tempera- 


ture to  which  it  may  be  subsequently  exposed 
during  distribution,  and,  at  the  same  time,  to 
remove  as  completely  as  possible  the  vapours  of 
higher-boiling  substances,  especially  ni4>hthalene. 
The  importance  of  the  removid  of  the  latter 
arises  from  the  fact  that  it  is  a  solid  at  the 
ordinary  temperature,  and,  when  present,  is 
liable  to  be  deposited  in  crystals  as  the  gas 
cools,  and  then  causes  blocks  in  the  subsequent 
manufacturing  plant  and  in  the  distribution 
svstem,  causing  great  inoonvenienoe.  Although 
the  amount  of  naphthalene  in  the  gas  sent  out 
from  the  works  nu^l^  exceeds  15-&  grains  per 
100  cub.  ftw,  and  is  usually  much  less,  the 
deposited  naphthalene  may,  when  weather  con- 
ditions are  favourable  to  its  separation,  cause 
the  stoppage  of  hundreds  of  service  pipes  in  a 
single  niffht  in  a  laige  town. 

To  e&ct  the  maximum  retention  of  the  lowest 
boiling-tar  constituent,  benzene,  and  the  most 
comptete  removid  of  the  higher-boiling  con- 
stituents, the  ideal  procedure  would  be  to  arrange 
the  condensing  system  so  that  the  whole  of  the 
products  of  condensation  flowed  back  in  the 
opposite  direction  to  the  gas,  whereby  the  gas 
is  continually  exposed  to  the  solvent  action  of 
the  liquids  condensed  from  it  at  a  lower  tempera- 
ture, in  exactly  the  same  manner  as  the  vapours 
from  a  mixture  of  liquids  are  treated  in  a 
fractionating  column  in  the  process  of  fractional 
distillation.  This  principle  is,  however,  rerv 
difficult  of  application  in  its  entirety  in  the  coal- 
ffas  manufacture,  for  man^r  reasons.  In  the 
nrst  place,  as  already  mentioned,  the  separate 
streams  from  each  retort  undergo  such  rapid 
cooling  before  they  combine  to  a  single  stream, 
that  Uie  tar  has  largely  separated  as  a  fog, 
which  is  inevitablv  largely  carried  forward 
mechanically  with  tne  gas,  instead  of  travelling 
in  the  reverse  direction ;  and,  secondlv,  water  also 
condenses  from  the  gas,  and  as  this  does  not  mix 
with,  and  is  specific^y  lighter  than,  the  tar,  it 
tends  to  cover  the  sunace  of  the  separated  tar, 
and  prevent  the  latter  exerting  its  full  solvent 
action  on  the  substances  still  present  as  vapours 
in  the  gas.  Where  the  ooaf  is  carbonised  in 
larger  unite,  as  in  coke  ovens,  the  combined 
streams  from  the  different  ovens  have  a  much 
higher  temperature ;  here  a  strictly  counter- 
current  process  is  more  possible,  and  Feld  has 
patented  a  process  for  the  treatment  of  such 
gas  in  a  series  of  mechanical  washers,  in  which 
the  ffas  is  successively  washed  with  the  products 
condensing  at  a  lower  temperature,  the  tar 
bein^  obtained  direct  from  these  in  different 
fractions,  corresponding  to  those  obtained  in  the 
first  distUlation  of  coal  tar,  and  free  from  water, 
as  the  temperature  is  not  allowed  to  fall  to  the 
point  at  which  steam  commences  to  condense 
(Eng.  Pat.  26262,  1906  ;  20139,  1907  ;  27667-^, 
1907  ;  9086, 1910).  The  removal  of  tar  fog  from 
the  hot  gas  from  coke  ovens  at  temperatures 
above  the  dew-point  is  also  carried  out  by 
the  Otto  process  («ee  art  Cokb). 

The  adoption  of  the  counter-current  system 
in  gas  works  in  the  later  staM  of  condensation, 
tends  to  have  a  beneficial  effect,  but  the  extent 
is  only  slight,  owing  to  the  above-m«itioned  pro- 
tective effect  of  the  condensed  ammoniacal 
liquor,  the  quantity  of  which  is  much  greater 
than  that  of  the  tar  after  the  eas  leaves 
the   hydraulic   main.     In  general,   Uie   widest 
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divezgenoe  oooun  in  practice  as  to  the  manner 
in  wUch  the  condensed  tar  is  allowed  to  flow, 
this  being  sometimes  with  and  sometimes 
against  the  gas  streams,  and  sometimes  alter- 
nately in  each  direction.  It  is,  however, 
generally  agreed  that  the  tar  which  separates  at 
the  earnest  stages,  namely,  in  the  hydraulic 
main,  should  be  removed  from  contact  with  the 
gas  before  the  temperature  of  the  latter  is 
reduced  below  30**-36*. 

Formerly,  when  gas  of  higher  iUuminating 
power  was  made,  it  was  genenrally  r^arded  as 
important  that  the  cooling  of  the  gas,  at  any 
rate  from  60**  to  about  25'',  should  taJ^e  place 
slowly,  if  loss  of  illuminating  power  was  to  be 
avoiddd.  With  gas  of  the  qualitv  now  usually 
made,  this  is,  however,  of  but  httle  influence, 
rapid  cooling  in  this  case  effecting  but  little 
reduction  of  the  calorific  power,  provided  the 
temperature  is  not  reduoea  below  16^-20^ ;  if, 
however,  the  gas  is  at  any  time  cooled  in 
Iiresence  of  tar  much  below  16^,  decided  reduc- 
tion in  calorific  power  occurs,  and  too  gpreat 
reduction  of  temperature  in  condensation  is, 
therefore,  always  to  be  avoided. 

During  the  whole  of  condensation,  including 
that  occurring  in  the  retort  house,  from  9  to  16 
gallons  of  tar  per  ton  of  coal  (varying  with  the 
nature  of  the  latter  and  the  temperature  and 
method  of  carbonisation)  are  separated  from  the 
IBM,  together  with  a  quantity  of  ammoniacal 
iquor  varying  usually  from  about  10-15  gallons 
per  ton.  These  both  flow  together  to  the  well 
or  wells,  to  which  any  tar  and  liquor  from 
the  subsequent  apparatus  also  gravitate.  The 
condensed  water  removes  a  laige  proportion  of 
the  ammonia  from  the  crude  gas  (usually  about 
haU  of  the  400-450  grains  per  100  cub.  ft. 
contained  in  the  gas  issuing  nom  the  rotorts), 
and  the  alkaline  ammonia  solution  also  extracts 
the  whole  of  the  hvdrochioric  acid  in  the  gas 
formed  from  the  chlorine  in  the  coal,  and  some 
of  the  carbon  dioxide,  sulphuretted  hydrosen, 
and  hydrocyanic  acid.  The  liquor  obtained  in 
condensation  is  termed  *  virgin  liquor,'  that 
portion  formed  in  the  retort  house  being  usually, 
though  not  invariably,  weak,  and  containing 
from  0*5  to  1*5  p.c.  of  ammonia,  whilst  that 
from  the  condensers  is  more  concentrated,  and 
may  contain  4  p.c.  or  more.  The  cooled  gas 
mostly  contains  some  200  srains  of  ammonia, 
and  50-100  erains  of  hydrocyanic  acid  per 
100  cub.  ft.,  from  1  to  2  p.c.  of  sulphuretted 
hydroffen,  and  1-3  p.c.  of  carbon  dioxide,  and 
>in  adcQtion  also  an  appreciable  amount  of  tar 
fog,  which  has  not  been  removed  from  the  gas 
in  its  passage  through  the  condensers,  and 
which,  if  not  previoushr  eliminated,  is  deposited 
in  the  subsequent  purifying  apparatus,  rendering 
them  much  less  efficient. 

Exhainten.  The  gas  pumps,  or  exhausters, 
aro  in  the  most  usual  practice  placed  at  the  outlet 
of  the  condensers,  the  sas  bemg  drawn  through 
the  condensers  and  forced  on  through  the 
subsequent  plant.  Various  kinds  of  exhausters 
are  employ^  the  most  popular  being  those  of 
the  Beale  rotaxy  type,  shown  in  Fiss.  17  and  18. 
These  are  automatically  contnuled  by  the 
vacuum  in  the  hydraulic  main  so  as  to  maintain 
the  latter  constant,  a  service  pipe  being  run 
from  the  hydraulic  main  to  a  governor  in  the 
exhauster  house.     The  latter  governor  is  then 


connected  with  a  throttle  valve  controlling  the 
steam  supply  to  the  exhauster,  so  that  the  speed 
at  which  the  latter  runs  is  automatically  regulated 
to  give  a  steady  vacuum;  or  the  latter  may  be 
run   at  a  constant  speed,   and   the  governor 


connected  to  a  valve  on  a  by-pass  main  from  the 
inlet  to  the  outlet  of  the  exhauster,  allowing 
more  or  less  ^as  to  flow  back  from  the  exhauster 
outlet  to  the  inlet,  according  as  the  rate  at  which 
the  gas  is  evolved  from  the  retort  falls  or  rises. 


Fio.  18. 

Bxtraetlon  of  tar  tog.  To  eliminate  the 
remaining  tar  fog  from  the  cooled  gas,  two 
methods  are  employed.  In  the  first,  repre- 
sented by  the  Pelouze-Audouin  tar  extractor, 
the  gas  is  divided  up  into  fine  streams,  which 
impinge,  at  a  considerable  velocity,  on  a  flat 
surface  ;  the  tarry  particles  adhere  to  the  latter 
and  coalesce  to  tar  which  flows  away.    Fig.  19 
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shows  the  essential  portion  of  the  apparatus, 
which  consists  in  two  plates  with  a  smiJl  space 
between  them,  the  first  of  which  is  perforated 
with  fine  holes  about  ^  inch  in  diameter,  and  the 
second  with  slots,  the  plates  being  so  fixed  that 
the  gas  issuing  throush  the  smidlholes  impinges 
on  the  imperforated  portion  of  the  slotted 
plate.  Two  such  pairs  of  plates  are  used  in 
series,  and  these  aro  arranged  to  form  a  bell 
(Fig.  20),  which  is  sealed  in  the  tar  formed,  and 
counterbalanced  by  weights  so  that  it  is  free  to 
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rise  in  the  tar.  If  the  amount  of  gas  passing 
through  the  apparatus  increases,  the  pressure 
within  the  bell  tends  to  increase  also,  and  the 
latter  rises,  and  thus  presents  a  larcer  number 
of  holes  for  the  gas  to  pass  through,  and  vice 
veradt  and  in  this 
manner  the  velocity  of 
the  gas  through  the 
holes  is  kept  approxi- 
mately constant  with 
yaryii^  production  of 
gas.  This  apparatus  is 
very  efficient  when 
properly  worked,  but 
IS  preferably  main- 
tained at  a  temnera- 
ture  of  about  30^,  as 
otherwise  the  deposited 
tar  may  become  so 
thick  that  it  cannot 
flow  away,  and  the 
apparatus  becomes 

blocked. 

The  second  method 
consists  in  dividing  the 
gas  into  a  number  of 
small  streams,  and  bub- 
bling these  through 
ammoniacal  liquor,  this 
serving  the  double  pur- 
pose of  removing  tar 
fog,  and  of  stren^hen- 
ing  the  weak  liquor 
produced  in  other  parts 
of  the  process  (such  as' 
the  retort-house  liquor, 
or  the  liquor  from  the 
final  scrubbers),  which 
is  fed  into  the  apparatus.  A  very  efficient 
apparatus  of  this  type  is  the  Livesey 
washer,  the  essential  feature  of  which  is 
shown  in  Fig.  21.  It  consists  of  a  parallel 
series  of  troughs  arranged  in  a  cast-iron  rect- 
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angular  vessel,  the  lower  portions  of  which  are 
penorated  with  holes  A  inch  in  diameter, 
as  shown,  this  portion  being  sealed  in  am- 
moniacal liquor.  The  sas  entering  at  the  top 
passes  down  between  the  troughs,  and  forces 
some  of  the  liquor  through  the  holes  into  the 
interior  of  the  troughs,  thus  iin«An.ling  the 
holes,  through  which  the  gas  then  bubbks,  as 
well  as  through  the  second  perforated  plate 
across  the  width  of  the  trough.  The  liquor  in 
the  trough  is  broken  up  into  foam,  and  effects 
the  removal  of  the  tar  fog  and  some  ammonia 
from  the  gas,  the  washwi  gas  passing  away 
through  the  open  end  of  the  trough  to  the  gas 
outlet.  With  proper  working  the  amount  of 
tar  fog  can  be  reduced  to  below  10  grains  per 
100  cub.  ft.,  but  the  amount  of  ammonia 
removed  varies  greatly  according  to  the  strength 
of  the  liquor  used,  and  the  amount  passed 
throuffh  the  washer.  Small  amounts  of  carbon 
dioxide,  sulphuretted  hydrogen,  and  hydro- 
cyanic acid  are  also  removed  by  the  washer. 

Wet  parlfleatlon.  To  effect  the  complete,  or 
almost  complete,  removal  of  ammonia,  the  gas 
is  next  washed  with  water  in  suitable  apparaUis, 
the  washing  being  conducted  on  the  counter- 
current  principle,  the  gas  meeting  a  current  of 
water  flowing  in  the  opposite  dir^tion,  so  that 
the  liquor  leaving  the  apparatus  meets  with  the 
gas  richest  in  ammonia,  and  is  thereby  worked 
up  to  the  highest  strength  possible,  whilst  the 
gas  leaving  the  apparatus  comes  in  contact  with 
&esh  water,  containing  little  or  no  dissolved 
ammonia,  and  is  thereby  freed  as  completely  as 
practicable  from  it.  One  of  the  oldest  forms  of 
apparatus  for  the  purpose,  which  is  still  lively 
in  use,  is  the  toiwer  ^rubber  (Fig.  22).  This 
consists  of  a  vertical  tower  of  circular  section 
filled  with  coke,  flints,  wooden  boards  on  edge, 
or  other  material  which  exposes  a  large  surface 
to  the  gas  passing  through  it.  Water  is  mechani- 
cally sprayed  over  the  whole  of  the  upper  surface 
of  the  filling  material,  and  slowly  pereolates 
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downwards,  meeting  the  ascending  gas,  and 
absorbing  the  ammonia  it  contains.  The  gas 
passes  away  from  the  top  of  the  tower,  and  the 
liquor  flows  from  the  bottom  through  a  siphon 
or  seal-pot  to  a  special  tank  or  direct  to  the 
storage   weU.     Sucn   scrubbers   are   frequently 


Fio.  22. 

worked  in  pairs,  the  first  being  fed  with  weak 
liquor  from  other  parts  of  the  process,  but  the 
final  washing  must  always  be  effected  with 
fresh  water  ifanythinff  like  complete  elimination 
of  the  ammonia  is  to  be  effected^  Provided  the 
tar  fog  has  been  previously  removed  from  the 
gas,  these  scrubbers  form  very  effective  pieces 
of  apparatus,  especially  where  boards  on  edge 


are  employed  for  filling,  but  if  tar  is  allowed  to 
get  forward  into  them,  their  efficiency  is  greatly 
reduced,  as  the  down-flowing  water  then  ceases 
to  flow  uniformly  over  the  whole  surface,  but 
goes  in  channels,  and  the  gas  is  not  brought  in 
prooer  contact  with  the  water. 

In  place  of  these  scrubbers,  mechanicallv 
actuated  rotary  washers  are  now  laigely  used. 
Several  efficient  types  are  in  use,  one  of  which, 
viz.  Kirkham,  Hulett,  and  Chandler's  *  standard ' 
washer,  is  illustrated  in  Fig.  23.  This  consists 
of  a  horizontal  cylindrical  vessel,  divided 
internally  into  compartments  by  vertical  plates, 
the  latter  having  openings,  where  necessary,  to 
allow  of  the  poasaee  of  we  eas.  In  each  com- 
partment is  a  disc  keyed  to  the  central  revolving 
shaft,  the  disc,  with  the  exception  of  the  centra 
portion,  being  filled  with  bundles  of  thin  wooden 
Doards  or  sheet-iron  plates,  fixed  together  in 
such  a  manner  as  to  allow  free  passage  of  the 
gas  over  their  surface.  The  gas,  in  traversing  the 
apparatus  as  shown  by  the  arrows,  passes  over 
this  surface,  which  is  kept  wetted  oy  revolv- 
ing through  the  liquor  in  the  bottom  of  each 
compartment,  and  effects  the  removal  of  the 
ammonia.  The  washing  water  enters  at  the  gas 
outlet  end,  and  flows  continuously  through  each 
compartment,  becoming  continuously  stronger 
to  tne  opposite  end  of  the  washer,  and  away 
from  that  end  by  means  of  a  siphon  to  the 
storage  well.  The  Holmes  washer,  which  is 
larse^  in  use,  resembles  the  foregoing  in  main 
outline,  but  special  brushes  are  used  to  form  the 
necessary  washing  surface. 

During  the  past  ten  years  centrifugal  washers 
have  been  employed  to  an  increasing  extent, 
those  most  frequently  used  being  the  Feld, 
Kirkham-Hulett,  Liversedge,  and  Maclaurin 
types.  All  of  these  consist  of  a  vertical  circular 
tower,  divided  by  horizontal  partitions  into  a 
number  of  superimposed  compartments.  In 
each  of  these  ia  a  spraying  device  actuated  by  a 
vertical  shaft  passing  up  the  centre  of  the  tower 
and  driven  at  sufficient  speed  by  mechanical 
power,  which  results  in  the  water  entering  from 
the  top  and  falling  from  compartment  to  com- 
partment, being  broken  into  fine  spray  and 
brought  into  intimate  contact  with  the  gas  as  it 
trav^  upwards  to  the  ouUet  at  the  top.  The 
main  difference  between  the  various  types  of 
machine  lies  in  the  form  of  spraying  device 
adopted. 

provided,  that  the  gas  ia  properly  cooled, 
and  that  the  temperature  of  the  incoming  water 
is  also  low,  the  quantity  of  ammonia  left  in  the 

fas  should  not  exceed  1-2  grains  per  100  cub.  ft. 
n  hot  weather,  however,  or  with  insufficient 
cooling  of  the  gas,  this  amount  may  be  consider- 
ably exceeded,  owing  to  the  lessened  solubility 
of  ammonia  in  water  at  higher  temperatures. 

Recently  in  a  number  of  smaller  sasworks 
direct  recovery  of  the  ammonia  as  sulphate  has 
been  adoptea  by  passing  the  gas  through 
sulphuric  acid,  insteaa  of  extracting  it  with  water, 
ana  subeeauently  converting  the  ammoniacal 
liquor  produced  into  sulphate.  (Moon,  J.  Gas 
Lighting,  1910,  112,  474;  see  aho  AlkaU 
Inspector's  Reports,  1918,  1919,  1920.)  These 
direct  or  semi-direct  ammonia  recovery  methods 
have,  however,  been  much  more  extensively 
adopted  in  connection  with  by-product  coke 
ovens  {see  art.  Cokb).  y '^^^  ^y        ^  ^^"^^ 
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Naphth&lene  re- 
moval. Mention  has 
already  been  made  of 
the  difficulty  which 
arises  from  blockages 
both  in  the  plant  and 
mains  on  the  works 
and  on  the  mains 
and  services  in  the 
district  of  supply,  from 
the  deposition  of  solid 
naphthalene  from  the 
gas.  In  the  early  days 
of  the  industry,  when 
lower  carbonisation 
temperatures  were  em- 
ployed, no  difficulty 
was  experienced  in  this 
respect,  as,  although 
considerable  amounts 
of  naphthalene  were 
even  then  present  in 
the  hot  gas,  the  amount 
of  other  tar  consti- 
tuents boiling  at  the 
same  or  a  lower 
temperature  than 

naphthalene  was  suf- 
ficient to  effect  a 
practically  complete 
washing  out  of  the 
naphthalene  from  the 
gas  in  the  ordinary 
process  of  condensa- 
tion. As  carbomsinf 
temperature  increased, 
trouole  from  naphtha- 
lene became  more  and 
more  noticeable,  at 
first  only  where  coals 
from  the  Durham  coal- 
field were  carbonised, 
but  eventually,  with 
still  higher  carbonising 
temperatures,  from  all 
classes  of  coal,  and 
very  serious  nuisance 
from  naphthalene 

stoppages  took  place, 
both  manufacturers 
and  consumers  befaig 
affected. 

The  difficulty  arises 
from  the  fact  already 
discussed,  that  in- 
creased carbonising 
temperatures,  when 
there  is  also  a  con- 
siderable free  space 
above  the  coal  in  the 
retort,  effect  an  in- 
crease in  the  pro- 
duction of  naphtha- 
lene and  a  decrease  in 
the  production  of 
lower-boiling  tar  oils, 
the  proportion  of  the 
latter  being  then  in- 
sufficient to  effect  the 
complete  washing  out 
Digiti^u^^i®  naphthalene 
firom  the  gas  at  the 
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cold  end  of  the  condenser,  and  the  gas  may, 
therefore,  leave  the  latter  almost  saturated  with 
naphthalene  vapour  at  the  temperature  of  the 
condenser  outlet,  such  gas  then  becoming 
supersaturated  on  further  cooling  in  the  works 
or  district  of  supply,  and  then  under  favourable 
conditions  depositing  solid  naphthalene,  mostly 
in  the  form  of  very  oulky  flaky  crystals,  a  very 
small  weight  of  which  is  capable  of  causing  a 
serious  block. 

In  some  cases  it  has  been  possible,  by  modi- 
fication of  the  condensing  system,  to  effect  a 
sufficient  removal  of  naphthalene  in  the  latter 
to  avoid  further  trouble,  but  the  increase  in 
carbonising  temperatures  during  recent  yeais 
has  brought  about  such  a  reduction  in  the  amount 
of  light  oils  produced,  that  this  is  now  rarely 
poflsiole,  and  some  further  treatment  of  thegas 
IB  therefore  requisite  in  many  cases.  'V^th 
vertical,  retorts,  however,  and  also  where 
horizontal  retorts  are  oha^cged  nearly  full,  a 
greatly  increased  production  of  light  oil  occurs, 
and  in  these  cases  the  ordinary  condensation 
process  is,  in  many  instances,  sufficient  to 
prevent  naphthalene  trouble,  without  any 
subsequent  process. 

Two  methods  of  treatment  are  employed, 
the  one  consisting  in  washing  the  gas  with 
suitable  naphthafone  solvents,  whereby  its 
amount  in  the  gas  is  largely  reduced,  and  the 
second  bv  adding  to  the  gas  the  vapours  of 
liquids  which  dissolve  naphthalene,  and  have  a 
somewhat  similar  vapour  pressure.  If,  after 
such  treatment,  any  naphthalene  subsequently 
condenses  from  the  sas,  a  simultaneous  con- 
densation of  the  added  vapours  occurs,  and 
these  dissolve  the  naphthalene  so  that  the  latter 
condenses  in  the  liquid  state,  which  causes  no 
trouble,  as  provision  is  always  made  for  the 
collection  of  liquids  which  may  separate,  these 
gravitating  down  to  siphons  fixed  at  intervals 
at  low  pomts  in  the  mains,  which  are  pumped 
at  regular  intervals. 

To  wash  the  naphthalene  from  the  gas,  any 
of  the  forms  of  washer  employed  for  ammonia 
may  be  used.  As  solvent  oil,  the  heavy  oil 
fraction  of  coal  tar,  boilmg  at  270''->350''  (sreen 
oil),  was  first  suggested  by  Yotmg  and  Glover 
(Eng.  Pat.  2012^  1896) ;  but  as  this  oil  also 
dissolves  benzene,  and  would  reduce  the  illumin- 
ating power  of  the  gas,  from  3  to  6  p.c.  of  benzene 
is  adaed  to  the  green  oil,  which  prevents  any 
such  action.  The  same  oil  was  also  proposed 
at  a  later  date  in  Germany  by  Bueb,  and  is 
lai^ely  employed  there. 

To  increase  the  vapours  of  liquid  hydro- 
carbons in  the  coal  gas,  Bunte  and  Eitner  (J. 
Gasbeleucht.  1892,  569;  1899,  73)  added 
xylene  vapour  to  the  gas,  and  Colson  (Eng.  Pat. 
17666,  1904)  and  B^  (J.  Gas  lighting,  1904, 
88,  98)  add  the  fraction  of  coal  tar  boiling 
chiefly  between  170"^  and  210^  Many  other 
washing  oils  are  used,  which  frequently  act  in 
both  the  ways  above  described,  partly  dissolving 
naphthalene  from  the  gas,  and  partly  volatilising 
low-boiling  constituents  into  the  gas.  Thus,  for 
example,  the  tar  obtained  in  the  manufacture 
of  carburetted  water  gas  is  now  largely  used  for 
the  purpose,  as  this  contains  a  good  pereentage 
of  light  oils,  which  are  laively  volatilised  into 
the  gas,  whilst  the  residuiu  oil  extracts  much 
naphthalene   from   the  gas.     In   other   cases 


ordinary  paraffin  oil  is  used,  some  of  which  also 
volatilises  into  the  gas. 

Botley  (£^.  Pat.  9316,  1896)  sprays  a  fine 
mist  of  paraffin  oil  into  the  gas  leaving  the 
works,  this  spray  being  caniM  right  to  the 
extreme  of  the  district  and  also  tending  to 
prevent  the  deposition  of  naphthalene  in  the 
solid  state,  a  smiilar  effect  bSng  produced  by 
volatilising  paraffin  vapour  into  the  gas,  which, 
by  its  quick  condensation,  also  produces  a  mist. 

The  naphthalene  washing  process  is  mostly 
carried  out  on  the  cooled  eas,  either  before  or 
after  the  washing  and  scmoDing  plant ;  in  some 
oases,  however,  the  washing  process  with  water- 
gas  tar  takes  place  on  the  hot  gas  before  the 
condensers,  in  which  case  a  laiger  amount  of 
oils  is  volatilised  into  the  gas  from  that  tar, 
and  partly  condenses  again  in  the  condensen, 
and  assists  in  washing  out  the  naphthalene 
remaining  in  the  gas. 

Bxtraatton  of  '  erada  btniola '  from  the  gas. 
During  the  war  the  benzene  and  toluene  present 
in  the  gas  were  hugely  extracted  for  war  pur- 
poses, and  in  some  instances  the  extraction  is 
still  carried  out  for  the  provision  of  suitable  spirit 
for  internal  combustion  engines.  The  methods 
adopted  are  identical  with  those  normally 
employed  for  the  recovery  of  crude  benzole  from 
coke-oven  gas  {see  art.  CoKS).  As  the  process 
simultaneously  removes  most  of  the  higher 
boiling  vapours  of  hydrocarbons,  including 
those  most  efficient  in  preventing  subsequent 
naphthalene  deposition  from  the  gas,  it  is 
mostly  advisable  to  add  suitable  vapours  or 
spray  to  the  gas  after  the  benzole  extraction, 
in  the  manner  mentioned  above. « 

Dry  puriflestioil.  The  gas  leaving  the 
scrubbers  still  contains  from  0*8  to  2*0  p.c.  of 
sulphuretted  hydrogen,  and  from  1  to  3*5  p.c. 
of  carbon  dioxide,  t^ether  with  smaller  amounts 
of  other  impurities,  namely,  from  10  to  80  grains 
of  sulphur  per  100  cub.  ft.  as  oiganic  smphur 
compounds,  chiefly  carbon  disulphide,  and  from 
50  to  100  grains  of  hydrocyanic  acid.  Of  these 
the  sulphuretted  hydrogen,  which  on  combustion 
is  converted  into  sulphur  dioxide,  must  be 
removed  to  an  extent  which  is  practically 
complete,  statutory  provision  being  made  to  this 
effect  in  all  Acts  oi  Parliament  controlling  gas 
undertakings.  The  carbon  dioxide  is  not  in 
itself  deleterioi:|f ;  but  was  formerly  frequently 
removed,  as  its  presence  materially  reduces  the 
illuminating  power  of  the  gas,  each  1  p.c.  of 
carbon  dioxide  lowering  the  illuminating  power 
from  3  to  4  p.c.  It  also  lowers  the  calorific 
power,  but  in  much  smaller  proportion  (1  p.c. 
for  each  1  p.c.'  of  CO,  present),  and  in  view  of 
the  decreasing  importance  of  illuminating  power, 
the  removal  of  the  dioxide  is  now  practised  to 
a  much  smaller  extent  than  formerly.  The 
removal  of  the  sulphur  compounds  other  than 
sulphuretted  hydrogen  cannot  be  effected  com- 
pletely by  any  known  process,  but  many  under- 
takings were  formerly  compelled  b^  statute  to 
reduce  the  amount  of  these  to  a  oertam  maximum 
limit,  varying  from  17  to  30  grains  per  100  cub. 
ft.  These  clauses  have  been  now  repealed,  but 
in  a  number  of  works  a  partial  or  complete 
removal  of  the  carbon  bisulphide  is  carried  out. 
The  hydrocyanic  acid  is  extracted  more  or  lees 
completely  along  with  the  sulphuretted  hydrcwen 
by  all  the  processes  in  use,  and  is  not  oSi^r 
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found  in  the  purified  gas  to  an^r  very  coni^der- 
able  extent.  In  some  undertakings  the  hydro- 
cyanic acid  is  extracted  at  an  earlier  stage  by 
special  processes  in  order  to  obtain  cyanogen 
compounds  in  marketable  form,  and  the  methods 
employed  for  this  purpose  will  be  described 
later. 

Where  sulphuretted  hydrogen  alone  is  to  be 
removed,  the  purifying  material  employed  is 
moist  hydrated  ferric  oxide,  the  naturally  occur- 
ring bog  iron  ore  being  laigely  used  for  the  pur- 
pose. This  contains  a  sufficient  amount  of 
fibrous  oivanic  matter  to  render  the  mass 
porous  and  allow  of  the  passage  of  the  gas 
through  it.  Where  artificial  or  natural  ferric 
hydroxides,  free  from  organic  matter,  are 
employed,  these  are  mixed  with  material  such 
as  sawdust  or  wood  chips  to  give  the  required 
porosity. 

The  material  is  charged  in  even  layers  into 
rectanftular  cast-iron  vessels  (Fig.  24)  containing 
wooden  grids  to  carry  the  oxide,  the  thickness 
and  number  of  the  layers  varying  according  to 
the  size  of  the  purifier.  The  uktter  is  Uien 
closed  bv  a  lid,  which,  in  the  diagram  shown,  is 
rendered,  sas-tight  by  the  provision  of  vertical 
sides  which  drop  into  a  water  lute  cast  around 
the  periphery  of  the  purifier;  so  lonff  as  the 
pressure  of  the  gas  within  the  box  does  not 
exceed  that  equfu  to  the  depth  of  the  water 


seal,  no  gas  can  escape.  As,  however,  serious 
explosions  have  occurred  owin^  to  escape  of  ^as 
through  the  water  seal,  owing  to  excessive 
pressure,  the  present  tendencv  is  to  the  adoption 
of  luteless  lias  which  are  bolted  to  the  purifier 
and  made  gas-tight  by  the  insertion  of  a  rubber 
joint  between  the  purifier  and  cover. 

The  purifiers  are  mostly  worked  in  sets  of 
four,  the  connections  being  so  arranged  that  the 
gas  can  be  allowed  to  enter  any  box,  and  then 
pass  in  series  through  the  remaining  boxes. 
Frequently  only  three  boxes  are  worked  in 
series,  the  fourth  being  off  for  changing  the 
material,  or  kept  in  reserve  when  freshly 
chaiged  until  sulphuretted  hydrogen  is  found 
to  be  getting  forward  nearly  to  the  outlet  of  the 
box  before  it,  when  the  fresh  box  is  put  to  work, 
and  the  first  box  in  the  series  shut  out  and 
recharged  with  fresh  oxide. 

The  sulphuretted  hydrogen  acts  on  the 
hydrated  ferric  oxide  in  two  different  ways, 
forming  either  ferric  sulphide  or  a  mixture  of 
ferrous  sulphide  and  free  sulphur  : 

(1)  Fe,0„«H,0+3H,S=Fe,S,+(ar4-3)H,0 

(2)  Fe,0„a;H,0+3H,S=2FeS4-S+(a:+3)H,0 

In  neutral  or  faintly  acid  condition,  the  reaction 
takes  place  according  to  the  second  equation, 
but  in  slightly  alkaline  condition  ferric  sulphide 
alone  is  formed,  and  as  the  coal  gas  entering  the 


Fig.  24. 


purifiers  always  contains  traces  of  aiiimonia,  it 
is  this  compound  which  is  chiefly  formed  in  the 
gas  purifiers. 

When  the  mass  has  ceased  to  absorb  sulphur- 
etted hydrogen,  it  is  removed  from  the  purifier 
and  spread  out  on  the  floor  in  moist  condition, 
with  occasional  turning  over,  to  expose  it  to  the 
air,  when  the  ferric  sumhide  is  oxidised,  reform- 
ins  hydrated  ferric  oxide,  with  separation  of  free 
sulphur.  As  soon  as  this  reactibn  is  complete, 
the  mass  can  be  returned  to  the  purifier  for  the 
extraction  of  further  amounts  of  sulphuretted 
hydroffen,  this  alternate  process  of  fouling  and 
revivification  being  contmued  until  the  mass 
contains  60-70  p.c.  of  sulphur,  when  it  is  sold 
for  its  sulphur  content,  being  chiefly  used  for 
sulphuric  acid  manufacture,  one  advantage  of 
the  material  for  this  purpose  being  its  almost 
complete  freedom  from  arsenic. 

As  the  crude  gas  entering  the  purifiers  alwavs 
contains  some  oir^gen,  the  revivification  of  the 
ferric  sulphide  to  ferric  oxide  and  sulphur  always 
takes  place  to  some  extent  in  the  purifier  itself, 
and  the  length  of  time  for  which  a  purifier  will 
run  without  changing  depends,  to  a  laige  extent, 
on  the  amount  of  oxygen  in  the  crude  gas.  All 
things  considered,  the  volume  of  oxygen  most 
suitable  is  rather  more  than  half  the  percentage 
volume  of  the  sulphuretted  hydrogen  in  the  crude 
gas ;  and  where  the  air  accidentally  getting  in 


to  the  gas  does  not  reach  this  amount,  more  is 
added.  A  still  larger  addition  of  air  further 
increases  the  time  the*  purifiers  will  run  without 
changing,  and  consequently  the  cost  for  labour, 
but  the  extra  amount  of  oxygen  and  nitrogen 
remaining  in  the  gas  lowers  its  quality,  and  if 
too  much  oxygen  is  present  the  separated 
sulphur  may  even  fire  in  the  boxes,  and,  apart 
from  the  damage  caused  in  the  box,  the  gas 
may  be  badly  contaminated  with  sulphur 
dioxide.  The  temperature  of  the  gas  passing 
through  the  purifiers  should  not  fall  below 
about  15^,  as  then  the  action  of  the  oxygen 
becomes  very  slow. 

Instead  of  working  the  rotation  of  the  puri- 
fiers in  the  manner  mentioned  above,  which  was 
formerly  universal,  modified  methods  are  now 
frequently  adopted.  Thus,  for  example,  instead 
of  putting  on  a  fresh  box  as  the  last  in  the 
senes,  it  is  now  frequently  put  on  as  the  first 
box,  where  it  removes  practically  the  whole 
of  the  sulphuretted  hydrogen,  and  the  gas 
coming  from  the  outlet  of  the  two  boxes  last  in 
the  series  becomes  quite  free  from  sulphuretted 
hydrogen  in  a  short  time,  any  sulphuretted 
hydrogen  passing  from  the  last  purifier  during 
this  period  being  taken  up  by  a  ^  catch  *  purifier 
placed  on  the  common  outlet  main.  At  intervals 
of  24  or  48  hours  or  more,  the  last  box  is  made 
the  first  box  of  the  series,  when  the  same  change 
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oocnra,  and  this  process  of  '  leTened '  rotation 
continued.  Working  in  this  manner,  it  is  often 
possible  to  keep  the  gas  free  from  sulphuretted 
uydrogen  for  a  very  long  period,  and  to  obtain 
a  high  percentage  of  sulphur  in  the  spent  oxide 
without  removing  the  material  from  the  box, 
and,  indeed,  it  often  happens  that  a  removal  of 
the  material  is  necessary,  not  on  account  of  its 
passinff  sulphuretted  hydrogen,  but  because  the 
mass  nas  become  so  dense  from  separated 
sulphur,  that  it  requires  an  undue  pressure  to 
force  the  gas  through  it.  The  exact  reasons  for 
the  lonser  period  of  working  are  not  yet  quite 
clear,  though  it  is  evident  that  this  method  of 
working  enables  the  oxygen  in  the  crude  gas  to 
effect  a  quicker  revivification  of  the  ferric 
sulphide  than  is  the  case  with  the  older  method 
of  working. 

Purifleatioii  from  carbon  dioxide  after  removal 
of  falpharetted  hydrogen.  When  the  carbon 
dioxide  is  required  to  be  removed  from  the  gas 
after  freeing  from  sulphuretted  hydroeen,  a 
similar  set  of  two,  three,  or  four  purifiers  is 
employed,  into  which  slaked  lime  is  charged  in 
place  of  the  hvdrated  ferric  oxide.  This  is  pre- 
pared by  slaking  eood  non-hydraulic  lime  with 
water,  which  is  added  in  sufficient  quantity  to 
moisten  the  slaked  lime  produced  to  such  an 
extent  that  it  just  balls  together  when  squeezed 
in  the  hand.  This  removes  the  whole  of  the 
carbon  dioxide  from  the  gas,  the  slaked  lime 
being  converted  into  calcium  carbonate 

Ca(0H),+C0,=CaC0,4-H,0 

Where  the  gas  is  free  from  sulphuretted  hydro- 
gen, the  spent  lime  obtained  is  fairiy  innocuous, 
though  of  very  little  value,  but  is  sometimes 
rebumt  to  lime  and  again  used  for  purification. 
Simaltaneons  removal  of  folphnretted  hydro- 
gen, carbon  dioxide,  and  carbon  disolphide  by 
means  of  lime.  The  dry  purification  process 
described  above  hardly  effects  the  removal  of 
sulphur  compounds  other  than  sulphuretted 
hydrogen  to  any  material  extent,  and  the  great 
bulk  of  these  remains  in  the  purified  gas,  and 
much  controversy  has  occurred  as  to  whether 
these  should  be  removed  as  far  as  possible  or 
not.  That  their  removal  was  desirable  if 
economically  practicable  was  usually  admitted, 
but  difficulty  lay  in  the  fact  that  the  only 
process  known  until  recently  by  which  their 
elimination  could  be  even  partially  effected  at 
reasonable  cost  on  the  large  scale  had  serious 
drawbacks.  This  process  consists  in  subjecting 
the  gas  to  the  action  of  calcium  hydrosulphide 
formed  by  the  action  of  sulphuretted  hydrogen 
on  lime,  which  absorbs  a  large  proportion  of 
the  carbon  disulphide,  and  by  which  means 
the  total  amount  of  sulphur  left  in  the  f;as  can 
be  reduced  to  12-20  grains  per  100  cub.  ft. 
The  objections  to  this  process  are  as  follows : 

(1)  The  spent  material  consists  of  a  sloppy 
mass  containing  calcium  sulphide,  having  a  very 
unjpleasant  smell  of  sulphuretted  hyd^X)gen,  &c., 
which  is  perceptible  at  long  distances  from 
the  works,  and  occasions  complaints  in  their 
neighbourhood,  and  also  in  districts  through 
which  the  material  may  have  to  be  carted. 

(2)  The  dischaiging  of  the  spent  material  from 
the  boxes  is  exceedingly  unpleasant  to 
the  men  employed  in  the  operation,  and  not 
unattended  with  danger  to  their  health.    (3) 

voT^  in.— r. 


The  process  is  somewhat  uncertain  in  action,  and 
under  some  conditions  the  material  may  not 
only  not  absorb  any  carbon  disulphide  from  the 
gas,  but  may  also  give  off  that  previously 
absorbed,  thus  renderii^  the  amount  of  sulphur 
in  the  gas  far  higher  than  it  would  have  been 
with  oxide  purification  only.  (4)  Great  difficulty 
is  experienced  in  disposal  of  the  spent  material , 
except  in  smaller  undertakings  m  agricultural 
districts,  where  there  is  a  limited  demand  for 
the  material  for  manurial  purposes. 

Formerly  a  number  of  works  were  statutorily 
compelled  to  reduce  the  total  amount  of  sulphur 
in  their  gas  below  a  certain  maximum,  but 
these  restrictions  were  abolished  as  a  result  of 
a  Board  of  Trade  inquiry  held  in  1904,  under 
the  presidency  of  Lord  Rayleigh,  lai^ely  on  the 
ground  that  the  above-named  disadvantages 
accruing  from  the  lime  process  more  than 
counterbalance  the  advantage  derived  from  the 
reduction  of  the  sulphur  to  a  lower  limit. 

In  carrying  out  the  lime  process,  a  set  of 
four  purifiers,  charged  with  slaked  lime,  is 
employed,  worked  in  rotation  in  a  similar 
manner  to  the  first  method  described  in  con- 
nection with  oxide  of  iron  purifiers.  In  the 
first  and  second  boxes  carbon  dioxide  is  chiefly 
absorbed,  the  remainder  along  with  the  bulk  of 
the  sulphuretted  hydrogen  being  absorbed  in 
the  third  and  fourth  boxes,  the  calcium  hydro- 
sulphide  formed  in  the  latter  also,  under  right 
conditions,  absorbing  much  of  the  carbon 
disulphide.  The  gas  from  the  latter  purifier 
passes  to  a  catch  box  of  oxide  of  iron,  and 
when  the  fourth  box  passes  much  sulphuretted 
hydrogen,  the  box  first  in  series  is  discharged, 
recharged  with  fresh  lime,  and  put  on  as  the 
last  in  series. 

For  the  effective  removal  of  the  carbon 
disulphide,  one  of  the  most  important  factors  is 
the  amount  of  oxygen  present  in  the  crude  gas. 
H  this  is  excessive,  the  calcium  hydrosulphide 
is  oxidised  to  thiosulphate,  &c.,  as  fast  as  it  is 
formed,  and  before  it  can  act  on  the  disulphide, 
and  no  removal  of  the  latter  occurs ;  moreover, 
if  the  purifiers  have  been  previously  extracting 
the  disulphide  and  the  amount  of  oxygen  in  the 
crude  gas  suddenly  rises,  not  only  is  no  carbon 
disulphide  absorlied,  but  that  previously  re- 
tained in  the  lime  is  given  off  by  the  action  of 
the  carbon  dioxide,  and  the  *  purified '  gas  mi^r 
contain  three  or  four  times  as  much  disulphide 
as  is  present  in  the  gas  entering  the  purifiers. 
On  the  other  hand,  if  oxygen  is  entirely  absent, 
no  absorption  of  carbon  msulphide  takes  place, 
the  most  regular  results  being  obtained  when 
the  average  amount  of  oxygen  present  is  equal 
to  about  one-third  of  the  average  volume  of 
sulphuretted  hydrogen  in  the  crude  gas.  Even 
when  this  condition  is  maintained,  a  good 
absorption  does  not  invariably  occur,  and 
from  causes  which  are  at  present  unknown,  a 
set  of  purifiers  may  sometimes  cease  to  absorb 
the  disulphide,  and  will  then  usually  not  recover 
their  activity  until  they  are  all  recharged  with 
fresh  lime. 

The  exact  nature  of  the  compound  which 
combines  with  the  disulphide  is  not  yet  known 
with  certainty.  It  was  formeriy  thought  that 
calcium  hydrosulphide  combined  with  it, 
forming  calcium  thiocarbonate  %r%n]c> 

Ca(SH),-f  CS,=CaCS,+H,S^d  ^^~ 
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bat  calciom  hydramilphide,  andU  indeed,  all  the  the  eoke,  and  has  giren  an  incnaaed  yield  ol 

Mdnble  hydroaolpluda,  when  free  from  poly-  ammonia,  wfalkt  Um  amoont  of  sidphur  other 

solphideB,  combine  very  alowiy,  if  at  all,  with  than  solphiiietted  hydrogen  in  the  gas   has 

caroon  diaah^ida  in  abaeooe  m  oxygen.    Vefey  averaged  20  gzains  per  100  cab.  ft.,  as  com- 

(CheoL  8oc.  Trans.  1886,  47,  478)  suggests  that  pared   with   more   than   dooUe   this   amoant 

the  active  oompoand  is  caldom  hydrozyhydio-  when  the  liming  is  omitted, 
salphide  Ga(0HK8H),  hot  the  writer  regards  it         It  has  also  long  been  known  that  by  reheating 

as  moch  more  probable  that  the  real  absorbent  the  gas  freed  from  solphovetted  hydrogen  to 

-  calciam  disolphSde  GaStt  formed  from  the  300''-350''    the    carbon    disalphide    is   lanely 

1  w 


hydnsalphide  by  oxidation 

Ca(8H),+0=Ca8,+H,0 
for  alUioogh  the  pore  sulphides  and  hydrosul- 
phides  of  potassium,  sodium,  ammonium,  and 
calciam  scarcely  unite  with  carbon  disulphide  at 
the  ordinary  temperature,  the  disulphides  of  the 
above  metals  in  all  cases  combine  n^dly  and 
completdy  with  it,  forming  perUuooouhaiuxies, 
such  as  NatG84  (G61is,  Gompt.  rend.  81,  282; 
Teoman,  Oiem.  8oc.  Trans.  1021,  110,  38). 
This  supposition  explains  why  some  oxygen  is 
neoessaiy  for  carbon  disulphide  absorption,  as 
it  is  required  to  effect  the  fommtion  of  poly- 
sulphide  from  the  primary  hydrasulphide,  whibt 
excess  of  oxygen  oxidises  the  latter  to  thio- 
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method  involves  the  complete  removal  of  carbon 

dioxide  from  the  gas,  whether  this  is  otiierwise 
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converted  into  sulphoietted  "hydrogen,  which 
may  then  be  removed  by  oxide  of  iron  purifica- 
tion, but  nnta  recently  practical  difficulties  in 
laigeHMiale  working  prevented  its  adoption. 
(For  a  full  account  of  these  methods,  ate  Car- 
penter,  J.  Gas  liffhting,  1014,  126,  028.)  The 
first  successful  plant  of  any  magnitade  for 
carrying  out  the  method  was  that  of  Hall  and 
Papst  at  the  Oregon  Works,  U.S. A.,  where  a 
plant  was  erected  dealing  with  4,000,000  cub.  ft. 
of  gas  per  diem,  and  effected  an  average  reduc- 
tion of  the  sulphur  from  58  to  17  grains  per 
100  cub.  ft. 

As  the  result  of  several  years'  woik  the 
South  Metropolitan  Gas  Ga,  liave  now  worked 
out  a  successful  and  economical  process  for  the 

lulphide  from 
the  gas  depending  on  the  passage  of  the  gas 
heated  to  450°  over  a  catalyst  (Carpenter,  J. 
Gas  Lighting,  1014,  126,  028 ;  Evans,  J.  Soc. 
Chem.  Ind.  1015,  0).  A  number  of  metals,  such 
as  iron,  nickel,  cobalt,  and  copper  may  be 
employed,  but  the  most  effective  catalyst  con- 
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to  devise  such  a  process.  Thus  Glaus  (J.  Soc. 
Chem.  Ind.  1887,  6,  27  ;  Ens.  Pate.  7585,  1886  ; 
3627, 1887)  showed  that  a  somtion  of  ammonium 
polysulphide  removed  carbon  bisalphide,  and 
this  has  been  confirmed  by  othen,  out  it  has 
hitherto  been  found  that  ttie  absorption  is  not 
TCffuIar,  varying  from  time  to  time  for  reasons 
whioh  have  not  yet  been  elucidated.  The  first 
action  is  probably  the  formation  of  a  solution 
of  ammomum  perthiooarbonate  (NH«)2(];S4,  but 
this  is  exceedingly  unstable,  and  readily  decom- 
poses, giving  oSCSf  It  is,  however,  capable  of 
undergoing  another  change,  yielding  ammonium 
thiocyanato 

(NH4),CS4=NH4CN8+2H,S+8 
and  if  the  conditions  under  which  this  change 
takes  place  quickly  and  with  certainty  could 
be  ascertained,  and  economically  maintained, 
this  should  form  a  cheap  process  for  the  purpose. 
The  Cooper  liming  process  (Eng.  Pat.  5713, 
1882),  in  which  small  quantities  of  lime  are 
added  to  the  coal  before  carbonisation,  although 
primarily  intended  to  increase  the  yield  of 
ammonia,  also  effects  a  reduction  in  the 
amount  of  carbon  disulphide ;  but  the  large- 
scale  experiments  with  tne  process  made  about 
thirty  years  ago  were  abandoned,  chiefly  on 
account  of  the  deterioration  in  the  quality  of 
the  coke  produced.  Paterson  A  TwyorosB 
(Enff.  Pat.  26772,  1010)  have  introduced  a 
modified  method,  whereby  a  regulated  amount 
of  powdered  lime  is  distributed  evenly  over  the 
sunace  of  the  coal  on  its  way  to  the  retort,  the 
powder  being  made  to  adhere  by  the  action  of 
a  small  jet  of  steam.  The  process  has  been  at 
work  for  some  years  at  the  Cheltenham  Gas 
Works,  usiiup  about  2  per  cent,  of  lime,  and  has 
not  resulted  in  any  material  deterioration  of 


'  reduced  from  the  chloride,  and  tins  is  the  one 
employed  in  practice,  the  carbon  disulphide 
under  the  conditions  named  reaotinff  with  the 
hydrogen  of  the  gas,  yielding  sulphuretted 
hydrogen  and  carbon : 

CS,+2H,=2HJ3+C 

In  carrying  out  the  process,  the  gas  freed  from 
sulphuretted  hydroeen  passes  first  through  a 
tubular  heat  interchanger,  where  it  is  heated 
by  the  hot  sas  coming  from  the  catalysing 
tubes,  and  tnenoe  to  a  heatinff  chamber  in 
whioh  are  assembled  the  vertical  6-inch  tubes 
filled  with  the  fire-clay-nickel  catalyst,  main- 
tained at  a  temperature  of  420'*-440^  The  gas, 
with  the  carbon  disulphide  completely  converted 
into  sulphuretted  hydrogen,  passes  through  the 
heat  interchangers,  giving  up  a  large  portion 
of  its  heat  to  the  incoming  cold  gas,  and  thence, 
after  complete  cooling,  to  oxide  of  iron  purifiers 
for  the  removal  of  the  sulphuretted  hvdrogen. 

Apart  from  the  conversion  of  tne  carbon 
disulphide  into  sulphuretted  hydrogen  and 
small  amounts  of  hydrocyanic  acid  present  into 
ammonia,  no  material  change  takes  place  in 
the  composition  of  the  gas,  and  its  illuminating 
and  calorific  powers  are  substantially  unohauffed. 
The  carbon  deposited  from  the  carbon  disulphide 
accumulates  on  the  catalyst,  and  is  periodically 
removed  by  careful  burning  in  a  regulated 
stream  of  air.  No  trouble  from  the  *  poisoning  * 
of  the  catalyst  has  been  experienced. 

The  process  is  now  successfully  at  work  at 
the  different  works  of  the  South  Metropolitan 
Gas  Co.,  the  largest  installation  beinff  capable 
of  deaUns  with  15,000,000  cub.  ft.  of  aas  per 
diem,  and  reducing  the  sulphur  to  about  8 
grains  per  1(X)  cub.  ft. 

euillet  (J.   Qas^Lightjn|^,jei2,_U8,^086) 
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pasMB  the  heated  gas,  freed  from  sulphuretted 
nydrogen,  over  heated  ferric  oxide,  when  the 
moisture  in  the  gas  reacts  with  the  carbon 
disulphide  forming  sulphuretted  hydrogen  and 
carbon  dioxide : 

CS,4-2H,0=2H,S4-CO, 

the  sulphuretted  hydrogen  formed  being  ab- 
sorbed by  the  ferric  oxi(£. 

Apart  from  the  carbon  disulphide,  the  gas 
always  contains  sulphur  in  the  form  of  other 
organic  sulphur  compounds  amounting  to  4-10 
flrrains  per  100  cub.  ft.,  which  have  not  yet 
been  successfully  removed.  A  large  proportion 
of  this  irremovable  sulphur  is  in  the  form  of 
thiophen,  and,  in  addition,  meicaptans  and  alkyl 
sulpnides  have  been  detected. 

Bemoval  and  recovery  of  eyanogen  eom- 
poondl.  It  has  long  been  known  that  crude 
coal  gas  contains  cyanogen  derivatives,  and  that 
their  quantity  tends  to  increase  with  increasing 
carbonising  temperatures.  The  only  compound 
of  this  kind  that  has  been  detected  with  cer- 
tainty in  the  gas  is  hydrocyanic  acid,  although 
it  is  possible  that  cyanogen  itself  may  be 
present  in  small  quantity.  The  total  'amount 
varies  considerably  at  different  works,  but  with 
the  temperatures  at  present  mostly  employed, 
the  amount  of  hydrocyanic  acid  produced  in  the 
gas  issuing  from  the  retorts  averages  about 
120-130  grains  per  100  cub.  ft.,  of  which  about 
one  quarter  is  removed  in  the  virgin  liquor 
during  condensation,  partly  as  ammonium 
cyanide,  but  chiefly  as  ammonium  thiocyanate, 
into  which  the  cyanide  formed  also  passes  on 
storage.  Smaller  amounts  are  absoroed  in  a 
similar  manner  in  the  washers  and  scrubbers, 
but  with  high  retort  temperatures  from  90-l(Jb 
grains  of  hydrocyanic  acid  per  100  cub.  ft. 
(equivalent  to  abiout  4-4 '5  lbs.  of  crystallised 
sodium  ferrocvanide  NaiFeCy^lOHjO  per  ton 
of  coal)  usually  remain  in  the  gas  entering 
the  purifier. 

Where  lime  alone  is  used  for  purification,  the 
hydrocyanic  acid  is  completely  absorbed  with 
the  other  impurities,  and  converted  into  calcium 
thiocyanate ;  and  where  ferric  oxide  is  used,  the 
greater  quantity  is  likewise  absorbed  with 
formation  of  insoluble  iron  ferrocyanides  and 
double  ferrocyanides  of  iron  and  ammonium 
(crude  Prussian  blue)  as  well  as  ammonium  thio- 
cyanate. The  moro  complete  the  romoval  of 
ammonia  from  the  gas  before  the  purifiers,  the 
greater  is  the  amount  convertea  into  ferro- 
cvtande,  and  the  smaller  the  production  of 
thioovanate. 

The  greatlv  increased  demand  for  cyanide 
following  on  tne  introduction  of  the  McArthur* 
Forrest  cyanide  process  for  extraction  of  gold 
from  the  mine  *  tailings,*  resulted  in  many 
attempts  being  made  for  the  utilisation  of  the 
cyanogen  compounds  in  the  crude  gas.  At  first 
the  spent  oxide  was  utilised  for  this  purpose, 
being  sold  to  chemical  manufaoturers  for  its 
Prussian-blue  content,  where  this  reached  an 
amount  of  6-8  p.c.  A  number  of  processes  wero 
also  devised  for  the  special  recovery  of  the 
hydrocyanic  acid  by  extracting  it  from  the  gas 
before  the  latter  reached  the  purifier.  In  these 
processes  the  hydrocyanic  acid  is  recovered 
either  ae  (1)  ferrocyanide  or  (2)  thiocyanate. 
For  the  former,  the  gas  is  washed  with  a  solution 


containing  alkali  and  ferrous  hydroxide,  carbon- 
ate, or  sulphide  in  susjpension,  which  absorbs  the 
hydrocyanic  acid  with  production  of  the  ferro- 
cyanide of  the  alkali  used,  the  reaction  with 
ferrous  sulphide  and  sodium  carbonate,  for 
example,  being : 

FeS+2Na,CO,+6HCy 

=iNa4FeCy.+H,S-f2H,0+2CO, 

Where  ammonia  is  used  as  the  alkali,  as  in  the 
processes  of  Rowland  (Eng.  Pat.  22347,  1891), 
Bueb  (Eng.  Pat.  9076,  1898),  and  Lessing  (Eng. 
Pat.  2090,  1907),  the  gas  is  treated  before  the 
removal  of  ammonia  in  a  suitable  washer  with 
a  strong  solution  of  ferrous  sulphate,  which  is 
converted  first  into  ferrous  sulphide  and 
ammonium  sulphate  by  the  sulphuretted  hydro- 
gen and  ammonia  of  the  cru(fe  gas,  and  then  . 
yields  ammonium  ferrocyanide.  The  latter  . 
solution  is  unstable,  and  to  a  large  extent 
combines  with  the  excess  of  iron  present, 
yielding  insoluble  double  ferrocyanides  of  iron 
and  ammonium,  the  proportion  of  insolubie 
ferrocyanides  produced  increasing  with  increas- 
ing strength  ofthe  ferrous  sulphate  solution  used. 
The  slu&e  obtained,  contaming  chiefly  crude 
Prussian  blue,  with  the  excess  ofunusea  ferrous 
sulphide,  is  sold  to  chemical  manufacturers 
for  conversion  into  saleable  ferrocyanide  or 
cyanide. 

Where  a  fixed  alkali  is  used  (soda  and  lime 
being  the  only  ones  available,  on  account  of 
price),  the  gas  is  treated  after  the  removal  of 
ammonia  in  a  washer  fed  with  a  mixture  of 
sodium  carbonate  and  ferrous  carbonate  (Knub- 
lauoh,  Enff.  Pat.  15164,  1887),  or  a  solution  of 
ferrous  sulphate  with  excess  of  lime,  when  the 
bulk  of  the  hydrocyanic  acid  is  absorbed  and  con- 
verted chiefly  into  the  soluble  sodium  or  calcium 
ferrocvanide,  only  small  amounts  being  con- 
verted into  insoluble  ferrocyanides.  The  sodium 
ferrocysmide  solution,  after  filtration  from  the 
excess  of  ferrous  sulphide,  Ac,  is  directly 
evaporated  and  crystallised ;  the  calcium  ferro- 
cyanide solution,  on  the  other  hand,  is  unstable 
when  heated,  and  is  preferably  first  converted 
into  the  sodium  salt,  by  addition  of  the  requisite 
(quantity  of  sodium  carbonate,  or,  if  the  potas- 
smm  siUt  is  required,  the  calcium  ferrocyanide 
solution  may  be  treated  with  potassium  chloride 
solution,  when  the  sparingly  soluble  calcium 
potassium  feirocyanide  OaK^eCVf  is  precipi- 
tated, and  after  filtration  may  be  converted 
into  a  pure  solution  of  potassium  ferrocyanide 
by  addition  of  the  reqmsite  amount  of  potassium 
carbonate.  In  the  Davis-Neill  process  (Eng. 
Pat.  26666,  1901),  the  treatment  with  sodium 
and  ferrous  carbonate  is  carried  out  before  the 
removal  of  ammonia  from  the  gas,  and  the 
liquor  from  the  washer  first  distilkd  to  recover 
ammonia. 

In  all  these  processes,  a  certain  amount  of 
hydrocyanic  acid  is  converted  into  thiocyanate, 
the  proportion  formed  being  greater  when 
ammonia  is  present,  and  cafbonyT  ferroeyanides 
are  also  usually  produced  to  some  extent. 
Carbonylferrocyanic  acid  H,Fe(CO)GyB  may  be 
regarded  as  ferrooyanic  acid  in  which  1  molecule 
of  HGy  is  replaced  by  the  radical  CO,  the  forma, 
tion  of  these  salts  being  doubtless  due  to  thc^ 
presence  of  carbon  monoxide  in  the  gas  treated!^ 
They  have  little  or  no  commercial  value,  and 
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aixsninalate  in  the  mother  liquors,  being  very 
soluble  in  water. 

For  the  reoovery  of  the  hydroejranic  acid  as 
thiooyanate,  accoroing  to  the  British  Cyanide 
Co.*s  process  (Eng.  Pat.  13653,  1901),  the  gas, 
whilst  still  containing  ammonia,  is  passed 
through  a  washer  contiuning  water  or  ammonia- 
cal  liquor,  to  which  free  smphur  is  periodically 
added.  The  ammonia  and  sulphuretted  hydro- 
gen dissolve  in  the  water,  forminf  ammonium 
sulphides,  which  dissolve  the  sulphur,  yielding 
ammonium  polysulphide  solution,  and  the  latter 
absorbs  the  hydrocyanic  acid,  forming  ammo- 
nium thiocyanate.  So  long  as  free  sulphur  is 
present,  the  formation  of  polysulphide  and  of 
thiocyanate  continues,  and  a  solution  can  be 
obtained  containing  from  3  to  5  lbs.  of  am- 
monium thiocyanate  per  gallon.  Except  for 
volatile  ammonium  salts,  such  as  sulphide, 
which  are  expelled  on  heating,  the  solution  is 
comparatively  pure,  and  is  sold  for  conversion 
into  cyanide.  According  to  the  modification 
of  P.  E.  Williams  (Eng.  Pat.  23624,  1909), 
the  gas,  freed  from  tar-fog  but  containing 
ammonia,  is  passed  through  a  purifier  chained 
with  spent  oxide  rich  in  sulpnur,  the  latter 
supplying  the  necessary  sulphur  for  the  extrac- 
tion. Water  is  periodically  sprayed  on  to  the 
upper  surface  of  the  spent  oxide  and  drains  to 
too  bottom  of  the  purifiers,  and  is  converted 
duiing  the  passage  into  a  concentrated  solution 
of  ammonium  tmocyanate  by  the  same  series 
of  reactions. 

Other  puriflestioii  proMsses.  As  aLready 
mentioned,  a  portion  of  the  sulphuretted  hydro- 
gen and  carbon  dioxide  is  removed  along  with 
the  ammonia,  the  solution  of  the  latter  in  water 
absorbing  these  acid  gases  with  formiftion  of 
ammonium  sulphides  and  carbonates,  but  the 
amount  of  ammonia  present  is  much  below  that 
required  for  their  complete  removal.  Many 
attempts  have  been  made  to  modify  the  scrub- 
bing process  in  such  a  manner  as  to  effect  the 
complete  removal  of  these  two  impurities. 
Hills,(£ng.  Pats.  1369,  1868  ;  934,  1874  ;  1895, 
1875)  showed  that  when  the  ammoniacal  liquor 
is  heated  to  about  90^  it  gives  off  laige  quantities 
of  carbon  dioxide  and  sulphuretted  hydrogen, 
but  only  small  amounts  of  ammonia,  the  residual 
liquor  then  containing  large  amounts  of  free 
ammonia,  which  mav  be  used  for  washing  a 
further  amount  of  the  acid  gases  from  crude 
ffas.  A  modification  of  Hills*  method  has  been 
described  by  Holgate  (J.  Gas  Lighting,  1895,  65, 
1133).  Claus  (Eng.  Pats.  2838  and  2865, 
1881  ;  4644,  1882 ;  5959,  1883)  combined  Hills' 
nrocess  with  the  continuous  distillation  of  a 
large  amount  of  liquor,  the  ammonia  being 
returned  to  the  gas,  so  that  the  amount  of 
ammonia  in  the  gas  in  the  scrubbera  was  four 
or  five  times  that  normally  present,  and  was 
enabled,  on  a  moderate  scale,  to  effect  in 
this  manner  a  complete  removal  of  the  sul- 
phuretted hydrogen  and  carbon  dioxide  from 
the  gas,  doing  away  with  the  necessity  for  any 
further  dry  purification.  By  washing  also  with 
a  solution  of  ammonium  polysulphide,  the 
amount  of  hydrocyanic  acid  and  carbon  disul- 
phide  was  Ui^ely  reduced.  The  mixed  sulphur- 
etted hydrogen  and  carbon  dioxide  evolved  from 
the  heated  liquor  were,  after  recovery  of  the 
ammonia  present  by  washing  with  water  or 


acid,  mixed  with  just  sufficient  air  to  convert* 
the  sulphuretted  hydrogen  into  sulphur  and 
water,  and  passed  through  heated  ferric  oxide 
in  the  *  Claus  kiln,'  the  sulphur  produced  being 
condensed  in  suitable  chamoers. 

Great  hopes  were  entertained  as  to  the 
success  of  the  process,  but,  unfortunately,  the 
practical  difficulties  of  working  which  manifested 
themselves  when  the  process  was  tried  on  a 
larger  scale  have  never  been  overcome,  and  at 
Belfast,  where  the  process  was  tried  for  many 
years,  it  was  not  found  possible  regularly  to 
effect  complete  removal  of  the  su^huretted 
hydrogen,  and  the  loss  of  ammonia  was  very 
considerable  (J.  Gas  Lighting,  1897,  69,  1475). 

Processes  are  at  present  also  on  trial  with  the 
object  of  recovering  the  ammonia  from  the  gas 
direct  as  sulphate  oy  utilising  the  sulphuretted 
hydrogen  of  the  crude  gas  as  the  source  of  the 
sulphuric  acid.  Various  method^  to  attain  this 
ena  have  been  patented  by  Burkheiser  (Eng. 
Pats.  20920,  21763, 1908 ;  17359,  1910 ;  16172, 
1912),  and  by  Feld  (Eng.  Pats.  3061,  1909 ; 
5838,  1911 ;  157,  10147,  1912;  Zeitsch.  angew. 
Chem.  1912,  705),  but  these  processes  are  still 
in  the  experimental  stage. 

Yield  of  gas  and  by-inroduets.  The  volume  of 
gas  obtained  varies  naturally  to  a  considerable 
extent,  according  to  the  quality  of  the  coal 
carbonised,  to  the  conditions  of  carbonisation, 
and  also  to  the  extent  to  which  the  furnace 
^ases,  consisting  chiefly  of  nitrogen,  are  drawn 
mto  the  gas  through  the  porous  retorts.  At  the 
present  day  the  volume  of  gas  produced  from 
a  ton  of  coal,  without  steaming  the  retorts, 
measured  moist  at  60®F.  and  30  inches  bar., 
usually  falls  within  the  limits  of  9000  and 
13,000  cub.  ft.,  and,  except  in  small  works,  or 
where  gas  of  high  illuminating  newer  is  pro- 
duced, the  yield  does  not  often  faU  below  about 
11,000  cub.  ft.  From  the  same  classes  of  coal, 
the  higher  the  yield  of  gas  the  lower  is  the 
illuminating  power  and  cuorific  power,  but,  in 
general,  the  total  yield  of  light  represented  by 
the  multiple  of  make  per  ton  x  illuminating 
power,  becomes  higher  as  the  make  of  gas 
mcreases,  and  this  is  the  case  to  a  still  greater 
extent  with  the  yield  of  heat  units  per  ton  of 
coal,  as  the  calorific  power  falls  off  with  increas- 
ing gas  production  to  a  much  smaller  extent 
tluin  is  tne  case  with  the  illuminating  power ; 
and,  in  view  of  the  fact  that  the  heatmg  value 
of  the  gas  is  now  by  far  the  most  important 
factor,  there  is  a  constant  endeavour  to  obtain 
as  high  a  yield  as  possible. 

The  constituents  present  in  purified  coal  gas 
obtained  by  the  simple  carbonisation  of  ooal 
in  more  than  minute  quantity  are  carbon  dioxide, 
ethylene,  benzene,  oxygen,  carbon  monoxide, 
methane,  hydrogen,  and  nitrogen.  Their  rela- 
tive proportions  naturally  vary  considerably,  but 
for  the  most  part  fall  witnin  the  following 
limits : — 


Carbon  dioxide 
ESthylene 
Benzene 
Oxygen  . 
Carron  monoxide 
Methane 
Hydrogen 
Nitrogen 


Digilized  by 


Gc 


00-3  0 
2-0-4-0 
0-5-1 -0 
00-1-5 
4-0-15-0 
22-0-25-0 
38-0^5-0 
2-O-200 


p.c. 
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The  ethylene  and  benzene  are  usually  estimated 
together  and  recorded  as  *  unsaturated  hydro- 
carbons/ no  very  satisfactory  quick  method  for 
their  separate  determination  Doing  available. 
In  addition  to  methane,  the  richer  coal  gasee 
contain  small  amounts  of  ethane,  which  is, 
however,  also  difficult  of  estimation  in  ordinary 
analyses.  The  nitrocen  is  usually  taken  as  the 
difference  between  me  sum  of  the  other  con- 
stituents and  100.  The  8p.gr.  of  coal  ^as  falls 
mostly  within  the  limits  0'4  and  0*55  (air=l). 

The  yield  of  coal  tar  with  horizontal  and 
inclmed  retorts  varies  commonly  from  9  to  13 
gallons  per  ton  of  coal,  averaging  about  10 
gallons,  or  some  5*5  p.c.  of  the  weight  of  the 
original  coal.  Its  sp.gr.  varies  from  about  1*10 
to  1*25,  this  depenmng  laige^  on  the  tempera- 
ture of  carbonisation.  The  higher  the  tempera- 
ture to  which  the  volatile  products  are  exposed, 
the  higher  is  the  average  carbon  percentage, 
and  the  lower  the  hydrogen  percentage  of  tiie 
tar,  and  the  greater  the  amount  of  the  so-called 
'  free  carbon  formed ;  the  latter,  although  in 
appearance  resembling  amorphous  carbon,  always 
contains  hydrogen,  and  consists  of  derivatives 
of  very  complex  hydrocarbons,  which  are 
infusible  and  insoluble  in  the  remaining  tar. 
The  yield  of  tar  from  vertical  retorts  is  higher 
and  is  increased  by  steaming,  the  tar  being  much 
thinner,  and  having  a  sp.gr.  of  1*07-1*13,  and 
only  contains  40^5  p.o.  of  pitch  instead  of  the 
60-70  p.c.  in  tar  from  horizontal  retorts,  and 
also  only  small  amounts  of  *  free  carbon.' 

The  ammoniacal  liquor  contains  a  quantity 
of  ammonia  calbulated  as  sulphate,  equivalent 
generally  to  a  yield  of  from  22  to  30  lbs.  of  the 
mtter  per  ton  of  coal,  but  is  usually  higher 
{up  to  45  lbs.)  in  continuous  vertical  retorts,  and 
is  considerably  Increased  by  steaming.  The 
composition  of  ammoniacai  liquor  and  its 
working  up  into  ammonium  salts,  are  described 
in  the  aiticle  Ammonia. 

'The  yield  of  coke  averages  about  14  cwts.  per 
ton  of  coal,  but  a  considerable  amount  of  this  is 
used  for  heating  the  retort  setting  and  other 
purposes  on  the  works,  so  that  the  amount 
avadable  for  sale  is  much  less  than  this,  and  a 
sale  of  10  cwts.  per  ton  is  not  often  exceeded. 

Manulaeture  of  earlmretted  water  gas.  In 
order  to  obtain  a  gas  of  high  illuminating  power 
to  mix  with  the  gas  from  ordinary  coal,  and 
increase  the  illuminating  power  of  the  latter, 
cannel  coal  was  formerly  used,  rich  varieties  of 
which  give  a  gas  of  as  high  an  illuminating 
power  as  35  or  even  40  candles.  Owing  to  the 
increasing  scarcity  and  cost  of  cannel,  about 
1890  recourse  was  had  to  oil,  as  a  source  of 
rich  gas,  this  being  either  carbonised  in  retorts 
making  oil  gas  of  60  candle  power  or  higher,  or 
used  in  the  preparation  of  carburetted  water 

§as,  i.e.  a  mixture  of  water  gas  and  oil  gas,  which 
uring  the  previous  20  years  had  been  laively 
maniuactured  in  the  United  States,  and  had,  to 
a  laige  extent,  displaced  coal  gas,  and  which  can 
readuy  be  made  of  20-25  candle  power.  The 
carburetted  water  gas  was  adopted  in  a  large 
number  of  cases,  as  this  plant  has  the  advantage 
that  the  volume  of  gas  produced  is  much  greater 
than  with  an  oil-gas  pWt,  and  the  apparatus, 
starting  cold,  can  oe  put  to  work  in  a  very  short 
time,  and  forms  a  valuable  means  of  quickly 
increasing  the  supply  in  times  of  sudden  great 


consumption,  such  as  are  brought  about  by  fogs 
or  very  cold  weather.  Owing  to  the  now  almost 
general  reduction  of  illuminating  power  to  a 
quality  the  ordinary  gas  coal  is  capable  of 
yielding,  the  use  of  ou  gas  has  been  almost 
entirely  given  up,  but  carburetted  water  gas 
of  a  caloiifio  power  similar  to  that  of  the 
coal  gas  is  made  in  many  undertakings  to  a  large 
extent,  and  mixed  with  the  coal  gas  before 
storage,  about  10  p.c.  of  the  total  gas  made  in 
the  United  Kingdom  in  1913  consisting  of  this 
gas.  As  mentioned  above,  water  gas  alone  is 
now  also  frequently  admixed  with  the  coal  gas 
in  many  cases. 

The  manufacture  of  water  gas  itself  (com- 
monly known  as  '  blue '  water  gas,  owing  to  its 
burning  with  a  blue  non-luminous  flame)  is 
dealt  with  in  a  separate  article  {see  Gas,  Watkb), 
and  will  only  be  considered  here  so  far  as  it 
concerns  the  manufacture  of  the  carburetted 
gas.  Fig.  25  shows  the  general  arrangement  of 
the  Humphreys  and  Glasgow  plant  largely 
emploved  in  the  manufacture.  The  generator 
A  is  fiUed  with  coke,  the  latter  being  ignited  at 
the  bottom  and  raised  to  incandescence  by. 
blowing  in  air  from  a  fan,  the  amount  of  air 
being  regulated  so  that  the  gases  coming  away 
from  the  generator  contain  sufficient  carbon 
monoxide  to  bum  readily.  These  pass  to  the 
top  of  the  '  carburettor '  F,  which  is  filled  with 
fire-brick  checker  work,  a  secondary  stream  of 
air  being  added  to  the  gas  at  the  top,  when  the 
carbon  monoxide  bums  and  raises  the  fire- 
brick checker  work  to  a  red  heat.  The  gases 
pass  away  irom  the  bottom  and  enter  the  bottom 
of  the  *  superheater '  a,  where  they  meet  with 
more  air,  and  the  remaining  carbon  monoxide 
bums  to  the  dioxide,  and  raises  the  checker 
work  in  the  superheater  also  to  a  red  heat.  The 
waste  gasee  escape  into  the  air  from  the 
*  stack- valve '  on  the  top  of  the  superheater, 
which  is  open  during  thi^  operation.  When  the 
coke  in  the  generator  is  sufficiently  hot,  and  the 
checker  work  in  the  carburettor  and  super- 
heater raised  to  the  required  temperature,  all 
three  air  valves  and  the  stack  valve  are  closed, 
and  steam  turned  on  to  the  generator,  water 
gas  being  produced,  which  passes  to  the  top  of 
the  carburettor.  At  this  point  oil  is  sprayed 
into  the  sas,  and  passes  witn  the  latter  over  the 
hot  checker  work,  and  is  first  volatiUsed,  the 
vapours  then  undeigoins  decomposition,  which 
is  completed  in  passing  tBrou|o;h  the  superheater, 
the  oil  being  thus  converted  into  permanent  saa 
and  condensible  tar  vapours.  Tne  stack  valve 
being  now  dosed,  the  mixed  gas  passes  through  a 
seal  pot,  H  (which  prevents  gas  retaming  up  the 
atana  pipe  when  the  stack  valve  is  open),  thence 
through  scmbbers  filled  with  boards  and  tubular 
water-cooled  condensers  to  reduce  the  saa  to 
atmospheric  temperature  and  condense  the  tor 
vapours  and  excess  of  steam  from  the  gas.  As 
the  formation  of  water  gas  takes  place  with 
absorption  of  heat,  the  temperature  of  the  coke 
in  the  generator  steadily  falls,  and  eventually 
reaches  a  point  at  which  the  amount  of  carbon 

;  dioxide  produced  becomes  excessive,  and  the 
steam  is  then  shut  off,  the  oil  having  been  also 

'  shut  off  from  the  carburettor  a  short  time 
previously;  the  generator  air  valve  is  then 
again  opened,  and  also  the  secondary  air- valves 

.  and  stack  valve,  and  the  coke  and  checker 
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work  raised  to  a  suitable  temperature  as 
before,  this  period  of  working  being  known 
as  the  '  blow.'  When  this  is  effected,  the 
air  and  stack  valves  are  affain  closed,  steam 
and  oil  turned  on,  and  carburetted  water  gas 
made  for  a  farther  period,  known  as  the 
'run,*  until  the  temperature  in  the  generator 
Main  falls  too  low,  when  steam  and  oil  are  again 
shut  off  and  the  blow  recommenced.  This 
sequence  of  operations  is  then  maintained  con- 
tinuously, except  during  the  intervals  necessary 
for  adding  fresh  coke  to  the  generator,  and  for 
removing  the  clinker  produced  from  the  ash  of 
the  coke.  The  perioos  adopted  for  the  length 
of  the  blow  and  run  vary  somewhat  accordmg 
to  the  nature  of  the  coke  and  the  available  air 


pressure,  a  blow  and  run  of  3  and  5  minutes  and 
of  4  and  7  minutes  being  frequently  adopted. 
The  steam  supply  must  be  regulated  so  as  not  to 
allow  a  larse  excess  of  undecompoeed  steam  to 
pass  the  fuel  bed,  as  in  that  case  a  high  percentage 
of  carbon  dioxide  is  formed.  The  checker  work 
temperatures  required  vary  with  the  class  of  oil 
used,  the  best  results  being  obtained  at  some- 
what different  temperatures  with  different  oils, 
as  well  as  with  the  quantity  of  oil  used  per 
1000  cub.  ft.  of  ^as  made ;  an  average  tempera- 
ture of  working  is  about  760°. 

The  oil  emploved  is  mostly  that  fraction  of 
petroleum  lying  between  the  burning  oils  and 
the  lubricating  oils,  frequently  termed  *  solar  * 
oil,  which  can  be  obtained  at  the  lowest  price. 
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This  is  heated  before  introduction  into  the 
carburettor  by  passing  through  a  coil  in  the 
gas  main  over  which  hot  gas  is  passing.  The 
amount  of  oil  used  depends  upon  the  quality  of 
gas  which  is  desired,  and  is  regulated  according 
to  the  requirements  in  this  respect. 

As  the  gas  production  is  intermittent,  a 
balancing  reservoir  is  required  for  the  ga?  if  this 
is  to  bepassed  through  the  purifiers  at  a  uniform 
rate.  For  this  purpose  a  relief  gas  holder  is 
placed  at  the  condenser  outlet  into  which  the  gas 
passes  intermittently  as  made,  and  is  drawn  from 
it  continuously  by  an  exhauster  and  forced 
forward  to  the  purifiers.  The  sas  is  purified 
from  tar  fog  and  sulphuretted  hydrogen,  and 
from  carbon  dioxide,  u  necessary,  by  the  same 
methods  as  adopted  with  coal  gas.  Usually 
separate  purifiers  are  employed  for  this  gas,  the 
purified  streams  of  coal  gas  and  carburetted 


water  gas  mixing  together  at  the  outlet  of  their 
respective  meters  before  reaching  the  holders, 
but  in  some  cases  the  crude  carburetted  water 
gas  is  mixed  with  the  coal  gas  before  the 
purifiers,  and  the  mixed  stream  purified  in  the 
same  boxes. 

The  onlv  by-product  obtained  in  the  manu- 
facture, other  than  spent  oxide  or  spent  lime 
from  the  purifiers,  is  the  oil  tar,  no  ammonia 
being  produced  in  the  process.  The  oil  tar  is  a 
comparativelv  thin  oil  of  sp.sr.  1*0-1*05,  con- 
sisting mainly  of  aromatic  hydrocarbons.  It 
only  contains  about  30-35  p.c.  of  pitch,  and 
scarcely  any  *free  carbon,'  the  solid  matter 
found  in  it  consisting  chiefly  of  fine  coke  ash 
carried  over  from  the  generator  with  the  stream 
of  water  gas.  It  is  mostly  sold  to  distillers,  but 
is  sometimes  used  as  fuel,  and  also  for  washing 
the  crude  coal  gas  to  remove  naphtibalene,  m 
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which  it  normally  contains  only  small  amounts. 
Sometimes  the-  tar  separates  as  an  emulsion 
with  water,  from  which  the  latter  only  separates 
with  great  difficulty. 

The  amount  of  coke  employed  in  the  manu- 
facture, including  that  used  for  raising  steam, 
amounts  to  from  40  to  60  lbs.  per  1000  cub.  ft. 
made,  whilst  the  consumption  of  oil  varies  con- 
siderably, according  to  the  quality  of  gas  re- 
quired. With  good  working  each  gallon  of  oil 
of  good  quality,  used  per  1000  cub.  ft.  will 
give  an  iUuminating  power  of  7-^  candles  if 


the  carbon  dioxide  is  removed.  The  quantity 
of  oil  tar  produced  amounts  to  12-15  p.c.  of 
the  oil  used. 

Garburetted  water  gas  contains  the  same 
constituents  as  coal  gas,  but  their  celatiye 
amounts  differ  considerably,  the  percentages  of 
carbon  monoxide  and  ethylene  being  higher, 
and  those  of  hydrogen  and  methane  lower ;  it 
only  contains  small  amounts  of  sulphur  com- 
pounds other  than  sulphuretted  hydrogen. 

The  following  analyses  of  coal  gas,  carbur- 
etted  water  gas,  and  of  a  mixed  gas  containing 
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about  20  p.c.  of  the  latter,  are  fairly  typical 
for  gases  of  relatively  high  calorific  power,  and 
show  the  general  character  of  the  difference  : — 
Carb.  water    Mixed 


Carbon  dioxide  . 

^r 

gas 
3-8 

■Pe 

Ethylene  and  benzene 

3-2 

11-4 

41 

Oxygen 

0-4 

0-2 

0-6 

Carbon  monoxide 

91 

310 

12-2 

Methane     . 

30-2 

150 

281 

Hydrogen  . 

48-5 

32-9 

46-2 

Nitrogen    . 

7-4 

5-7 

7-3 

Garburetted  water  gas  usually  contains  small 
amounts  of  ethane  as  well  as  methane. 

The  8p.gr.  of  carburetted  water  gas  is  much 
higher  than  that  of  coal  gas  of  the  same  illuminat- 
ing power,  owing  especially  to  its  smaller  per- 
centaffe  of  hydrogen.  It  varies  consideraoly, 
according  to  the  percentage  of  oil  gas  in  it,  but 
usually  falls  witlun  the  limits  of  0*6  and  0'75 
(air=l). 

MeasuFement,  storage,  and  distribution  of  the 
gas.  The  gas,  leaving  the  purifiers,  passes  to  the 
station  meters  in  which  its  volume  is  measured, 
and  thence  to  the  ^as  holders,  where  it  is  stored 
ready  for  distribution  as  required.    The  meters 


employed  are  usually  wet  meters,  similar  to 
those  used  as  consumers'  meters,  but  of  very 
much  larger  size.  The  temperature  of  the  gas 
passing  and  the  height  of  the  barometer  is  noted, 
and  the  volume  recorded  by  the  meter  corrected 
to  standard  temperature  and  pressuro,  which  is, 
however,  not  the  0°  and  760  mm.  barometer 
employed  for  scientific  purposes,  but  that  of  the 
gas  at  60°F.  and  30  inches  bar.  saturated  with 
moisture,  this  being  approximately  the  average 
condition  of  the  gas  when  sold  to  consumers, 
whose  payment  is  made  by  volume. 

The  sas  holders  (Fig.  26),  consisting  of  a 
large  bell  with  suitable  guide  framing  floating 
in  a  tank  of  water,  aro  often  of  very  large 
size,  the  laigest  being  capable  of  holding  about 
15,000,000  cub.  ft.  In  order  to  reduce  the 
necessary  depth  of  the  tank,  the  bell  is  usually 
constructed  in  a  number  of  lifts  which  slide  mto 
each  other  in  a  somewhat  similar  manner  to 
the  cylinders  of  a  telescope.  The  weight  of  the 
holder  keeps  the  gas  within  jt  under  a  pressuro 
equivalent  genenulv  to  the  weight  of  a  water 
column  of  4-10  inches,  according  to  the  weight 
and  diameter  of  the  holder.  "^^ 

In  order  to  control  the  pressure  of  the  gas  in 
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the  mains  in  the  district  of  supply,  a  ffovemor 
is  fixed  between  the  holder  and  the  trunk  mains, 
whereby  the  pressure  in  the  distribution  mains 
is  reduced  to  that  most  suitable,  after  which  it 
is  automatically  maintained  at  that  pressure. 
Fig.  27  ipves  a  section  of  a  governor  in  frequent 
use.  The  gas,  entering  in  the  direction  shown 
by  the  arrows,  must,  in  order  to  reach  the  outlet, 
pass  through  a  device  consisting  of  a  hollow 
vertical  cylmder  closed  at  the  top  and  having  a 
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number  of  slots  cut  in  the  vertical  side,  the  width 
of  which  increases  towards  the  top  of  the 
cylinder.  The  top  of  this  cylinder  is  connected 
by  a  rod  with  the  bell  above,  and  is  capable  of 
moving  freely  up  and  down  with  this  bell  which 
is  sealed  in  water.  When  water  is  allowed  to 
run  into  the  annular  chamber  in  the  bell,  the 
latter  increases  in  weight,  and  with  the  attached 
cvlindrical  device  sinks,  increasing  the  size  of 
the  openings  through  which  the  gas  can  pass, 
and  by  adjustment  of  the  amount  of  water  the 
desired  pressure  at  the  outlet  can  be  obtained. 
If,  then,  owing  to  increased  consumption,  the 
pressure  of  the  gas  in  the  outlet  main  falls, 
this  lessoned  pressure  is  transmitted  to  the  bell. 


which,  under  the  atmospheric  pressure,  falls, 
increasing  the  size  of  the  gas  openings,  aUowing 
more  gas  to  pass  and  restoring  the  pressure  in 
the  outlet  main.  If  the  consumption  decreases 
and  pressure  increases,  the  bell  rises  and  reduces 
the  size  of  the  gas  openings,  and  in  this  manner 
the  pressure  once  set  remains  constant.  When 
it  is  desired  to  alter  the  pressure  in  the  outlet 
main  to  allow  for  the  periods  of  higher  or  lower 
consumption  on  the  district,  water  is  either 
added  to  or  run  o£F  from  the  annular  chamber  in 
the  beU. 

Formerly  the  holders  gave  more  pressure 
than  was  required  on  the  district,  but  at  the 
present  time,  owing  to  the  greater  c6nsumption 
and  the  higher  pressures  wmch  are  required  for 
the  efficient  working  of  inc€uidescent  burners, 
gas  fires,  and  gas  engines,  it  frequently  happens, 
especially  in  large   works,   that  the   pressure 

given  by  the  smaller  holders  and  the  upper 
fts  of  the  larger  ones  is  insufficient.  In  such 
cases  the  gas  is  drawn  from  the  holder  by  means 
of  fans,  and  forced  forward  at  higher  pressure 
to  the  works  governor,  or  carried  into  the  district 
by  separate  high- pressure  mains,  the  gas  from  ^ 
which  is  passed  into  the  ordinary  distribution 
mains  at  suitable  points  for  maintaining  good 
and  uniform  pressure  throughout  the  area  of 
supply. 

Detennination  of  jcalorifie  power.  Several 
calorimeters  are  in  use  for  this  purpose,  all  of 
which  are  in  principle  identical  with  the  form 
proposed  by  Hartley  (J.  Gas  Lighting,  1884, 
1142),  the  gas  being  burned  at  a  constant  rate 
in  a  chamber  through  which  water  also  flows  at 
a  constant  rate.  The  instrument  in  most  fre- 
quent use  in  all  parts  of  the  world  is  the  Junkers' 
calorimeter,  a  section  of  which  is  given  in  Fig.  28. 
The  gas,  after  passing;  through  a  sovemor  and 
meter,  is  burned  in  a  uirge  Bunsen  oumer,  E,  in 
the  central  portion  of  an  annular  copper  chamber, 
the  annular  space  of  which  is  traversed  by  a 
large  number  of  copper  tubes  down  which  the 
products  of  combustion  pass  and  escape  into 
the  atmosphere  by  the  side  opening  F,  which  is 
provided  with  a  damper  regulating  the  amount 
of  air  passing  through  the  lipparatus.  The 
water  of  a  temperature  closely  approximating 
to  that  of  the  normal  is  run  into  the  upper 
small  reservoir  a,  provided  with  an  outlet 
proper  to  the  calorimeter,  and  a  constant  level 
overflow  b,  the  rate  at  which  the  water  enters 
being  maintained  above  that  passing  through 
the  calorimeter,  the  excess  passing  away  by 
the  overflow,  thus  maintaining  a  constant  head 
of  water.  The  water  flows  down,  past  the 
regulating  cock  and  inlet  thermometer,  te  the 
bottom  of  the  annular  chamber,  and  flows 
upwards  to  the  top  around  the  tubes  conveying 
the  products  of  combustion  in  the  reverse 
direction,  and  cools  the  latter  to  the  temperature 
of  the  incoming  water.  The  water  leaves  the 
annular  chamber  at  the  top  and  passes  through 
a  series  of  baffle  plates  to  ensure  thorough 
mixing,  over  the  outlet  thermometer  to  the  over- 
flow funnel  c.  The  water  condensed  from  the 
gas  collects  at  the  bottom  of  the  annular  chamber 
and  flows  out  through  a  small  tube  into  a  collect- 
ing cylinder. 

The  gas  and  water  supplies  are  adjusted  so 
that  the  difference  in  the  readings  of  the  inlet 
and  outlet  water  thermometers  is  lO^'-lS^,  and 
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when  equilibrium  is  attained  and  the  condensed 
water  is  also  dripping  regularly  from  the  small 
tube,  D,  at  the  bottom  of  the  calorimeter,  the 
water  from  the  calorimeter  ia  diverted  into  a 
oollectinff  vessel  as  the  meter  hand  passes  a 
point  which  is  noted,  and  a  small  measuring 


Fio.  28. 
cylinder  placed  to  collect  the  condensed  water. 
Frequent    readings    of    the    inlet    and    outlet 
thermometers    are    made,    until    a    sufficient 
amount  of  water  has  been  collected  (from  2  to  6 
litres  are  mostly  taken) ;   to  conclude  the  test, 
the  gas  may  he  shut  oil  when  the  collecting  I 
vessel  is  filled  to  a  definite  point,  or  the  water  ' 
may  be  diverted  from  the  measuring  vessel  as  ' 
the  meter  hand  passes  a  noted  point.     The 
volume  of  gas  is  taken  from  the  meter  readings  ' 
and  corrected  to  that  of  the  moist  gas  at  60°F.  | 
and  30  inches  bar.,  the  weight  of  water  passed 
determined  by  measurement  or  by  weighing,  ' 
and  the  average  increase  in  temperature  of  the 
water  found  from  the  readings  tiucen  during  the 
test.    The  calorific  power  of  1  cub.  ft.  of  the  gas, 
expressed  in  large  calories,  is  equal  to  :  | 

weight  of  water  in  kilos.  X  temperature  C.  °       ' 
volume  of  gas  consumed 
In  tlus  country  the  value  is  usually  expressed 
in  British  thermal  units,  t.e.  the  amount  of  heat  | 
required  to  raise  1  lb.  of  water  1°F.,  each  calorie  , 
being  equal  to  3*968  B.Th.U.,  and  to  obtain  the  I 
result  in  these  units  the  number  of  calories 
found  must  be  multiplied  by  that  factor. 

The  calorific  value  thus  obtained  includes 
the  latent  heat  evolved  by  the  condensation  of  ' 
the  steam  produced  by  the  combustion  of  the 


the  ffroaa  calorific  power.  In  almost  all  the 
practical  applications  of  gas,  the  products  of 
combustion  pass  away  at  temperature  above 
which  the  condensation  of  the  steam  ooonrs,  so 
that  this  latent  heat  cannot  be  utilised  either 
for  the  production  of  high  temperature  in  the 
flame  of  the  bumine  gas,  or  for  development  of 
power  in  the  cylinder  of  a  gas  engine.  A  de- 
duction of  this  amount  of  latent  heat  is  there- 
fore made  from  the  ffross  calorific  power,  the 
difference,  excluding  this  heat,  beins  termed  the 
net  calorific  power.  The  amount  of  such  latent 
heat  is  ascertained  by  collecting  the  condensed 
water  which  flows  from  the  caforimeter  during 
the  test,  a  larger  volume  of  gas  than  that 
required  for  the  determination  of  the  gross 
value  beinf  burned  for  this  determination 
(about  1  CUD.  ft.).  Each  c.c.  of  water  evolves, 
in  condensation,  0*536  cal.,  and  the  amount  to  be 
deducted  is  found  by  Inultiplying  0*536  by  the 
number  of  o.c.  of  condensed  water  per  cub.  foot 
of  ffas  burned.  The  usual  practice  is,  however,  to 
deduct  0*6  caJ.  for  each  c.c.  of  condensed  water, 
this  representinff  not  only  the  latent  heat,  but 
also  the  sensib^  heat  lost  by  the  condensed 
steam  in  cooling  from  100°  to  atmospheric 
temperature,  and  the  'net'  figures  then  ob- 
tained are  rather  lower  than  the  true  net  value, 
which  has  to  be  employed  in  thermodynamic 
calculations. 


Fia.  29. 


The  Boys  calorimeter,  prescribed  by  the 
Metropolitan  Gas  Referees,  is  shown  in  seotioo 
in  Fig.  29.  The  base  R  carries  the  |>air  of 
union  jet  burners  b,  which  are  supplied  with  the 
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gas  to  be  tested  through  »  governor  and  meter ; 
the  calorimeter  vessel  proper  d,  after  lighting 
the  gas,  is  then  pUoed  in  position  over  the  flame, 
and  rests  on  throe  centenng  and  lifting  plates  o, 
leaving  a  space  through  which  the  air  required 
for  combustion  entera.  The  products  pass  up 
the  copper  chimney  and  thence  into  the  annular 
space  between  the  chimney  and  the  outer  side 
oi  the  calorimeter  vessel.  This  A-nniilitr  space  is 
divided  into  two  portions  by  a  brattice  of  thin 
sheet  brass  filled  with  non-conducting  material 
such  as  oork-dust,  which  causes  the  combustion 
products  to  pass  first  down  the  inner  portion  of 
the  annular  space,  and  then  up  on  the  outer 
side  to  the  top,  where  they  escape  into  the 
atmosphere  through  holes  bored  in  the  wooden 
top.  A  tube  of  copper,  to  the  outside  of  which 
is  sweated  a  helix  of  copper  wire,  giving  it  a 
large  conducting  surface,  is  led  in  a  spiral, 
first  from  top  to  bottom  of  the  outer  annular 
chamber,  then  around  the  bottom  below  the 
brattice,  and  finally  up  the  inner  annular 
chamber.  The  water  is  led  over  the  inlet 
thermometer  through  this  tube,  passing  first 
through  the  outer  annular  chamber,  then  along 
the  bottom,  into  which  water  is  placed  before 
commencing  a  test,  and  up  the  mner  annular 
chamber,  and  in  its  travel  absorbs  the  heat  of 
the  products  of  combustion.  Before  reaching 
the  outlet  thermometer,  the  water  passes  through 
the  central  temperature-equalising  chamber. 

The  general  method  of  workii^  is  similar  to 
that  of  the  Junkers  calorimeter,  full  details  of 
construction  and  working  being  given  in  the 
official  notification  of  the  Gas  Referees  (Wyman 
and  Sons,  Ltd.). 

With  both  these  forms  of  calorimeter,  an 
appreciable  error  is  introduced  into  the  determi- 
nation of  the  gross  value,  if  the  air  supply  to  the 
calorimeter  is  not  at  least  90  p.c.  saturated  with 
moisture,  inasmuch  as  the  waste  gases,  which 
always  leave  the  calorimeter  in  a  saturated 
condition,  then  carry  away  with  tliem  a  portion 
of  the  steam  formed  by  the  combustion  of  the 
gas  without  its  undergoing  condensation,  and 
the  latent  heat  of  this  portion  of  the  steam  is 
therefore  not  included.  A  correction  should 
therefore  be  made  on  this  account  (Met.  Gas 
Referees  Notification). 

The  Simmance-Abady  *  total-heat'  calori- 
meter, made  by  A.  Wright  and  Co.,  Ltd.,  is  a 
modification  of  the  original  Hartley  calorimeter 
made  by  the  same  firm,  and  in  general  method 
of  working  closely  resembles  the  Junkers' 
calorimeter.  It  differs  from  it  especially  in  that 
the  water  overfiow  from  the  upper  constant  level 
chamber  of  the  apparatus  acts  as  an  injector, 
and  forces  through  the  calorimeter  the  necessary 
volume  of  air  for  the  combustion  of  the  gas. 
In  this  manner  it  is  automatically  ensured  tiiat 
water,  air,  and  waste  gases  are  all  at  very  nearly 
the  same  temperature,  and  iJso  that  the  air 
passing  through  the  calorimeter  is  saturated 
with  moisture,  thus  obviating  any  necessity  for 
correction  in  the  latter  respect. 

Recordiiu;  calorimeters,  such  as  those  of 
Beazley  and  Simmance-Abady,  giving  a  con- 
tinous  record  of  the  calorific  power  of  gas,  are 
also  lai^ely  in  use.  (For  detaib  of  the  necessary 
precautions  to  obtain  accurate  results  in  gas 
oalorimetry,  see  J.  Gas  Lighting,  1908, 104,  904  ; 
Coste,  J.  Soc.  Chem.  Ind.  1909,  28,  1231.) 


niliminating  power.  The  statutory  methods 
of  determination  of  the  iHnminating  power  of 
coal  gas,  when  burned  in  open  flames,  have 
been  described  fully  in  former  editions,  but  in 
view  of  the  abandonmmt  of  this  test  for 
statutory  purposes,  and  its  replacement  by  a 
calorific  power  test,  and  the  small  importance 
now  attaching  to  such  tests  in  practice,  the 
description  is  omitted  here;  for  information 
on  the  matter  reference  may  be  made  to  former 
editions  or  to  the  Official  Notification  of  the 
Metropolitan  Gas  Referees  for  the  yean  1910- 
1918. 

Photometric  observations  are,  however,  still 
required  in  connection  with  coal  gas  where  it  is 
used  for  illumination,  such  as  in  the  determina- 
tion of  the  illuminating  power  of  incandescent 
bumeis,  the  amount  of  light  emitted  by  the 
different  bumeis  at  varying  angles,  and  the 
actual  illumination  of  *in(£x>r  and  outdoor 
surfaces.  Space  will  not  allow  of  the  con- 
sideration here  of  the  necessarily  somewhat 
complicated  apparatus  required  for  these 
appucations. 

Whilst  the  most  important  property  of  gas 
is  its  calorific  power,  which  ii,  in  fact,  its  total 
potential  energy,  expressed  in  heat  units,  it 
must  be  remembered  that  this  ib  not  the  only 
factor  to  be  considered.  The  efficiency  of  the 
apparatus  in  which  the  gas  is  used  depends,  in  a 
large  number  of  cases,  not  only  on  the  total 
amount  of  heat  liberated,  but  also  on  the 
temperature  and  other  properties  of  the  flame 
proouced.  The  prasence  of  large  quantities  of 
inert  inbombustible  gases,  such  as  nitrogen  and 
carbon  dioxide,  lowers  the  flame  temperature 
at  a  greater  rate  than  it  does  the  calorific  power, 
and  although  their  presence  in  coal  gas  cannot 
be  altogether  avoided,  it  is  desirable  that  their 
amount  should  be  kept  as  low  as  possible 
consistently  with  economical  working  in  other 
respects.  Further,  the  average  flame  tempera- 
ture in  burners  of  the  Bunsen  type,  by  which 
most  of  the  gas  made  is  now  consumed,  varies 
ffreatly  according  to  the  volume  of  jprimary  air 
drawn  into  the  gas  before  combustion  by  the 
injecting  action  of  the  gas  jet  issmng  from  the 
homer  nozzle,  as  the  most  suitable  proportion 
depend)  upon  the  composition  of  the  gas,  and 
the  actual  amount  of  air  drawn  in  varies  accord- 
ing to  both  the  pressure  and  the  sp.gr.  of  the 
gas ;  if,  therefore,  an  apparatus  ib  set  to  pve 
the  greatest  efficiency  under  certain  conditions 
of  pressure,  composition,  and  sp.^.  of  the  gas, 
this  efficiency  wul  not  be  maintained  if  the  gas 
supply  undergoes  considerable  variations  in  any 
or  all  of  these  points.  Further,  the  efficiency 
of  many  kinds  ofgas  apparatus — ^f or  example,  the 
incandescent  mantle,  and  the  columnar  radiants 
of  gas  fires — depends,  to  a  very  large  extent,  on 
the  exact  fitting  of  these  into  the  hottest  part 
of  the  flame,  and  variations  of  the  above  con- 
ditions tend  to  alter  the  shape  of  the  flame  and 
often  thereby  very  materially  reduce  the 
efficiency  of  the  apparatus. 

Whilst  there  is  very  considerable  difference 
of  opinion  both  within  and  without  the  «&& 
industry  with  regard  to  the  most  suitable 
calorific  power  for  a  public  supply  under  present 
conditions,  bavins  regard  to  tne  greatly  varying 
purposes  for  whion  it  is  now  employed,  there  is 
general  agreement  that,  whatever  the  actual 
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calorific  power  fixed  on  may  be,  both  this  and  the 
volume  of  air  required  for  combustion  of  unit 
volume  of  gas,  its  pressure  and  its  8p.gr.  should 
be  then  maintained  as  regular  as  possible,  and 
that,  from  the  consumer's  point  ot  view,  better 
results  ensue  from  a  supply  of  fairly  uJiiform, 
although  lower  average,  calorific  power,  with 
reasonable  constancy  of  pressure,  air  require- 
ment, and  8p.gr.,  than  with  gas  of  oonsiderablv 
higher  calorific  power,  but  subject  to  much 
greater  fluctuations  in  these  respects.  Whilst 
It  is  not  practicable  to  obtain  exact  uniformity 
of  calorific  power,  composition,  and  ep.gr.,  or 
of  pressure  throughout  a  larce  district  of  supply, 
except  at  a  cost  which  womd  be  prohibitive,  it 
is  of  the  greatest  importance  for  all  concerned 
that  this  end  should  be  aimed  at  so  far  as  it  can 
be  effected  with  reasonable  economy. 

Sulphuretted  hydrogen.  All  gas  supplied 
for  pnbliV  ilsd  miu^t  by  law  be  free  from  sul- 
phurt-^LLt^il  hydrogun.  AiLUrdnig  to  the  litipulti' 
iAoim  of  tlie  Gas  Works  Claiiscf)  Act,  the  goti, 
when  paaa^d  far  3  mlnuteit  over  bLbubwi 
paper  mijiatent'd  with  lead  acetate  solution 
at  the  rate  of  5  cub.  ft.  per  hour,  ^hail  not 
d^Lfketi  the  paper,  owltm  to  tho  foi-matjon  of 
lead  sulphide.  Ah  the  formation  oE  a  brown 
staiti  In  this  manner  iu  an  oxoeedingly  delicate 
test  for  9 uLpbu retted  hydrogen,  this  means  that 


for  all  practical  purposes  the  gas  passing  the 
test  is  free  from  that  impurity. 

Determinatioii  of  total  sulphur.    The  official 
method  for  estimation   of   the   total  sulphur 

S resent  in  purified  gas  is  that  prescribed  by  the 
[etropolitan  Gas  Keferees,  which  is  illustrated 
in  Fig.  30.  The  gas,  if  it  is  also  to  be  tested  for 
sulphuretted  hy£ogen  and  ammonia,  is  passed 
first  over  test  papers  made  by  soaking  blotting 
paper  in  a  10  p.c.  solution  of  lead  acetate,  and 
exposing  such  slips,  whilst  damp,  to  an  atmo- 
sphere containing  ammonia,  and  then  over  a 
cylinder  filled  with  glass  beads  or  broken  glass, 
moistened  with  a  known  volume  of  standard 
sulphuric  acid,  to  remove  ammonia.  It  is  then 
burned  in  a  small  Bunsen  burner  at  the  rate  of 
0-5-0 -7  cub.  ft.  per  hour  until  10  cub.  ft.  have 
passed,  the  flame  being  surrounded  by  lumps 
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of  commercial  ammonium  carbonate.  The 
products  of  combustion,  together  with  ammonia, 
pass  by  means  of  the  trumpet  tube  into  the  glass 
cylinders  provided  with  a  tubulus  at  the  bottom 
for  connecting  with  the  trumpet  tube  ;  the  upper 
portion  of  the  cylinder  is  filled  up  with  glass 
marbles,  and  from  the  top  a  wide  bent-glass 
tube  is  led,  which  acts  as  a  chimney  and  final 
condenser.  A  small  tube  drawn  out  to  a  jet 
conveys  the  condensed  products  to  a  flask  or 
beaker  placed  on  a  shell  belo^.  The  sulphur 
dioxide  formed  b^  the  combustion  of  the 
sulphur  condenses  m  presence  of  the  moisture, 
excess  of  oxygen  and  ammonia  forming  a 
solution  of  ammonium  sulphate,  and  when  the 
required  amount  of  gas  has  been  burned,  the 
cylinder  is  washed  out  with  water,  and  the 
sulphur  present  in  the  liquor  estimated  as  barium 
sulphate  in  the  usual  manner,  the  amount  being 
calculated  as  grains  of  sulphur  per  100  feet. 
This  method  tends  to  give  sli^htlv  low  results, 
as  the  sulphurous  acid  primarily  formed  is  not 
always  completely  oxiaised  to  sulphuric  acid, 
and  escapes  precipitation  with  barium  chloride, 
on  whicn  account  many  prefer  a  previous 
treatment  of  the  solution  with  bromine,  or 
precipitation    with    nitric    acid    and    barium 


nitrate.  The  sulphur  estimation  may  also  be 
made  by  aspirating  the  products  of  combustion 
through  wash  bottles  containing  sodium  hypo- 
bromite  solution,  and  subsequent  precipitation 
of  barium  sulphate,  or  through  neutral  hydrogen 
peroxide,  the  sulphuric  acid  produced  in  the 
latter  case  being  determined  by  titration  with 
standard  alkali. 

Employment  of  eoal  gas.  At  the  present 
time,  coal  gas  is  employed  for  a  very  great  and 
increasing  diversity  of  purposes.  Whereas 
during  the  first  60-70  years  of  the  existence  of 
the  industry  its  employment  was  almost  entirely 
employed  for  illumination  b^  buminff  it  in 
open-flame  burners  of  vanous  kinds,  the 
proportion  of  the  gas  now  burned  in  this 
manner  has  become  very  small.  Where  gas  is 
employed  for  illumination  now,  as  is  still 
laigely  the  case,  the  light  is  obtained  by  the 
much  more  efiicient  incandescent  burner. 

In  these  last,  the  ddvelopment  of  light  is 
obtained  by  raisins  to  incandescence  a  mantle 
composed  essentially  of  thoria,  to  which  about 
1  p.c.  of  oeria  has  been  added.  The  manu- 
facture of  these  mantles  is  dealt  with  in  a 
separate  article  {see  Oas  mantlks).  In  order 
to  raise  such  mantleii  W  ihcandescenoe,    the 
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gas  is  burned  in  a  non-luminous  flame  of  the 
Bunsen  type,  by  mixing  with  the  ^as  a  certain 
proportion  of  primary  air  before  it  undergoes 
combustion,  when  it  bums  with  the  well-known 
non-luminous  flame,  having  a  definite  two-coned 
structure. 

Whilst  the  actual  causes  of  the  high  develop- 
ment of  liffht  from  such  a  mantle  are  still  a 
matter  of  cuspute,  there  is  no  question  that  the 
amount  of  light  emitted  increases  greatly  with 
the  temperature  to  which  the  mantle  is  raised. 
In  order,  therefore,  to  obtain  the  highest 
practical  efficiency  with  such  burners,  the  gas 
must  be  burned  In  such  a  manner  as  to  produce 
a  flame  of  high  temperature,  and  this  must  also 
have  such  a  shape  that  the  mantle  is  situated 
in  the  zone  of  highest  temperature. 

The  effect  of  the  introduction  of  the  primary 
air  to  the  gas  before  combustion  is  that  in  the 
flame  the  sas  first  undergoes  combustion  with 
the  limited  amount  of  oxygen  present  in  it, 
yielding  a  mixture  of  steam,  carbon  dioxide, 
hydrogen,  and  carbon  monoxide,  together  with 
the  nitrogen  of  the  added  air,  this  reaction  taking 

Elace  in  the  area  visible  as  the  *  inner  cone,'  aU 
ydrocarbons  completely  disappearing  from  the 
gas,  provided  the  amount  of  oxygen  in  the  mixed 
sas  undeigoing  combustion  is  rather  more  than 
half  that  required  for  its  complete  oxidation. 
This  mixture  of  '  water  gas  *  ana  nitroffen  forms 
the  ^  outer  cone  *  of  the  flame,  which  nas  itself 
been  raised  to  a  veiy  high  temperature  by  the 
reactions  occurring  in  the  inner  cone,  ana  the 
hydrogen  and  carl^n  monoxide  then  bum  where 
the  air  is  in  contact  with  the  outer  cone,  further 
increasing  the  temperature  at  this  surface,  and 
the  relative  shape  of  flame  and  mantle  should 
be  so  airanged  that  the  latter  occupies  as 
nearly  as  possible  the  zone  in  which  this  final 
oxidation  is  taking  place. 

The  higher  the  proportion  of  primary  air 
added,  the  smaller  is  the  size  of  the  flame,  and 
especially  of  the  inner  cone,  and  the  higher  the 
average  temperature  of  the  flame,  the  highest 
efficiency  of  an  incandescent  burner  bein|g 
obtained  when  the  amount  of  primary  air 
added  is  equal  to  that  theoretically  required  for 
the  complete  combustion  of  the  gas.  Under 
ordinary  conditions  of  gas  supply,  however,  this 
condition  cannot  be  obtained,  as  a  mixture  of  |as 
with  the  full  amount  of  air  is  highly  explosive 
and  the  explosion  wave  travels  back  from  the 
flame  at  a  velocity  sreater  than  that  of  the 
advancing  mixture  of  gases,  and  the  burner 
'  fires  back,*  the  gas  then  igniting  at  the  injector 
nozzle.  Under  ordinary  conditions,  it  is  •  not 
practicable  to  admit  as  primary  air  more 
than  about  two-fifths  to  four-fifths  of  the  total 
amount  required  for  complete  combustion.  On 
the  other  hand,  if  the  proportion  of  primaiy  air 
admitted  is  too  low,  the  hydrocarlK)ns  of  the 
^as  are  not  completely  converted  into  water  gas 
m  the  inner  cone,  some  hydrocarbons  passing  to 
the  outer  cone,  in  which  case,  apart  from  the 
lower  temperature  of  the  flame  produced,  carbon 
may  be  deposited  on  the  mantle,  which  becomes 
blackened,  and  its  light  emission  thereby  greatly 
reduced. 

The  proportion  of  primary  air  drawn  in 
through  the  air  holes  of  the  burner  depends, 
not  only  on  the  construction  of  the  latter,  but 
also  to  a  very  large  extent  on  the  pressure  of 


the  gas  and  its  specific  gravity.  The  higher  the 
pressure  of  the  gas,  and  the  lower  its  specific 
gravity,  the  smaller  is  the  opening  which  is 
necessary  for  the  passage  of  the  required  amount 
of  gas,  and  the  higher  its  velocity,  and  it  is 
largely  the  latter  factor  which  determines  the 
amount  of  air  sucked  in  through  the  air  holes. 
On  this  account  the  pressure  at  which  the  gas 
must  now  be  supplied  is  much  higher  than 
was  necessary  for  flat-flame  burners,  and  should 
be  equal  to  that  of  a  water  column  at  least 
2  inches  in  height;  with  lower  pressures, 
especially  with  higher  qualities  of  gas,  it  is  much 
more  difficult  to  get  a  well-aeratod  Qame>  ftud 
to  avoid  the  deposition  of  carbon  on  the 
mantles. 

With  the  upright  incandescent  burners,  first 
introduced  and  still  largely  in  use,  the  flame 
bums  from  the  top  of  the  burner.  The  central 
portion  of  the  burner  head  is  solid,  so  that  the 
flame  produced  is  annular,  the  central  closed 
portion  having  a  socket  in  which  is  placed  the 
fire-clay  crutch  supporting  the  mantle,  and  the 
annular  space  covered  with  wire  gauze  or  similar 
device  to  prevent  *  flashing  back.'  To  obtain 
a  good  efficiency,  the  size  of  the  ^as  nozzle  and 
air  holes  of  the  burner  must  be  adjusted  so  that, 
under  the  average  pressure  existing  at  the 
burner,  a  well-aeratea  flame  is  produced,  having 
only  a  small  inner  cone,  and  of  such  a  size  that 
the  mantle,  when  put  on,  lies  fully  in  the  zone 
of  highest  temperature.  WHen  adjusted  to  give 
the  best  results,  an  efficiency  of  25-30  candles 
per  cub.  ft.  of  gas  having  a  calorific  power 
of  530  B.Th.U.  can  be  obtained,  although,  as 
the  mantle  ages,  this  tends  to  fall  off,  hugely 
owing  to  alterations  in  shape  of  the  mantle, 
whicn  cause  portions  of  it  to  occupy  positions 
of  lower  temperature  in  the  flame.  Periodic 
cleaning  of  the  burner  is  also  necessary,  as  the 
dust  in  the  air  drawn  in  tends  to  settle  on  the 

gas  nozzle  and  on  the  wire  gauze  of  the  burner 
ead,  and  results  in  less  air  oeing  drawn  in  and 
the  production  of  an  under-aerated  flame  of 
lower  temperature. 

In  the  inverted  incandescent  burner,  which 
is  now  largely  replacing  the  upright  burner,  the 
flame  is  directed  downwards,  the  month  of 
the  burner  being  in  this  case  fully  open,  and  the 
mantle  supported  from  above  on  a  ring  of  fire- 
resisting  material  attached  to  the  burner,  this 
form  possessing  the  great  advantage  that  no 
shadows  are  thrown  on  the  surfaces  below, 
which  are  in  most  cases  those  which  it  is  specially 
desired  to  illuminate.  The  proper  adjustment  of 
gas  and  air  supplies,  and  a  sufficient  gas  pressure, 
as  well  as  the  periodic  cleaning  of  the  bumers 
from  dust,  is  equally  necessary  with  the  inverted 
form,  but  when  working  under  the  most  favour- 
able conditions,  these  are  more  efficient  than  the 
upright  burners,  over  40  candles  per  cub.  ft. 
of  640  B.Th.U.  gas  at  moderate  pressures. 

By  considerably  increasing  the  pressure  at 
whicn  the  gas  is  supplied,  namely,  to  one  equal  to 
a  column  of  about  55  inches  of  water  or  higher, 
much  higher  efficiencies  are  obtained,  both  with 
the  upright  and  with  the  inverted  burners.  With 
the  increased  pressure,  the  velocity  at  which 
the  gas  can  be  made  to  issue  from  the  injector 
nozzle  is  so  increased,  that  the  full  amount  of 
air  necessary  for  its  combustion  can  be  drawn 
in  through  the  air  holes,  and  the  mixture  forced 
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with  mueh  higher  velocity  through  the  burner, 
80  that  the  tendency  of  the  flame  to  flash  back 
through  the  highly  explosive  mixture  can  be 
controlled,  and  a  flame  of  very  high  temperature 
produced,  resulting  in  a  much  greater  light 
emission  from  the  mantle  on  which  the  flame 
acts.  With  such  high-pressure  burners,  effici- 
encies of  as  high  as  70  candles  per  cub.  ft.  are 
obtained.  High-pressure  installations  are  now 
very  largely  adopted  for  outside  lighting  of  the 

f)ublic  streets  and  yards,  and  also  for  interior 
ighting  in  workshops  and  large  public  buildings, 
special  plant  being  usually  erected  for  compress- 
ing the  gas  for  each  installation,  or  in  some  large 
towns  a  special  high-pressure  main  is  laid  from 
the  works  or  some  central  point  for  the  supply 
of  gas  under  such  higher  pressure  where  it  is 
required. 

Although  very  large  quantities  of  coal  gas 
are  consumed  lor  iUumination  purposes  in 
incandescent  burners,  a  still  larger  proportion 
of  the  gas  output  is  now  employed  for  other 

Eurposes,  the  most  important  uses  being  for 
eating  with  gas  fires,  cooking  by  gas,  and  for 
Sower  production  in  gas-en^rines.  In  industrial 
istricts  especially  st^Mlily  mcreasing  quantities 
are  employed  for  very  diverse  purposes,  includitig 
gas  furnaces  for  metal  melting,  annealing,  gas- 
tired  kilns,  &c.  For  many  of  these  purposes, 
as  with  the  incandescent  burner,  better  efficiency 
can  frequently  be  obtained  by  the  use  of  ^as 
under  much  higher  pressure  than  that  at  which 
it  is  normally  supplied,  and  suitable  compressing 
plant  is  frequently  installed  at  individual  worlu 
for  this  purpose,  or,  in  some  cases  where  high- 
pressure  gas  is  reauired  by  a  large  number  of 
consumers  in  a  limited  area,  special  high- 
pressure  mains  are  laid  in  that  district  by  the 
gas  undertaking,  who  then  carry  out  the  com- 
pression. Previous  to  the  outbreak  of  the  war, 
rapid  increase  in  the  amount  used  for  all  pur- 
poses was  taking  place,  especially  in  industrial 
districts,  and  although  the  abnormal  conditions 
since  then  have  lessened  the  requirements  in 
many  cases,  in  other  districts  largely  engaged  on 
war  industries,  the  demand  increased  to  an 
extent  which  could  not  be  fully  met  at  the  time. 
It  is  confidently  anticipated  that  when  new 
post-war  *  normal  *  conditions  are  reached,  and 
it  is  possible  to  provide  increased  manufacturing 
and  distribution  plant,  a  further  large  develop- 
ment in  the  employment  of  gas  for  these  and  for 
fresh  purposes  will  take  place.  H.  6.  0. 

GAS,  DOWSON,  V.  Gas,  Water. 
GAS,  GENERATOR,  v.  Gas,  Water. 
GAS  MANTLES.  The  discovery,  by  Golds- 
worthy  Gumey,  in  1826,  that  a  piece  of  dense 
lime  held  in  the  oxy- hydrogen  blowpipe  flame, 
gave  rise  to  intense  incandescence,  may  be  taken 
as  the  starting-point  of  the  uilitsation  of  this 

Shenomenon  For  the  generation  of  light,  as 
rumey's  discovery  was  soon  afterwards  em- 
ployed in  practice  by  Drummond,  who  utilised 
the  light  whilst  making  a  survey  of  Ireland ; 
hence  it  was  often  known  by  his  name,  but  is 
now  more  frequently  called  the  oxy-hydrogen 
or  lime-light. 

The  amount  of  heat  necessary  to  raise  a  sub- 
stance to  the  temperature  needed  for  incan- 
descence depends  largely  upon  the  size  of  the 
mass  to  be  heated,  as  the  larger  it  is  the  more 
will  radiation  and  conduction  tend  to  prevent 


the  temperature  of  incandescence  being  attained, 
and  when,  soon  after  the  discovery  of  the  lime 
light,  it  was  attempted  to  utilise  incandescence 
for  public  lighting  in  Paris,  the  lime  cylinder 
was  replaced  by  small  buttons  of  zirconia  and 
magnesia,  which,  being  more  resistant  to  atmo- 
spheric influences  than  the  lime  cylinders,  and 
being  far  smaller,  lasted  for  a  longer  period  and 
could  more  easily  be  raised  to  the  required 
temperature. 

In  this  experiment,  oxy-coal-gas  burners 
were  employed  as  the  heating  medium,  but  the 
expense  soon  led  to  its  abandonment.  In  1835 
TaJbot  noticed  that  when  a  piece  of  blotting 
paper  was  dipped  in  a  solution  of  a  lime  salt  and 
was  then  incinerated  in  a  spirit  lamp,  the  ash 
which  was  left,  consisting  chiefly  of  lime,  was  so 
finely  divided  that  the  heat  of  a  spirit-lamp 
flame  was  sufficient  to  raise  it  to  high  incan- 
descence. 

These  early  experiments  pointed  merely  to 
the  fact  that  if  a  refractory  material  like  lime 
could  be  obtained  in  a  sufficiently  coherent  and 
finely  divided  condition,  a  moderately  hot  flame 
would  raise  it  to  a  temperature  at  which  it 
would  become  usefully  incandescent. 

In  1848  Gillard,  in  attempting  to  utilise 
water  gas  for  lighting  as  well  as  heating  purposes, 
made  a  mantle  of  fine  platinum  wire,  which, 
heated  to  incandescence  m  the  flame,  answered 
its  purpose  and  emitted  lij^ht  for  a  short  period, 
whilst  in  1883  the  Fahnehjelm  comb  (Fig.  1)  was 
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introduced  for  developing  light  from  a  flat 
water-gas  flame.  It  consisted  of  fine  rods  of 
magnesia  in  a  metal  setting,  which  was  fixed 
at  the  requisite  height  above  a  flat-flame  burner 
consuming  water  gas,  and  from  it  a  light  of 
about  4^  candles  per  cub.  ft.  of  gas  consumed 
could  be  obtained. 

Up  to  the  middle  of  last  century,  the  flame 
of  water  gas  or  of  alcohol  vapour  were  the  only 
ones  that  could  have  been  used  to  incandesce 
finely  divided  refractory  material,  owing  to  the 
deposition  of  carbon  from  any  luminous  flame, 
but  the  introduction  by  Bunsen  of  the  atmo- 
spheric burner  in  the  early  fifties  rendered  coal 
gas  available  for  all  heatinjo^  purposes,  and  made 
the  mantle  a  practical  possibility. 

About  1883  Clamond  introduced  a  form  of 
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mantle,  oonsisting  of  a  conical  basket  of  threadfi 
of  calcined  magnesia,  which  was  supported 
with  ito  apex  downwards  in  a  small  platmum 
cage,  a  flame  of  coal  gas  and  air  being  driven 
down  upon  it  under  pressure.  It  was  not, 
however,  until  a  year  later  that  Dr.  Auer  von 
Welsbach,  workii^  in  Bunsen's  laboratory  at 
Heidelberg  upon  Uie  rare  earths,  noticed  that 
the  oxides  of  some  of  the  rare  metals  had  a 
wonderful  power  of  light  emissivitv  when  incan- 
descent, and,  following  up  this  clue,  made  the 
brilliant  series  of  discoveries  which  gave  the 
world  the  incandescent  mantle. 

These  discoveries  took  place  in  three  distinct 
stages.  In  his  work  prior  to  1885  he  discovered 
the  fact  that  if  a  cotton  fabric  be  saturated  with 
a  solution  of  the  nitrates  of  the  rare  earths,  and 
be  then  carefully  incinerated,  an  ash  is  left 
which  is  an  exact  simulacrum  of  the  original 
fabric,  although  the  burning  out  of  the  cellulose 
reduces  it  to  about  one-third  of  its  former  size, 
so  that  by  making  a  cotton  sleeve  about  three 
times  the  size  of  the  Bunsen  flame  it  was  in- 
tended to  fit,  saturating  it  in  a  solution  of  the 
nitrates  of  the  metals  of  which  he  required  the 
oxides,  and  then  carefully  burning  it  off  over  a 
blowpipe  flame,  he  could  obtain  a  mantle  which 
would  fit  the  outer  zone  of  the  Bunsen  flame, 
and,  being  there  heated  to  incandescence,  would 
emit  a  useful  amount  of  light. 

His  first  patent,  taken  out  in  1885,  covered 
this  part  of  his  invention,  and  specifies  the 
mixtures  of  oxides,  which  he  gives  as  : 

60  p.c.  of  zirconia,  or  oxide  of  zirconium. 
20  p.c.  of  oxide  of  lanthanum. 
20  p.c.  of  oxide  of  yttrium. 

This  last  oxide  may  be  omitted,  and  the 
proportions  may  be : 

50  p.c.  of  oxide  of  zirconium. 
50  p.c.  of  oxide  of  lanthanum. 

In  place  of  the  oxide  of  yttrium,  ytterite  earth 
may  be  used,  whilst  cerite  earth  containing  no 
didymium  and  but  little  cerium  may  be  em- 
ployed to  rephMe  the  oxide  of  lanthanum. 

These  first  mantles  were  a  commercial 
failure,  as  they  gave  a  light  very  little  in  excess 
of  that  yielded  by  the  Clamond  basket,  and 
they  were  so  fragile  in  character  that  they  were 
unable  to  withstand  the  slightest  shock. 

The  amount  of  light  yieMed  by  these  mantles 
varied  from  3  to  6  candles  per  cub.  ft.  of  gas 
consumed,  but  it  was  exceptional  to  meet  with 
the  higher  value.  Using  the  purer  materials 
now  obtainable,  however,  mantles  made  accord- 
ing to  the  formulsB  of  the  1885  patent  give  the 
foUowing  results : — 

Qts        niumlnating  power. 
Composition  of  manUe  coimmied      Total     Candles 
P.c.      cub.  ft.      candles  per  cub.  ft. 
I. 
Zirconia      60 

Lanthana    20^        5*4  12*9         2*4 

Yttria  20 


of  the  illuminating  power,  so  that  no  uniformity 
I  in  results  could  to  expected,  besides  which  the 
I  mixtures  of  oxides  used  were  continually  being 
varied  in  hopes  of  obtaining  better  results. 

In  1886  the  second   Welsbaoh  patent  ap- 
peared.   This  covered  the  use  of  thoria  either 
,  per  s€  or  mixed  with  oxides  of  other  rare  metals, 
I  and  it  is  dear  that  at  this  period  Welsbaoh 
'  imagined  that  the  oxide  of  thorium  alone  had  a 
i  very  high  power  of  light  emissivity,  but,  as  a 
'  fact,  a  mantle  made  of  pure  thoria  emits  praoti- 
,  cally  no  light,  and  the  amount  of  light  obtain- 
'  able  was  mie  to  traces  of  ceria,  which  had  not 
been  eliminated  from  the  thorium  salt  in  its 
preparation  from  thorite  and  orangite. 
,       Later  on,  Welsbaoh  discovered  this  fact,  and 
I  also  found  that  the  addition  to  thoria  of  traces 
.  of  ceria  endowed  it  with  the  wonderful  power  of 
i  emitting  light  possessed  by  the  modem  mantle, 
,  and  Mr.  Moeller,  of  the  Welsbach  €k>mpany,  took 
out  a  patent  in  England  in  1893,  in  which  he 
I  protected  the  use  of  thoria  in  combination  with 
\  very  small  traces,  not  exceeding  1  or  2  p.c.,  of 
;  oxides  of  other  rare  metals,  amonsst  which  was 
I  cerium.    It  was  only  at  this  date  that  the 
i  incandescent  mantle  began  to  be  a  commercial 
I  success,  and  in  spite  of  the  thousands  of  experi- 
ments which  have  since  been  made,  no  mixture 
of  oxides  has  been  discovered  which  will  give  a 
light  comparable  with  that  yielded  by  the  mix- 
ture of  99  p.c.  thoria  with  1  p.c.  ceria,  which  is 
I  now  universally  used  in  mantle  manufacture. 
The  oxides  which  can  be  used  in  making  an 
incandescent  mantle  are  limited   in    number, 
owing  to  the  fact  that  they  must  be  able  to 
resist  atmospheric  influences,  must  be  sufficiently 
I  refractory  to  withstand  the  temperature  of  the 
flame  for  a  very  long  period,  and  must  not  be 
liable  to  exoessiye  shnnkage  during  the  burning 
off  of  the  cotton  fabric. 

The  oxides  in  the  following  table  are  those 
which  most  nearly  fulfil  such  requirements,  and 
the  light  given  by  mantles  made  from  the 
commercial  as  well  as  from  the  carefully  purified 
salts  shows  the  vast  differences  that  traces  of 
impurity  make  in  their  power  of  emitting  light : — 

Light  bmittxd  pkb  Cubic  Foot  of  Qas  by 
Various  Oxidbs. 

Corn- 
Metallic  oxides :  -pxae  merdal 

Zirconia 1*5    3*1 

Thoria 0-5    6-0 

Earth  metals : 

<^^^^  {San. :    :'^t% 

Yttria      .        .     —    3-2 


n. 

Zirconia       50*^ 
Lanthana    50/ 


5-5 


9-4 


1-7 


The  lower  candle  power  obtained  with  mantles 
made  of  the  purer  salts  points  to  the  fact  that 
the  impurities  of  the  compounds  at  first  em- 
ployed endowed  the  older  mantles  with  much 


Ytterite  earths  < 


Erbia 


0-6    1-7 


n^^^^^  ««^ko  /Chromium  oxide   0-4    0-4 
Common  earths  1^^^^^  ^^    ^^ 

Alkaline  earth  metals : 

Baryta 33  3*3 

Strontia '  5'2  6*6 

Magnesia                                      .  5*0  6*0 

If  these  oxides  be  examined  for  shrinkage, 
duration,  and  strength,  it  is  found  that  only 
three  of  them,  zirconia,  alumina,  and  thoria.  are 
suitable  as  the  basis  of  the  mantle,  and  even 
with  these  three,  zirconia  in  the  hottest  part  of 
the  flame  ia  liable  to  considerable  and  rapid 
shrinkage,  whilst  with  alumina^here^^ -^uso 
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slow  voUtilisatioD,  so  that  the  life  of  the  mantle 
is  gradually  shortened  by  the  slow  wasting  away 
of  the  threads  of  the  mantle  structure.  The 
nitrate  of  thorium,  unlike  those  of  the  other 
earths,  has  the  property  of  adsorbing  from 
1  to  1*2  p.o.  of  thorium  sulphate,  and  when  a 
fabric  of  v^etable  fibre  saturated  with  a  solu- 
tion bf  thorium  nitrate  containing  from  1  '5  to  2 
p.c.  of  sulphate  is  burned,  the  decomposition, 
towards  the  end  of  the  operation,  of  this  sulphate 
results  in  a  minimum  ox  shrinkage  and  gives  to 
the  oxide  skeleton  a  spongy  character,  which 
permits  of  its  being  readily  shaped  and  its  finer 
particles  rapidly  fntted  by  a  high-temperature 
blowpipe  flame,  leaving  a  mantle  of  regumr  form, 
comparative  rigidity,  and  very  large  radiating 
surface.  The  oxide^is  refractory  under  the  heat 
of  an  atmospheric  burner  for  a  much  longer 
time  than  any  other  known. 

The  porous  mass  resulting  from  the  incinera- 
tion of  the  nitrate  containing  a  small  proportion 
of  sulphate  occupies  more  than  ten  times  the 
volume  of  the  original  nitrate.  This  means 
that  the  resulting  mass  is  of  a  spongy  character, 
containing  an  enormous  number  of  little  air 
cells,  which  must  render  it  an  excellent  non- 
conductor of  heat.  A  mantle  made  of  pure 
thoria  gives  practically  no  light,  but  if  successive 
small  additions  of  ceria  be  made  to  it,  the  light 
emitted  ^^radually  increases  until  a  ratio  of  09 
p.c.  thona  to  1  of  ceria  is  reached,  when  the 
maximum  illuminating  effect  is  obtained.  The 
lu^ht  diminisheiB  with  further  additions  of  ceria 
tm,  with  10  p.c.  of  ceria  in  the  mixture,  the 
mantle  once  more  gives  practically  no  illumina- 
tion. No  expansion  tfuies  place  during  the 
converaion  of  the  cerium  nitrate  into  oxide,  the 
latter  occupying  about  the  same  amount  of 
space  as  the  original  nitrate,  hence  in  the  mantle, 
although  the  ratio  of  thoria  to  ceria  is  as  99  to  1 
by  weight,  yet  by  volume  it  is  as  999  to  1. 

In  the  commercial  manufacture  of  mantles, 
a  cotton  fabric  was  first  employed  knitted  in  the 
form  of  hose,  the  diameter  of  which  was  con- 
trolled by  the  number  of  needles  on  the  knitting 
machine,  which  varied  from  70  to  90,  the  size 
generally  used  being  knitted  by  a  85-needle 
machine,  fflving  to  the  finished  fabric  a  diameter 
of  21  incnes.  The  resultant  hose  is  cut  into 
suitable  lengths,  and  one  end  turned  over  and 
sewn  with  thread  to  form  the  head  of  the  mantle 
(which  after  impregnation  and  drying  is  drawn 
together  with  asbestos  thread  to  form  the  top 
and  a  loop  for  suspension).  These  lengths  are 
then  saturated  witn  the  impregnating  solution. 
This  oonsisto  of  a  solution  (approximately  30-35 
p.c.  by  weight  of  solids)  of  the  nitrate  of  thorium 
with  1  p.o.  of  cerium  in  water,  there  being  added 
thorium  sulphate,  and  from  0*7  to  1*5  p.o.  of 
nitrates  of  other  metals,  f.g.  magnesium,  alumi- 
nium, calcium,  gluoinum,  zirconium,  yttrium, 
whose  function  is  either  to  increase  the  porosity 
of  or  facilitate  the  fritting  of  the  skeleton. 
One  suitable  formula  is  1  l^r.  thorium  nitrate, 
10  grams  cerium  nitrate,  2  grams  magnesium, 

1  gram  calcium,  7  grams  sluoinnm  nitrates,  in 

2  ^os  of  water.  The  manUes  then  pass  through 
rollers,  which  are  under  pressure  in  order  to 
squeeze  out  the  excess  of  solution,  leaving  the 
fabric  retaining  the  quantity  that  will  give  a 
satisfactory  skeleton  of  oxides  after  incinera- 
tion, and  this  quantity  may  be  taken  as  0*7 


gram  on  the  rough  or  0'6  gram  on  the  finished 
mantle  after  trimming.  The  soaked  lengths  are 
next  stretched  upon  glass  or  papier  mAch6  forms 
in  a  drying  chamber,  the  temperature  of  which 
is  maintained  between  80°  and  90°F.  (27°  to 
32°G.).  The  head  of  the  mantle  is  treated 
with  a  solution  of  magnesium,  aluminium,  and 
other  nitrates,  the  object  being  to  strengthen 
this  part,  which  is  the  most  liable  to  breaSmge. 
They  are  asain  dried,  sewn  with  asbestos  thread 
and  *  moulded  *  by  stretching  on  a  wooden 
mould  in  order  to  give  them  the  necessary  shape 
for  the  next  operation,  that  of  *  burning  on.* 
This  is  done  upon  suitable  blowpipe  burners 
supplied  with  gas  or  air  under  pressure,  which 
gives  a  fiame  of  a  very  high  temperature,  and 
these  are  mounted  in  such  a  way  tnat  either  the 


Fig.  2. — Gottox  Maktlb  bifobx  bubkino  otf. 

burner  or  the  mantle  can  be  raised  or  lowered 
at  the  will  of  the  operator,  so  that  the  flame 
can  be  made  to  play  on  every  part,  until  the 
whole  of  the  mantle  has  been  shaped  and 
hardened,  leaving  a  skeleton  of  oxides  formed 
by  the  decomposition  of  the  nitrates  of  the  salts 
employed.  Tnis  skeleton  is  carefully  dipped  in 
a  solution  of  collodion,  an  average  formula  for 
this  solution  being : 


4  p.c.  collodion 
Ether   . 
Castor  oil 
Camphor 


20-0 
18-3 
0-96 
1-6 


parts 


the  two  latter  ingrediento  beins  added  to  prevent 
over-contraction  on  drying.  After  dipping,  the 
mantles  are  dried  in  steam-heated  air  or  vacuum 
ovens  to  allow  the  solvents  to  evaporate,  and 
they  are  then  trimmed  and  packed. 

Ab  soon  as  the  incandescent  mantle  became 
a  success,  many  attempts  were  made  to  evade 
the  Welsbach  patents,  and  the  most  successful 
of  these  consisted  in  impregnating  a  solution  of 
nitrocellulose  in  ether  and  alcohol  with  the 
nitrates  of  thorium  and  cerium,  and  squirting 
the  mixture  out  through  minute  orifices  in  the 
same  way  that  artificial  collodion  silk  is  made. 
These  filamento  were  then  woven  into  mantle 
hose,  and  the  collodion  basis  was  denitrated  by 
soaking  in  an  alkaline  sulphide,  and  after  washing 
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and  drying,  the  mantle  was  made  from  it  by  the 
same  process  as  with  impregnated  cotton.  It 
was  found  that  mantles  made  in  this  way  were 
distinctly  superior  to  the  cotton  mantles,  both 
in  life  and  lisht  emissivity,  this  being  due  to  the 
difference  of  the  structure  of  the  thoria-ccria 


Fio.  3. — After  burning  oif. 

residue,  which  is  shown  in  the  photomicro- 
graphs, from  which  it  is  seen  that  the  cotton 
(Figs.  2  to  6)  ffives  a  closely  twisted  rope  of 
minute  fibres,  whilst  the  collodion  (Figs.  6  and  7) 
gives  a  bundle  of  separate'  filaments  without 
excessive  twist  or  plait. 


Fio.  4. — Cotton  before  burndto  off. 

The  advantages  of  the  collodion  mantle 
were,  however,  discounted  bv  the  cost,  which 
was  much  higher  than  that  of  the  cotton  fabric, 
and  attempts  were  made  to  find  a  substitute  for 
cotton  which  would  give  the  same  results  as  the 
collodion  at  a  cheaper  price,  and  this  was  found 


in  ramie  fibre,  which  has  now  almost  entirely 
replaced  cotton  for  mantle  manufacture. 

The  ramie  fibre  is  produced  from  a  plant  of 
the  nettle  class,  Boehmeria  tenacissimay  and  when 


Fio.  5. — Cotton  after  burning  off. 

freed  from  its  glutinous  coating  can  be  woven 
into  a  beautiful  silk-like  material,  and  when  the 
ramie  thread  is  knitted,  impregnated,  and  made 
into  mantles,  the  structure  is  seen  to  far  more 


Fio.  6. — Collodion  before  burnino  off. 

nearly  approach  that  of  the  collodion  than  of 
the  cotton  fabric  (Figs.  8  and  9). 

A  mantle  with  a  basis  of  collodion  fibre  ia 
again  coming  into  favour,  particularly  in  con- 
nection with  lighting  bv  high-pressure  gas. 
Artificial  silk  madeyl^^uWjo^^Do^e  process  is 
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impregnated  in  a  nitrate  solution,  the  nitrate 
converted  into  hydrate  by  treatment  with  am- 
monia, ammonium  sulphide,  hydrogen  peroxide, 
fto.,  and  the  fabric  incinerated  in  the  ordinary 
way. 


Fig.  7. — Gollodiok  apteb  bubnino  off. 

Threads  of  this  material  are  thin,  strong,  and 
capable  of  heavier  impregnation  than  either 
cotton  or  ramie  threa<u.    Artificial  fibre  also 


Fig.  8. — ^Ramix  befobb  burning  off, 

possesses  the  advantage  of  uniformity  of  com- 
position, diameter,  and  other  physical  properties, 
and  gives  a  mantle  which  is  more  durable,  is  a 
more  constant  light  producer,  and  does  not 
undergo  shrinkage. 
Vol.  III.— r. 


Up  to  1900,  all  the  mantles  used  were  of  the 
upright  type,  supported  in  the  atmospheric 
burner  flame  by  a  central  rod  of  magnesia  or  an 
outside  iron  support  from  which  the  mantle  was 
suspended,  but  owing  to.  the  slightly  conical 
shape  of  the  mantle,  the  maximum  light  was 
thrown  at  an  angle  a  few  degrees  above  the 
horizontal,  whilst  the  shadow  of  the  fitting  was 
thrown  on  the  surfaces  immediately  below  the 
burner.  In  order  to  overcome  this  trouble,  the 
idea  was  introduced  by  Kent,  in  1897,  of  making 
an  atmospheric  burner  with  a  long  mixing  tube, 
the  end  of  which  was  turned  downwards  and 
the  flame  made  to  burn  in  an  inverted  mantle. 
It  was  not,  however,  until  after  1900  that  the 
introduction  of  the  present  forms  of  inverted 
burner  and  mantle  popularised  the  idea,  which 
bas  many  advantages  m  districts  where  the  gas 
is  supplied  at  a  pressure  of  not  less  than  }^Uis, 
i.e.  2  inches  of  water  pressure. 


Fig.  9. — ^Ramie  after  bubnino  off. 

With  the  inverted  mantle,  the  maximum 
light  is  thrown  downwards  at  aa  angle  of  45'^ 
below  the  horizontal,  whilst  there  is  no  shadow, 
and  the  mantle,  being  fixe<^to  a  fire-clay  ring 
which  is  suspended  from  lugs  on  the  burner  tube, 
is  far  less  likely  to  be  injured  by  vibration  than 
is  the  case  with  the  upilght  mantle,  which  needs 
an  anti- vibrator  on  the  burner  if  used  for  street 
lighting  where  there  is  heavy  traffic,  whilst  the 
slight  preheating  of  the  gas  and  air  supply,  and 
the  fact  that  the  flame  is  not  hurried  away  from 
the  mantle  as  in  the  case  of  the  upright  burner, 
brinff  the  duty  of  the  mantle  up  to  26  to  30 
candles  per  cud.  ft.  of  gas  consumed. 

In  making  the  inverted  mantle,  the  same 
methods  are  employed  as  with  the  upright, 
except  that  the  bottom  of  the  fabric  is  sewn  up, 
after  impregnating,  squeezing,  and  drying,  with 
a  thread  of  the  same  impregnat«d  material,  and 
the  top  of  the  hose  is  bound  on  to  the  fire-clay 
supporting  ring  with  asbestos  thread  before 
burning  off  and  shapingl^'"^"^^  "^^        ^  ^d>  '^'^ 
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^he  bumera  used  with  the  earlieBt  upright 
inoandeeoent  mantles  were  small  Bunsens  of  the 
ordinary  type»  with  a  tube  about  4  inches  in 
lenffth,  fitted  with  a  gallery  to  carry  a  chimney 
and  a  head  stamped  out  of  thin  sheet  metal. 
This  made  a  very  long  fitting  which  proved  an 
objeetion  in  many  cases  wnere  flat-flame  or 
aij^and  burners  had  been  employed,  the  result 
beuiff  that  the  burner  tube  was  shortened,  and 
the  head  carrying  the  gallery,  which  fitted  over 
it,  was  made  so  that  it  but  slightly  increased 
thelenffth. 

Much  ingenuity  was  expended  in  devising 
suitable  burners  for  use  with  the  upright  mantle, 
the  chief  aim  being  to  ensure  a  hot  steady  flame 
of  the  right  shape  with  thorough  admixture  of 
the  air  and  gas  before  combustion.  Some  of 
these  burner  heads  consisted  of  open  circular 
slots,  others  of  flat  sauze  discs  with  a  small 
baffle  in  the  centre,  wnilst  otherB  were  provided 
with  gauze  domes  and  steatite  or  cut  metal  tops. 
All  these  different  varieties,  however,  suffered 
from  the  defect  of  under-aSration  of  the  gas 
before  combustion,  so  that  a  chimnev  was  re- 
quired in  order  to  create  an  up-draught  and  to 
bring  a  supply  of  air  from  outside  the  mantle  in 
contact  witn  the  burning  gas  on  its  surface. 

If  these  burners  were  uMd  without  a  chimney, 
the  unbumt  gas  from  the  inner  cone  had  to 
travel  a  short  distance  from  the  surface  of  the 
manUe  through  which  it  was  passing  before  it 
obtained  the  additional  sir  neoessary  for  its 
complete  combustion,  with  the  result  that  the 
layer  of  hi||;hest  temperature .  was  outside  the 
mantle,  which  was  not  in  consequence  raised  to 
the  highest  degree  of  incandescence.  When  a 
chimney  was  used,  however,  the  current  of  air 
created  by  it  burnt  the  gas  on  the  surface  of 
the  mantle  itself,  and  the  best  results  were 
obtained.  Burners  of  this  class  still  form  the 
majority  of  those  employed  with  upright 
mantles,  and  a  chimney  is  a  necessity  in  all 
burners  in  which  less  than  one-half  the  total 
volume  of  sir  needed  for  the  complete  com- 
bustion of  the  gas  is  drawn  in,  and  with  a  14-  or 
15-candle  power  gas,  a  6-inch  chinmey  is 
generally  sufficient  to.  supply  the  necessary  air, 
whilst  with  a  rich  gas  a  longer  chimney  is 
required. 

A  serious  trouble  with  mantle  lighting  has 
been  the  carbonisation  of  the  mantle,  which 
commences  with  a  slight  sooty  deposit  at  one 
spot,  and  then  rapidly  grows  over  the  surface 
of  the  mantle,  reai^cing  the  light  emitted  and 
soon  destToying  the  mantle. 

When  the  flame  is  under-atoited  and  con- 
tains a  ratio  of  less  than  2*2  volumes  of  air  to 
1  of  gas,  some  methane  escapes  combustion  in 
the  inner  zone  of  the  flame,  and  bums  with  the 
carbon  monoxide  and  hydrogen  in  the  outer 
flame,  and  it  is  this  which  causes  the  trouble. 

On  replacing  the  ordinary  tube  of  a  Bunsen 
burner  with  one  made  of  platinum,  if  the  ratio 
of  gas  and  air  be  so  arranged  as  to  give  a  blue 
non-luminous  flame,  on  heating  the  |Jatinum 
tube  the  flame  becomes  luminous,  although  not 
to  such  an  extent  as  would  have  been  obtained 
from  the  original  gas.  If  the  tube  be  allowed 
to  cool  down,  the  flame  sgain  becomes  non- 
luminous,  showing  that  the  luminosity  is  due 
to  the  restoration  of  heat  to  the  flame  and  not  to 
any  alteration  in  the  composition  of  the  gas. 


But  with  a  Bunsen  burning  with  a  green  inner 
cone,  luminosity  cannot  be  produced  by  heating 
the  mixture  of  gas  and  air.  On  now  taking  an 
ordinary  Bunsen  with  a  brass  tube,  and  surround- 
ing the  blue  non-luminous  flame  with  a  platinum 
gauze  cylinder  so  arranged  that  the  sides  of  the 
flame  heat  it  to  a  high  temperature,  the  top  of 
the  flame  will  become  lummftus,  owing  to  the 
platinum  superheating  the  flame  gases  &om  the 
inner  cone  and  causing  them  to  decompose  with 
separation  of  particles  of  carbon.  The  same 
result  is  obtained  with  an  ordinary  mantle  open 
at  the  top,  and  it  is  to  this  cause  that  the  deposi- 
tion of  carbon  on  the  mantle  is  due. 

Mantle  burners  in  which  regeneration  has 
been  attempted  have  also  been  tried,  but  the 
fact  that  the  air  or  gas  can  be  heated  separately 
and  then  utilised  to  give  a  very  hot  flame,  does 
not  apply  to  the  mixture  of  the  two  to  any 
greater  extent  than  is  found  in  the  inverted 
burner,  as,  when  a  mixture  of  air  and  gas  is 
heated,  oxidation  of  the  gas  commences,  and 
I  the  loss  of  combustible  matter  due  to  this  cause 
I  outweighs  the  advantages  of  preheating. 

Reu   improvements    in   the    burners    em- 

^  ployed   for    mantle    heating    started    in    the 

[  early   ninetieB,   when   Ghemin  and   Bandsept 

j  began  working  at  the  idea  of  adding  air  to 

the  gas  in  small  portions  so  as  to  gain  a  more 

intimate  mixture  of  the  two  before  combustion, 

and  it  was  the  perfecting  of  this  idea  in  the  Kern 

burner  which  gave  theoest  chimneyless  burner 

in  use. 

In  this  burner,  the  gas  issues  from  the  usual 
injector  into  a  suction  tube,  consiBtin|;  of  two 
cones  united  at  their  summits,  which  increases 
the  proportion  of  air  drawn  in  with  the  gas,  and 
the  mixture  then  passes  into  an  enlaig^  head, 
where  baffling  devices  ensure  thorough  mixing, 
and  the  burner  top  ia  so  constructed  that  the 
flame  of  the  burning  gas  is  thrown  against  the 
mantle,  yidding  a  h^her  duty  than  with  an 
ordinary  burner  and  chimn^. 

The  sharp  edge  of  this  burner  resulted, 
however,  in  tne  mantles  having  a  comparatively 
short  life,  and  it  is  being  repbced  very  largely 
for  public  lighting  by  inverted  systems. 

The  visiole  duty  obtained  from  the  incan- 
descent mantle  depends  largely  upon  the  pres- 
sure at  iidiich  the  gas  is  supplied,  and  now  that 
its  use  has  become  universal,  no  gas  undertaking 
shoi^d,  in  their  own  interest,  supply  gas  to 
consumers  at  less  than  2  inches  {ff)  pressure, 
and  when  centres  of  high  illuminating  value  are 
needed  to  compete  with  arc  lighting  for  outside, 
work  and  large  buildings,  the  light  which  can  be 
obtained  from  a  mantle  can  be  enormously 
increased  by  the  use  of  high-pressure  lighting, 
such  as  the  Keith,  Sugg,  Solas,  and  other 
systems,  in  which  either  the  gas  or  air  is 
placed  under  greater  pressure  than  the  ordinary, 
so  that  by  using  what  are  practically  blom>ipes, 
a  much  targer  volume  of  gas  is  consumed  in  a 
given  space,  and  from  30  to  60  candles  light 
obtained  per  cubic  foot  of  gas  consumed. 

The  quality  of  the  gas  has  a  certain  influence 
on  the  light  given  by  the  mantle,  but  not  as 
much  as  is  generally  supposed.  If  an  ordinary 
burner  and  mantle  be  tested  first  with  16-candle 
gas,  then  with  16,  and  finally  with  14-candle 
power  gas,  it  is  often  found  that  it  gives  a  better 
fight  with  the  15  thM"^e"'l6r'&d^SL  farther 
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improvement  with  the  U-candle gas.   This,  how- 
ever, is  dependent  upon  the  fact  that  the  burner 
is  drawing  in  less  than  the  neoeasary  amount  of  i 
air  to  give  the  best  conditions  of  combustion  in 
the  inner  zone,  and  that  the  right  degree  of  ' 
aeration  is  beins  more  and  more  nearly  aj^- 
proaohed  with  the  poorer  gas.    When  care  is  t 
taken  to  ensure  the  correct  ratio  of  air  and  eas  i 
consumed  in  each  case,  it  is  found  that  for  ' 
qualities  of  ^as  between  14  and  18  candle  power, 
there  is  a  gain  of  about  3  p.c.  in  the  light  emitted 
by    the   mantle   for   each   candle-ifiuminating 
power  in  the  gas. 

Seldom  in  the  industrial  history  of  the 
world  has  any  one  invention  wrought  such 
alterations  in  a  gnat  manufacture  as  nas  been  ! 
the  case  with  the  incandescent  mantle,  which,  - 
being  perfected  just  at  the  time  when  electricity  | 
was  threatening  the  supremacy  of  gas  as  an  illu-  | 
minant,  entirely  revolutionisecl  the  gas  industry. 

Before  the  introduction  of  the  mantle,  the 
usual  quality  of  the  gas  supplied  was  what  was 
known  as  Id-candle  power,  and  the  light  obtained  ' 
from  it  by  the  consumer  was  anything  from 
7  to  8  candles  per  cub.  ft.  with  regenerative 
burners,  down  to  less  than  1  candle  per  cub.  ft.  > 
with  sinall  flat-flame  bumeis,  whilst  with  the 
incandescent  mantle  from  14  to  60  candles  per  : 
cub.  ft.  can  be  obtained. 

LlOHT   BICITTBD  FEB  CUUC  FoOT  OF  16-OANDLB 

Gas  OON8U1CBD  fbb  Houb. 
Burners  Candle  units  , 

Incandescent  (high-pressure  inverted) .  35  to  60 

9f  (high-pressure  upright) 

M  (ordinary  inverted) 

„  (ordinary  upright) 

Regenerative    .... 
-Standard  aigand 
Ordinary  argand 
Union  jet  flat  flame.  No 


,35 
25 


30 

20 

14  „  22 
7  „  10 
3-20 
2-90 
2-44 
216 
1-87 
1-74 
1*63 
1-22 
0-85 
0-69 


It  was  also  soon  found  that,  in  practice,  a 
much  poorer  gas  gave  as  good  or  better  results 
with  most  incandescent  mantle  burners,  and 
with  the  general  adoption  of  the  mantie,  the 
candle  power  of  the  gas  supply  has  been  lowered 
in  nearly  every  large  town  m  England. 

At  the  present  time  (1921),  the  normal  aimual 
mantle  consumption  of  the  world  approximates 
to: 


Great  Britain 

America 

Uerinany 

France 

Italy    .... 

Belgium 

Australia  and  New  Zealand 

Russia^ 

IndiA> 

Egypt  *  .         .         . 

Scandinavia  ^ 


60,000,000 

80,000,000 

90,000,000 

20,000,000 

3,000»000 

5,000,000 

6,000,000 

3,000,000 

2,500,000 

1,000,000 

2,500,000 


*  A  larffB  proportion  In  ooojunctlon  with  hlgh-pm- 
■are  oil  lamps. 


When  Welsbach  made  the  first  thoria 
manties,  thorium  salts  were  obtainable  oi^y  in 
very  snciaU  quantities,  and  from  such  minenJs 
as  thorite  and  orangite,  but  with  the  demand, 
new  sources  of  supply  were  found  in  many 
directions,  notably  the  immense  deposits  of 
monasite  discovered  in  Travanoore  (S.  India) 
in  1909,  and  during  the  last  few  years,  although 
the  amount  of  thorium  nitrate  used  has  more 
than  doubled,  there  appears  no  fear  of  a  shortage 
hamDoring  the  mantie  industry. 

Many  theories  have  been  brought  forward 
to  explain  the  wonderful  light-giving  power  of 
the  mixture  of  99  p.c.  thoria  and  1  p.c.  ceria, 
but  none  of  them  explains  both  the  facts,  i.e. 
that  the  maximum  light  is  obtained  only  in 
the  extreme  outer  layer  of  the  Bunsen  flame, 
where  both  air  and  combustible  gases  are  present, 
and  that  it  is  oidy  with  1  p.c.  of  ceria  in  the 
mixture  that  it  is  obtained,  a  mantie  of  pure 
thoria  or  pure  oeria  giving  practically  no  lignt. 

The  probable  explanation  is  that  in  the 
mantie,  tne  thoria,  being  in  a  porous  condition, 
is  a  good  non-conductor,  and  owing  to  this,  to 
its  low  specific  heat  and  low  power  of  radiating 
heat,  it  can  be  raised  to  the  temperature  of  the 
flame ;  ceria,  on  the  other  hand,  has  a  wonderful 
power  of  radiation,  as  shown  by  F^ry,  and  has 
also  a  catalytic  action  upon  mixtures  of  com- 
bustible gases  and  oxygen,  but  its  radiation  is 
so  great  that  it  cannot  be  heated  in  a  Bunsen 
flame  to  the  temperature  necessary  to  give  liffht. 

When  ceria  is  added  to  thoria,  the  light 
emitted  by  the  mantle  increases  until  1  p.c/l>y 
weight,  or  0*1  p.c.  by  volume,  is  present,  because 
the  oeria  is  so  insulated  by  the  excess  of  thoria 
that  it  is  not  only  brought  up  to  the  temperature 
of  the  flame,  but  by  its  cataljrtic  power  tends  to 
focus  the  combustion  of  the  extremdy  attenuated 
flame  gases  upon  the  widely  distnbuted  oeria 
particles,  and  so  raises  them  to  a  far  higher 
temperature  than  the  mantie,  a  temperature, 
however,  which  cannot  be  detected  by  the 
thermo-couple,  which  gives  only  the  averase 
temperature  of  the  mass  witii  which  it  is  m 
contact,  and  fails  to  show  the  temperature  of 
the  0*1  p.c.  of  ceria.  Addition  of  more  ceria  to 
the  mixture  causes  such  a  rapid  cooling  of  both 
mantie  and  flame  by  radiation,  that  the  light  at 
onoe  bepins  to  fall ;  and  by  the  time  10  p.c.  of 
oeria  is  in  the  mixture,  the  mantie  gives  no  more 
light  than  a  thoria  mantie,  but  a  much  increased 
heat  radiation. 

The  analogy  between  the  luminescence  of 
thorium-cerium  mixtures  when  heated  (the 
maximum  value  being  at  1  p.c.  ceria,  mixtures 
with  10  p.c.  oeria  and  over  being  non-luminous), 
and  the  phosphorescence  of  mixtures  of  pairs 
of  rare  earths  (say  A  and  B),  under  the  bombard- 
ment of  cathode  rays  (where  with  pure  A  and 
more  than  20  p.c.  B  there  is  no  phosphorescence, 
which,  however,  reaches  a  maximum  with 
0*5  to  1  p.c.  of  B),  is  interesting  {sw  Urbain, 
Ann.  Chim.  Phys.  1909,  [vui.]  18,  222-376; 
Bruninghaus,  ihid,  1910,  [viii.]  20»  519-^6; 
21,  210-283). 

The  work  of  Le  Chatelier,  Nemst,  Schmidt, 
and  others,  shows  that  the  thoria-ceria  mixture 
sives  light  rays  rich  in  blue,  green,  and  yellow, 
but  poor  in  red,  so  that  the  proxK)rtion  of  energy 
radiated  as  light  at  the  temperature  of  the 
mantle  is  high.  "^^^""  "^  ^  XJ.^fic!^.'" 
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GAS,  OIL.  Even  before  the  introduotion  of 
coal  gas,  it  had  been  found  that  oil  oonld  be 
decomposed  at  a  temperatare  a  little  below 
1000*"  with  the  formation  of  gas  of  high  illami- 
nating  power,  and  when  coal  gas  had  overcome 
the  prejudice  existing  against  it  in  the  early 
years  of  its  inception,  several  attempts  were 
made  to  utiUse  ou  instead  of  coal  for  the  pro- 
duction of  illuminating  gas,  but  with  no  com- 
mercial success,  owing  to  the  price  of  the  oil. 

As  early  as  1815  a  patent  was  granted  to  John 
Taylor  for  an  apparatus  for  the  decomposition 
of  oils,  which  is  interesting  as  being  of  much  the 
same  type  as  those  still  employM;  whilst  in 
1819  Gordon  and  Heard  took  out  a  patent  for 
compressing  oil  gas,  and  it  was  in  the  liquid 
separated  during  compression  of  this  gas  that 
Faraday  discovered  and  isolated  benzene. 

After  this  period,  oil  gas  appears  to  have 
been  but  little  used  until  in  1871,  when  it  began 
to  be  emploved  for  the  lighting  of  railway 
carriages  on  the  Continent  in  place  of  oil  lamps, 
and  it  was  from  this  that  tne  firm  of  Jubus 
Pintsch  built  up  their  system  of  railway-carriage 
lighting,  which  soon  spread  throughout  Europe 
and  to  England  and  America,  ana  at  a  slishtiy 
later  date  oil  gas  began  to  be  employed  for 
liffhting  count^  houses  and  small  viUages 
^ere  the  consumption  of  coal  gas  was  not 
sufficiently  great  to  allow  the  erection  of  coal- 
gas  works. 

Jt  was  also  largely  adopted,  in  the  com- 


pressed condition,  for  the  lighting  of  buoys  and 
for  other  purposes  where  the  portabiuty  of 
cylinders  containing  it  under  compression  fitted 
it  for  special  uses  in  spite  of  its  cost. 

The  oils  now  used  for  the  production  of  gas 
are  generally  the  blue  or  ffreen  shale  oils,  al- 
though slightly  better  resuUs  mav  be  obtained 
from  the  Russian  so-called  'solar  distillate,' 
which  is  obtained  by  subjecting  the  residues  of 
Russian  oil,  left  after  the  lamp*oil  fractions  have 
been  driven  off,  to  further  distillation. 

Such  oils  begin  to  decompose  with  evolution 
of  gas  at  a  little  under  500°,  and  the  effect  of  the 
temperature  of  the  retort  on  the  products  is 
shown  in  the  following  table  ^  : — 

Oil  used  Russian  '  distillate  oil  * 

Specific  gravity    0'864 
Flash-point  140°F.  =65°C. 

Temperatare  of  retort    500°  700°    900°     1000** 

Cubic  feet  of  gas  per 
gallon  .         .         .12 

Percentage  of  residualB  59*1 

Illuminating  power» 

candles  per  cub.  f  t.  .  64*8 

The  gas  contains,  p.c. : 

Unsaturated  hydro- 
carbons • 

Saturated  hydro-car- 
bons 

Hydrogen 

Acetylene 


00 
22*7 


72 
12-7 


84 
11-8 


60-7    57  l    42-2 


39*13  36*56  36*56  22*04 

42*41  49*45  49*45  54*83 

13-58    6*26  11*86  21-54 

0*062  0*084  0-38    0*46 


DiSTiLLiira  PoiKTS  OF  THB  Rbsiduxs  fbom  Russian  *  Distillatb  Oil,'  xxpbessed  in 

PSBOBNTAGES  OF  ObIOINAL  RbSIDUB.      TbMF.  =  °C. 


Temperature 


Ori^^inal  oil 
Residue  after  de- 
*  composing  at 

700°   ! 

900°   . 

1000°   . 


ii(y»-i20'- 

120^   125« 


1*6 


126'- 
130' 


ISO"- 
135' 


135'- 
140' 


140"- 
160' 


9 
3*3 


3*3  i. 


4 

I -25!  9-6 
3-3  6-6 
—    10 


150*'- 
160* 


leo"- 

170" 


3-5  i  0-6    2*6 
4     ;  1*5    3*5 
6       6*6  I  5 
1     I  2*5  I  2 

I 


68° 
Below  32° 
Below  32° 

40° 


On  decomposing  the  oil  at  500°,  the  gas  is 
small  in  quantity  and  iR^te  in  colour,  the 
hydrocarbons  being  present  almost  entirely  as 
vapours,  a  laige  proportion  of  iR^ch  go  forward 
with  the  gas  and  condense  in  the  holder,  so  that 
the  69  p.c.  of  residuals  condensed  in  the  receiver 
do  not  represent  the  total  condensible  hydro- 
carbons. I 

After  condensation  of  the  vapours,  the  gas 
amounts  only  to  12  cub.  ft.,  and  contains  the  | 
saturated    and    unsaturated    hydrocarbons    in 
nearly  equal  proportion,  whilst  on  examining 
the  Ukrry  residuals  it  is  found  that  the  flash-  \ 
point  is  considerably  lower  than  that  of  the 
original  oil,  and  als'o  that  15*6  p.c.  distils  over , 
below  200°,  whilst  with  the  original  oil  only  \ 
3*5  comes  over  below  that  temperature. 

On  decomposing  the  oil  at  700°,  the  yield  of 
gas  is  increased  to  60  cub.  ft.  per  gallon  of  oil 
used,  and  is  of  a  buff  colour.  In  the  gas  the  • 
unsaturated  hvdrocarbons  are  2*6  less  in  quantity 
than  in  the  former  case,  and  there  are  more 
saturated  hydrocarbons.  On  examining  the 
residuals,  the  effect  of  the  increase  in  tempera- 


ture is  found  to  be  most  marked ;  thev  have 
decreased  in  Quantity  from  59*1  p.c.  to  22*7  p.c. 
of  the  original  oil  decomposed,  whilst  the  flash- 
point has  fallen  below  the  freecins-point,  and 
36-76  p.c.  of  the  residuals  distils  below  200°. 
Nine  p.c.  of  the  residuals  distil  at  123°-126°, 
whilst  9*5  p.c.  distils  at  a  temperature  of  140°- 
150°.  At  900°  the  decomposition  of  the  oil 
yields  a  still  laiger  volume  of  gas,  in  which  the 
percentage  of  unsaturated  hy&ocarbons  is  the 
same  as  oefore,  but  there  is  a  laige  increase  in 
the  quantity  of  saturated  hvdrocarbons,  and  a 
slight  increase  also  in  the  illuminating  value  of 
theffas. 

The  residuals,  at  this  temperature,  fall  to 
12-7  p.c.  of  the  oil  used,  and  on  fractionating 
them  more  than  I  p.c.  distils  at  100°,  and  5  p.c. 
at  a  little  over  110\ 

On  now  raising  the  temperature  to  1000°, 
another  increase  takes  place  in  the  volume  of 
the  gas,  84  cub.  ft.  being  obtained  per  gallon  of 
oil  decomposed,  and  the  illuminating  power  falls 
from  67  to  42.  On  analysing  the  gas,  it  is  found 
'  Lewes,  J.  See.  Chem.  lod.  July  80, 1892. 
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that  the  percentage  of  saturated  hydrocarbons 
has  slightly  increased,  whilst  the  percentage  of 
hydroffen  has  risen  from  11*86  to  21*54 ;  on  the 
other  hand,  the  unsaturated  hydrocarbons  have 
fallen  from  36*5  to  22  p.c.  The  gas  as  it  leaves 
the  retort  has  lost  its  rich  chocolate-brown 
colour,  and  has  become  *  sooty '  from  separation 
of  carbon,  and  this,  as  well  as  the  increase  in 
hydrcMgen,  shows  that  the  temperature  has  been 
forced  to  a  point  at  which  some  of  the  hydro- 
carbons, and  mainly  the  unsaturated  hydro- 
carbons, have  been  decomposed. 


The  residuals  collected  from  the  gas  made  at 
this  temperature  are  of  nearly  the  same  volume 
as  those  obtained  by  decomposing  th6  oil  at 
800°,  but  differ  from  them  in  containing  nothing 
with  a  lower  boiling-point  than  140'*-150®. 

From  the  results  obtained  in  practical 
working,  900*"  has  been  generally  adopted  as 
the  best  retort  temperature  to  employ,  whilst 
the  kind  of  oil  used  is  generally  governed  by 
local  conditions.  The  lollowing  table  gives 
the  results  obtained  with  various  grades  of 
oil :— 1 


Name  of  oil      . 

'Lustre' 

Solar  distillate 

Shale  oil 

Shale  oil 

Sp.gr. 

0*826 

0-8656 

0-8495 

0-854 

Colour     . 

Water     white: 

Reddish  brown : 

Reddish  brown : 

Reddish  brown : 

bluish  fluor- 

green    fluor- 

greenish fluor- 

green    fluor- 

escence. 

escence 

escence. 

esoence. 

Fractional  distillation 

1st  drop  115'' 

Ist  drop  110° 

1st  drop  225° 

l^t  drop  250° 

6  p.c.     140 

4  p.c.     170 

5  p.c.     248 

5  p.c.     275 

10    „      146 

10    „      238 

10    „      255 

10    „      285 

15    „      152 

15    „      246 

15    „      260 

15    „      288 

20    „      172 

20    „      252 

20    „      270 

20    „      295 

25    „      176 

25    „      255 

25    „      275 

25    „      300 

30    „      190 

30    „      267 

30    ,,      280 

30    „      320 

40    „      205 

35    „      271 

35    „      286 

35    „      335 

45    „      212 

40    „      276 

40    „      290 

40    „      350 

50    „      217 

50    y,      285 

45    „      294 

55    „      224 

55    „      291 

50    „      316 

60    „      230 

60    „      320 

55    „      350 

65    „      234 

65    „      346 

Thermometer 

70    „      243 

Thermometer 

rising 
rapid^ 

75    „      255 
80    „      262 

rislns 
rapidly 

85    „      270 

Best  results : 

Gas  per  gaL    . 

74-5  cub.  ft. 

82-9  cub.  ft. 

82*5  cub.  ft. 

66*6  cub.  ft. 

Illuminating  power . 

49-6  candles 

48-2  candles 

41-2  candles 

62-9  candles 

The  form  of  retort  and  the  general  apparatus 
used  vary  slightly  in  the  processes  introduced 
by  Keith,  Patterson,  Pintech,  and  Pope,  but  a 
description  of  the  Pintsch  plant  will  suffiot  to 
make  clear  the  general  principles  upon  iR^ch 
theyall  depend. 

The  retorts  are  of  iron,  D-shaped  and  10 
inches  high  by  6  feet  in  length.  They  rest  upon 
fire-brick,  one  above  the  other  (Fiff.  1),  and  are 
connected  vertically  in  pairs.  The  lid  of  the 
upper  retort  is  provided  with  a  siphon  pipe, 
fitted  with  a  funnel  at  the  end  into  which  oil  is 
allowed  to  flow  from  an  overhead  tank,  the  rate 
of  flow  being  capable  of  adjustment  by  a  micro- 
meter cock.  The  other  end  of  the  siphon  is 
continued  inside  the  retort  for  about  12  inches, 
and  disoharses  the  oil  on  to  a  loose  thin  sheet- 
iron  tray,  about  2^  inches  deep,  which  occupies 
the  whole  length  of  the  retort,  and  which  is 
changed  and  cleaned  about  once  a  week.  The 
oil  is  heated  and  vaporised  in  the  first  retort, 
and  the  vapour  passes  from  the  further  end  of 
the  retort  downwards  into  the  lower  retort, 
which,  being  directly  over  the  furnace,  is  con- 
siderably hotter  than  the  upper,  the  tempera- 
ture of  the  retort  being  a  full  cherry-red.  Here 
the  vapours  are  '  cracked '  and  rendered  per- 
manently gaseous,  and  after  passage  through 
this  retort,  they  are  led  by  a  descension  pipe  to 
the  hydraulic  main.  The  retorts  in  the  bench 
are  fitted  with  a  test  cock,  by  which  the  colour 


of  the  gas  can  be  ascertained,  as  this  acts  as  a 
guide  to  the  work  the  retort  is  doing.  The  gas 
^hould  be  of  a  pale  straw  colour ;  If  darker,  it 
is  assumed  that  the  temperature  is  too  high,  and 
either  the  heat  of  the  furnace  is  slkhtl^  reduced, 
or  a  little  more  oil  allowed  to  flow  in.  Each 
pair  of  10-inoh  retorts  is  capable  of  making 
450  cub.  ft.  of  gas  per  hour.  « 

The  tar  from  the  gas-oil  retorts  having 
proved  to  be  of  little  or  no  value,  from  time  to 
time  attempts  were  made  to  do  away  with  the 
production  of  liquid  residuals  as  far  as  possible 
in  the  manufacture  of  oil  gas,  so  that  a  deposit 
of  pitch  or  carbon  only  should  be  left  in  the 
retort.  In  1846  Hilary  tried  to  attain  Ma  end 
by  plskcing  condenser *^  tubes  above  the  retort, 
with  a  view  to  returning  any  liquid  that  con- 
densed back  to  the  retort,  where  it  would  be 
subjected  to  further  distillation,  the  ultimate 
products  beinf  gas  and  carbon  onl^.  This  idea 
was  improved  by  W.  Young,  in  his  process  for 
the  manufacture  of  oil  gas. 

In  Young's  process  the  oil  gas,  which  is 
obtained  by  retorting  the  oil  at  a  moderate 
temperature,  is  washed  by  the  oil  which  is 
flowing  into  the  retort,  and  in  this  way  all  con- 
densiUe  vapours  are  removed,  and  only  per- 
manent gases  allowed  to  pass  forward  to  the 
purifier.    As  the  oil  which  has  served  for  the 

'  B.  Llewellyn  Price, '^^^roc.'' Yiioo^.  Iiuitit.  Gas 
Eng.  1802. 
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washing  is  employed  for  the  manufacture  of  the 
gas,  any  permanent  gases  that  may  have  beon 
absorbed  are  driven  out  from  it  during  the 
retorting,  and  consequently  are  not  lost. 

The  retorts  are  of  cast  iron  and  about  10 
feet  in  length,  set  so  as  to  slope  downwards  to 
the  back ;  mouthpieces  and  ascension  pipes  are 
fitted  in  the  usual  way,  and  each  mouthpiece  has 
a  small  cock  for  testing  the  colour  of  the  gas, 
which  should  be  of  a  pale  straw  colour,  any 
deeper  tint  indicating  too  high  a  temperature 
and  undue  decomposition  of  the  oil.  The  in- 
flowing oil  is  admitted  through  a  small  tap 
about  2  feet  up  the  ascension  pipe,  and  drops 


through  the  ascending  gas  on  to  a  steel  plate, 
which  extends  about  3  feet  into  the  retort,  thus 
obviating  the  direct  impact  of  the  oil  on  to  the 
bottom  of  the  retort.  The  temperature  em- 
ployed is  between  SOO""  and  900  .  From  the 
ascension  pipes,  the  gas  passes  to  the  hydraulic 
main  at  the  back  of  the  retort  bench,  then 
through  a  horizontal  condenser  to  the  scrubber, 
and  finally  to  the  holder.  The  oil  cistern  is 
situated  above  the  scrubber,  and  the  oil  can  be 
led  through  all  or  any  of  the  sections  of  the 
scrubber,  after  which  it  passes  along  the  bottom 
of  the  horizontal  condensers  to  the  hydraulic 
main.    From  the  hydraulic  main  it  enters  a 


Fio.   I. 


small  cistern  fitted  with  an  indicating  float,  by 
which  the  flow  of  oil  into  the  retort  can  be 
regulated.  It  will  be  seen  that  in  this  system 
the  oil  is  always  travelling  in  an  opposite 
direction  to  the  now  of  gas. 

The  oil  used  is  *  blue  shale  oil  *  with  a 
specific  gravity  of  about  0  860.  Each  retort 
makes  500  cub.  ft.  of  gas  per  hour,  and  6^  owts. 
of  a  very  dense  graphitic  coke  is  left  in  the 
retort  for  each  ton  of  oil  decomposed.  When 
tested  on  the  photometer  in  burners  most 
suited  for  its  combustion,  the  gas  gives  an 
average  of  60  candle  power. 

The  composition  of  the  gases  made  by  the 
ordinary  ana  by  the  Young  process  is  shown  in 
the   following   analyses,   the  ordinary   oil  gas 


being  of  50  candle  power,  and  the  Young  gas 
60  candle  power  : — 


Unsaturated  hydrocarbons 

Saturated  hydrocarbons 

Hydrogen 

Carbon  dioxide 

Carbon  monoxide 

Oxygen  . 

Nitrogen 


Ordinary 

3316 

4515 

19*65 

0-50 

0-50 

0-60 

044 


Young 

43-83 

36-30 

16-85 

0-63 

0-00 

114 

1-25 


lOOOO      100-00 


In  using  oil  gas  for  lighting  railway  carriages 
and  buoys,  the  gas  is  forced  at  six  or  seven  atmo- 
spheres pressure  into  receivers  which,  in  the  case 
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of  railway  carriagee,  are  fixed  to  the  under  frame 
of  the  carriage.  These  receivers  are  connected 
Mrith  a  governor,  which  reduces  the  pressure  of 
the  gas  passing  through  it  to  1  or  2  inches  of 
water,  at  which  pressure  it  is  led  to  the  lam]^  in 
the  carriage  root.  The  gas  is  burnt  at  specially 
made  flat-flame  nipples,  consuming  about  a  foot 
of  gas  per  hour,  ana  at  this  rate  yields  a  light  of 
about  8  candles  per  burner. 

Improvements  have  been  made  from  time 
to  time  by  the  introduction  of  horizontal  flat 
flames  in  place  of  upright  flames,  by  the  use  of 
small  regenerative  burners,  and  also  by  increasing 
the  illuminating  value  of  the  oil  gas  by  ad- 
mixture with  acetylene,  but  the  neatest  advance 
that  has  been  made  is  due  to  the  utilisation  of 
oil  gas  in  the  incandescent  mantle,  which  was 
introduced  into  this  country  for  railway  lighting 
in  1904.  Until  the  inception  of  the  inverted 
incandescent  mantle,  its  use  for  such  a  purpose 
as  railway  lighting  was  not  very  successful,  as 
the  vibration  rapidly  destroyed  the  mantle,  and 
the  light,  being  thrown  in  an  upward  direction, 


As  already  mentioned,  when  oil  gas  is  com- 
pressed into  the  receivers  at  a  pressure  of 
about  100  lbs.,  about  a  gallon  of  liquid  hydro- 
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carbons  separates  from  1000  cub.  ft.  of  gas, 
occasioning  a  fall  In  illuminating  power  of  about 


Fio.  2. 

necessitated  the  use  of  reflectors.    With  the 
introduction,  however,  of  the  inverted  mantle, 
it  was  found  that  the  suspension  of  the  mantle 
on  its  frame,  which  merely  rested  on  catches  . 
forming  part  of  the  nozzle  of  the  burner,  acted 
as  a  satisfactory  anti-vibrator,  rendering  the  , 
mantle  far  less  uable  to  be  effected  by  shock,  , 
whilst  in  the  event  of  an  unusually  violent  jar 
breaking  it,  it  is  still  held  in  position  by  a  wire  ; 
cage,  wnich  keevs  it  in  contact  with  tlie  flame,  | 
and  ensures  a  light  until  the  mantle  can  be 
replaced. 

The  high  calorific  value  of  oil  gas,  which  , 
averages  1000  B.Th.(J.  per  cub.  ft.,  or  double  i 
that  of  London  coal  eas,  enables  it  to  be  burnt 
in  very  small  atmospheric  burners  and  mantles, 
so  that  a  consumption  of  0'6  cub.  ft.  per  hour 

S'ves  24  candles  of  illumination,  thus  trebling  \ 
Le   efficiency   of   the  lighting,    whilst   nearly 
halving  the  consumption. 

Fig.  2  shows  the  arrangement  of  the  lantern  . 
and  burner  as  used  for  railway-carriaffe  lighting, 
whilst  Figs.  3  and  4  show  the  genenu  construc- 
tion of  gas  buoys  and  burners  showing  a  flash 
light. 


VCRTICAL.       tfl^KSJUJliMf  SECTION  OP 
0A8  RCOULATOR   li    FLASHING  APPARATUS 


PLAN  OF    FLASHING  APPARATUS 

Fio.  4. 

10  candles.  This  is  also  observed,  but  to  a 
smaller  extent,  in  compressing  a  rich  coal  gas. 
This    liquid  contains  as  its  main  constituents 
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benzene,  toluene  and  hydrocarbons  of  theethylene 
(G  JSt*)  gvoup  up  to  normal  heptylene,  together 
with  some  naphthenee  and  very  small  qaantitioB 
of  other  benzenoid  hydrocarbons. 

The  tar  formed  during  the  ordinary  process 
of  manufacturing  oil  gas  amounts  to  alx)ut  6 
gallons  for  each  1009  cubic  feet  of  gas.  But 
little  use  has  been  found  for  it.  It  contemns 
only  very  small  quantities  of  phenols  or  basic 
constituents.  In  most  cases,  it  is  burnt  beneath 
the  retorts.  One  of  the  chief  points  in  Young's 
process  of  making  oil  gas  was  that  the  tor  is 
entirely  got  rid  of,  ai|d  a  very  dense  and  valuable 
form  of  carbon  obtamed  instead.       V.  B.  L. 

GAS,  PRODUCER,  v.  Fuel  aitd  Qas, 
Watbb. 

GAS  WARFARE.  The  first  attempt  to  use 
poison  gas  in  modem  warfare  was  maoe  by  the 
Germans  in  April,  1915,  when  they  liberated 
laige  quantities  of  chiorine  from  cylinders  of 
the  liquefied  gas  in  the  Ypree  salient.  An 
efficient  protection  asainst  it  consisted  of  pads 
of  cotton  wool  or  a  flannel  bag  soaked  in  solu- 
tions of  sodium  thiosulphate  and  carbonate, 
contained  in  a  helmet  fitted  with  a  mica  window. 
Subsequently,  in  December,  1915,  the  Germans 
made  use  of  phosgene  gas,  for  which  sodium 
phenate,  mixed  with  hezamethylenetetramine, 
contained  in  a  box  respirator,  was  found  to  be 
a  suitable  protection.  *  Activitated '  charcoal, 
or  charcoal  and  alkaline  permanganate,  have 
also  been  employed.    Attacks  by  gas  clouds 


were  soon  replaced  by  '  gas  shells  ' — ^that  is,  by 
shells  containing  toxic  materials  which  could 
be  vapourised  or  '  atomised '  by  the  explosion. 
The  filrst  to  be  used  was  the  so-called  '  tear  *  or 
'  lachrymator  '  shell  containing  xylyl  or  benzyl 
bromide,  afterwards  replaced  by  the  highly- 
poisonous  tricMoromeihffl  ekhroformaU 
ClCOOCCl,;  by  the  'mustard  gas,*  dicJUoro- 
diethyl  sidphide  (GHiGlCHJ^S,  which  has  no 
immediate  effect  upon  the  eyes  beyond  a  slight 
irritation,  but  produces  extremely  painful 
after-effects ;  the  eyes  sweU  and  blister,  the 
nose  discharges  freely,  and  coughing  and 
vomiting  occur.  Direct  contact  wiUi  the  skin 
also  produces  blistering,  and  the  concentrated 
vapour  penetrates  clotUnff . 

In  addition  to  these  substances,  the  Germans 
at  various  times  made  use  of  phenyl  carbylamine 
chloride,  a  'lachrymator*;  '  diphenyl^Moro- 
arsine,  a  *  sneezins  gas ' ;  tUlyl  iso-ihiocyanaU, 
brominated  meihyT'eihyl'ketone,  dUfromo-keUme, 
chloropicrin,  dichloro-methyl-elher,  and  dvlpkw 
irioxide.  In  hand-^nades  they  employed 
6fomo-aeeton«,  bromtncy  ehloro-acdonef  MorO' 
sulphonic  acid,  dimethyl  sulphate,  and  methyh 
chioro'sulphonate  (Auld,  J.  Wash.  Acad.  Sci. 
1918,  8,  46  ;  J.  8oc.  Chem.  Ind.  1918,  127,  B). 

The  following  table,  from  Moureu*s  La 
Ghimie  et  La  Guerre  (Masson  et  Gie,  Paris), 

fives  a  list  of  various  toxic  substances  used 
y  the  Germans,  with  their  physiological  pro- 
perties, and  the  dates  of  their  fiist  employment. 


Date  when  first  used 
on  the  field  ot  battle 

1916 
April  .     . 
June  .     . 
June  .     . 
July   .     . 

August     . 

August 

August    .. 

1916 
July   .     . 

December 

1917 
May   . 

July   •     . 

September 

September 

1918 
April  .     . 

April  .     . 

June. 
September 


Name  of  substance 


Chlorine  (gas) 

Bromine  (Uquid)      .... 
Benzylbromide  (liquid) 
Bromoacetone  (liquid) .     .     . 

Methyl        chloro  -  sulphonote 

(liquid) 
Chloromethyl      chloroformate 

(liquid) 
Bromomethyl        ethylacetone 

(liquid) 

Trichloromethyl  chloroformate 

(liquid) 
Phosgene  (gas) 


Chloropicrin  (Uquid)     .     .     . 

"  Musterd      gas "       (yp^rite) 
(liquid) 

Diphenylchloro-arsine  (solid)  . 
Phenyldichloro-arsine  (liquid) . 
Phenylcarbylamine       chloride 
(Uquid) 

Ethylarsine  dichloride  (Uquid) 

Ethylarsine  dibromide  (Uquid) 

Diphenylarsine  cyanide  (soUd) 
N-Ethylcarbazol  (soUd)      .     . 


Chemical  formula 


C.H,— CHjBr 
CH,"-CO— CHjBr 

^^•<OCH, 
CI— COOCH.Cl 

CH,— CO— CHBi^CH, 

CI— COOCCi, 
COCl, 

CC1,N0, 

^j^CH,.CH,Cl 
^<CH,.CH5C1 

(C.H,),AsCn 

C-H-AsCl, 

C.IIjN :  C :  CI, 

• 
C.HjAsCl, 

CjHjAsBr, 


(C^5),AsCN 

NCjIfjjgitized 


Physiological 
action 


Suffocating 
Suffocating 
Lachrymatory 
Suffocating, 
lachrymatory 
Suffocating 

Suffocating 

Suffocating, 
lachrymatory 

Suffocating 

Suffocating 


Suffocating, 
lachrymatory 
Suffocating, 
lachrymatory, 
I    vesicant 
i)  Suffocating, 
')  sternutatory 
Nauseous  and 
toxic 

Toxic, 

sternutatory 
Toxic, 

stemutetory 
Stemutatoiy 
Sternutatory 


tizedbyCoOgle 
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GAS,  WATER,  is  the  term  applied  to  the 
impure  gaseous  mixture  of  hydrogen  and  oxides 
of  carbon  formed  when  steam  is  passed  through 
incandescent  carbon,  an  action  which  was 
probably  discovered  by  Fontana  in  the  eighteenth 
century,  and  was  undoubtedly  known  to 
Lavoisier  who,  in  1793,  noticed  that  when 
steam  was  passed  over  incandescent  carbon, 
hydrogen  and  carbon  monoxide  were  produced. 

The  first  attempt  to  utilise  water  gas  on  a 
commercial  scale  dates  back  to  1824,  when 
Ibboteon  sought  to  increase  the  volume  of  gas 
distiUed  from  his  retorts  by  injecting  steam  into 
the  red-hot  coke  remaining  at  the  end  of  the 
period  of  carbonisation.  This  idea  has  been 
revived  on  many  occasions,  but  so  long  as  the 
horizontal  retort  remained  in  general  use  for 
the  purpose  of  distiUine  coal,  Uie  process  was 
found  to  be  impracticaSe.  With  the  introduc- 
tion of  the  vertical  retort,  however,  the  system 
of  *  steaming '  was  again  experimented  with, 
and  has  now  been  fairly  generally  adopted  with 
a  ffood  deal  of  success.  The  original  practice  of 
admitting  the  steam  to  the  retort  when  the 
greater  part  of  the  coal  gas  has  been  evolved 
has  Kiven  way  to  the  more  effective  method 
of  admitting  a  restricted  quantity  during  the 
whole  period  of  distillation. 

The  extent  of  the  water-gas  industry  in 
this  country  is  shown  by  the  statistics  issued 
by  the  Board  of  Trade,  which  indicate  that 
annually  approximately  24,000  million  cubic  feet 
are  generated.  The  number  of  gas  works  pro- 
ducing the  gas  is  148,  of  which  101  are  com- 
panies, and  47  undertakings  belonging  to  local 
authorities.  The  world^s  output  of  water  gas  is 
in  the  neighbourhood  of  120  million  cubic  feet 
per  annum. 

When  steam  is  passed  through  a  mass  of 
heated  carbonaceous  material,  the  composition 
of  the  gas  formed  will  vary  with  the  tempera- 
ture, and,  to  a  less  extent,  with  other  factors, 
such  as  the  rate  of  flow  and  quantity  of  steam. 

It  is  found  by  experiment  that  at  tempera- 
tures about  600®  the  reaction  is  mainly  : 

C+2H,0=CO,+2H, 

the  quantity  of  carbon  monoxide  being  small, 
whilst  when  1000°  is  passed,  the  reaction  more 
nearly  approaches  C-fH,0=CO+H,. 

The  products  obtained  vary  with  the  tem- 
perature of  the  carbon  in  the  following  manner : 

Percentage  composition  of 
resulting  gas 

Temperature                         Garban  Carbon 

of  carbon       Hydrogen       dioxide  monoxide 

600®               66               30  4 

700®               65               29  6 

800®               62               23  16 

900®               64                 7  39 

1000®               60                2'  48 

The  value  of  water  gas  as  a  fuel  largely 
depends  on  keeping  the  percentage  of  can>on 
dioxide  and  nitrogen  as  low  as  possible,  and  it 
is  clear,  therefore,  that  the  temperature  of  the 
carbon  in  whatever  form  it  is  used,  must  be 
kept  at  or  above  1000®,  and  that  a  fall  in  tem- 
perature below  900®  causes  a  laige  increase  in 
the  carbon  dioxide. 

It  is  also  important,  in  order  to  keep  down 
the  percentage  of  carbon  dioxide,  to  avoid  any 
excess  of  stMm  over  the  quantity  that  can  hs 


520  p.c 
38-5  by 

volume 

4-5 

»> 

1-0 

t» 

40 

»f 

decomposed  by  the  red-hot  carbon,  as  at  tem- 
peratures   above    900®   some    of     the  ■  carbon 
monoxide    is    oxidised    by   steam    to    carbon 
dioxide,  according  to  the  equation : 
CO+H,0=.CO,-fH, 

a  reaction,  which,  being  reversible,  is  never  com- 
pleted, but  which  causes  a  serious  increase  in 
the  volume  of  carbon  dioxide  in  the  water  gas 
if  an  excess  of  steam  be  present. 

If,  however,  the  temperature  in  the  generator 
be  maintained  as  high  as  possible  throughout  the 
gas-making  'run,'  and  if  the  volume  of  s^^am 
u  carefully  adjusted,  in  practice  a  water  ^as 
is  obtained  with  approximately  the  following 
composition : — 

Hydrogen 
Carbon  monoxide 
Carbon  dioxide 
Methane 
Nitrogen 

Theoretically,  methane  should  be  absent, 
but  owine  to  the  impossibility  of  obtaining  coke 
entirely  &ee  from  hydrocarbon  bases,  a  sniall 
proportion  is  always  present.  It  is  possible, 
too,  that  catalytic  action  may  account  for  a 
small  •  quantity  of  this  gas.  In  addition, 
sulphuretted  hydrogen  is  evolved  to  the  extent 
of  about  120  grains  per  100  cubic  feet  (0*02  p.c. 
by  volume),  while  other  gaseous  sulphur  com- 
pounds, chiefly  carbon  disulphide,  are  present 
in  quantities  amounting  to  from  10  to  15  grains 
per  100  cubic  feet.  These  impurities,  however, 
aro  largely  dep^dent  upon  the  proportion  of 
sulphur  in  the  original  coke  employed. 

The  systems  which  have  oeen  introduced 
for  the  purpose  of  manufacturing  water  gas 
may  be  classified  under  the  following  neadings : — 

(1)  The  Continuous  System. 

(2)  The  Intermittent  System. 

(3)  The  Neat-Oxygen  System. 

(4)  Complete  gasification  of  coal  and  coke 
in  one  operation,  whereby  a  mixturo  of  coal 
gas  and  water  gas  is  obtained. 

Early  attempts  to  manufacture  water  gas  by  a 
continuous  process  in  which  steam  was  passed 
through  coke  contained  in  an  externally  heated 
generator  failed  for  the  reason  that  to  make 
water  gas  successfully  the  coke  must  be  main- 
tained in  a  state  of  incandescence.  Since  the 
decomposition  of  the  steam  absorbs  more  heat 
than  is  emitted  in  the  formation  of  the  water 
ffas,  the  coke  charge  cools  more  rapidly  than  the 
heat  can  be  imparted  to  it  throu^n  the  fire-clay  , 
walls  of  the  generator.  Acoordin||ly,  when  the 
temperature  falls,  the  carbon  dioxide  is  formed 
in  such  quantities  as  to  render  the  process 
uneconomical. 

In  1849  GiUard  introduced  a  process  in 
which  he  adopted  the  entirely  new  idea  of 
raising  the  temperature  of  the  carbonaceous 
fuel  by  blowing  air  on  to  it  instead  of  heating 
it  in  a  retort  fired  from  without;  having 
raised  the  fuel  to  incandescence  by  its  own 
partial  combustion,  he  then  shut  off  the  air 
supply  and  passed  steam  through  the  fuel,  until 
the  temperature  was  so  reduced  as  to  necessitate 
a  fresh  blowing  up  by  air.  It  is  this  principle 
of  *  blow  and  run  *  which  has  since  been  employed 
in  all  the  water-gas  processes  which  hayeAad 
any  claims  to  success.  ^ 
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After  Gillard*s  time,  numerous  other  attempts 
were  made  to  introduce  water  gas,  but  nothing 
of  iinportance  was  done  until  1875»  when  Lowe 
and  Tessi^  du  Motay,  in  Amerioa,  inaugurated 
the  present  carburetted  water-gas  systems. 

A  scientific,  and  probably  a  not  impractic- 
able, system  is  that  embodymg  the  use  of  neat 
oxygen.  The  process  is  operated  on  continuous 
lines,  and  results  in  a  gas  practically  free  from 
nitrogen,  but  containing  60-70  p.c.  of  carbon 
monoxide.  Steam  is  admitted  to  the  base 
of  the  generator  in  the  ordinary  manner ;  and 
alonff  with  it  is  passed  a  stream  of  pure  oxygen. 
In  tnis  way,  whilst  steam  is  oombming  wiUi  a 
portion  of  the  carbon  to  form  water  sas,  the 
heat  lost  by  the  endothermio  nature  of  we  reac- 
tions is  replaced  by  the  exothermic  combination 
of  the  oxygen  with  part  of  the  carbon.  If 
steam  and  oxyeen  are  regulated  in  accordance 
with  theoreticiu  requirements  the  process  will 
proceed  with  little  troubla  R.  P.  Pictet  has 
recently  proposed  to  employ  such  a  mixture, 
which  IS  admitted  through  a  tube  of  refractory 
material  into  the  centre  of  the  charge  in  the 
generator  in  such  proportions  that  the  tempera- 
ture of  the  charge  is  maintained  at  about  IdOO"". 
Practically  pure  water  gas  is  drawn  off  and  is 
scrubbed  and  stored  in  uie  usual  way. 

The  fact  that  water  gas  contains  oyer  90  p.c. 
of  combustible  ^ases,  whilst  the  ordinary  pro- 
ducer gas  contains  only  30  p.c.,  soon  attracted 
the  attention  of  some  European  engineering 
tirms,  who  reauired  an  intense  heat  for  weldins 
purposes,  and  in  the  eariy  eighties  seyenu 
plants  were  installed  in  Europe  for  welding 
tubular  boilers  and  other  work  of  t&e  same 
character. 

i^Yom  a  historical  point  of  yiew,  it  is  interest- 
ing to  note  that  the  generator  then  employed 
consisted  of  a  cupola  furnace,  about  2M)  leet 
in  height  and  7  feet  in  diameter,  lined  with  fire- 
brick, with  a  constriction  a  short  distance 
aboye  the  hearth,  the  fire-brick  being  protected 
at  this  point  by  a  water-cooled  ring.  An  air 
blast  was  admitted  below  the  water-cooled 
ring, 'and  in  about  10  minutes  the  ignited  fuel 
was  raised  to  incandescence.  The  air  blast 
was  then  cut  off,  steam  was  admitted  aboye 
the  top  of  the  fuel,  and  passing  down  through 
it,  became  oonyerted  into  water  gas,  which 
escaped  by  the  same  opening  as  tlukt  through 
whion  the  air  blast  was  admitted,  this  beins 
opened  and  closed  by  means  of  a  water-coolea 
Slide  yalye  of  such  construction  that  it  was 
impossible  for  any  explosiye  mixture  of  water 
gas  and  air  to  'be  £>rmed.  The  water  gas 
passed  on  to  purifiers,  which  remoyed  sul- 
phuretted hydrogen  and  carbon  dioxide,  and 
the  gas  was  then  stored  in  gas  holders.  The 
fuel  was  fed  into  the  generator  at  the  top, 
which  was  closed  by  a  cone ;  the  whole  of  the 
steam,  air,  and  water-gas  pipes  being  goyemed 
by  an  arrangement  of  leyer  yalyes  which 
rendered  any  explosiye  mixture  impossible. 
This  form  of  apparatus  was  installea  at  the 
Leeds  Forge  in  1887. 

The  impure  mixture  of  hydrogen  and  carbon 
monoxide  made  by  such  processes  bums  with  a 
blue  non-luminous  flame,  and  is  technically 
known  as  '  blue  water  gas,*  to  distinguish  it 
from  the  mixture  of  water  gas  and  oil 


gas  ; 
which,   introduced  in  America   in   1875,   had  .  actual  amount  yaries  in  practice  J 


aohieyed  a  great  success,  and  was  largely  used 
as  a  substitute  for  coal  gas  under  uie  name 
of  '  carburetted  water  eas.  ° 

The  increase  in  the  price  of  cannel  coflJ 
led  English  gas  managers,  in  1889,  to  turn 
their  attention  to  the  American  practice  of 
mixing  carburetted  water  eras  with  the  coal 
gas  in  order  to  TsAee  its  ifluminating  power. 
The  process  was  adopted  by  the  Gas  Ught  and 
Coke  Company,  and  is  now  used  as  an  auxiliary 
to  coal  gas  in  nearly  eyery  large  gas  works  in 
Ckeat  Britain. 

The  reasons  that  preyented  the  rapid  pro- 
gress of  the  *  blue  water  gas,*  except  for  special 
purposes,  are  larsely  to  be  found  in  its  poisonous 
properties  and  tne  uneconomic  conditions  of  its 
manufacture  at  this  period. 

It  has  been  shown  that  in  the  formation  of 
water  gas  the  perfect  decomposition  would  be 
represented  by  the  equation  : 

C+H,0=H,-fCO 
A  unit  weight  of  hydrogen  in  burning  to  water 
giyes  out  £&,500  calories,  and  as  2  units  bum 
to  form  18  of  water,  the  heat  eyolyed  during 
its  production  will  be  34,500  x  2=69,000  calories : 
when  the  18  units  weight  of  water  are  again 
decomposed,  this  amount  of  heat  will  again 
*be  absorbed.  In  this  case,  howeyer,  the  water 
has  had  to  be  conyerted  into  steam,  and  so 
contains  an  amount  of  heat  equal  to  l^o  latent 
heat  of  steam  plus  the  heat  used  to  raise  it  to 
the  boiling-point.  The  latent  heat  of  steam  is 
636  cidories  per  unit  weight  of  water,  and  to 
allow  for  the  heat  necessary  to  bring  it  up  to 
the  boiling-point,  this  is  generally  called  600. 
In  the  present  case,  we  are  dealing  with  18  units 
of  water  as  steam,  so  the  heat  present  in  it  will 
be  600  X  18=10,800  calories,  and  the  extra  heat 
used  up  in  decomposing  the  18  units  weight  of 
water  will  be  69,000-10,800=68,200  calories. 

The  water  haying  been  decomposed,  its 
oxygen  sb  ayailable  to  bum  the  12  units  of 
carTOn  to  carbon  monoxide,  and  as  in  doing 
this  one  unit  of  carbon  emits  2489  calories, 
the  12  will  yield  2489x12=29,868  calories. 
If  this  be  deducted  from  the  preyious  heat 
deficit,  the  result  is  : 

-68,200 

-f  29,868 

-28,332 
or  a  shortafle  of  28,332  for  the  12  units  of 
carbon,  or  2361  for  one.  If  the  units  be  taken 
as  lbs.,  1  lb.  of  carbon,  in  decomposing  1-6  lbs. 
of  steam  to  hydrogen  and  carbon  monoxide, 
uses  up  2361  calories.  In  order  to  obtain  this 
amount  of  heat,  1  lb.  of  carbon  may  be  burnt 
to  carbon  monoxide  by  an  air  blast,  so  obtaining 
2489  calories,  so  that,  theoretically,  it  should  be 

Cible  to  set  the  required  balance  of  heat  by 
ung  half  the  fuel  by  an  air  blast  to  producer 
ffss,  and  by  a  steam  jet  oonyerting  the  remaining 
half  to  water  gas. 

In  practice,  howeyer,  the  loss  of  heat  taking 

place  from'  the  escape  of  the  hot  producer  gas, 

radiation,  Ac,  necessitates  the  air  blast  being 

continued  until  a  far  higher  proportion  of  the 

carbon  in  the  fuel  has  l^en  consumed,  and  by 

I  this  prooess,  instead  of  60  p.c.  of  the  carbon  of 

I  the  fuel  being  oonyerted  mto  water  gas,  the 

,  actual  amount  yaries  in  practice  from  25  to  80 
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p.c.  In  other  wordo,  from  throe  to  lour  times  ! 
as  muoh  coke  is  consumed  duzing  the  *  blow '  : 
as  dnring  the  gas*makiiig  *  nm.* 

In  making  water  gas  by  such  prooesses  as 
that  which  was  employed  at  the  Leeds  Foige, 
fuel  in  the  cupola  is  nrst  raised  to  incandescence 
by  the  combustion  of  a  portion  of  it  under  the 
iimuenoe  of  an  air  blast,  an  operation  giving  as 
a  gaseous  product  a  producer  gas  of  the  com- 
position : 


Nitrogen 
Carbon  monoxide 
Carbon  dioxide 
Hydrogen 


64-5 

29-0 

4-0 

2-6 


A  thousand  cubic  feet  of  water  gas  contain, 
of  combustible  constituents  : — 


Hydrogen 
Carbon  monoxide 


2-75  lbs. 
30-00   „ 


and  the  thermal  value  will  be  represented  by  : 

(2-75  X  34,500) +(30  X  2435)=^  167,925  calories 

The  thermal  value  of  the  60  lbs.  of  carbon, 
however,  used  in  making  the  water  gas  would  be : 

8137  X  60=488,220  calories 

In  other  words,  the  water  gas  formed  has  only 
just  about  30  p.c.  of  the  heating  value  of  the 
carbon  from  which  it  has  been  formed,  and 
this  loss  of  70  p.c.  of  the  calorific  value  renidered 
the  use  of  water  s  as  as  made  by  the  old  European 
process  impossiUe,  save  for  special  purposes. 

When,  nowever,  the  producer  gas  can  be  at 
once  led  awav  and  burnt  whilst  hot  for  any 
purpose,  another  223,328  thermal  units  will  hd 
produced,  bringing  the  total  calorific  value  of 
the  two  gases  up  to  neail^  80  p.c.  of  the  value 
of  the  carbon  used  in  generating  them. 

If  these  conditions  could  have  been  satisfied 
in  the  early  days  there  is  no  doubt  that  water 
ffas  would  long  ago  have  been  highly  successful, 
but  inasmuch  as  tiie  producer  gas  is  four  times 
greater  in  volume  tmud  the  water  gas  made, 
and  as  the  ^ases  are  produced  int^mittently 
and  not  contmuously,  we  difficulty  of  utilising 
both  was  almost  insurmountable,  as,  if  storage 
had  been  provided  for  the  producer  gas,  the 
gas  holder  room  required  would  have  been 
enormous,  whilst  allowing  it  to  cool  down  would 
have  rendered  it  hardly  worth  burning.  In 
some  few  of  the  later  installations,  the  producer 
gas  has  been  successfully  used  in  firing  boilers 
and  other  work  of  the  same  character,  and  in 
this  way  the  efficiency  of  the  manufacture  of 
*  blue  *  gas  has  been  greatly  increased. 

When  the  manufacture  of  carburetted 
water  gas  was  first  successfully  carried  out  by 
Lowe  and  Teesi6  du  Motay,  it  became  at  once 
apparent  that  the  producer  gas,  the  loss  of 
wnich  had  crip^lea  all  water-gas  processes, 
could  be  utilised  in  raisinff  chambers  filled  with 
chequer  brickwork  to  the  high  temperature 
needed  to  decompose  the  oils,  and  so  furnish 
the  oil  gas  which,  when  mixed  with  the  water 
gas,  rendered  the  latter  luminous.  It  was,  by 
thus  making  the  carburetted  water-gas  plant  a 
perfect  heat  machine,  that  its  greatest  success 
was  achieved,  as  in  raising  the  fuel  to  incandesc- 
ence the  producer  gas,  with  all  its  heat  in  it, 
was  at  once  burnt  with  a  fresh  supply  of  air 
in  the  super-heating  chambers,  the  practical  loss 


of  heat  taking  place  throughout  the  whole 
apparatus  being  reduced  to  a  minimum. 

In  all  attempts  to  make  water  gas  prior  to 
1896,  the  inoancEescence  of  the  fuel  was  always 
attained  by  using  the  air  blast  with  so  deep  a 
bed  of  fuel  that  the  carbon  monoxide  and 
residua]  nitrogen  of  the  air  formed  the  chief 
gaseous  products.  It  must  be  remembered 
that  when  1  lb.  of  carbon  combines  with  oxygen 
to  form  carbon  monoxide,  as  when  fomung 
producer  gas,  only  2489  calories  are  developed, 
whilst  if  air  be  present  in  sufficient  quantity 
to  bum  the  carbon  completely  to  carbon 
dioxide,  the  amount  of  heat  which  is  evolved 
is  3-27  times  as  gieat,  i.e.  1  lb.  of  carbon  gives 
out  8137  calories. 

A  process  was  devised  by  Mr.  Carl  Dellwik, 
in  which  this  fact  was  utilised  by  adjusting 
the  air  supply,  and  by  keeping  the  level  of  the 
incandescent  fuel  in  the  generator  at  a  nearly 
constant  height. 

Under  these  conditions  Dellwik  claimed  that 
producer  gas  ceased  to  exist  as  a  by-product, 
80  that  the  gases  resulting  from  the  '  blow ' 
consisted  merely  of  incombustible  products, 
with  a  corresponding  saving  in  fuel.  It  may  be 
said,  however,  that  although  in  pi|bctice  the 
quantity  of  carbon  monoxide  present  in  the 
'  blow  *  gases  was  certainly  reduced  in  Bellwik's 
plant,  it  was  never  possible  to  obtain  a  gas 
entirely  free  from  it.  The  chief  advantage  of 
this  type  of  apparatus  was  the  proportionate 
mciease  obtained  in  the  gas-making  period 
owing  to  the  reduction  effected  in  the  penod  of 
blowing. 

In  the  old  'European'  process,  it  was 
necessary  to  blow  for  nearly  10  minutes  to 
bring  the  fuel  bed  up  to  the  right  temperature, 
whilst  the  period  dunng  which  Uie  incandescence 
was  sufficiently  great  to  decompose  the  volume 
of  steam  used,  limited  steaming  to  4  or  5 
minutes,  whereas  in  the  Dellwik  process,  the 
period  of  blowing  rarely  exceeds  2  minutes,  and 
it  is  possible  to  steam  for  about  7  minutes, 
much  depending  upon  the  nature  and  condition 
of  the  fuel. 

The  Dellwik  generator  consists  of  a  sheet- 
iron  shell,  lined  with  fire-brick,  which  contains 
the  fuel— coke;  below  the  grate  level  is  the 
yalve  for  the  air  blast,  whust  steam  can  be 
admitted  either  at  the  top  or  bottom  of  the 
generator.  The  water  gas  is  provided  with 
two  outlets,  one  at  the  top  and  the  other  at  the 
bottom,  connected  by  a  three-way  valve.  A 
central  stack  valve,  geared  with  the  air-blast 
valve,  allows  the  products  of  the  'blow*  to 
pass  away,  and  through  it  the  fuel  is  fed  into 
the  generator.  In  practice,  the  generator  is 
filled  to  the  proper  level  with  coke,  which  is 
blown  up  to  incandescence  with  the  air  blast, 
the  prooucts  passing  off  through  the  central 
stack.  When  the  right  temperature  is  attained, 
the  air  is  cut  off,  the  central  valve  being  simul- 
taneously closed,  and  steam  is  admitted  at  a 
carefully  regulated  rate,  which,  passing  either  up 
or  downwards  through  the  coke,  is  decomposed 
into  water  gas.  The  sas  escapes  at  either  of 
its  outlets  into  a  scrubber,  where  it  meets  with 
a  stream  of  water  trickling  over  coke;  this 
cleanses  and  washes  the  gas,  which  is  then 
stored  in  a  holder.  When  the  temperature  of 
the  fuel  has  fallen  to  a  point  at  which  carbon 
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dioxide  is  formed  in  oxcess,  the  steam  is  shut 
ofif,  and  the  fuel  asain  raised  to  bright  incan- 
descence by  the  air  olast. 

Another  water  gas  process,  chiefly  employed 
for  the  manufacture  of  *  blue '  gas,  is  that  due 
to  Kramers  and  Aarts.  This  process  originated 
on  the  Continent,  but  seyeral  installations  are 
now  in  operation  in  this  country.  The  novelty 
in  this  apparatus  consists  in  having  two  eenera- 
ton  with  a  regenerating  chamber  filled  with 
chequer  brickwork  behuid  them,  so  that  when 
the  coke  in  the  generators  is  being  raised  to 
incandescence  by  the  air  blast,  any  carbon 
monoxide  that  it  may  contain  can  be  burnt  by 
an  extra  air  supply  in  the  regenerating  chamber 
to  heat  the  chequer  work,  so  that  the  products 
escaping  up  the  chimney  consist  of  the  pro- 
ducts of  complete  combustion  only,  and  the 
heat  which  they  contain  is  further  utilised  to 
raise  the  temperature  of  the  extra  air  reqmred 
for  the  combustion  in  the  senerator.  When 
the  right  temperature  of  the  fuel  in  the  generators 
has  been  attained,  steam  is  blown  m  at  the 
bottom  of  the  first  generator,  the  steam  being 
in  excess;  the  resulting  mixture  of  hydrogen, 
carbon  dioxide,  carbon  monoxide,  and  steam  is 
then  passed  through  the  regenerator,  where 
it  is  highly  heated,  and  traverses  the  second 

generator,  entering  at  the  top  and  passing 
ownwards  throuffh  the  coke.  By  this  arrange- 
ment, the  carbon  dioxide  produced  by  the  excess 
of  steam  in  the  first  generator  becomes  reduced 
to  carbon  monoxide,  whilst  any  excess  of  steam 
is  also  decomppsed  into  hydrogen.  Inasmuch 
as  in  this  generator  the  hottest  portion  of  the 
fuel  will  be  at  the  bottom,  where  the  air  blast 
has  come  more  thoroughly  in  contact  with  it, 
the  gases  finally  leave  the  mass  of  fuel  at  the 
point  of  highest  temperature. 

It  is  w«l]  known  that  when  steam  is  forced 
in  a  contrary  direction  to  that  in  which  the 
air  blast  has  been  driven  through  the  senerator, 
the  proportion  of  carbon  dioxide  is  always  lees 
than  when  the  steam  passes  in  the  same  direc- 
tion as  the  air  blast,  and  this  principle  has  been 
used  in  many  forms  of  venerator. 

The  alterations  that  have  taken  place 
during  the  last  few  years  in  the  manufacture 
of  water  sas  have  practically  doubled  the  pro- 
duction of  gas  per  unit  weight  of  fuel  used  in 
the  generator.  The  result  of  several  years* 
practical  working  at  the  Leeds  Forge  with  the 
old  '  European  *  generator,  in  which  during  the 
*  blow  *  producer  sas  was  formed,  gave  as  an 
average  34,000  cubic  feet  of  water  gas  per  ton 
of  coxe  in  the  generator,  but  when  this  was 
replaced  by  the  Dellwik  generator,  it  was 
found  that  the  gas  coke  of  reasonable  quality 
and  not  containing  more  than  8  p.c.  of  ash, 
the  yields  rose  to  over  66,000  cubic  feet  per  ton, 
and  under  special  conditions  as  much  as  70,000 
cubic  feet  could  be  made. 

Gas  coke  is  the  fuel  most  often  employed 
in  this  country  in  the  generator,  and,  for 
effective  working,  attention  should  be  paid  to 
the  size  of  the  coke  used.  Small  sizes  can  be 
used  only  in  the  smallest  generators,  and  if  the 
coke  is  too  much  crushed  or  contains  dust,  the 
dust  chokes  the  air  spaces  between  the  pieces 
of  coke  and  forces  the  blast  and  steam  to  form 
channels,  so  lessening  the  surface  of  the  incan- 
descent fuel  exposed  to  the  rapidly  flowing 


gases.    At  the  same  time,  the  coke  must  not  be 

;  too  large,  as  that  again  reduces  the  surface 

exposed  per  cubic  foot  of  generator  space.    If 

it  IS  possible  to  select  the  sise  of  coke  for  any 

ordinary-sized  generator,  coke  which  will  not 

pass   through   a  3-inch   mesh,   but  will  pass 

through  a  5-inch,  will  |;ive  an  exposure  of  about 

10  square  feet  per  oabic  foot  of  generator  space, 

I  whilst  if  the  size  be  reduced  so  that  it  wiQ  not 

,  pass  through  a  1|  mesh,  but  will  pass  through 

a  2i,  the  surface  of  fuel  exposed  is  nearly  doubled, 

;  and  a  mixture  of  these  two  sizes  will,  with 

any  ordinary  generator,  sive  the  best  results.  ^ 

The  consumption  of  steam,  as  found  in 
practice,  for  the  manufacture  of  water  gas, 
usually  amounts  to  from  27  to  30  lbs.  per 
1000  cubic  feet  of  gas  generated.  As  regards 
the  quantity  of  coke  usmI  in  the  generator  this 
varies  in  accordance  with  the  type  of  plant  in 
use.  With  apparatus  of  the  Lowe  type  a  figure 
of  35  lbs.  of  coke  per  1000  cubic  feet  of  gas  is 
probably  the  most  favourable,  but  some  reduc- 
tion on  this  may  be  expected  in  those  cases 
where  the  pan  coke  is  extracted  from  the 
generator  refuse,  and  deducted  from  the  total 
weight  of  coke  shot  into  the  generator.  Plants 
designed  essentially  for  the  pr^uction  of  '  blue  * 
ffas  are  generally  able  to  economise  in  the 
direction  of  fuel,  and  figures  so  low  as  25  lbs. 
of  coke  per  1000  cubic  feet  have  been  obtained. 
These  figures,  as  in  the  case  of  that  given  for 
the  Lowe  plant,  are  exclusive  of  the  fuefrequired 
in  the  boilers  for  steam  raising.  The  steam- 
raising  plant  will,  with  the  mixture  of  breeze 
and  coke  usually  employed  on  gas  works,  require 
an  additional  12  to  15  lbs.  of  fuel  per  1000 
cubic  feet  of  gas  made. 

The  cost  of  manulkcturing  water  gas  inust, 
of  course,  largely  depend  upon  the  prevailing 
value  of  the  raw  materials  employed,  and  more 
especially  (in  the  case  of  the  carburetted  gas) 
upon  the  cost  of  the  oil  utilised.  The  oil,  in 
fact,  in  normal  times,  may  represent  from 
60  to  05  p.c.  of  the  total  cost,  and  lor  this  reason 
it  will  be  appreciated  that  the  manufacture  of 
^  blue  *  gas  is  a  very  much  less  costly  undertaking 
than  is  the  case  with  a  carburetted  sas.  The 
conditions  brought  about  by  the  £uropean 
war  were  responsible  for  drastic  changes  in  the 
degree  of  carburation  which  was  possible,  for 
whereas,  just  prior  to  the  outbreak  ofhostilities, 
the  oil  could  oe  obtained  for  little  more  than 
2d,  per  gallon,  it  rose,  after  3}  years  of  war,  to 
neany  U.  6d.  per  gallon.  In  fact,  its  scarcity, 
owing  to  the  shipping  position,  was  such  that 
gas  companies  throughout  the  country  were 
rationed  in  the  way  of  supplies. 

The  cost  of  manufacturing  carburetted  water 
rose  during  the  war  to  nearly  2«.  per  1000 
cubic  feet,  in  spite  of  a  reduction  in  carburation 
amounting  to  60  p.  c.  That  price,  however,  was 
largely  artificial,  and  caimot  be  taken  as  indica- 
tive oi  normal  expenditure.  For  this  reason  the 
analysis  of  costs  prevailing  just  prior  to  the 
war  is  given  on  p.  366. 

The  cost  of  *  blae  '  water  gas  will  be  prac- 
tically in  agreement  with  the  above  after  the 
charges  for  oil  have  been  deducted,  while,  so 
far  as  residuals  are  concerned,  there  will  be  no 
revenue  from  tar.  On  this  basis  it  will  be 
seen  that  'blue'  gas  costs  approximately 
HIW.  per  1000  cubic  feet.    As  regards  capital 
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Cost  of Manufaotubb  14 CandlbPowes Qas 

Oil,  2  galls,  per  1000  cub.  ft. 

tktid,.         .         .         .  8<{.perl000oab.ft. 

Coke,  for  generators  3*5a.        ,,        „ 

„     for  steam  raisixig     .  l'5d,        „        „ 

Wages    ....  l-5d. 
Wear  and  tear,  including 

labour  and  materials     .  1*0(2.        „        „ 

Water    ....  OO&I.      „        „ 


ToUl 
Leas  residuals : 
Tar  . 

Pan  Coke    . 
Sulphur 


OM. 

0-07rf. 

0-03<i. 


Net  cost 


\5-56d. 


0-60d. 
14-9&I. 


outlay  much,  as  is  also  the  case  with  the  cost 
of  manufacture,  depends  upon  the  size  of  the 
unit,  but  approximately  a  complete  plant  of 
the  Lowe  type,  including  housing,  boilers, 
exhausters,  purifiers,  relief  holder,  ftc,  entailed 
in  pre-war  times  an  outlay  of  from  £20  to  £30 
per  1000  cubic  feet  capacity  per  day. 

In  the  original  plants  employed  in  the 
manufacture  of  carburetted  water  gas  it  was 
usual  to  spray  the  oil  direct  on  to  the  fuel  in 
which  it  was  generated.  This  procedure,  how- 
ever, proved  decidedly  wasteful,  with  the 
result  tnat  a  separate  vessel  was  soon  introduced 
for  the  purpoeee  of  carburation.  The  results 
obtained  from  the  carburetting  medium  will 
laigely  depend  upon  the  manner  in  which  the 
vessel  is  operated  and  maintained,  whiUt  the 
temperature  is  a  factor  of  considerable  import- 
ance. The  main  consideration  to  bear  in  mind 
is  that  the  heat  must  be  sufficient  to  crack  up 
the  oil  into  a  vapour  which  will,  as  far  as 
possible,  remain  as  a  permanent  gas,  but  the 
temperature  must  not  oe  so  great  as  to  cause 
degradation,  such  as  gives  rise  to  overcrackine 
and  the  deposition  of  free  carbon.  For  high 
results  in  the  direction  of  *  candles  per  gallon  * 
the  American  oil,  as  now  almost  universally 
used,  is  preferable,  decomposed  at  the  following 
temperatures : 

Carburettorr-from  1360^  to  1400**  Pahr. 
Superheatei^from  1400**  to  1460°  Fahr. 

The  oil  spray  is  a  matter  of  importance,  and 
thorough  atomisation  should  be  aimed  at.  For 
this  reason  it  is  preferable  to  inject  the  oil  into 
the  carburettor  at  a  pressure  of  from  80  to  100 
lbs.  per  square  inch.  The  figure  of  *  candles 
per  gallon  *  is  arrived  at  by  dividing  the  candle- 
power  of  the  gas  by  the  number  of  gallons  of  oil 
used  per  1000  cubic  feet  of  gas  made.  In 
practice  the  result  varies  between  7  and  8 
candles  per  gallon.  The  amount  of  gas  usually 
yielded  per  gallon  of  American  gas  oil  varies 
from  70  to  90  cubic  feet. 

With  the  exception  of  the  diluents  nitrogen 
and  carbon  dioxioe,  *  straight  or  blue '  gas  con- 
sists almost  solely  of  hydrogen  and  carbon 
monoxide.  A  small  percentage  of  methane  is 
usually,  but  not  necessarily,  present.  The 
final  composition  of  carburetted  water  gas 
depends  essentially  upon  the  proportion  of  oil 
used  in  its  manuiacture.  Under  anv  circum- 
stances, its  constituents  differ  materially  from 
those  of  coal  gas  of  the  same  lighting  and 


heating  quality.  The  following  table  gives  a 
comparison  between  the  compositions  of  coal 
gas  and  the  two  types  of  water  gas  : — 

•Blue' 
Carburetted     Water 
Coal  Gas  Water  Oas        Gas 

P.C.  P.O.  P.C. 

Hydrogen    .         .   49  370  620 
Carbon  monoxide.     9  360  38  0 
Carbon  dioxide     .     3*6  4*6  4*6 
Methane      .         .   270  llO     .        10 
Unsaturated  hydro- 
carbons   .         .40  80  nil. 
Nitrogen      .         .7*6  4*6  4 '6 
Candle  power        .    140  140  nil. 
Calorific     power : 
gross,    B.Th.U. 
per  cubic  foot  .660*0  6360  300O 

The  impurities  in  water  gas  consist  of 
sulphuretted  hydrogen  and  carbon  diBiflphide, 
whereas  the  gas  is  invariably  almost  entirelv 
free  from  ammonia.  The  proportions  in  which, 
the  impurities  are  present  are  approximately  as 
follows : — 

Sulphuretted  hydrogen,  110-120  grains  per 

100  cubic  feet  of  gas. 
Other  sulphur  compounds,  10-16  grains  per 

100  cubic  feet  of  gas. 

The  specific  gravitv  of  water  gas  is  higher  than 
that  of  coal  gas,  the  gravity  of  the  carburetted 
gas  being  in  the  neighbourhood  of  0*66  as 
against  an  average  figure  of  0*47  for  coal  aBS. 

The  average  composition  of  the  *  dIow  * 
sases  issuing  from  the  generator  when  the  fuel 
bed  is  moderately  deep  is  as  follows  : — 

Carbon  monoxide     .         .     17  p.c.  by  volume 
Carbon  dioxide         .         .     10    „  „ 

Nitrogen  .  .     73    „  „ 

Traces  of  hydrogen  and  methane  may  also 
be  found. 

Working  with  a  fuel  bed  6  feet  6  inches  in 
depth  with  an  ordinary  Lowe  type  plant  the 
following  results  have  l>een  found  : — 


'Blow' 

Gases. 

CO, 

CO 

Eiid  of  1st  minute   . 

.     18*6  p.c. 

2*9  p.c 

„      2nd     „ 

.     14*6    „ 

9-4    „ 

M      3rd      „ 

.     120   „ 

16-4   „ 

»      4th      „ 

.       7*6    „ 

19*8    „ 

From  the  above  it  will  be  seen  that  the 
quality  of  the  producer  gas  is  gradually  under- 
going improvement  as  the  ^  blow  *  proceeds  and 
the  fire  becomes  hotter.  In  modem  plants,  the 
blast  fan  driven  by  a  reciprocating  engine  has 
been  almost  entirely  superseded  by  the  steam 
turbine,  or,  in  a  few  instances,  by  electric 
motors.  Wlien  a  turbine  is  employed  its  speed 
is  governed  down  in  a  ratio  of  about  10  to  1  so 
as  to  give  a  fan  a  speed  of  about  2000  revolu- 
tions per  minute.  The  ordinary  open  type  of 
fan  is  not  a  pressure-raising  device,  and  merely 
propels  a  current  of  air  at  ^  inches  water  gauge 
through  spaces  which  are  open  to  it.  Thus, 
it  is  customary  to  keep  the  fan  running  con- 
tinuously, and  not  to  snut  it  down  during  the 
period  of  steaming.  As  a  general  rule,  it  may 
be  taken  that  the  quantity  of  air  required  for 
the  blast  should  not  exceed  from  2000  to  2600 
cubic  feet  per  1000  cubic  ^e^t^  gas  made. 
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Thus,  with  a  medium-sized  plant,  making  8000 
cubic  feet  during  a  fiye-niinutes'  *  run,*  the  total 
air  passed  should  lie  between  4000  and  6000 
cubic  feet  per  minute.  Clinkering  on  water-gas 
plants  must  be  carried  out  at  frequent  intervals, 
for  if  once  the  mass  is  permitted  to  accumulate 
it  will  gradually  arch  over  in  the  generator  until 
the  latter  is  almost  completely  choked.  With 
the  Lowe  plants  it  is  advisable  to  perform  the 
operation  at  intervals  of  4  hours,  although  in 
cases  whdte  a  sood  quality  coke  is  procurable 
the  period  may  oe  prolonged  to  6  hours. 

During  recent  years  there  has  been  some 
tendency  towards  the  modification  of  water- 
gas  plant,  with  the  result  that  in  some  instances 
apparatus  of  a  novel  character  is  to  be  found 
at  work.  One  such  instance  is  the  plant  for  the 
production  of  what  is  technically  known  as 
metl^e-hydrogen '  gas,  a  semi- water  gas 
enriched  by  means  of  coal  gas  tar.  One  of  the 
most  interesting  plants,  however,  which  has 
•been  erected  at  a  number  of  gasworks  in 
this  country  is  that  which  is  designed  to  gasify 
completely  both  coal  and  coke  in  a  single  opera- 
tion. The  system  was  orupnallv  sugeested  by 
Dr.  Strache  of  Vienna,  ana  has  been  aeveloped 
in  this  country  on  lines  similar  to  the  German 
process.  Ck)al  is  chaived  into  the  upper  portion 
of  the  generator  which  in  reality  conforms  to  a 
verticiU  retort.  This  coal  gradually  works  its 
wa^  down  the  retort,  being  carbonised  mean- 
while by  a  stream  of  hot  water  gas  issuing  from 
the  generator  situated  at  the  base  of  the  vessel. 
The  coal  should  be  reduced  to  the  condition 
of  ordinary  coke  by  the  time  it  has  passed  two- 
thirds  of  the  way  down  the  retort,  and  it  then 
drops  into  the  water-gas  generator.  Thus, 
dunng  the  *run'  water  gas  is  being  evolved 
from  the  coke  and  coal  gas  from  the  coal,  the 
two  gases  intermixing  and  passing  out  at  the 
top  of  the  generator.  In  this  way,  by  the 
complete  gasification  of  both  coal  and  coke, 
about  60,(K)0  cubic  feet  of  gas  having  a  gross 
calorific  power  of  about  380  B.Th.U.  per  cubic 
foot  may  be  obtained  from  a  ton  of  cofu. 

In  addition  to  being  used  as  an  auxiliary  to 
coal  ffas,  blue  water  gas  is  applied,  with  very 
satis&:tory  results,  to  the  welding  of  plates 
and  heating  of  furnaces  and  foiges ;  this 
method  has  proved  of  great  practical  ad- 
vantage in  welding  tubes  for  gas,  water,  and 
steam  mains,  for  boiler  work,  and  also  for 
melting  steel.  Tests  conducted  by  the  Ad- 
miralty show  the  strength  of  a  blue*  gas 
weld  to  be  equal  to  that  of  the  plate.  Having  a 
very  much  hiff  her  calorific  power  than  producer  or 
suction  gas,  blue  '  water  gas  may  be  used  for 
driving  gas-enffinee,  the  consumption  being 
about  35  cubic  feet  per  B.H.P.  hour.  The  con- 
sumption of  ordinary  suction  gas  is  about 
80  cubic  feet  per  B.H.P.  hour.  No  water  gas, 
however,  is  entirely  satisfactory  when  used  for 
power,  for  the  laige  proportion  of  hydrogen 
prevents  liigh  compression  in  the  cylinder  of 
the  engine. 

By  far  the  most  impoi'tant  property  of  blue 
gas  i9  its  exceedingly  high  flame  temperature ; 
and  Dr.  Roeesler  has  found  that  by  admixture 
with  heated  air  a  temperature  considerably 
above  the  melting-point  of  platinum  may  be 
easily  obtained.  Under  general  conditions,  < 
however,  the  temperature  of  the  hottest  part ! 


of  the  flame  is  about  2800°-3000''F.  It  is 
owing  to  this  property  that  blue  gas  is  applicable 
to  such  processes  as  welding,  foiging,  and 
heating  furnaces. 

In  all  processes  of  the  above  kind,  there  is 
no  necessity  to  purify  the  gas  from  sulphuretted 
hydrogen — ^merely  an  orcunary  water-scrubber 
is  use£  It  is,  in  fact,  an  advantage  to  leave  the 
gas  unpurified,  for  it  then  has  a  distinct  smell, 
and  any  escape  may  be  quickly  perceived. 
Thus  one  of  Uie  greatest  drawbacks  to  blue 
gas — ^its  freedom  from  smell — ^is  more  or  lees 
overcome.  It  will  be  remembered  that  in 
Germany  it  has,  in  some  cases,  been  thought 
advisable  to  impiftrt  a  distinct  odour  to  the  gas, 
by  passing  it  t&ough  a  heavy  hydrocarbon  oil, 
such  as  mercaptan. 

A  process  for  which  water  gas  may  be 
employed,  and  one  which  will  probably  be 
largely  developed  in  the  future,  is  that  of  pro- 
ducing hydrogen.  This  is  done  by  liquefying 
or  frMzing  out  all  the  other  constituents — ^the 
hydrogen,  which,  of  coarse,  liquefies  at  a  much 
lower  temperature,  being  left  behind,  while  a 
more  modem  method  relies  on  catalytic  reaction, 
by  means  of  idiich  the  whole  of  the  carbon  . 
monoxide  is  converted  to  carbon  dioxide.  The 
COt  is  then  readily  removed  by  means  of  lime 
or  washing  witii  water  under  pressure. 

Cement  manufacturers  make  use  of  water 
gas,  which  is  introduced  into  the  revolving 
kiln  for  the  finishing-off  process,  and  the  gas 
finds  its  way  into  the  brick-making  industnr. 

GASEOUS  FUEL  v.  Ftjwl. 

GASES,  BLAST  FURNACE,  v.  Fuau 

GASTROSAM.  Trade  name  for  bismuth 
bisalioylate. 

GAuLTHERIA  OIL  v.  On.9,  Esssntial. 

GAULTHERIASALOL.  Trade  name  for 
methyl  salicylosalicylate. 

GAULTHERIN  v.  Glugosidxs. 

GEBLITOU  Sodium  hydr<mdphUe,  Used 
as  a  disinfectant. 

GEDDA  GUM  v.  Gums. 

GEISSOSPERMINE  v.  Pxbkibo  bark. 

GELATIN.  Gelatin,  the  purest  form  of  glue 
(q.v.),  may  be  obtained  by  the  action  of  not 
water  or  of  water  in  presence  of  dilute  acids,  on 
intercellular  connective  tissue  such  as  the  skin, 
tendons,  muscles,  Ac.  Hoofs,  bones,  intestines, 
bladders,  fishbones,  Ac,  are  also  made  use  of 
for  preparing  crude  eelatin. 

According  to  the  process  employed  by 
Nelson,  the  parings,  Ac,  of  skins  are  scored  on 
their  surface,  and  are  digested  in  a  dilute  soda 
lye  for  10  days.  They  are  then  digested  at 
TO^'F.  in  an  air-tight,  cement-lined  vat,  and  are 
washed  with  cold  water  in  a  revolving  cylinder*, 
and  are  bleached  by  means  of  sulphurous  acid 
gas.  After  being  freed  from  moisture  by 
pressure,  they  are  digested  with  water  in 
earthen  vessels  enclosed  in  steam  chests,  and 
the  resultant  solution  is  strained  at  lOO^'-lSO^'F. 
It  is  then  solidified  in  a  thin  layer  on  a  marble 
slab,  and  is  washed  free  from  acid,  rediasolved 
at  the  lowest  possible  temperature,  and  dried  in 
thin  sheets  on  nets.  According  to  the  mt>ce8S 
employed  by  Cox  at  Goisie,  near  Edinburgh, 
the  hides,  of  which  the  shouldeis  and  cheeks 
are  preferred,  are  washed,  cut  up  and  pulped 
by  special   machinery.    The  pulp   is   pressed 
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between  ralleiB,  and  is  mixed  with  water  and 
heated  from  ISO"*  to  212''F.  A  little  cow> 
blood  IB  added  to  the  gelatin  solution  thvui  vso- 
duoed,  at  a  temperature  not  exoeedinff  17(rF., 
and  the  8<^ution  is  further  heated,  Uie  scum 
produced  by  coagulation  of  the  blood  albumen 
being  skimmed  off.  The  fxue  solution  re- 
maining is  run  off  and  solidified.  As  prolonged 
heating  impain  the  gelatinising  power  of 
gelatin,  it  is  preferably  <Cied  in  tfocuS, 

Several  other  proceBses,  not  differing  widely 
from  the  above,  are  also  employed.  A  mixture 
of  veeetable  and  animal  charcoal  is  sometimes 
used  for  purifyins  dark  solutions.  Gelatin  may 
also  be  extractea  f rom  bones  (which  yield  one- 
third  of  their  weight)  by  causing  water  to  trickle 
over  crushed  bones,  through  which  steam  is 
constantly  passing  (c/.  Glux). 

IiliwglaM.  the  dried  swimming  bh&dder  of 
fish,  usually  contains  from  86  to  93  p.c.  of 
gelatin.  Russian  isinglass  is  prepared  by  cuttii^ 
open  and  washing  the  bladt&r  and  exposing  it 
to  the  air  with  the  delicate  silvery  inner  mem- 
brane turned  upwards.  This  membrane  is 
stripped  off,  kneaded  in  damp  cloths  and  dried. 
According  to  Martin,  the  i>ladderB  are  first 
cleansed  from  blood  in  hot  water,  and  are  cut 
open  and  exposed  as  above,  the  inner  membrane 
beinff  finally  removed  by  beating  and  rubbing. 

The  varieties  of  isinglass  are  known  by 
special  names  dependent  on  the  ^ace  of  pro- 
duction and  their  appearance.  The  Russian 
varieties  are  obtained  from  the  sturgeon ;  Bra- 
■ilian  (sometimes  known  as  Cayenne)  from  the 
Silurus  Parkerii  ;  Manilla  and  East  Indian  from 
an  uncertain  source.  The  bladden  of  cod,  hake, 
and  other  fish  are  also  employed.  Lump,  pipe, 
and  'purse  isinglass  are  obtained  from  the  un- 
opened bladder,  and  leaf  and  Koneycomb  from 
the  cut  and  opened  bladder.  Long  or  short 
gtajtU  and  6ooib  and  rSbhcn  isinglass  are  respec- 
tively twisted,  folded  in  packages,  and  rolled  out. 

Pure  gelatin  is  an  amorphous,  brittle,  trans- 
parent, tasteless,  inodorous  body,  neutral  to  test 
paper,  and  absolutely  permanent  in  dr^  air.  It 
IS  neavier  than  water,  and  is  insoluble  in  alcohol 
or  ether. 

It  contains  about  fiOD  p.c.  of  carbon,  6*6  p.c. 
of  hydrogen,  18*3  p.c.  of  nitrogen,  and  25*1  p.c.  of 
oxyeen.  According  to  Mulder,  calcium  phosphate 
is  luways  present.  Schlieper  finds  sulphur  in 
bone  and  ivory  gelatin  to  the  extent  of  0*12-0*14 
p.c.  Von  Bibra  has  also  found  it  in  bone 
gelatin,  and  Hammersten  (J.  Pharm.  Ghim. 
9,  273)  has  found  about  0*7  p.c.  of  sulphur  in 
fine  commercial  gelatin. 

When  moist  or  in  solution,  gelatin  rapidly 
putrefies,  and  possesses  the  characteristic  pro- 
perty of  beconung  acid  at  the  commencement  of 
the  change,  although  ammonia  is  finally  evolved. 

When  steeped  in  water,  gelatin  takes  up  from 
5  to  10  times  its  weight  of  water,  a  sufficient 
quantity  to  dissolve  it  when  warmed  to  30^. 
When  immersed  in  dilute  HCl,  the  volume  of 
liquid  absorbed  and  the  concentration  of  anion 
in  the  jelly  depend,  at  a  given  temperature,  on 
the  ionization  and  concentration  of  the  acid 
(Procter,  Chem.  .Soc.  Trans.  1914,  313). 

A  solution  containing  only  1  p.c.  of  gelatin 
becomes  a  jelly  on  cooling.  Prolonged  or  re- 
peated heating  reduces  and  finally  destroys  this 
property,  on  which  the  value  of  gelatin  princi- 


pally depends,  so  that  the  preparation  is  usually 
conducted  at  as  low  a  temperature  and  as  rapidly 
as  possible. 

Gelatin  is  soluble  in  oonoentrated  acetic  acid 
and  in  mineral  acids,  and  loses  its  gelatiniBing 
power,  but  the  solution  forms  a  powerful  cement 
for  glass,  ^.  Dumoulin's  liqmd  slue  oonaisti 
of  a  solution  of  2  lbs.  glue  or  ffelatm  in  1  quart 
of  water  and  7  ocs.  nitric  acid  (1*366  8p.gr.). 
Gelatin  is  also  soluble  in  alkalis,  and  the  solu- 
tion»  as  well  as  the  acid  solution,  is  lf»vo- 
rotatory. 

Gelatin  is  precipitated  from  solution  by  tannic 
acid,  forming  tannate  of  gelatin,  similar  in  com- 
position to  feather,  but  not  capable  of  employ- 
ment as  a  substitute  for  that  material  on  account 
of  its  want  of  structure.  A  saturated  solution 
of  picric  acid  completely  prectpitates  gdatin 
at  8°C.  A  mixture  of  satuiated  picric  solution 
with  4  parts  alcohol  precipitates  other  proteins, 
but  not  gelatin,  and  this  fact  has  been  applied 
to  a  method  of  estimating  gelatin  in  presence  of 
other  proteins  (Berrar,  Biochem.  Zeitsch.  1912, 
47,  189). 

Gelatin  is  also  'tanned*  by  halogens; 
10  grams  are  macerated  at  0*^  in  600  c.c.  of 
chlorine  solution  in  10  p.c.  NaCl,  or  with  100  c.c. 
commercial  sodium  hypochlorite  solution  diluted 
to  600  c.c,  and  containing  2  c.c.  hydrochloric 
aoid,  when  an  insoluble  compound  is  formed. 
GoRosive  sublimate  also  precipitates  gdatin, 
but  lead  acetates  and  potassium  feirooyanide 
have  not  that  power. 

By  prolonged  boilii^  with  hydrolvtic  agents 
such  as  sulphuric  aci£  geJatin  yields  a  high 

C>entage  of  glycine — leucine,  proline,  oxypro- 
,  but  no  trytophane,  cystine,  or  tyrosine 
(Levene  and  Beatty,  Zeitsch.  physiol.  Chem. 
1906.  31,  165). 

It  gives  a  weak  positive  Milloii*s  reaction ; 
the  xanthoproteic,  biuret,  and  MoUisch's  tests 
are  positive ;  the  Adamkiewiee  test  is  negative. 

The  value  of  gelatin  as  a  food  is  somewhat 
doubtful.  Gelatin  prepared  from  bones  was 
largely  used  by  the  soloiers  and  poor  of  France 
during  the  first  Revolution,  but  the  idea  that  its 
laige  proportion  of  nitrogen  renders  it  valuable 
as  a  flesh-former  appears  to  be  erroneous.  It  is, 
however,  of  limited  value  as  a  heat-prodiicer 
instead  of  fat  and  carbohydrates. 

Grelatin  differs  but  litue  in  appearance  from 
chondrin,  which  is  obtained  from  cartilaginous 
tissue,  but  has  a  much  higher  gelatinising  power 
than  that  substance.  Gelatin  almost  invariably 
contains  chondrin,  and,  when  the  proportion  of 
that  substance  is  high,  is  of  considerably  less 
value,  especially  for  the  preparation  of  photo- 
graphic emulsions,  which  require  a  maximum  of 
tenacity. 

Qiondrin  is  precipitated  from  aqueous  solu- 
tion by  acetic  acid,  and  is  not  soluble  in  excess. 
Lead  acetates,  alum,  and  the  sulphates  of  iron, 
aluminium,  and  copper  also  precipitate  chondrin. 
A  rough  test  for  tne  presence  of  chondrin  in 
gelatin,  useful  for  photographic  work,  consists  in 
adding  a  concentrated  solution  of  chrome  alum 
to  a  10  p.c.  solution  of  the  gelatin  in  hot  water. 
If  an  injurious  amount  of  chondrin  be  "present, 
the  selatin  will  set  whilst  hot.  Most  photo- 
graphic gelatins,  however,  contain  but  little 
chondrin.  ^ 

In  judging  the  value  of  gelatin,  especially  for 
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photography,  the  f ollowinff  properties  and  tests 
will  be  usenil :  (1)  The  ash,  according  to  Eder, 
yariee  from  ^  p.c.  in  good,  to  5  p.o.  in  inferior, 
and  10  p.o.  in  adulterated  yarieties.  According 
to  Abney,  howeyer,  excellent  photographic  gela- 
tins sometimes  contain  as  much  as  2*6  p.c. 
(2)  A  good  gelatin  will  take  up  from  5  to  10  times 
its  weight  of  cold  water  when  soaked,  i.e,  suffi- 
cient to  dissolye  it  on  warming  to  30°.  (3)  The 
solubilities  of  selatins  yary  considerably.  Nel- 
son's No.  1  wiU  dissolye  in  the  ordina^r  '  cold  * 
water  in  warm  weather,  and  scarcely  sets  at 
TG^'F.,  whereas  Goignet's  gold  label  only  melts 
at  about  110°F.,  and  sets  rapidly.  For  ordinary 
photographic  emulsions,  Abney  recommends  a 
mixture  of  ^  hard  *  and  '  soft '  geUtins  in  propor- 
tions dependent  on  the  weather,  a  good  mixture 
containing  1  part  of  the  former  to  3  of  the  latter. 
(4)  The  amount  of  fat  in  the  gelatin  should  be 
estimated  by  precipitating  the  gelatin  by  addition 
of  alcohol  to  the  solution.  Fatty  matters  are 
best  remoyed  by  skimming  the  solution  or  by 
making  a  jelly  and  remoying  the  top.  (5)  The 
colour  of  the  solution,  the  tenacity  of  a  jelly  of 
known  strength,  and  the  presence  or  absence  of 
aoid,  which  is  frequently  present  in  sufficient 
quantity  to  be  distinguished  by  taste,  should 
also  be  noted. 

Isinglass,  although  free  from  chondrin,  is 
not  ayailable  for  photo^;raphic  purposes  on  ac- 
count of  its  great  solubikty  and  inferior  tenacity. 

Gelatin  is  laigely  used  for  culinary  purposes 
as  a  yehicle  for  other  materiaLs,  and  is  similarly 
employed  in  bacteriology.  It  is  yaluable  for 
taking  casts  and  impressions  for  olectrotypy,  &c. 
In  photography  it  is  employed,  in  addition  to  its 
use  for  gelatin*  dry  plates,  in  the  carbon  process 
of  photq§[raphic  printing,  which  depends  on  the 
power  of  potassium  diclut)inate  to  render  gelatin 
insoluble  when  exposed  to  the  action  ox  light. 
This  property  is  abo  employed  in  making  an 
insoluole  glue  or  a  waterproofing  material,  by 
adding  dichromate  to  glue  or  gelatin  just  before 
use. 

It  is  also  used  in  dyeing,  for  making  inking 
rollers  for  printing,  and  as  a  size  for  paper 
making  and  painting. 

For  clearing  b^r,  wine,  &c.,  isinglass  is 
much  superior  to  gelatin.  This  property  is 
said  by  some  to  be  due  to  the  fine,  net-like 
structure    of    the    former.      Coarse    Brazilian 


isinglass  is  usually  employed.    It  is  *  cut  *  or 
dissolyed  in  sulphurous  or  other  acid  before  use. 

GELATIN-DYMAMITE  v,  ExPLOsiyss! 

GELIGNITE  v.  ExFLOSiyxs. 

GELOSE  t;.  Agar  Agab,  art.  Guxs. 

GELOXITE  V.  EzPLosiyss. 

GELSEMINE  0,oH„02Nt,  a  crystalline 
alkaloid  occurring  in  the  root  of  American  wild 
jasmine  Odaemium  a^mpervirens  {Oelaemiit  Radix 
B.P. ;  Odaemium,  U.S.P.),  (Ait.)  along  with 
ffelseminine  and  a  third  alkaloid,  the  two  latter 
being  amorphous  and  yielding  amorphous 
deriyatiyes  (Wonnley,  Amer.  J.  Pharm.  1870, 
42,  1;  Sonnenschein,  Ber.  1876,  9,  1182; 
Gerrard,  Pharm.  J.  1882-1883,  Tiii.]  13. 502,  641 ; 
Thompson,  ibid,  1886-1887,  [iii.]  17,  805; 
Spiegel,  Ber.  1893,  26,  1045;  Oushny,  ibid. 
1725 ;  Goeldner,  B.  Ph.  G.  1895,  5,  330).  The 
roots  haye  been  re-examined  by  Moore  (Ghem. 
Soc.  Trans.  1910,  97,  2223;  1911,  99,  1231). 
The  third  alkaloid,  aempervirinet  is  little  known 
(Steyenson  and  Sayre,  J.  Amer.  Pharm.  Assoc. 
1915.  60). 

Propertiea,  Crystallises  from  acetone  in 
glistening  prisms  containing  1  mol.  of 
acetone,  melts  at  178°,  and  has  [a]]) -f  15*9'*  in 
chloroform.  The  salts  crystallise  weU,  B'HCl, 
m.p.  300°,  small  prisms ;  BHNO,,  m.p.  280°, 
glistening  prisms.  Gelsemine  hydit)chloride  is 
physiologically  inactiye  to  mammals,  but 
produces  strychnine-like  effects  in  froffs.  The 
characteristic  physiological  action  of  eeuemium 
roots  is  due  to  the  two  amorphous  alkaloids,  to 
one  of  which  the  name  of  *  gelseminine  *  has  been 
applied.  In  general  their  nhysioloffical  action 
resembles  that  of  coniine ;  they  are  highly  toxic 
and  also  exert  a  mydriatic  action  on  the  eye 
(Cushny,  l.e. ;  Moore,  Z.c.).  G.  B. 

GELSEMIUM  ROOT.  GeUemii  Badix,  B.P. 
The  dried  rhizome  and  root  of  Qdatmium 
nitidum  (Michaux). 

GEMSBOK  BEAMS.  The  bean  of  BaukiiUa 
BactUenia,  Burch,  used  as  food  in  India  and  in 
the  South- West  Protectorate  of  the  Union  of 
South  Africa.  The  bean  is  composed  of  48  p.c. 
of  shell  and  51  p.c.  of  kernel  and  is  about  |  to 
fin.  in  diameter,  the  ayerage  weight  being  2 
grms.,  and  that  of  the  kernel  1  grm. 

An  examination  by  Bray  in  the  laboratory  of 
the  Imperial  Institute  gaye  the  following  results :  * 


Moisture 


Husks  alone 
Kernels  alone 
Whole  beans 


8-5 
4-0 
6*2 


Crude 
proteins 


Fat 


2-6 
32*8 
18-0 


0-2 
41-6 
21-3 


Carbo- 
hydrates 


67-2 
17-2 
41-6 


Fibre 


19-8 

1-3 

10-4 


Ash 


Nutrient  >    Food 
ratio  units 


1-8 
31 
2-5 


1 :  271 

1:3-4 

1:5-0 


74 
203 
140 


The  bean  is  free  from  alkaloids  and  cyano- 
genetio  glucosides.  A  golden  yellow  limpid  oil 
with  a  nutty  flayour  and  agreeable  taste  may  be 
extracted  from  the  kernels,  with  constants  yery 
similar  to  those  of  cottonseed  oil  (Bray.  Analyst, 
1921,  401). 

GEH8  V.  Pbscious  stohxs. 

GEMS,  ARTIFICIAL.  Almost  all  the 
mineral  species  that  find  an  application  in 
jewellery  have  been  prepared  synthetically  in  the 
laboratory.      These  artificial  products  possess 


the  same  chemical  composition  and  physical 
characters  as  the  natural  stones,  from  which 
they  differ  essentially  only  in  their  mode  of 
origin.  It  is  therefore  necessary  to  distinguish 
between    artificial    (».e.    artificially    produced) 

gems  and  imitation  and  counterfeit  gems :   the 
itter  will  be  treated  separately  in  the  article 
GxMS,  Imitation  and  countxrfxtt. 

In  nature,  these  extremely  hard  and  in- 
tractable minerals  haye  presumably  been  formed 
under    conditions    of    nigh    temperature,   and 


OEMS,  ARTIFICIAL. 


309 


pressure  during  long  periods  of  time.  It  is 
therefore  not  to  be  expected  that  crystals  of  any 
appreciable  size  could  be  produced  in  the 
laboratory.  The  high  intrinsic  value  of  the 
products  has,  however,  offered  an  incentive  to 
repeated  experiments;  and  the  production 
of  corundum  of  gem-quality  and  of  various 
colours  has  now  been  effected  with  a  high 
degree  of  commercial  success  and  in  a  most  un- 
expected manner.  Corundum  and  spinel  are 
the  only  gem-stones  that  have,  up  to  the 
present,  heeo.  produced  artificially  of  a  size 
and  quality  suitable  for  jewellerv. 

Diamond  has  been  produced  artificially  by 
H.  Moissan  and  others  {v.  Diamond)  ;  but  the 
many  attempts  made  to  induce  the  common 
element  carbon  to  crystallise  in  this  form  have 
not  resulted  in  the  production  of  crystals  lai^er 
than  0'4  mm.  across.  An  interesting  account  of 
Moissan's  extensive  researches  in  tms  direction 
is  given  in  his  book  Le  Four  ^leotrique,  1897 
(English  translation  by  A.  T.  de  Mouilpied,  The 
Electric  Furnace,  1904). 

Corundum  was  produced  artificially  first  by 
M.  A.  Gaudin  in  1837,  and  Fr6(Qy  and  Fiel  in 
1877  succeeded  in  producing  crystals  of  fair  size 
and  of  a  fine  ruby-ied  colour  (E.  Fr6niy,  Synthase 
du  Bubis,  1891 ;  v,  Cobundum).  The  largest 
of  these  crystals  weighed  4  carat  (0-07  gram), 
and  a  few  were  faceted  and  mounted  as  gems  ; 
but  owing  to  the  extreme  thinnftw  of  the  small 
platy  crystals,  they  were  of  no  commercial  value. 
About  the  year  1885  rubies  of  some  size  ap- 
peared mysteriously  on  the  market,  it  is  said 
irom  Geneva:  wnilst  some  of  these  were 
optically  isotropic  and  softer  then  true  ruby, 
being  of  the  nature  of  alumina  glass,  others  were 
crystalline  and  identical  with  natural  ruby  in 
their  characters.  These  were  known  as  *  re- 
constructed rubies,'  and  had  probably  been  pro- 
duced by  fusing  tc^ether  small  natural  stones. 

In  1902  A.  Vemeuil  (Production  artificielle 
du  rubis  par  fusion,  Compt.  rend.  1902,  136, 
791 ;  Ann.  Chim.  1904,  [8]  3,  20),  who  had 
previously  assisted  Fr6my  in  his  experiments, 
described  a  new  and  eminently  successful 
method  for  the  artificial  production  of  rubies  of 
the  finest  frem-quality.  His  apparatus  consists 
of  an  oxy-nydrogen  blowpipe  placed  vertically, 
the  inner  oxygen  tube  of  which  is  enlaiged  at 
its  upper  end  to  contain  a  fine  sieve  holdmg  the 
alumina  powder  used  in  the  process.  The 
periodic  tapping  on  the  sieve  of  a  small  hammer, 
actuated  by  an  electro-mii^et  or  a  rotating 
cam,  causes  a  small  continuous  feed  of  the 
alumina  powder  to  fall  down  the  oxygen  tube. 
Beneath  the  nozzle  of  the  blowpipe  is  a  support 
terminating  in  a  small  rod  of  fused  alumina,  the 
position  of  which  can  be  adjusted  by  screw 
motions.  The  blowpipe  nozzle  and  the  support 
are  enclosed  in  a  box  in  order  to  avoid  suaden 
changes  in  temperature.  Hydroffen  was  used 
in  the  early  experiments,  but  in  the  commercial 
process  coal-gas  is  used.  The  flame,  with  a 
temperature  of  1800'*-20(X)^,  must  be  a  reducing 
one  with  an  excess  of  hydrogen  or  carbon.  The 
fine  particles  of  alumina  ejected  throush  the 
nozzle  of  the  blowpipe  fall  on  the  alumina 
support,  and,  fusing  together,  build  up  by 
accretion  a  pear-shaped  mass,  which  contmues 
to  grow  botii  in  height  and  diameter  as  the 
support  is  gradually  lowered. 
You  Ilf— r. 


These  pear-shaped  masses  ('  boules ')  of 
manufaoturod  ruby  ('  rubis  sciontifique,'  '  rubis 
synth^tique ')  grow  at  the  rate  of  about  12 
carats  per  hour,  and  they  may  attain  a  weight 
of  80  c&rate  (aboiit  16  grams).  One  operator 
can  attend  to  ten  or  a  dozen  machines;  and 
the  total  output  in  Paris  exceeds  five  million 
carats  (1000  kilos,  or  about  1  ton)  per  annum. 
The  price  of  the  uncut  material  is  less  than  1& 
per  carat.  Now,  the  curious  featuro  of  these 
masses  of  fused  alumina  is  that  each  one  of 
them  is  a  single  individual  crystal,  and  not,  as 
might  have  oeen  expected,  an  aggregate  of 
crystals  or  simply  an  alumina  glass.  Although 
the  sides  of  the  drop  aro 
smooth  with  a  ^assy 
aspect,  the  rounded  end 
(the  last  •  formed  and 
upper  portion  in  the 
apparatus)  is  usually 
roughened  with  a  fine 
crystalline  reticulation. 
The  narrow  stem,  whero 
the  drop  is  broken  off 
the  support,  often  shows 
a  briglit  cleavage  sur- 
face. The  optic  axis 
usually  coincides  with  the 
axis  of  the  pear-shaped 
mass,  and  a  section  cut 
perpendicular  to  this  ex- 
hibits in  the  polariscope 
a  typical  uniaxiid  inter- 
feronce-figuro.  The  sp.ffr. 
(3*98-4-0),  hardness,  di- 
chroism,  rofractive  indices, 
ftc,  of  this  artificial 
corundum  are  the  same 
as  for  the  natural  mineral. 
The  material  further  pos- 
sesses the  same  trans- 
parency, clearness,  luid 
rich  colours  as  natural 
crystals  of  the  best  gem- 
quality.  The  only  means 
of  distinguishing  between 
the  two  IS  afforaed  by  certain  minute  irregu- 
larities of  internal  structure.  With  a  hand  lens 
or  under  the  microscope,  the  artificial  corundum 
often,  though  not  mvariably,  shows  minute 
rounded  cavities  and  curved  streaks;  whilst 
in  the  natural  stones  the  cavities  are  angular 
and  the  streaks  are  straight. 

When  the  material  supplied  to  the  Vemeuil 
blowpipe  consists  of  pure  alumina  powder 
(prepared  by  precipitation  with  ammoma  from 

Sure  ammonium  alum),  the  crystallised  pro- 
uot  ia  perfectly  colourless  and  dear  (*  white 
sapphire  ).  In  the  early  experiments,  powdered 
natural  ruby  was  used  as  the  matenal.  The 
best  ruby-tmt  is  given  by  the  addition  of 
2^  p.o.  of  chromic  oxide  (homogeneously  mixed 
with  the  alumina  by  precipitating  the  two 
together  from  a  mixed  solution  of  ammonium 
alum  and  chromium  alum).  Smaller  propor* 
tions  of  chromic  oxide  produce  a  lighter  shade 
of  red  or  pink,  and  such  artificial  gems  have 
been  erroneously  called  *  scientific  topaz.*  The 
addition  of  nickel  oxide  produces  a  rich  yellow 
colour.  Cobalt  oxide  wul  not  produce  a  blue 
colour  with  alumina  alone,  but  a  fine  blue  ia 
obtained   when  some   magnesia    (or  lime)    ia 


VemeoU's  blowpipe 
for  the  artlfldal  pro- 
duction of  ruby. 
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(TiO„    0-6  'p.c.) 
iron    (Fe,04,    1*6 
artifioial  sa]^ 
P.O.;     TiO„011 


present  (L.  Paris,  Oompt.  rend.  1908,  147,  933  ; 
A.  Vemeiiil,  ibid.  1069) ;  but  now  the  product, 
instead  of  being  corundum,  is  the  cuoic  and 
optically  isotropic  mineral  spind  (BlgAl,04). 
Attempts  to  produce  a  blue  corundum  (i.e. 
sapphire)  had  repeatedly  failed,  until  it  was 
obtained  by  A.  Vemeuil  (Oomptu  rend.  1910, 
150,  186)  by  the  addition  of  titanic  oxide 
and  magnetic  oxide  of 
p.0.).  .foalysis  of  this 
ftye:  A1,0|»  99-83-99'86 
13  p.o. ;  Fe,Os,  trace ; 
sp.gr.  3-977-4-01  (A.  J.  Moses,  Amer.  J.  SoL 
1910,  30,  271).  A  j^uliar  stone  which  has 
been  sold  as  *  synthetical  alexandrite,'  exhibits, 
like  the  true  alexandrite  (a  yariety  of  chry- 
soberyl,  BeAlt04),  f^  green  colour  by  day- 
light and  a  red  colour  by  lamp-light ;  this  is  in 
r^dity  artifioial  corundum,  and  the  change  in 
colour  may  be  attributed  to  the  presence  of 
colloidal  chromic  oxide  (as  suggested  in  the  case 
of  alexandrite  by  O.  Hauser,  Zeitsoh.  angew. 
Chem.  1910,  23, 1464). 

References, — ^In  addition  to  the  papers  by 
Vemeuil  and  others  quoted  aboye,  see  J.  Boyer, 
La  synth^  des  pierres  pr^cieuses,  Paris,  1909 ; 
R.  Brauns,  Uber  ktlnstiiche  Edelsteine,  Aus  der 
Natur.  Jahijz.  1908-9,  647;  1909,  51;  J. 
Escard,  Les  Pierres  pr^cieuses,  Paris,  1914. 

On  the  artificial  production  of  minerals  in 
general,  see  L.  Bouiseois,  Reproduction  arti- 
fidelle  des  minAraux,  Paris,  1884  (jBnoycl.  chim. 
de  Fr6my);  P.  Tsohirwinsky,  Reprodnction 
artifioielle  de  min^ux  au  XlX*  silcle,  Kieff, 
1903-1906.  L.  J.  S. 

GEMS,  IMITATION  AMD  OOUMTERFEIT. 
As  pointed  out  in  the  preceding  article,  it  is 
necessary  to  distinguish  between  artificial  (i.e. 
artificially  producea)  gems  and  imitation  and 
counterfeit  gems.  Owing  to  their  rarity  and 
high  yalue,  gem-stones  haye  been  imitated  in 
yarious  kinds  of  material  since  ye^  early  times. 
For  instance,  although  a  few  of  the  ancient 
Egyptian  scarabs  were  cut  in  genuine  turquoise, 
the  great  majority  of  them  were  made  of  a  blue 
pottery  or  faience ;  and  amongst  the  Romans, 
coloured  glass  was  used  for  the  imitation  of  the 
yarious  transparent  coloured  ^m-stones. 

The  material  most  extensiyely  used  for  the 
manufacture  of  imitation  gems  is  a  Heavy  lead 
(flint)  glass  known  as  paste  or  strass.  This  is 
prepared  by  fusing  in  a  crucible  a  mixture  of 
powdered  rock-crystal  (SiO|,  38-59  p.c.),  red  lead 
(Pb,04, 28-^3 p.c. ),  potassium  carbonate  (KtCO,, 
8-14  p.c.),  together  with  a  small  proportion  of 
borax,  white  arBenic,  or  saltpetre.  Different 
recipes  yary  widely,  the  amount  of  lead  present 
depending  on  the  refractiye  index  of  the  gem  to 
be  imitated.  A  dense  flint-glass  of  sp.gr.  3*54 
{i.e.  about  the  same  as  diamond)  has  n^al*6118 
and  dispersion  n^'— n^'=0'0315 ;  and  an  extra- 
dense  flint-glasB  of  sp.gr.  5-004  has  71^=1*7784 
and  dispersion  iiq*— »^'=0-0568  (the  corre- 
sponding yalues  for  diamond  being  2 '4 1 73  and 
0-0574  respeotiyely).  Optical  yalues  still  higher 
are  obtained  by  rephicing  the  potassium  by 
thallium;  the  sp.gr.  of  a  thallium -legui  glass 
may  be  as  high  as  5*6.  To  obtain  the  beet 
results  in  the  manufaotnie  of  strass,  the  materials 
employed  must  be  quite  pure ;  and  the  fusion 
carefully  conducted,  in  order  to  ayoid  bubbles 


and  streaks.  Imitation  diamonds  (so-called 
'Parisian  diamonds,'  &c.)  are  cut  from  the 
colourless  paste.  To  prepare  coloured  pastes 
the  colourless  paste  is  powdered,  intimately 
mixed  with  yarious  metallic  oxides  or  other 
substances,  and  again  fused.  A  blue  colour  is 
obtained  with  cobalt  oxide ;  green,  with  cuprio 
oxide  or  chromic  oxide;  red,  with  cuprous 
oxide,  gold  chloride,  or  purple  of  Cassias; 
yellow,  with  silyer  chloride,  antimony  oxide  or 
red  antimony,  or  (in  leadless  glasses)  with  coal 
and  a  little  manganese  oxide ;  black,  with  tin 
oxide,  manganese  oxide,  and  hammer-slag.  An 
opaque  white  glass,  or  enamel,  is  obtained  by 
the  addition  of  tin  oxide,  calcium  phosphate,  or 
bone-ashes ;  this  may  be  suitably  coloured  to 
imitate  opaque  stones  {e.g.  turquoise)  by  the 
addition  of  metallic  oxides. 

These  glasses  often  afford  yery  oleyer 
imitations  of  the  yarious  precious  stones,  re- 
sembling them  so  closely,  indeed,  that  without 
examination  they  may  be  readily  mistaken  for 
the  genuine  article.  They  are,  howeyer,  aU 
remarkable  for  their  low  deffree  of  hardness,  less 
than  that  of  ordinary  window-slass,  and  they 
can  be  readily  scratehed  with  a  knife.  In 
course  of  time,  they  display  a  dark  leaden 
tarnish  on  their  sunace,  and  when  worn  in 
jewellery  their  edges  become  rubbed  and 
chipped.  When  examined  with  a  magnifying- 
lens,  bubbles  and  streaks  are  often  to  be  seen 
in  them.  Optically  they  are  isotropic  and 
lacking  in  dionroism. 

To  ayoid  the  effects  of  abrasion  in  wear,  and 
also  no  doubt  as  a  deception  in  case  the  test  of 
hardness  is  applied,  these  soft  materials  are 
sometimes  f  aooi  with  a  harder  material  such  as 
rock-crystal  or  colourless  topaz.  In  the  doubUt^ 
the  upper  portion,  aboye  lie  sirdle,  consists  of 
this  hiurder,  colourless  material,  while  the  lower 
portion,  protected  in  the  settinjz,  consiste  of 
coloured  strass  which  imparts  its  fine  colour  and 
brilliancy  to  the  whole.  The  triplet  consists  of 
an  upper  and  a  lower  portion  of  harder  material, 
with  a  layer  of  the  coloured  strass  between. 
Such  counterfeito  can,  of  course,  be  readily 
detected  when  the  unmounted  sem  is  yiewed 
sideways,  but  when  it  is  mounted  in  ito  setting 
detection  is  not  so  easy.  Doublets  and  tripleto 
are  also  built  up  of  genuine  stones,  with  the 
object  of  improying  the  colour,  and  of  pro- 
ducing a  gem  of  laiver  size. 

Another  kind  of  fraud  sometimes  practised 
with  precious  stones  is  the  substitution  of  less 
yaluable  stones  for  more  yaluable.    Unfortu- 
pately,  the  nomenclature  of  gems,  as  adopted  by 
<  jewellers,  rather  offers  an  openins  in  this  direc- 
j  tion.    Thus  stones  of  a  red  oou>ur  are  often 
j  known  colleotiyeljr  as  ruby  with  some  qualifying 
prefix:     e.g.    *  spinel-ruby '    (»spinel),    'Gape 
'  ™'>y  *  ( =pyrope  garnet),  and  *  Siberian  ruby  ' 
I  (=  tourmaline),  the  true  ruby  ('  Oriental  ruby  * 
of  jewellers)  being,  of  course,  corundum;    or 
again, '  Oriental  emerald  *  (=  corundum),  '  Ural- 
ian   emerald'    (ademantoid   garnet),    'lithia- 
emerald'  (=spodumene)  and  'Brazilian  emer- 
ald'  (^tourmaline),  the  true  emerald  being 
benrl  of  a  grass-green  colour.    In  the  same  way, 
yellow  quartz  (^Spanish  topaz'  or  *  Occidental 
topaz  ')  is  often  mistaken  for  and  sold  as  topaz. 
Other  deoeptiye  t^i^^  of  a  like  nature  are 
'Marmorosoh  diamonds,    'Oomish  diamonds,* 
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'Bristol  dtamoncU/  &c.,  for  amall  sparkling 
orystalfl  of  quartz;  and  ' Matura  diamonds 
(from  Matora  in  Ceylon)  for  zircon  of  a  brilliant 
lustre,  whioh  has  been  decolorised  by  the 
application  of  heat.  The  latter,  as  well  as 
colourless  corundum  (*  white  sapphire '),  have 
occasionally  been  passed  off  as  diamonds. 

Other  atteniptB  have  been  made  to  produce 
gems  of  much  the  same  chemical  composition  as 
the  genuine  stones.  For  example,  green  glass 
with  the  composition  of  emerald.  Very  success- 
ful Imitations  of  turquoise  have  been  obtained 
by  submitting  to  pressure  a  precipitate  having 
the  same  comj^ition  as  the  natural  mineraL 

The  artificial  colouring  of  natural  stones  is 
also  extensively  practised.  Almost  all  cut 
agates  have  been  so  treated  {v.  Aoatx).  Chalce- 
dony can  be  so  cleverly  coloured  a  delicate 
ffreen  with  salts  of  nickel  or  chromium,  as  to 
oe  practically  indistinguishable  from  the  more 
expensive  chrysoprase.  A  pale-coloured  jasper 
or  hornstone,  quarried  at  Nunkirohen,  near 
Merzig,  in  Rhine  Province,  is  coloured  artificially 
by  soaking  first  in  a  solution  of  ferrous  sulphate 
and  afterwards  in  one  of  potassium  lerro- 
c^nide.  Beads  and  other  small  ornaments  of 
this  material  aro  cut  at  Oberstein  and  are  now 
(1921)  sold  in  laige  quantities  as  'lapis-lazuU.' 
It  is  readily  distinguished  from  true  lapis- 
lazuli  by  its  greater  hardness  and  density,  and 
by  the  presence  of  small  patches  of  orystalline 
quartz,  whioh  does  not  take  this  colour.  The 
colour  of  many  gem-stones  can  be  changed  by 
heating  or  by  exposure  to  the  emanations  of 
radium.  A  ttiok  of  the  meanest  kind  is  to 
smear  violet  ink  or  other  bluish  colouring 
matter  on  the  surface  of  a  yellowish  (^on- 
coloured  *)  diamond,  so  giving  it  the  appearuice 
of  a  colourless  gem. 

Rrferences.—M.  Bauer,  Precious  Stones, 
English  transl.  by  L.  J.  Spencer,  1904;  J. 
Bscard,  Les  Pierres  pr6cieuses,  Paris,  1914. 

L.  J.  S. 

GENESERIHE,  GENESEROIiNE,  v.  Okdial 

BBAV. 

GENISTA  TINCTORIA  v.  Dtbb*s  bboom. 

GENISTEIN  v.  Dtsb's  bboom. 

GEMISTEINE  C,,H,,N„  a  homologue  of 
sparteine,  and  found  associated  with  that  alka- 
loid in  the  common  broom,  and  may  be  isolated 
from  the  mother  liquor  from  the  crystallisation 
of  sparteine  sulphate;  m-p.  80-6**,  b.p.  177®- 
178"^  (uncorr.)  at  22  mm.  It  forms  a  hydrate 
CicH„N„H,0,  which  melts  with  loss  of  water 
at  117**;  [o]j>= -62-34  in  absolute  alcohol 
(4  p.c.  sol.).  Genisteine  is  a  saturated  base, 
not  reducmg  permanganate  in  acid  solution; 
it  does  not  contain  a  methoxyl  group  attached 
to  nitrogen.  It  is  a  di-acid  base  (mono-acid 
to  phenol-)3-phthalein),  yielding  a  picrate 

Ci,H,,N,.2C,H,(0H)(N0,), 
m.p.   216°   (decomp.),  and    a    phtino-chlaride 
Ci;H„N„2HCl,Pt(S4,2-6H,0,  which   loses   ito 
water  at  110**,  and  decomposes  at  236°  with- 
out melting  (Valeur,  J.  Pharm.  Chim.  1913,  8, 

673).        

-    GENTHITE  v.  OiUtNiXBiTB. 

GENTIAGAULOI,  GENTIAMARDf,  GENTI- 
ANOSE,  GENniN,  GENnOBIOSE,  GENTIO- 
PIGRIN,  GENTI8IN,  v.  QmsfTUif, 


GBMTIAN.  GenUanm  radix,  B.  P. ;  GerUiana, 
U.S.P.  (BactJie  de  Oeniiane,  Fr. ;  Emian- 
wund,  Qer.)  The  dried  root  of  the  OeiUiaina 
\luUa  (Linn.)  (BentL  a.  Trim.  182)  \b  used  in 
I  medicine  as  a  bitter  tonic.  Its  physiological 
activity  appears  to  depend  upon  the  presence 
of  2  p.c.  of  a  bitter  crystalline  glucoside,  aeniiO' 
picrin,  gentianbiUer,  or  gentianin,  which  was 
first  obtained  in  a  definite  form  by  E>omayer 
(Arch.  Pharm.  110,  26). 

To  proparo  gentiopicrin,  the  fresh  sentian 
root  is  cut  mto  small  pieces  and  quickly  (topped 
into  boiling  alcohol  in  order  to  destroy  the 
ferment  which  is  present  in  the  root  and  would 
otherwise  lead  to  loss  of  fflucoside.  Carefully 
dried  roots  may,  however,  be  used  (Bouxquelot 
and  Bridel,  J.  Pharm.  Chim.  1910,  [vii.]  1, 166). 
The  liquid  is  boiled  for  30  minutes,  cooled,  and 
filtered.  The  alcohol  is  then  removed  bv 
evaporation,  the  residual  liquid  mixed  witn 
calcium  carbonate,  filtered,  evaporated  to  a 
syrup,  and  allowed  to  stand  for  a  fortnight  to 
crystallise.  The  crystals  obtained  aro  purified 
by  recrystallisation  from  a  mixturo  of  equal 
volumes  of  chloroform  and  96  p.c.  alcohol 
(Bourquelot  and  H^rissev,  Compt.  rend.  131, 
1 13).    Gentiopicrin  has  the  composition 

Ci.H,oO„JH,0 

It  melts  at  122°,  or,  when  anhydrous,  at  191° 
(Tanret,  i&M^.  1906,  141,  207).  By  the  action  of 
dilute  acids  or  emukin,  gentiopicrin  breaks  up 
into  dextrose,  and  of  getUiogenin,  C10H1OO4 
needles,  m.p.  186°,  which  is  soluble  in  idoohol, 
but  almost  insoluble  in  water,  and  not  bitter 
(Tanret). 

The  mother  liquors  resulting  from  the 
purification  of  gentiopicrin  contain  a  glucoside, 
gentiin  C,.HsgOi4,  which  forms  microscopic 
slightly  yellow  needles,  m/p.  274°  (decomp.). 
It  is  slowly  hydrolysed  by  dilute  sulphuric  acid 
at  100°,  forming  dextrose  (1  md.),  xylose 
(1  mol.),  and  geiUienin  Ci4H|oOf  (1  mol.). 

0„H„Oi4+2H,0 

-CuHio08+C,H„0,+C,Hi,Os 

The  last-named  compound,  on  heating,  begins 
to  sublime  at  196°  and  melts  at  226°.  It  is  iso- 
meric with  eentisin,  another  constituent  of 
gentian  to  be  described  presently,  but  melts  at  a 
lower  temperaturo,  and  gives  a  yellow  colora- 
tion with  nitric  acid.  Gentisin^  under  these 
ciroumstanoes,  gives  a  green  colour  (Tanrot, 
Compt.  rend.  141 ,  263).  The  alcoholic  extract  of 
gentian  root,  from  which  gentiopicrin  separates, 
also  contains  a  third,  amorphous,  elucoside, 
gerUiamarin,  whichhas  the  composition Ut,H,,Oio 
or  CifHteOiQ.  On  hydrolysis  with  acids, 
gentiamarin  yields  an  amorphous  brown 
substance;  with  emulsin,  dextrose  and  an 
amorphous  maroon-coloured  substance  distinct 
from  eentiogenin  (Tanret,  Bull.  Soc.  chim. 
1906,  |ui.]  33,  1071). 

Qentian  also  contains,  in  very  small  propor- 
tion, another  compound  which,  though  physio- 
logically inactive,  is  much  better  known.  It  is 
a  yellow  crystalline  acid,  gentianic  acid,  gen- 
(win,  or  gerUianin  GhKiqO^,  and  by  the  earlier 
investigators  (Gm.  16,  178)  was  confused  with 
gentian-bitter  or  gentiopicrin,  and  to  both  these 
compounds   the  name   'gentianin*   has   been 
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applied  (Henry  and  Caventou,  J.  Pharm. 
Cfhinu  7,  173  ;  Trommsdorff,  Annalen,  21,  134 ; 
Leconte,  ibid.  25,  202 ;  Baumert,  ibid.  62,  106  ; 
JEDasiwetz  and  Habermann,  ibid.  175,  63; 
180,  348). 

Qentisin  ciystalliBee  in  laige  pale-yellow 
silky  needles.  Heated  to  200"^,  it  darkens  in 
colour,  and  sublimes  with  decomposition  at 
300''-400''.  It  is  nearly  insoluble  in  water,  at 
16°,  1  part  requiring  3630  parts  of  water  for 
solution,  but  in  alkaUne  solutions  and  in  hot 
alcohol  it  dissolves  readily.  Melted  with  potash, 
acetic  acid,  phloroglucin  and  gentisio  acid 

0,H,(COOH)(OH)(OH) 

(1 : 2  :  5)  are  formed  (H.  and  H.). 

Gentisin  has  been  obtained  synthetically  by 
Kostanecki  and  Tambor  (Monatsh.  15,  1),  and 
is  the  methyl  ether  of  gentisein,   1:3: 7-tri- 

hydroxyxanthone  OHC,H,<^>0,H,(OH),. 

Pectin  is  present  in  gentian  root  in  laige 
proportion.  Tina  yields  mucic  acid  on  oxidation 
Dy  dilute  nitric  acid  and  arabinose  on  hydrolysis 
with  dilute  sulphuric  acid  (Bourquelot  and 
H6rissey,  J.  Pharm.  Chim.  [vi.]  8,  49).  Per- 
mentable  susar  is  present  in  so  huge  a  propor- 
tion that  it  has  led  to  the  root  being  employed 
in  Switzerland  and  Bavaria  in  the  manuiacture 
of  spirit  {see  below).  Investigations  carried  out 
by  Bourquelot  and  his  co-workers  (Bourquebt 
and  Nardm,  Compt.  rend.  126, 280 ;  Bourquelot 
and  H^rissey,  ibU.  131,  750 ;  135,  290)  show 
that  fresh  gentian  root  contains  gentianose,  a 
hexotriose,  CisHs.On,  which  melts  at  207*'-209% 
and  is  dextro-rotatory.  It  does  not  reduce 
Barreswil's  (Fehling's)  solution,  but,  if  boiled 
with  dilute  sulphuric  acid  or  acted  upon  by 
invertase,  it  becomes  lievo-rotatory,  and  acquires 
considerable  reducing  power,  having;  become 
hydrolysed  into  IsBVuIose  and  a  new  hexobiose, 
gentiobioae,  which,  by  more  vigorous  treatment, 
can  be  hydrolysed  into  2  molecules  of  dextrose. 
For  derivatives  V.  Hudson  and  Johnson,  J.  Amer. 
Chem.  Soc.  1917,  39,  1272. 

For  the  detection  of  gentian-bitter  in  beer, 
V.  Dragendorff  (Chem.  Zentr.  1881, 285  and  299) ; 
AUen  (Analyst,  12,  107  ;  13, 43). 

Various   other  species   of  gentian  contain 
gentiopicrin  and  gentianose  (Bridel,  J.  Pharm. 
Ohim.  1913,  [vii.]  7,  289,  392,  486 ;   1914,  [vii.] 
10.  62;    Compt.  rend.  1912,  155,    1164;  1913, 
156,   627) ;    but  O.  acaulis  roots  contain  no 
gentiapicrin  but  geniiacaulin,  G^jH^fi^f*  ^'P- 
145*'-160^[a]I,-63 -84°  (Bridel,  J.  Pharm.  Chim.  | 
1913,  [vii.]  8,  241 ;    1914,  [vu.]  10,  329).    For  | 
seasonal  variations  of  constituents  in  O.  lutea,  v.  ! 
Bridel  (J.  Pharm.  Chim.   1911,  [vii.]  3,  294). 
Gentiopicrin,  2  j^.c,  slightly  increased  in  June 
and  July ;    gentianose,  3-5  p.c,  maximum  in 
Septeml)er ;   in  May  and  June  it  is  replaced  by  I 
gentiobiose.  G.  B. 

GENTIAN  BLUE  6  B.  Spirit  SolnbU  Blue, 
Spirit  Blue  0,  Opal  Blue  v.  Tbiphknylmbthamb 

COLOUBINa  MATTBBS. 

GENTIAN  ROOT.  The  Oentianalul€a{laim.), 
from  which  the  gentian  root  is  derived,  chiefly 
occurs  in  mountainous  districts,  especially  in 
Switzerland  and  the  Tyrol.  There  is  present 
in  the  root  of  this  and  other  species  of  genliana  a 


bitter  principle  which  is  said  to  possess  valuable 
tonic  "mtues,  and  on  this  accoimt  some  quantity 
of  the  material  is  imported  into  this  country  for 
medicinal  purposes. 

Oeniisin,  the  colouring  matter  of  gentian 
root,  was  first  isolated  by  Henry  and  Caventoa 
^(J.  Pharm.  Chim.  1821,  178),  and  was  shown  by 
Baumert  (Annalen,  62,  106)  to  possess  the 
formula  CifHioOg.  Hlasiwets  and  Habermann 
{ibid.  175,  63 ;  180,  343),  somewhat  later,  found 
that  gentisin  contains  two  hydroxvl  groups, 
and  when  fused  with  ^tassium  hydroxide, 
phhroglucincl  and  gerUistc  acid  (hydroquinone 
carboxylic  acid)  are  produced  from  it.  By  the 
action  of  hydrochlonc  acid  on  fused  gentisin, 
methyl  chloride  was  evolved,  a  probable  indica- 
tion of  the  presence  of  a  methoxy-group.  To 
prepare  gentisin  (Baumert,  {.c),  the  root  is  well 
washed  with  water,  then  extracted  with  alcohol, 
and  the  extract  evaporated  to  a  small  bulk.  The 
residue  is  washed  with  water  to  remove  the 
bitter  princij^e,  and  then  with  ether  to  extract 
plant  wax.  For  purification,  the  crude  colouring 
matter  is  repeatedly  crystaUised  from  alcohol : 
10  kilos,  of  the  root  yield  about  4  grams  of  the 
substance.  Gentisin  crystallises  in  yellow 
needles,  is  sparingly  soluble  in  alcohol,  and 
dissolved  in  alkalme  solutions  with  a  yellow 
colour. 

Oentiaein  Ci,HsOs,2H.O.  When  gentisin  is 
digested  with  boiling  hvdriodic  acid,  it  is  con« 
verted  into  gentisein  with  evolution  of  1  molecide 
of  methyl  iodide.  Gentisein  consists  of  straw- 
yellow  needles,  melting  at  315°,  and  gives  with 
sodium  amalgam  a  blood-red  coloration, 
whereas  gentisin,  by  a  similar  method,  yields  a 
deep  ffreen-coloured  liquid  (▼•  Kostanecki, 
Monatsh.  12,  205).  By  the  action  of  acetic 
anhydride,  gentisein  is  converted  into  a  iriacetffi 
derivative,  Ci,H,0c(C,H30)„  needles,  in.p.  226'' 
(v.  Kostanecki,  Ic.) ;  but  on  methylation  with 
methyl  iodide,  a  dimethyl  ether 

Ci3H,0,(0H)(0CH,), 

yellow  needles,  m-p.  167**,  is  produced  (v.  Kosta- 
necki and  Schmidt,  Monatsh.  12,  318). 

Partial  meth^^lation  converts  gentisein  into 
gentisin,  and  it  is  thus  certain  that  the  latter 
consists  of  gentisein  monomethyl  ether.  V.  Kosta- 
necki and  Tambor  (Monatsh.  15,  1)  obtained 
gentisein  by  distiilhdg  a  mixture  of  phloro- 
gluoinol  and  hydroquinone  carboxylic  acid  with 
acetic  anhydride 


OH 
lOOH 


OH 


oh/VNx)/^ 

and  its  constitution  is  therefore  represented  as 
1:3: 7-trihydroxy-xanthone.  By  a  study  of  die- 
azobemene-gentisin  :  Ci4H,0s(CcH,N,)„  scarlet- 
red  needles,  ULp.  251**-252**  (Perkm,  Chem.  Soc. 
Trans.  73,  1028),  which  gives  the  diacetyl  deri- 
vative, 0i4H,O,(C,H,O),(C,H,N,)i,  orange-red 
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needles,  m.p.  218''-220'',  it  haa  been  shown  that 
gentisin  itself  possesses  the  constitution  T. 


OH 


och/V\coA2 


lOCH, 


OH 


OH 

As  gentisin  yields  by  means  of  methyl  iodide 
only  a  monomethyl  ether,  the  original  methoxy- 
group  cannot  be  in  the  position  (I).  On  the  other 
hana,  if  gentisin  is  represented  by  the  formula  II, 
the  azobenzene  groups  would  enter  the  positions 
4  and  2,  and  from  such  a  compound  an  acetyl- 
derivative  cannot  be  obtained  (compare  axB- 
azd>emene  phhrogltieinol), 

Gentisin  is  a  feeble  dyestuff,  and  gives  on 
wool  mordanted  with  chromium,  aluminium, 
and  tin  respectively,  pale-green  yellow,  pale 
bright  yellow,  and  very  pale  cream-coloured 
shades  (Perkin  and  Hummel,  Ohem.  Soc.  Trans. 
1896,  69,  1290).  A.  G.  P. 

OENTIANIO  ACID  v.  Gxntiak. 

6ENTIAN0SE  v.  Cabbohyd&atxs. 

6ENTIIN  t;.  Gluoosidbs. 

OENTIOPIGRIN  v.  Gentian  ;  also  Gluoo- 
sidbs. 

GEMTISIC  ACID  t;.  Gbntian  and  Pboto- 

CATBCHUIO  ACID. 

6E0LYTE  V.  Zbolitbs. 

OEOSOTE  V.  Synthbtio  drugs. 

6ERAMINE  v.  Azo-  ooloubxng  matters 
and  Primulinb. 

GERANIUM  OIL  v.  Oils,  Essbntlu. 

OERHANIUM,  Ge.  At.  wt.  72*5  (Winkler),  is 
the  ekasUiean  predicted  by  Mendeleeff.  It*  was 
discovered  b^  Winkler  in  1866  in  argyrodite 
GeSt,4Ag,S,  m  which  it  is  present  to  the  extent 
of  about  6-7  p.c.  (Kolbeck,  Gentr.  Min.  1908, 
331).  It  is  also  present  in  canfiMUe,  franckeiU, 
and  hrongniardiU  (Prior  and  Spencer,  Min.  Mag. 
1898,  12,  5 ;  Shroutschoff,  J.  Russ.  Phys.  Ghem. 
Soc.  1892,  130),  but  its  presence  in  euxeniie  and 
aamarakite  has  been  denied  by  Lincio  (Centr. 
Min.  1904,  142).  According  to  Buchanan  (J. 
Ind.  Eng.  Chem.  1917,  9,  661),  small  quantities 
of  germanium  are  present  in  Wisconsin  and 
Missouri  zinc  ores  and  tend  to  become  con- 
centrated in  the  residues  remaining  in  the 
retorts.  The  metal  is  obtained  by  the  reduc- 
tion of  the  dioxide  with  carbon  at  a  red  heat. 
It  is  a  greyish-white,  brittle,  readily  powdered 
lastrous  metal  of  sp.gr.  6*469,  which  melts  at 
968*'±6^,  and  does  not  volatilise  at  1360**.  It 
oxidises  in  air  at  high  temperatures,  combines 
directly  with  the  haloffens,  is  insoluble  in  hydro- 
chloric acid,  and  dissolves  in  tiqua  regia,  forming 
the  dioxide. 

Compounds, — ^The  metal  is  tetravalent,  and 
its  compounds  resemble  those  of  the  silicon  group. 

Oermanium  dioxide  GeO,  is  obtained  from 
argyrodite  by  treatment  with  nitre  and 
potassium  carbonate  at  a  red  heat,  then  with 
acid,  after  which  it  is  purified  by  being  con- 
verted into  the  sulphide,  which  is  roasted  and 
treated  with  nitric  acid.  The  oxide  forms  a 
white    powder    having    acid    properties,    but 


soluble  in  acids,  and  is  readily  reduced  by  carbon, 
sodium  or  magnesium.  A  colloidal  solution  of 
germanium  hydroxide  is  obtained  by  decom- 
posing an  alkaline  solution  of  the  dioxide  with 
carbon  dioxide. 

Oermanous  oxide  GeO  Is  a  greyish-black 
powder,  and  the  corresponding  hydroxide 
Ge(0H)2  is  a  yellow  powder  obtained  by  the 
action  of  alkalis  on  germanium  chloroform  or 
chloride.  According  to  Hantzsch  (Zeitsch. 
auQig.  Ohem.  1902,  30,  289),  in  aqueous  solution 
it  is  a  weak  monobasic  acid,  and  has  the  con- 
stitution HGtoO'OH,  being  analogous  to  formic 
acid. 

Oermanium  chloroform  GeHCl,  is  obtained 
when  germanium  is  heated  in  a  current  of 
hydrogen  chloride,  a  colourless  liquid  being  thus 
formed,  which  separates  into  two  layers,  of  which 
the  heavier  is  germanium  chloroform ;  it  is  a 
colourless  fuming  liquid,  b.p.  75^.  The  lighter 
liquid  is  germanium  oxychloride  GeOCl^ ;  it  is 
similar  In  properties  to  the  chloroform,  bu^t  is 
less  mobile,  and  boils  above  100°.  Oermanium 
dieJUoride  GeOl,,  the  tetrachloride  GeCi^,  and 
the  corresponding  tetrabromide,  -iodide,  and 
•ethide  GeEt^,  are  also  known. 

Oermanium  tetrafluoride  GeF4,3H,0  com- 
bines with  hydrofluoric  acid,  forming  germano' 
fluoric  acid,  of  which  the  potassium  salt  K.GeP, 
forms  hexagonal  crystads  isomorphous  with 
those  of  ammonium  silicofluoride. 

Oermanium  disulphide  GeS,  is  the  most 
characteristic  of  the  germanium  derivatives,  and 
is  prepared  by  passing  sulphuretted  hydrogen 
in  a  solution  of  germanium  dioxide;  it  is  a 
white  powder,  soluble  in  water  to  some  extent 
and  in  ammonium  sulphide  (Vogelen,  Zeitsch. 
anoig.  Chem.  1902,  30,  329).  The  monosul- 
phide  GeS  and  thiogermanates  are  also  known 
(J.  pr.  Chem.  1887,  [2]  36,  177  ;  Ber.  1888,  21, 
131). 

Oermanium  hydride  GeH4  is  formed  when 
germanium  chloride  is  reduced  with  sodium 
amalgam.  It  is  also  formed  as  a  mirror  in  the 
Marsh  apparatus,  as  in  the  arsenic  test.  The 
mirror  is  red  by  transmitted  andgreen  by  reflected 
light,  is  soluble  in  sodium  hypochlorite,  but 
with  difficulty  in  hot  hydrochloric  acid.  With 
sulphuretted  hydrogen  it  forms  the  sulphide ; 
heated  in  air  it  gives  the  dioxide,  whilst  with 
silver  nitrate  it  forms  a  black  silver  germanium 
compound,  probably  GeAg4  (Vogelen,  I.e.  325). 

6ERMAH  SILVER  v.  Nickel. 

6ERM0L.  A  disinfectant  consisting  of 
crude  creeols. 

6ERSD0RFFITE.  Sulph-arsenide  of  nickel, 
NiAsS,  crystalliBed  in  the  cubic  system.  The 
nickel  (35*4  p.c.  according  to  the  formula)  is 
usually  partly  replaced  isomorphously  by  iron, 
and  less  often  by  cobalt.  Analyses  show  Ni 
16-24-36-97  p.c.,  with  Fe  nil-16-64  and  Co 
niM4*12  p.c.  Crystals  are  usually  octahedral 
in  habit,  and  they  show  good  cleavages  parallel 
to  the  faces  of  the  cube.  The  colour  is  steel- 
grey  with  metallic  lustre,  but  usually  the 
material  is  tamished  and  dull  black  ;  the  streak 
is  greyish-black.  Sp.gr.  5-6-6-2 ;  H.  6.  The 
mineral  occurs  in  metalliferous  veins,  and  has 
been  recorded  from  several  localities  in  Central 
Europe;  also  from  Loch  Fyne  in  Scotland, 
Sudbury  in  Ontario,  &c.        ,  ^y  _,  J<:>4  A, 
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GETAH  WAX. 


ORTAH  WAX  V.  Waxbb. 

6RTALIN,  6IT0NIN,  v.  Digitalis. 

OEYSERITE  or  SDJOBOUS  SINTBR.  (Ger. 
Kiesdnnier,)  An  opaline  form  of  hydrated 
silica  depoeiled  by  the  hot  springs  (geysefs)  of 
▼olcanio  regions.  It  is  white  or  greyish  in 
ooloar  and  poroas  in  texture.  On  the  exterior 
it  usually  assumes  fantastic  shapes — stalaotitic, 
filiform,  and  cauliflower-like  masses — and  it  is 
sometimes  found  encrusting  plants.  Compact- 
massive  and  pulverulent  forms  also  OQcur. 
Sp.gr.  1*8-2*0.  The  material  consists  of  nearly 
pure  silica,  SiO,  82-97  p.o.  with  U,0  3-10  p.o., 
and  small  amounts  of  aluminium,  iron,  calcium, 
magnesium,  and  alkalis.  Immense  deposits 
occur  in  Iceland,  New  Zealand,  Luzon  in  the 
Philippine  Islands,  Azores,  and  Yellowstone 
National  Park  in  Wyoming.  Its  use  has  been 
suggested  for  the  manufacture  of  porcelain, 
glass,  silica-glass,  &c.,  and  as  an  inert  filling 
material.  L.  J.  8. 

OHATTI  v.  Gums. 

6HEDDA  or  EA8T  INDIAN  WAX.  Diffen 
from  ordinary  beeswax  in  containing  only  one 
alcohol,  oeryl  alcohol,  present  in  the  form  of 
esters.  M.p.  62''~63°,  nidifies  at  60''-58°,  add 
value  5-7*5,  ester  value  86-92. 

The  wax  contains  approximately  48  p.c.  of 
oeryl  alcohol,  5  p.c.  of  heptaooeane,  CtfH,,, 
2  p.c.  of  hentriaoontane,  C,iHj4,  24-25  p.c.  of 
hydroxymargario  add,  CiyH^fi^,  m.p.  55"*-^% 
1*5-2  p.o.  of  an  isomeric  nydroxymargario  add, 
m.p.  71**-72*',  9-10  p.c.  of  margaric  add,  8-9  p.o. 
of  palmitic  add,  2  p.o.  of  "Ghedda"  add,  and 
1  p.c.  of  oerotio  add,  with  traces  of  formic, 
acetic  and  butyric  adds  and  tarty  matter. 

«  Ghedda"  add  (Cs4H„0,  T).  m.p.  94*6°-96°, 
forms  mossy  aggregates  of  white  needles; 
sparingly  soluble  in  ether.  (lipp  and  col- 
laborators, J.  pr.  Chem.,  1912,  [ii.]  86,  184; 
idem,  1919,  [ii.]  99,  243,  99,  256.) 

6HEB.  A  clarified  butter  used  in  the  East 
mainly  for  cooking, 

GtALLOUNO    or    NAPLES    YELLOW    v. 

PlOMBKTS. 

GIANT  POWDER  v,  Explosivm. 

GIBBSITEorHYDRARGILUTE.  Hydrated 
alumina,  A1,0,*3H,0  (AltO,  65*4  p.c.),  crystal- 
lised in  the  monoclinic  system.  It  usually  forms 
white  or  gre3rish,  stalactitic  or  mamillated, 
encrusting  masses.  Crystals,  to  which  the 
name  hycurargillite  is  more  particularly  applied, 
have  the  form  of  thin  six-sided  plates  with  a 
pearly  lustre  on  the  perfect  basal  deavage ; 
these  are  found  in  a  magnetite-bearins  schist  at 
Shishimsk,  near  Zlatoust  in  the  UrtSs,  and  in 
nephdine-syenite  in  the  Langesund-fjord,  Nor- 
way. Sp.gr.  2-3-2*4 ;  H.  2J-^.  A  bed,  about 
a  foot  in  thickness,  of  nodular  plates  of  amor- 
phous material  is  found  beneath  the  soil  over- 
lying igneous  rocks  over  a  wide  area  in  the  Pakd 
Hills  in  Madras.  As  a  constituent  of  bauxite 
and  laterite  it  is  of  wide  distribution,  and  it  has 
also  been  identified  in  some  highly  aluminous 
fire-clays.  If  found  in  sufficient  quantity  it 
would  be  of  value  as  an  aluminium  ore. 

L.  J.  a 

GILO,  GOLANOSA,  and  GULOH.  Indian 
names  for  Tinoapora  tordifoiia  (Miers).  This 
plant  flourishes  in  India,  the  drug  being  sold 
extensively  in  the  bazaars  as  a  tonic  and  anti- 
periodic,  in  the  form  of  cylindrical  pieces,  2  to 


5  cnL  long  and  1  to  5  cm.  in  diameter.    It  is  a 

Srennial  creeper,  climbing  to  the  summit  of  the 
;hest  trees,  its  branches  putting  forth  roots 
kich,  reaching  to  the  g^und,  imtiate  a  fresh 
^wth.  Boots,  stem,  and  leaves  are  equally 
m  demand  as  a  drug.  The  Indian  pharmaoopoaia 
commends  its  use  as  a  tincture  (4  to  8  c.c.  in 
die)  I  as  an  extract  (0*6  gram  to  1  sram  per  diem 
in  the  form  of  pills) ;  and  as  an  infusion  (1 :  10)» 
of  which  60  c.c.  to  90  c.c.  aro  to  be  taken  thrioe 
a  day  The  stems  contain  verberin,  an  nn- 
crystallisable  bitter  substance,  changed  by 
dilute  sulphuric  acid  into  a  glucoside,  and  a 
bitter  kind  of  starch  meal  Imown  as  '  palo ' 
(J.  Soo.  Ghem.  Ind.  6, 49). 

GILSONITE.  A  mineral  hydrocarbon  occnr- 
ing  in  Utah,  the  Philippines,  and  elsewhere, 
used  in  the  pa^nns  industry,  and  in  the  manu- 
facture of  eleotricfj  insulators,  roofing  materials, 
for  waterproofing  pipes  and  aqueducts,  pre- 
venting corrosion  of  iron  plates  of  ship's  bottoms, 
coating  wire  fencing,  sea-walls,  poles,  &c., 
lining  tanks  for  chemicals,  paints,  lubricants 
for  heavy  machinery,  rubbcnr  substitute,  binder 
for  briauettes,  &c. 

GIN  or  GJQIEVA  is  a  spirituous  liquor  made 
from  spirit  derived  from  grain  and  distilled  with 
juniper  berries  and  other  flavouring  substances. 
The  term  is  a  corruption  of  the  word  *  genikore  ' 
or  '  junever,*  the  French  and  Dutch  equivalents 
resp«ctivdy  tor  juniper,  which  is  the  essential 
flavouring  ingredient. 

The  prindpal  varieties  are  the  English, 
known  as  *gin,*  and  the  Dutch,  describml  as 
'Geneva,*  'Hollands,*  and  *  Schnapps.*  The 
difference  between  them  is  chiefly  one  of  flavour, 
and  each  manufacturer  has  ms  own  special 
redpe,  which  is  carefully  preserved  as  a  trade 
secret.  The  principal  flavouring  ingredients 
used  besides  juniper  are  angelica  root,  almond 
cake,  calamus  root,  cardamom  seeds,  cassia 
buds,  coriander  seeds,  creosote,  liquorice  powder, 
orris  root,  sweet  fennel,  and  turpentine. 

The  grain  used  is  ahmost  invariably  a  mixture 
of  maize,  malt,  and  rye,  the  proportions  being 
usually  about  75  p.c.  maize,  15  p.c.  malt,  an^ 
10  p.c.  rye  for  English  gin,  and  about  equal  parts 
of  each  for  the  Dutch  varieties,  although  some- 
times maize  is  absent. 

During  the  Napoleonic  wars  at  the  beginning 
of  the  last  century,  the  use  of  com,  owing  to  its 
scarcity,  was  prohibited  in  the  United  Kuigdom 
for  the  manufacture  of  spirit,  and  the  manu- 
facturers had  recourse  to  molasses  or  low-srade 
sugar.  This,  however,  produces  a  very  inferior 
quality  of  g^in,  which  is  essentially  a  grain  spirit, 
but  it  is  still  made,  chiefly  for  exportation,  by 
the  addition  of  juniper  oil  or  similar  flavouring 
agent  to  the  crude  spirits 

In  England,  patent-still  spirit  is  generally 
employed  as  a  basis,  but  it  is  preferably  not 
rectified  so  highly  as  to  deprive  it  of  the  charac- 
teristic flavour  of  grain  spirit.  The  flavouring 
ingredients  are  in  some  cases  added  directly  or 
th^  are  separatdpr  distilled  and  the  distiUate 
added  to  the  spirit  to  be  flavoured.  Another 
and  probably  the  best  method  is  to  redistil  the 
spirit,  after  the  addition  of  the  flavouring 
ingredients,  in  a  kind  of  pot-still  with  a  long  head 
or  other  simple  rectifying  arrangement. 

In  Holland,  the  manufacture  is  carried  on 
mainly  at  Schiedam^'^J^enTpot-stills  are  chiefly 
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employed.  The  epirit  is  subjected  to  three  or 
four  rectifications,  when  it  is  known  as  *  mout- 
wijn  *  or  '  maltwine.'  This  is  sold  to  the  manu- 
facturers of  Geneva  or  Hollands  who  flavour  it 
by  methods  similar  to  those  above  described  for 
English  gin. 

The  best  '  Hollands '  is  said  to  be  prepared 
as  follows :  A  mixture  of  two  measures  of  ground 
rye  with  one  measure  of  ground  barley  malt  is 
mashed  with  about  24  gallons  of  water  for  each 
cwt.  of  the  mixed  meal.  The  mashing  being 
completed,  the  sp.gr.  of  the  wort  is  reduced  by 
cold  water  to  between  1033  and  1038.  It  is 
then  fermented,  after  which  the  whole  is  thrown 
into  a  still.  To  the  first  product  of  distillation, 
called  law  wines,  a  varyins  proportion  of  juniper 
berries  with  a  little  salt  is  added,  and  it  is  re- 
distilled. The  spirit  which  now  passes  over  is 
flavoured  with  essential  oils  or  resins  derived 
from  the  juniper  as  well  as  from  the  rye  and 
barley  used  in  orewing. 

Swutened  gin  {e,g.  'Old  Tom'  and  'Old 
Geneva')  is  made  by  the  addition  of  su^r 
syrup  to  plain  gin.  The  syrup  is  prepared  oy 
cussoiving  refined  sugar  in  its  own  weisht  of 
pure  water.  Sometimes  it  is  flavoured  with 
orange-flower  water,  and  is  known  as  '  oapillaire. ' 
The  clear  solution  is  e^dded  in  the  proportion  of 
about  6  gallons  of  syrup  to  100  {;aifons  of  gin. 

PlynunUk  gin  is  a  special  vanety  of  gin  made 
in  Plymouth,  and  used  extensively  in  the  West 
'  of  England.  It  has  a  characteristic  flavour,  said 
to  be  due  to  ether  resulting  from  the  addition  of 
a  little  sulphuric  acid  to  the  spirit  to  be  rectified. 
The  aaulteration  of  gin,  except  by  dilution 
with  water,  is  not  common.  Alkaline  car- 
bonates, and  sometimes  alum  and  salts  of  sine 
and  lead,  have  been  found.  Juniper  wood  oil 
and  turpentine  oil  aie  occasionally  used  as  sub- 
stitutes for  or  admixed  with  the  oil  from  the 
juniper  beriy. 

By  the  Stle  of  Food  and  DruRS  Amendment 
Act,  42  &  43  Vict.  c.  30,  s.  6,  gm  may  not  be 
sold  at  a  strength  below  35  uncfer  proof,  unless 
declared  to  be  diluted.  The  percentage  of 
water  added  may  be  found  by  multiplying  the 
excess  of  degrees  under  proof  beyond  36  by  the 
factor  r64.  For  example,  a  gin  of  strenffth 
46  u.p.  contains  lOx  1'64,  or  15*4  p.c.  of  adaed 
water  over  and  above  that  present  m  gin  at  the 
minimum  statutory  strength  of  35  u.p. 

J.  C. 
GOIGELLT  or  GINGILI  OIL  v,  Sbsamk  oil. 
GINOER. 

Description, — Ginger  ia  the  dried  rhizome, 
either  whole  or  grround  to  a  powder,  of  Zingiber 
ojfeindle  (Roscoe),  a  plant  3  to  4  feet  in  heieht, 
which  grows  wild  in  India  and  China  and  is 


I  cultivated  extensively  in  most  tropical  countries. 
At  the  present  time,  the  chief  kinds  which  find 
their  way  into  the  English  market  are  Jamaica, 
Calicut,  Cochin,  African,  Japanese,  and  in  less 
quantity,  Bombay.  Japanese  ginger  is  not 
derived  from  Z.  officinalis  and  is  therefore  not 
official  for  medicinal  purposes. 

Preparation  and  properties.— -'She  rhizomes 
are  duff  up  when  the  plant  is  about  a  year  old, 
washed,  and  dried  in  the  sun.  In  some  oases 
the  epidermis  is  removed  by  scraping  or  cutting, 
in  others  the  root  is  dried  intact. 

To  meet  the  popular  prejudice  in  favour  of  a 
whita  product  vanous  methods  of  treating  the 
root  are  adopted.  The  commonest  consists  in 
immersion  in  milk  of  lime,  when  the  coating  of 
lime  left  after  drying  is  of  advantage  in  pre- 
venting the  attacks  of  insects,  nmgi,  Ac, 
G^um  and  chalk  are  also  nsed  with  a  similar 
object.  Ginger  is  also  said  te  be  bleached  with 
salphurous  acid  or  bleaching  powder,  but  most 
of  the  so-caUed  bleached  ginger  has  probably 
onlybeen  *  limed.* 

The  unsoraped  root  has  a  yellow-brown 
wrinkled  surface,  while  the  scraped  variety  is 
smooth  and  nearly  white.  The  pieces  are,  as  a 
rule,  from  2  te  4  inches  in  length,  knotted  and*, 
bent,  flattened  in  section  and  with  a  short 
fracture. 

On  being  out  with  a  knife,  the  best  ginger 
presents  a  soft  floury  surface,  inferior  qualities 
appear  hard,  resinous,  and  shiny. 

The  ohi^  structures  observed  when  ground 
ginger  is  examined  under  the  microscope  are  the 
starch  srains,  the  vessels,  reticulated,  spiral,  and 
scalariiorm,  the  sderenchvmateus  cdUs,  broad 
bast  fibres  with  somewhat  thin  walls  and 
occasionally  thin-walled  polysonal  parenchy- 
matous cells  and  oleorosin  cdls,  which  have 
escaped  destruction  during  the  grinding.  The 
starch  grains  are,  for  the  most  |Mrt,  elongated, 
simple  (except  in  Japan  ginger  where  aggregates 
of  small  granules  occur),  sack-shaped  or  oval, 
and  vary  m  leiu^h  from  12  te  60fi,  the  majority 
being  between  20  and  30/i.  The  hilum  is  placed 
close  te  the  narrow  end  and  the  striations  are 
visible  in  the  laiger  granules  if  properly  illumi- 
nated. 

Ginger  is  used  as  a  condiment  and  fiavouring 
agent  and  in  medicine  as  an  aromatic  stimulant 
and  carminative. 

Composition, — Its  chief  characteristic  con- 
stituents aie  a  volatile  oil  te  which  the  aroma  is 
due ;  a  fixed  oil,  ginserol,  which  gives  the  pungent 
flavour  ;  starch  and  resin.  The  following  figures 
(Richardson,  from  Leach,  Food  Inspection  and 
Analysis,  446)  will  afford  some  idea  of  its 
composition : — 


Tablb  I. 


Calcutta 

Cochin   .... 
Unbleached  Jamaica 
Bleached  Jamaica  (London) 
,>  ,»     (America) 


Water      Ash 

Vola- 
tileoU 

Fixed 
oUand 
resin 

Starch 

Crude 
fibre 

7-46 

9-60  1  7-02 

2-27 

4-68 

49-3 

9-41  !  3-39 

1-84 

4-07 

53-3 

2*06 

10-49  1  3-44 

2-03 

2-29 

50-6 

4-74 

11-00  1  4-64 

1-89 

3-04 

49*3 

1-70 

1011      6-68 

2-54 

2-69 

60-7 

7-66 

6-30  13-4 
7-00  18-9 
10-86  16-6 
9-28  ,  19-2 
910     11-7 


1-01  , 

1-12  ' 

;  1-74  I 

1-48  1 
I  1-46  • 
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GINGER. 


Determinations  by  Garnet  and  Grier  (Pharm. 
J.  1009,  83»  150-160)  give  the  gingeio]  as  from 
l'lto2'2p.c. 

The  comooeition  of  gingerol  has  been  farther 
investigatea  by  Lapworth,  Pearson,  and  Royle 
(Chem.  Soc.  Trans.  1007,  111,  777),  who  found 
the  pungent  principle  of  ginger  to  be  a  mixture 
of  saturated  phenolic  compounds  derived  from 
a  residue  of  zingerone  {v.  oelow)  in  association 
with  a  molecular  proportion  of  the  residue  of  a 
saturated  aliphatic  aldehyde.  The  ffingerol 
was  obtained  oy  extracting  the  residue  from  an 
alcoholic  extract  of  ginger  with  35  p.o.  alcohol, 
evaporating  in  vacuo  at  minimum  temperature, 
removing  water  as  far  as  possible  and  re- 
extracting  with  60  p.c.  alcohol.  To  the  solution 
milk  of  lime  was  then  added,  and  after 
standing  the  clear  liquid  was  neutralised  with 
hydrocmoric  acid,  and  the  alcohol  again  removed 
under  reduced  pressure.  The  resmtinfl;  oil  was 
separated  from  water,  dissolved  in  chloroform, 
the  solution  dried  and  evaporated.  After 
fractional  extraction  with  hot  petroleum  and 
removing  the  latter,  a  viscous  yellow  oil  was 
obtained  which  was  further  purified  by  distilla- 
tion in  a  cathode  rav  vacuum.  The  best  samples 
of  the  faintly  yellow  oil  probably  contained 
about  25  p.c.  of  impurities. 

From  it  was  prepared  methyl-gingerol, 
which  crystallises  in  slender  needles,  m.p.  64®G., 

optically  active  in  2  p.c.  chloroform,  a^  =s27'3°. 

Zingerone.  Nomura  (Ohem.  Soc.  Trans. 
1917,  111,  760)  has  prepared  from  gin^r,  also 
Lapworth  and  Dykes  from  singerol  {ibtd,  783), 
a  ketonic  body,  Zingerone,  the  yield  amounting 
to  about  0*04  p.c.  of  the  ginger,  to  which  they 
agree  in  assigning  the  formula  CufLifi^,  the 
constitution  of  the  metone  being 

OMe 

COMe-CH,CH,^|^\oH 

From  ginger  it  was  prepared  by  shaking  the 
ethereal  extract,  previously  evaporated  to  a 
syrup,  with  2  p.c.  sodium  hvdroxide,  passins 
carbon  dioxide  through  the  alkaline  liquid  and 
extracting  with  ether. 

The  ethereal  solution,  washed  first  with  2N.- 
sodium  carbonate  and  then  with  water,  until  no 
longer  alkaline,  was  evaporated,  distilled  under 
a  pressure  of  13-23  mm.  and  afterwards  under 
0*5  to  1  mm.  until  the  temperature  of  the 
water-bath  reached  320°.  From  the  distillate 
the  bisulphite  compound  of  the  ketone  was 
prepared.  This  was  washed  with  ether,  decom- 
posed with  sodium  carbonate,  and  the  resulting 
oil  extracted  with  ether,  the  solution  washed 
with  water,  dried  over  anhydrous  sodium 
sulphate,  and  evaporated. 

The  oil,  when  shaken  with  a  crystal  of  the 
solid  ketone,  solidified,  and  was  recrystalltsed 
from  light  petroleum.  It  forms  colourless 
needles,  rhomoohedra,  or  lustrous  plates,  m.p. 
40°-41°  (Nomura),  3r-34*  (Lapworth,  Pearson, 
and  Royle),  and  has  the  odour  of  salicylaldehyde, 
and  the  pungent  taste  of  ginger.  It  dissolves 
easily  in  most  oiganic  solvents,  except  light 
petroleum,  but  sparingly  in  water,  ana  is  only 
slightly  volatile  in  st^m.  Warmed  with  con- 
oentrated  mineral  acids  the  mixture  shows  a 
striking   series  of   colour  changing  from  faint 


yellow  to  brown,  and  then  deep  purple;  on 
addinff  alkali  it  becomes  blue,  green,  and  finally 
colouness.  The  mixture  gives  a  red  colour 
with  Millon*B  reagent,  dissolves  to  a  green 
solution  with  alcoholic  ferric  chloride,  and 
reduces  ammoniacal  silver  nitrate. 

From  it  were  prepared  a  monobenzoyi 
derivative,  colourless  crystals,  meltins  at  126°- 
127";  a  crystalline  monoaceiyl  derivative, 
m.p.  40°-42° ;  also  Methyl  Zingerone,  m.p.  (US'- 
56* ;  Methyl  Zingerone-oxime,  m.p.  93°-93-l?* ; 
and  Eihyl  Zingerone^  in.p.  66°. 

In  addition  to  zingerone,  Nomura  finds  in 
Japanese  ginger  a  pungent  principle  Shogaol, 
Ci,H,40„  b.p.  231°-238715-5  mm.;  sp.gr. 
1-0448/25°,  containing  a  methoxyl  radicle  and 
a  hydroxyl  and  ketonic  g^up.  Nomura  and 
Notawa  have  sought  to  estabfish  to  what  con- 
stitutional factors  the  pungency  of  the  principles 
in  ginger  is  due  (J.  Soc.  dhem.  Ind.  1918, 
606,  A.).' 

Brooks  and  Humphrey  (J.  Amer.  Chem.  Soc. 
1916,  [38]  430)  prepared  from  ginger  oil  freed 
from  terpenes  and  sesqui-terpenes  a  tertiary 
alcohol  dwtilling  between  154°  and  157°  at  14-5 
mm.  pressure^  having  the  formula  C^.H^cO, 
which  possessed  the  peculiariy  fragrant  oiiour  of 
ginser.  From  it  the  hydrocarbon  in  zingiberine 
C1S&24,  boiling  from  between  254°  to  257°,  was 
obtaincid. 

AdvUeraiion. — ^The  only  form  of  adulteration 
to  which  whole  ginger  is  subject  is  the  addition* 
of  or  substitution  by  singer  from  which  more  or 
less  of  the  strenffth  nas  been  removed  by  ex- 
traction with  dilute  alcohol  or  water,  in  the 
manufacture  of  ginger  beer,  ftc. ;  or  with 
strong  alcohol  for  the  preparation  of  the  essence 
or  tincture.  Ground  ginger  may  be  adulterated 
by  the  addition  of  foreign  starches — ^wheat, 
maize,  rice,  turmeric;  ana  in  the  past  at  all 
events,  cayenne  pepper  and  turmeric  have  been 
employed  to  restore  the  pungency  and  colour 
where  these  have  been  reduced  by  the  practices 
already  referred  to. 

Mineral  matter,  especially  calcium  carbonate 
and  calcium  sulphate,  may  also  be  present  in 
excess,  owing  eitner  to  their  deliberate  addition 
or  to  the  too  liberal  emplojrment  in  the  prepara- 
tion of  the  article. 

Detection  of  aduUeraiion. — ^The  detection  of 

exhausted  ginger   ii|  small   proportion   is   at 

present  impossible,  and  even  when  the  amount 

18  substantial,  the  problem  is  by  no   means 

';  an  easy  one,  because  the  constituents  which 

I  are  removed  by  extraction  with  alcohol  and 

j  water   occur   in   widely   varyine   proportions, 

even  in  different  samples  of  the  same  kind 

I  of  ginger,  while,  in  the  case  of  different  kinds, 

I  the    variations   are   still   more   marked.    The 

I  tables  on  p.  377  show  this  and  also  the  changes 

I  in  composition  brought  about  by  the  proccwoa 

'  of  extraction  as  commercially  carried  out. 

The    most   useful    determinations    for   the 

detection  and  estimation  of  exhausted  ginger 

I  are  the  ash  soluble  in  water,  the  alcoholic  extract 

!  after  extraction  with  ether,  and  the  cold  water 

;  extract,   and   these   may   with   advantage   be 

supplemented  by  the  light  petroleum  extract 

or  tne  methyl  alcohol  extract  and  a  determination 

i  of  the  potash.    Microscopical  examination  is  of 

I  no  assistance  but  the  taste  and  smell  of   the 

1  sample  are  of  limited  utility  on  account  of  the 
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TABLX  II. — RlSXTLTS  OF  ANALYSIS   OF  87   SaHPLXS   OF  GlKOXR. 

(Zeit.  f.  Untenaoh.  des  Nahnmgs  u.  Genuss.  1907,  14,  649.) 


- 

Water 

Total 
ash 

Soluble 
ash 

4-61 
1-52 
0-99 
1-93 

Sand 

Ether 

extract 

(vola- 

tUe) 

3-08 
0-90 
0-48 
0-46 

Ether 
extract 
(fixed) 

! 

'  Higheet    %      .         .         . 

'  Lowest 

Extracted  Cochin     . 
;          „         Bengal    . 

13-85 

9-20 

13-26 

13-42 

9-33 
324 
328 
4-62 

3-79 
0-06 
Oil 
0-97 

8-08 
2-84 
1-32 
118 

Methyl 
aloohol 
extract 


Tablb  ni. 

(Clayton,  Analyst,  24,  (1899)  123.) 


Aloohol 

Light 

Ash  of 

cold 

water 

extract 

Alka- 

No.  of 
samp. 

Water 

Cold 
water 
extract 

Ether 
extract 

100  p.c. 

extract 

after 

petro- 
leum 
extract 

Ash 

Soluble 
ash 

Unltyof 
soluble 
ash  (as 

. 

ether 

(fixed) 

K,6) 

max. 

14-76 

16-88 

3-71 

1-81 

200 

6-19 

3-81 

4-62 

_ 

Whole  ginger 

11 

|min. 

1118 

6-69 

6-88 

0-88 

1-24 

2-67 

1-27 

1-74 

— 

mean 

13-33 

9-96 

4-88 

1-37 

1-60 

3-71 

2-27 

3  10 

— 

Ground    ginger    \ 
(commercial)    .  / 

max. 

11-83 

15-40 

9-37 

1-21 

3-67 

6-47 

3-48 

3-84 

0-33 

9 

nun. 

10-39 

4-64 

4-42 

0-41 

1-43 

2  06 

1-43 

1-72 

0-13 

mean 

11-32 

10-36 

618 

0-81 

2-11 

4-60 

2-46 

2-96 

0-24 

max. 

12-07 

1406 

4-33 

1-07 

1-49 

2-70 

113 

1-90 

0-16 

Exhausted  ginger 

10 

min. 

11-06 

2-67 

1-79 

0-69 

0-10 

1-41 

0-43 

0-61 

004 

mean 

11-62 

7-89 

3-20 

0-77 

0-76 

2-06 

0-49 

1-08 

0-09 

great  variations  in  strength  of  the  different 
kinds  of  fpngei. 

No  legitimate  manufacturing  operation  affects 
the  anafytical  results  sufficiently  to  cause  any 
trouble  (Clayton,  ^.c),  but  it  must  be  borne  in 
mind  that  the  method  by  which  the  sample  has 
been  extracted,  of  which  the  analyst  is  usually 
ignorant,  considerably  affects  the  analytical 
results.  (For  the  effect  of  exhaustion  with 
aloohol  of  different  strengths,  gee  Liversedge, 
Pharm.  J.  1896,  ii.  112,  and  for  information  as 
to  methods  of  extraction  actually  employed  by 
ginger  beer  manufacturers,  &o.,  see  Analyst, 
1893,  8,  200.) 

The  starchy  substances  likely  to  be  added  to 
ginger  may  be  detected  by  the  microscope. 
The  unsymmetrical  cross  observed  when  ginger 
starch  is  viewed  under  polarised  light  distin- 
guishes it  at  once  from  wheat. 

Capsicum  may  be  detected  by  the  test 
svufgested  by  Gamett  and  Grier  (Pharm.  J. 
1S09,  441),  based  on  the  fact  that  the  pun- 
gent flavour  of  ginserol  is  destroyed  by  heiskt- 
ing  with  alkalis  whereas  that  of  capsicum  is 
not. 

Standards,— The  United  States  Department 
of  Agriculture  has  fixed  the  following  standard 
for  ginger:  the  starch  (by  diastase  method) 
shall  not  be  less  than  42  p.c.,  the  crude  fibre 
not  over  8  p.c,  the  total  ash  not  over  8  p.c., 
the  lime  not  over  1  p.c,  and  the  ash  insoluble 
in  HCl  not  over  3  p.G.  British  Pharmacapaia  : 
Alcoholic  extract  (90  p.c  alcohol)  not  less  than 
6  p.c,  and  cold  water  extract  not  less  thSrU 
8-6  p.c,  ash  not  to  exceed  6  p.c,  insoluble  ash 
under  1*6  p.c  The  Pharmaceutical  0>dex 
provides  that  the  volatile  oil  shall  be  between 


1  and  3  p.c.,  the  ash  between  3  and  6  p.c.,  and 
the  aqueous  extract  not  under  10  p.c. 

C.  H.  C. 

OmOER  GRASS  OIL  t;.  Oils,  Essxntiai.. 

OmOER,  OIL  OF,  V.  Oils,  £s8Bntial. 

ODfOKOIC  ACm  C..H«7C00H,  m.p.  36^ 
is  obtained  from  the  fruit  of  Oingko  bilcba 
(Linn.)  (Schwarzenbach,  J.  1867,  629). 

OIROFLE*     Dimethylphenoxylosafranine  {v. 

AZINBS). 

OLASERTTE  Aphthitalite  {q.v.), 
GLASS.  History.  Despite  Pliny's  pretty 
story  of  the  accidental  discovery  by  the 
Phoenicians  of  the  mode  of  making  glass,  all 
evidence  points  to  Egypt  as  having  been  the 
home  of  the  art.  Flmoers  Petrie  in  Arts  and 
Crafts  of  Ancient  Egypt,  says  that  glassmaking, 
apart  from  pottery,  does  not  go  back  further  than 
loOO  B.O.  and  that  blown  glass  was  not  developed 
until  many  centuries  later,  the  glass  object  being 
fashioned  round  a  core  of  sand.  The  Phoenicians 
most  probably  acquired  the  art  from  the 
Egyptians,  and  they  carried  their  glassware, 
beads,  and  vases,  as  well  as  Egyptian  glassware, 
into  many  countries  bordering  upon  the  Mediter- 
ranean. In  the  1st  century  B.o.  the  Roman 
market  for  Egyptian  glassware  developed  at  a 
rapid  rate,  resmting  in  Uie  attraction  of  a  number 
of  Esyptian  workmen  to  Rome  and  the  setting 
up  there  during  the  last  half- century  B.C.  of  a 
number  of  factories.  Glassmakinff  under  the 
Romans  reached  a  very  high  standard,  and  in 
respect  of  some  productions  their  manipulative 
skiU  has  scarcely  been  surpassed.  Many  new 
shades  of  colour  in  glass  were  developed  whilst 
I  glass  engraving  and  the  production  of  cameos 
1  were  weU  advanced.     '^' '  ""^  "^^        ^^^m.^ 
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The  Venetttii  rinitmaklng  period  daiei  bftdc 
to  the  bfyinning  of  the  I3tii  centary^  and  leacfaed 
He  enlmttiefing  period  in  the  10th  end  17th 
oentoriei.  The  uuoe  which  the  art  bnMig^  to 
the  RepaUic  of  Venioe  vae  maiked  1^  the 
Dririi^ged  poeitkMi  eooofded  by  the  State  to  tiie 
CorporiUion  of  GhMemahen,  ae  tnetaneed  by 
the  eoactmeot  which  pennitted  nobles  withoot 
kNM  of  rank  to  marry  daa^ten  of  ghMsmaken, 
and  by  other  Uwa  which  Infiiotfd  heavy  penattiea 
nn  Venetiana  who  went  abroad  and  taogbt  tiie 
art  of  gbawnalring  Elegance  of  form  character- 
Med  the  Venetian  prodoctiona  wliidi  were  made 
of  a  Kme  ^aat,  either  plain  or  ornamented  by  a 
variety  erf  methoda  including  Shgree  woric, 
lattice  pattern  and  gilding. 

Glaaamaking  was  undoabtedly  carried  on  in 
England,  France,  and  Germany  under  Roman 
occupation.  In  later  timea,  the  earlieat  reference 
to  tne  exiatence  of  glaaa  mannfactoie  in  thia 
country  waa  in  1439  when  the  Connteea  of 
Warwick  stipulated  that  no  Kngliah  glaai  should 
be  used  in  the  windows  of  the  Beanchamp 
Chape]  at  Warwick.  Elizabeth  endeavoured  to 
build  up  a  native  industry,  but  it  waa  not  until 
the  later  half  of  the  17th  century — and  especi- 
ally during  the  18th — ^that  it  acquired  import- 
ance. Ixmdon  was  the  chief  centre  in  the 
development,  whilst  Newcastle  probably  fol- 
lowed in  order.  The  chief  contribution  of 
England  to  tbe  glass  industry  was  the  discovery 
in  we  1 7th  century  of  lead  glass,  and  the  brilliant 
effect  produced  by  the  decoration  of  this  g^ass 
by  the  cutting  process  contributed  to  the  decline 
in  the  demand  for  the  Venetian  wares. 

The  intensive  scientific  study  of  glass  was 
the  outstanding  feature  of  Germany's  efforts  in 
the  last  quarter  of  the  19th  century.  Already 
in  England  in  1834,  Rev.  V.  Haroourt  besan  a 
long  series  of  investigations  of  the  reUtion 
between  the  physical  properties  and  the  com- 
position of  glass,  and  showed  that  borate  and 
phosphate  glasses  had  valuable  optical  pro- 
perties. This  work  was  pursued,  in  later  years 
m  conjunction  with  Stokes,  until  1864,  when 
Haroourt  died.  Schott's  experiments,  beginning 
with  the  lithium  glasses,  described  in  1879,  were 
more  successful  in  that  they  culminated  in 
commercial  manufacture.  Early  on  associated 
with  the  physicist  Abbe,  considerable  improve- 
ment was  soon  effected  in  optical  glass,  and, 
uniting  with  the  firm  of  Zeiss,  the  first  works  at 
Jena  were  founded  in  1884.  Many  new  varieties 
of  optical  ff lass  were  made,  whilst  Uie  information 
obtained  In  this  field  not  only  by  Schott^  but 
also  by  Winkelmann,  Wel>er,  and  others 
attaohod  to  the  Jena  school  of  workers,  led  to 
great  improvement  in  chemical  glassware, 
thorraometer  glasses,  and  heat-resisting  glass. 

No  glassmaking  of  any  real  note  took  place 
in  America  before  1800.  The  last  twenty-five 
years  there  have  been  noteworthy  for  remark- 
able mechanical  inventions  for  the  manipulation 
of  glass.  In  this  field  the  Americans  stand 
supreme. 

As  the  result  of  the  war,  glassmaking  has 
developed  in  a  number  of  new  centres.  In  both 
(]reat  Britain  and  America  chemical  glassware 
Huperior  to  the  best  German  has  been  produced, 
whilst  remarkable  progress  has  been  made  in 
Kiigland  in  optical  glass  of  high  quality.  Japan 
has  undertaken  extensive  glass  manufactures. 


whilst  India  is  cultivating  the  industry.  GIsm- 
malring  j^  fikewisc  bei^g  eocoaiaged  as  new,  or 
oompaimtively  new,  industries  in  Anstralia, 
South  Africa,  Bnudl,  and  the  Argentine. 

Glabs. 

DeflllttiML  Owing  to  its  complexi^  and  to 
the  laive  number  (rf  possible  va|ietiea,  g^aan 
cannot  be  brought  adequately  within  the  scope 
of  a  sin^  or  rimf^  definition.  It  may  be  de- 
fined as  an  amorphous,  hard,  brittle  substance* 
usually  transparent,  but  sometimes  trsnslncent 
or  even  opaque,  breaking  with  a  conchoidal 
fracture  and  consisting  of  a  material  obtained 
by  the  fusion  of  one  or  more  of  tiie  oxides, 
silica,  boric  oxide,  i^osphoric  oxide,  and  the 
metallic  oxides,  followed  by  sufficiently  rapid 
'  cooling  of  the  fused  mass  as  to  prevent  crystalli- 
sation of  the  components.  The  glass  may 
be  colourless  or  may  be  coloured  either 
I  by  one  or  more  of  the  constituent  oxides 
or  from  the  effect  of  neutral  bodies  such 
as  carbon,  sulphur,  and  selenium.  Acoord- 
,  ing  to  the  definition,  ^ass,  being  amor- 
.  phous,  will  be  isotropic.  There  are  some  sub- 
stances, however,  which,  in  certain  optical 
instruments,  serve  as  glasses  but  are  anisotropic 
in  character,  and  have  properties  differing  in 
the  directions  of  their  ciystallograi^c  axes. 
Such  crystalline  substances  in  common  use  are 
quarts,  fluorspar,  and  calospar,  or  Iceland 
spar. 

Proportta  of  Glait.  From  their  mode  of 
preparation,  ordinary  glasses  must  be  considered 
as  mixtures  of  compounds,  usually  of  silicates, 
but  also  of  borates  and,  in  rarer  cases,  of  phos- 
phates and  arsenates.  A  study  of  the  fireesing 
point  curves  or  equilibrium  diagrams  of  binary 
and  ternary  mixtures  of  silica  with  other  basic 
oxides  has  been  the  most  fruitful  source  hitherto 
of  our  knowledge  of  these  compounds  probably 
present  in  silicate  glasses  {see,  for  example, 
Hilpert  and  Weilter,  Ber.  1909,  42,  2969;  1910, 
43,  2665.  Day  and  Shepherd,  Amer.  J.  Soc. 
1906,  22,  266,  Rankin  and  Wri^t,  ibid.  1916, 
39,  1.  Shepherd  and  Rankin,  %bid,  1909,  28, 
301  ;  1915,  39,  9.  Rankin  and  Wright,  ibid, 
1915,  39,  68);  whilst  the  investigations  of 
WslUu^e  (Trans.  Cer.  Soc.,  1909-10,  9,  172)  and 
others  have  shown  that  some  of  these  silicates, 
such  as  sodium  and  barium  metasiUoates, 
lithium  and  sodium  metasilicates,  and  sodium 
aluminium  trisilicate  and  calcium  aluminium 
trisilicate  (albite  and  anorthite)  form  continuous 
series  of  solid  solutions;  and  certain  others, 
suDh  as  lithium  and  calcium  metasilicates,  are 
soluble  only  to  a  limited  extent  in  the  solid 
state. 

On  rapid  coolins,  the  viscosity  of  the  mass 
increases  greatly  i^d  the  mixture  at  length  sets, 
not  at  any  definite  temperature,  but  over  an 
interval  which  it  is  not  easy  to  define  with 
precision.  On  reheating,  it  also  softens  gradually, 
and  has  no  melting-point.  Accordingly,  the 
commonly  prevailing  view  is  that  glass  is  to  be 
regarded  as  a  super-cooled  liquid  of  extremely 
high  viscosity.  It  is  the  high  viscosity  which  is 
the  most  important  factor  in  preventing  the 
separation  out  in  the  oiystaUine  form  of  the 
compounds  present,  although  it  has  been 
suggested  that  even  in  apparently  transparent 


glaasea,  incipient  oiygtaUisation  may  ensi,  thus 
explaining,  for  example,  the  phoophoresoenoe  of 
fused  sano  Bilicate  and  bringing  glaas  into  line 
with  ike  behayiour  of  certain  other  amorphouB 
snbstanoea,  such  as  sulphnr,  which  tend  to 
revert  to  the  stable  ciystaUine  state  (see 
Jackson,  J.  Roy.  Soc  Arts,  1919 ;  S.  0.  Brad- 
ford, J.  Soc.  Ghiss  Tech.  1919,  3,  282). 

The  general  statement  made  above  in  regard 
to  the  setting  and  the  softening  of  glass,  is  not 
intended  to  imply  that  these  prooessee  are 
absolutely  continuous.  Tool  and  Valasek 
(Bureau  of  Standards  Papers,  1920,  No.  358), 
indeed,  have  shown  that  there  is  distinct  dis- 
continuity in  the  heating  curve  of  a  glass  when 
softening  begins,  due  to  slight  heat  absorp- 
tion, and  a  corresponding  heat  evolution  on 
cooling. 

Although  ordinary  glasses  consist  of  mixtures 
of  compounds,  the  properties  of  glasses  can,  with 
a  considerable  dM^ree  of  success^  be  referred  to 
the  influence  of  the  constituent  oxides  or  added 
substances;  indeed,  in  some  properties  there 
appears  to  be  an  additive  relationship,  as  in  the 
case  of  the  density  and  the  coefficient  of  expansion 
of  sodium-calcium  silicate  glasses  of  similar 
molecular  t^rpe.  The  following  important  pro- 
perties are  uurgely  discussed  on  the  basis  of  the 
effect  of  the  constituent  oxides. 

Durability.  Resistance  to  disintegrating 
agents  such  as  water,  aqueous  solutions  of  salts, 
adds,  or  alkalis,  atmospheric'  moisture  and 
dust  must  be  possessed  by  a  glass  if  it  is  to  be 
capably  of  service.  Borate  giaraes  and  phosphate 
glasses,  whilst  possessins  valuable  optical  pro- 
perties, have  mtherto  been  little  used  owing 
to  instability  in  the  presence  of  weathering 
agents. 

Methods  of  testing  the  durability  of  a  glass 
are  numerous  (Cauwood,  English,  and  Turner, 
J.  Soc.  Glass  Tech.  1917,  1,  153).  Mylius  em- 
ployed a  test  in  which  iodoeosin  was  precipitated 
from  an  alcohol-ether  solution  by  the  alkali  set 
free  from  the  glass  surface  to  which  it  was 
applied.  The  amount  of  iodoeosin  precipitated 
per  unit  area  of  a  fractured  glass  surface  after 
the  latter  had  been  exposed  initially  to  an 
enclosed  damp  space  for  seven  days  before  being 
dipped  in  the  iodoeosin  solution  for  one  minute 
at  18°C.  was  called  the  weathering  alkalinity. 
According  to  the  weathering  alkalinity,  the 
durability  of  the  glasses  examined  was  classified 
as  hj,  h,,  hp  h4,  h,.    Thus: 

m.gm.  Iodoeosin  per  gq.  metre 

Weather-  Alkalinity  by 

Ing  solution  from 

alka-    Dura-     hollow  ware 


Type  of  i^au 

light  barium  flint  0463 

BorosUicate  crown  0144 

Silicate  crown       .  0337 


Claai 

1    Types  of  glass 

linlty 

biUty 

•  atl8«  atW* 

1 

Water  resistant   . 

0-  5 

111 

0-6      0-20 

2 

Besistant  passes 

6-10 

hi 

6-  16    20-  61 

8 

10-20 

hs 

16-  49    61-202 

4 

Soft 

20-40 

K 

49-202  202-^09 

5 

Unsatisfactory 
glasses 

>40 

^l 

>202      >800 

Peddle  (J.  Soo.  Tech.  1920,  4,  39)  found  that 
the  amount  of  alkali  extracted  from  powdered 
glass  (160  mesh)  by  treatment  with  water  at 
80**  for  1  hour  was  a  ready  measure  of  durability. 
With  five  optical  glasses  previously  classified 
by  Schott  aft  h^,  h,,  h„  h^,  h,  respectively,  he 
found : 

♦  Seven  days*  treatment  at  18*,  three  honrs  at  80*. 
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m.giB.Hf80^ 
required  to 
Schott    neutralise 
classiflca-  alkali  from 
Schott  No.     tlon     100  gn.  glass 
h|  169 

h.  362 

h,  580 

h«  729 

.     0381  h,  899 

The  iei^;ei\^  tending  to  corrode  chemical 
glassware  may  be  (1)  water  or  salt  solutions, 
(2)  acids  or  aoid  solutions,  (3)  alkalis  or  alkaline 
solutions.  Usually  the  corrosive  action  of 
alkaline  solutions,  such  as  sodium  or  potassium 
hydroxides  and  carbonates,  is  much  more  severe 
than  that  of  acids  or  water.  Concentrated  adda^ 
sulj^uric  and  nitric,  appeitf  to  act  on  lime-soda 
elassware  to  a  less  extent  than  pure  water.  A 
Sask  of  flrst-class  chemical  glassware  should  not 
lose  more  than  about  1  m.gm.  per  100  so.  cm. 
when  pure  water  is  placed  in  a  500  c.o.  flask  and 
evaporated  from  300  o.c.  to  100  c.c.  in  two 
hours ;  hydrochloric  acid  solution  of  20*24  p.c. 
strength  should  not  extract  more  than  3  4  m.gm. 
per  100  sq^  cm.  when  evaj^rated  from  250  c.c. 
to  100  C.C.  in  1^  hours  in  a  500  c.c  flask; 
2N.-caustio  soda  should  not  extract  at  100®  for 
three  hours  more  than  about  100  mg.,  and 
2N. -sodium  carbonate  not  more  than  35  mg.  per 
100  sq.  cm.  (Cauwood,  English,  and  Turner,  {.c). 

In  the  case  of  water,  the  amount  of  corrosion 
may  more  accurately  be  determined  by  the 
extraction  of  alkali;  for  the  nature  of  the 
action,  namely,  first  absorption  of  the  water, 
followed  by  hydration,  is  such,  that  the  net  loss 
in  weight  of  the  glass  may  be  less  than  the 
actual  extent  of  corrosion.  With  HCl,  the 
corrosion  may  be  determined  by  evafjoration 
of  the  acid  extract  in  platinum,  gentle  ignition 
to  avoid  loss  of  the  alkaline  chlorides,  and 
calculation  of  the  weight  of  residue  in  terms  of 
Na,0  or  K,0. 

Oxides  which  bestow  (1)  resistance  to  water 
are  SiO„  B.O,,  A1.0j,  ZnO,  PbO  ;  (2)  resistance 
to  acids,  SiO„  aIjO,,  CaO,  B,0„  ZnO;  (3) 
resistance  to  alkali,  Al,Os.  Acidic  oxides 
naturally  do  not  offer  great  resistance  to 
alkaline  solutions. 

The  weathering  of  optical  glass  has  also  been 
measured  by  exposing  it  to  moist  air  for  definite 
periods  and  also  to  dust.  The  latter  may  be 
organic  and  serve  to  condense  moisture  or  to 
produce  add  matter.  Blobs  or  hair-like  mark- 
ings, or  both,  may  in  consequence  be  developed. 
The  weathering  power  of  optical  gUss  can  be 
determined  most  speedUy  by  the  determination 
of  its  chemical  resistance  to  water  (see 
W.  £.  S.  Turner  and  coUaborators,  J.  Soc.  Glass 
Tech.  1917,  1,  145, 153,  213 ;  1918,  2,  219,  235 ; 
1919,  3,  129,  228;  E.  Zsohimmer,  Chem. 
Zeit.  1901,  25,  780.  C.  J.  Peddle,  J.  Soc.  Glass 
Tech.  1920,  4,  39). 

Thermal  ezpaiislon  appears  to  be  a  linear 
function  of  tiie  composition  in  a  simple  series 
of  glasses  (English  and  Turner,  J.  Soc.  Glass 
Techri919,  3,  238;  1920,  4,  115;  1921,  5,  183). 

In  the  tri-silicate  series  of  glasses  3SiOta;CaO 
(or  MgO)  yNa.O  where  x-\-tf=l,  the  caldum 
glasses  have  Mnear  expansion  ranging  from 
115-3x10-'  when  CaO  is 0-0  p.c.  to  769x10-' 
for  CaO  11-63  p.c.  For  MgO  110  p.c.  irTs 
IIM  X 10-',  and  for  9-30  p.c.  59-4x10-'. 
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Glaases  of  oomparatiTely  small  expansibility 
can  therefore  be  obtained  by  suitably  modifying 
the  composition.  Pyrex  glass  has  a  linear 
coefficient  of  32  X  10*' ;  Jena  69"^  of  42  X 10"' ; 
Jena  16>"  of  76*9  X  10-^  Glasses  rich  in  alkali 
have  high  expansibility.  SiO,,  B,0„  MgO,  and 
ZnO  reduce  the  expansibility. 

Winkehnann  and  Schott  found  empirically 
that  the  cubical  expansion  (3a)  of  a  glass  could 
be  represented  by  the  formula  ,3a^a»+«&+2C 
where  x,  y,  and  z  aro  the  percentages  of  each 
oxide  and  a,  b,  and  c  the  contribution  to  the 
total  cubical  expansion  which  each  1  p.c.  of  the 
oxide  makes. 

The  factors  a,  b,  c,  &c.  calculated  by  Winkel- 
mann  and  Schott  have  been  shown  by  English 
and  Turner  not  to  be  correct  in  some  cases. 
The  recalculated  values  of  3a  for  four  oxides 
are  SiO,,  015 ;  CaO,  49 ;  Na,0,  130 ;  and 
MgO,  1*35,  multiplied  by  10~'  in  each  case. 

The  rate  of  expansion  increases  with  tem- 
perature. Up  to  near  the  softening-point,  the 
temperature  coefficient  appears  to  be  linear. 
Over  the  softening  range  (about  40°C.)  the  rate 
of  expansion  increases  notably,  being  from  two 
to  seven  times  the  rate  prior  to  softening  {aee 
Peters  and  Cragoe,  J.  Amer.  Opt.  Soc.  1920,  4, 
106). 

Apart  from  the  desirability  of  using  low  ex- 
pansion glass  for  chemical  apparatus  (beakers 
and  flasks)  and  heat-resistinff  illuminating  ware, 
the  magnitude  of  the  coefficient  of  expansion 
is  of  importance  when  two  glasses  have  to-be 
united,  as  in  the  'flashing'  process,  or  when 
metallic  wires  have  to  be  sealed  into  glass.  In 
both  cases  it  is  desirable  for  the  two  objects  to 
be  sealed  to  have  rates  of  expansion  not  very 
for  different.  The  expansion  rate  of  a  glass  can 
by  modlMng  its  composition  be  varied  over  a 
considerable  ranse  so  as  to  provide  for  the 
sealing  in  of  metals  such  as  copper  and  tungsten. 
This  variation  of  linear  thermal  expansion  may 
range,  approximately,  from  30  X 10"'  to  130  X 10"' 
(£.  C.  SuUivan,  J.  Soc.  Chem.  Ind.  1916,  35, 
51).  Lead  glasses  have  been  largely  used  not 
only  for  casing  or  depositing  one  on  the  other 
in  layers,  but  also  for  sealing  in  platinum  wires. 
The  coefficient  of  expansion  of  a  normal  lead 
glass  containing  20-30  p.c.  of  lead  oxide  is  not 
very  far  removed  from  that  of  platinum.  There 
is  no  doubt,  however,  that  successful  casing  or 
sealing-in  depends  also  on  the  softness  or 
plasticity  of  the  materials  to  be  united,  and 
lead  gUss  possesses  this  property  in  a  marked 
degree. 

Resistanoo  to  Sadden  Change  of  Temperatare 
depends  not  only  on  the  thermal  expansion 
but  also  on  the  specific  heat,  the  conductivity, 
the  density,  the  tensile  and  compression  strength, 
and  elasticity.  The  so-called  thermal  endurance 
can  be  measured  comparatively  by  heating  to 
a  definite  temperature  glass  rods  of  similar 
length  and  diameter  within  a  vertical  electric 
tulw  furnace  and  then  allowing  them  to  fadl 
into  cold  water  at  a  definite  temperature. 
Flasks  may  be  compared  by  charging  them 
with  paraffin  wax,  heating  them  to  a  definite 
temperature  and  plunging  into  water  at  20°C. 
Well-annealed  Jena  fl^ks  have  been  found  to 
withstand  sudden  chilling  from  250°  to  20°, 
although   the   range   usually   observed  is   not 


quite  so  wide.  Both  the  actual  thickness  and 
the  uniformity  of  distribution  of  the  glass  in  a 
piece  of  glassware  infiuenoe  the  cracking  tem- 
perature. Common  beer  bottles  containing  hot 
water  and  immersed  in  a  hot  water  bath  will 
rarely  withstand  removal  and  quenching  from 
80°  0.  to  20°C.  in  cold  water. 

The  thermal  eondaetivity  of  glasses  has  been 
investigated  by  Winkelmann,  by  Paalhom, 
and  by  Fochs,  but  it  cannot  yet  be  said  that  the 
relationship  between  composition  aiid  thermal 
coi9poaition  has  yet  been  worked  out  satis- 
factorily. Apparently,  increasiiu;  the  amount 
of  the  oxides  A1,0|,  SiO„  B,Op  MgO,  and  CaO 
tends  to  increase  the  conductivity  of  the  ^ass, 
whilst  the  oxides  PbO,  ZnO,  BaO,  and  K^O, 
on  the  other  hand,  most  effectively  diminish  it. 

The  speeifle  heat  of  glasses  at  temperatures 
0°-100°  can  be  calculated  approximately  from 
the  values  for  the  oxides  by  use  of  the  formula 

where  0|,  p,,  p„  &c.  are  the  percentage  amounts 
of  eacn  oxide,  and  c„  c,»  c„  &c.  the  specific 
heats  of  the  oxides,  C  being  the  specific  heat 
of  the  glass.  The  values  for  some  oxides  are 
SiO„  0191;  B,0„  0-227;  Na,0,  0'267 ; 
K,0,  0186 ;  CaO,  0190 ;  BaO,  0-067  ;  MgO, 
0-244 ;  PbO,  0-061  ;  ZnO,  0-125.  Knowledge 
of  the  specific  heat  of  glasses  at  high  tempera- 
tures is  almost  entirely  lacking  {see  also  W.  P. 
White,  Amer.  J.  Sci.  1919,  47,  1). 

The  density,  in  the  case  of  glasses  of  similar 
constitution,  varies  in  an  approximately  linear 
manner  with  the  composition  (Larsen,  Amer.  J. 
ScL  1909,  28,  263;  Tillotson,  J.  Ind.  Chem. 
1911,  3,  897  ;  English  and  Turner,  J.  Soc.  Glass 
Tech.  1920,  4,  78,  163).  This  apphes,  for 
example,  to  the  sodium-calcium  and  sodium- 
mamiesium  tnsilicate  glasses. 

In  general,  the  densest  commercial  glasses 
are  those  containing  lead*  although  thallium 
glasses  are  still  specifically  heavier.  Lead 
silicate  glass,  containing  approximately  80  plo. 
PbO,  hM  a  densiiy  of  about  6-3.  Winkelmann 
believed  the  density  and  composition  were  so 
related  that  \QO/'D^pJd^-\-pJd.+pJd^-\-  .  .  . 
where  D  is  the  densitv  of  the  glass,  p„  p„  pt, 
&c.  the  percentages  of  the  several  oxides,  and 
di,  <ft»  ^w>  *o.  the  density  factors  by  which  the 
density  was  increased  for  each  1  p.c.  of  oxide. 
These  density  factors  were,  for  SiO,,  2*3  ;  B,0„ 
1-9;  CaO,  33;  Na,0,  2-6;  PbO,  96  (aee, 
however,  English  and  Turner,  {.c;  Baillie,  J. 
Soc.  Glass  Ind.  1921,  40, 141.) 

Young's  modolus  of  elastlelty  was  shown  by 

I  Winkelmann  and  Schott  to  be  related  to  the 
composition  in  such  a  way  that  if  E  is  the 

'  elasQcity,  E=aiZi+a,Z,H-a,Z,+  .  .  .  where 
a„  a„  a„  &c.  are  the  percentage  amounts  of 
each  constituent  oxide,  and  24,  z.,  2„  &c, 
factors  which  represent  the  increase  of  elasticity 
due  to  each  1  p.c.  of  the  oxide.  These  factors 
were  calculated  by  Winkehnann  and  Schott» 
but  there  is  reason  to  doubt  their  accuracy ;  for 
example,  the  effect  of  CaO  when  replacing  Na,0 
in  a  series  of  trisilicate  glasses  is  to  increase 
greatly  the  elasticity  (J.  R.  Clarke  and  W.  E.  S. 
Turner,  J.  Soc.  Glass  Tech.  1920, 4, 260)  whereas 
Winkelmann  and  Schott  ascribe  equal  effects 
to  them.  For  the  glass  6SiOt,  l-9Na,0, 0'lCaO, 
E=5930  kg./mm.*   and   for  6SiO,,     l-lNa,0, 
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0*9CaO,  £=7249  kg./moL*.  Zschimmer  gives  ^ 
K mining  yalues  hitherto  found  for  different ' 
glasaes  as  4800—7970  kg./mm.*.  A  glass  I 
with  SiOt,  66*6  p.c. ;  CaO,  18*06  p.c»  and 
Na,0,  12*7  p.c,  however,  had  a  vaiue  8343  j 
kg./nuiL*  (Clarke  and  Turner,  Lc),  ' 

Ttuilo  strangth  has  proved  in  the  past  | 
not  easy  to  measure  with  accuracy.  Zschim-  ' 
mer  quotes  limits  found  for  glasses  as  3*3-  i 
8*1  kff./nuiL*.  Winkelmann  and  Sohott  con-  ' 
eluded  that  an  additive  relationship  existed 
between  composition  and  tensUe  strength,  ' 
Glasses  contaiping  CaO  and  ZnO  had  highest.  1 
and  those  with  Na,0  and  K,0  least,  tensile 
strength. 

The  oomprenion  strangth  is  much  greater 
than  the  tensile  strength.  The  limits  quoted 
by  Zschimmer  from  the  observations  of  various 
workers  are  60 *5-126'4  kg./mm.  *.  According  to 
Winkelmann  and  Sohott,  SiO,,  AlaO^  MgO, 
and  BaOa  effectivelv  increase  resistance  to 
compression,  whilst  the  alkalis  Na,0  and  K,0 
as  well  as  BaO  reduce  it  most. 

On  the  vlMOSitar  of  glass  and  especially  on 
the  change  of  viscosity  with  temperature 
depends  its  working  in  practice.  Unfortunately, 
few  systematic  data  have  been  recorded.  Lead 
glasses  are  noteworthy  as  having  miong  working 
range,  that  is,  the  viscosity  changes  slowly 
over  the  range  from  560''  to  850*".  On  the  other 
hand,  high  OaO  content  gives  fluidity  above 
1200°,  but  the  glass  very  rapidly  sets  when 
cooled  below  1100*".  Such  gUss  is  therefore 
advantageous  in  producing  hand-made,  thick- 
walled  bottles  of  considerable  size.  Magnesia 
glasses  have  much  higher  viscosity  than  lime 
glnnnon  at  high  temperatures.  Silica  and 
alumina  increase  the  viscosity.  Glasses  con- 
taining both  Na,0  and  K.O  work  more  easily 
than  those  with  one  alkaline  oxide  only  {see 
K.  Amdt,  Zeitsch.  Chem.  Apparaterkunde, 
1908,  3,  474;  V.  Veseley,  Sprechsaal,  1911,  44, 
457  ;  A.  L.  EeUd,  Trans.  Faradav  Soc.  1917,  13, 
3 ;  £.  W.  Washburn,  Trans.  Amer.  Cer.  Soc. 
1920,  3,  736). 

nie  afterworking  of  glass  is  the  phenomenon 
of  slow  shrinking  observed  in  glass  after  being 
reheated.  For  this  reason,  a  thermometer  bulb 
may  show  a  slight  rise  of  zero  with  tLge  whilst,  if 
heated,  and  then  cooled  fairly  quickly,  the  zero 
is  depressed.  The  depression  constant  of  a 
thermometer  is  the  depression  observed  when 
heated  to  lOO^C.  and  cooled  fairly  quickly  to 
normal  air  temperature.  Weber,  in  1883, 
showed  that  large  depression  constants  were 
due  to  the  presence  oi  both  Na,0  and  K,0. 
For  thermometer  purposes  only  one  alkaline 
oxide  should  be  present  in  the  glass,  and  the 
glass  also  should  not  be  too  soft.  Much  effort 
was  made  by  the  Jena  workers  to  eliminate  or 
reduce  afterworking;  two  successful  slasses, 
16  (111)  and  69  (111)  were  made  havins 
depression  constants  of  only  0*05°  and  0*02^ 
respectively.  The  French  glass  verre  dur,  re- 
sembling window  glass  in  composition,  also 
has  a  very  low  depression  constant. 

DeviMflMtlon  is  the  phenomenon  of  loss  of 
the  glassy  or  vitreous  state.  Whilst  several 
changes  in  glass  are  sometimes  associated  with 
devitrification,  the  term  would  perhaps  be  best 
confined  to  the  separation  out  in  the  crystalline 
state  of  some  constituent  present  in  excess  of 


the  solubility  Umit.  The  constituent  may  be 
stUca  or  may  be  a  silicate,  the  former  frequently 
being  deposited  both  from  lead  and  from 
calcium  jetasses  containing  a  high  proportion  of 
silica.  This  aUca  may  be,  according  to  the 
temperature,  cristobalite  or  tridymite,  and  may 
give  the  glass  either  a  mere  opalescence  or 
smokiness,  or  mayproduoe  a  dense  white  deposit. 
Of  the  silicates,  CaSiOt  or  wollastonite,  is  the 
best  known  cause  of  devitrification  of  soda- 
lime  glasses.  BaSi|Os  from  barium  crown 
glasses  ha5  also  been  observed.  PhSiO,  is  onlv 
deposited  from  glasses  containing  a  very  high 
proportion  of  PbO.  Devitrification  depends  on 
the  maintenance  of  the  soft  glass  at  a  suitable 
deposition  temperature  for  a  sufficient  length  of 
time.  The  viscosity  is  therefore  a  most  impor- 
tant factor.  Li  this  connection,  lithium  glasses 
are  most  readily  devitrified,  sodium  less  easily 
and  potassium  least  of  the  three  alkalis,  the 
viscosity  increasing  rapidly  also  in  this  order, 
the  potassium  glanes  oeing  most  viooous.  The 
addition  of  certain  oxides,  as  Al.Os  and  B«Oat 
hinders  devitrification,  and  for  this  reason  the 
first-named  oxide  is  a  constituent  of  lamp- 
working  (bench  glass  blowing)  glasses,  and  is  a 
useful  aiddition  to  sodium  oaldum  glasses  which 
have  to  b^  maintained  for  any  considerable 
time  in  a  fairly  plastic  state. 

The  speelfle  eleetrieal  resistanee  is  influenced 
by  the  state  of  annealing,  well-annealed  glass 
having  the  higher  resistance.  The  best  insulating 
glasses  are  usually  those  most  resistant  to 
weathering  and  chemical  attack.  Increase  of 
lead  in  potassium  lead  silicate  glasses  increases 
the  electrical  resLstance.  The  glass  containing 
SiOt,  33 ;  A1,0„  60  ;  BaO,  480  ;  and  B,0„ 
12*0  p.c.  is  a  most  efficient  insulator.  Gray  and 
Dobbie  observed  that  the  electrical  conductivity 
of  glasses  was  doubled  for  each  9°C.  rise  in 
temperature  (Proc.  Boy.  Soc.  1898,  63,  38; 
1900,  67,  197). 

The  dieleetrie  eonstant  or  speelfle  Indactive 
eapaeity  of  glass  has  been  found  from  observa- 
tion to  be  between  the  limits  5*4-8*5  at  ordinary 
temperature.  The  effect  of  composition  remains 
yet  to  be  satisfactorily  worked  out. 

Refractive  index  is  related  to  density,  and  the 
two  properties  increase  or  diminish  in  a  parallel 
manner  in  similar  glasses.  Although  the  com- 
position of  glass  may  vary  veiy  widely,  the 
refractive  index  does  not  change  in  so  marked  a 
degree  as  other  physical  properties.  For  n^,  the 
limits  for  practically  all  known  glasses  lie 
approximately  between  1*60  and  1*96.  Lead 
glasses,  the  densest  m  general  use,  have  highest 
refractive  index,  the  glass  of  density  6*3  {see 
p.  380)  having  value  for  nj,  of  1*96.  The  barium 
glasses  come  next  in  order.  The  optical  con- 
stants of  a  glass  most  frequently  used  are 
"c,  ^Df  ^F»  '^o,  the  refractive  indices  for  the 
C,  D,  F,  and  G  lines  of  the  hydrogen  spectrum ; 
the  total  dispersion  defined  as  (n^-n^)  and  the 

ratio  — »    designated    by    the    symbol   y. 

The  lead  glasses  are  characterised  by  high  re- 
fractive index  and  dispersion,  and  consequently 
low  value  of  y.  Sodium-calcium  and  potassium- 
calcium  glasses  have  low  refractive  mdex  and 
dispersion,  and  fairly   high  y  value.     Barium 
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glasses  possess  high  refractiye  index,  low  dis- 
peraioii,  and  high  values  of  v.  Increase  in  the 
content  of  810,,  BtO„  Na,0,  or  K,0  diminishes 
the  refraotive  index. 

Li  a  series  of  similarly  constituted  glasses, 
such  as  the  sodium-calcium  teisilicates,  the 
relationship  between  composition  and  refractive 
index  is  linear  (Larsen,  Amer.  J.  Sci.  1009,  28, 
263 ;  Clarke  and  Turner,  J.  Soc.  Glass  Tech. 
1920,  4,  111 ;  Me  dfoo  C.  J.  Peddle,  J.  Soc.  GUss 
Tech.  1920,  4,  1,  299 ;   1921,5,72). 

The  absoifytlon  of  U^t  is  dependent  partly 
on  the  thickness,  but  munly  on  the  composition 
of  the  glass,  especially  in  respect  of  its  content  of 
oxides  which  exercise  selective  absorption.  The 
best  optical  glass  should  transmit  98-99  p.c. 
of  tiie  incident  lisht.  On  the  other  hand,  un- 
polished mirror  ^ass,  8  mm.  thick,  may  only 
transmit  about  87  p.o.,  whilst  for  giiMB  strength- 
ened by  wire  mesh,  the  transmitted  light  may 
be  only  55-00  p.o.  The  foregoing  refers  to 
general  transmission  of  ordinary  white  light. 
In  the  case  of  selective  absorption,  the  different 
coloured  oxides  vary  in  the  strength  of  their 
effect,  cobalt  oxide  being  one  of  the  most 
powerfuL  The  absorption  curves  for  several 
glasses  containing  Ck>0,  Cr,0„  NiO,  FeiO,,  and 
Mn^Oa  have  been  measured  by  Zsigmondy 
(Ann.  Phymk.  1901,  4,  60). 

The  sMective  absoxption  varies  both  with  the 
concentration  of  the  oxide  and  with  the  tem- 
perature. The  general  effect  of  rise  of  tem- 
perature is  to  shift  the  absorption  towards  the 
red  end  whilst  the  amount  of  absorption  may 
simultaneously  be  increased.  This  is  illustrated 
by  the  following  relative  transmission  factors 
at  different  temperatures : 


Colouring 
agent 


Colour 
(1)  Cold     (2)  Hot 


Cu 
Co 
Co 

Au 
Cu 


Medium  red 

Light  blue 

Deep  violet 


Deep  blue 


Pink  Violet 

Bluish-green  Yellowish- 
green 


Relative  tranHmis- 

sion  factor 
80"*     200"    850" 
100      92      84 
100     104    108 
No   appreciable 

change 
100      06 
94 


100 


93 
82 


Mn  .  Purple 


100      94      90 


Bluish- 
violet 

Cu  .  Deep  red  —  100      67      42 

Cr   .  Yellowish-      Yellow  100      84      67 

green 

In  regard  to  ultra-violet  radiation,  fused 
quarts  and  fused  B.Os  are  transparent,  whilst 
a  mixture  of  BaO„  CaF,,  and  A1,0,  shows  only 
weak  absorption.  Heavy  lead  glasses  and 
glasses  coloured  slightly  with  CraO,  absorb 
ultra-violet  light. 

Glasses  which  absorb  heat  radiations  may  be 
obtained  by  the  use  of  the  oxides  or  other  com- 
pounds of  chromium,  cerium,  and  iron,  and 
certain  other  elements.  The  mineral  biotite 
and  the  oxide  FcaOt  dissolved  in  soda-limo 
glass  absorb  a  hiah  proportion  of  incident  heat 
rays,  whilst  Crookes  prepared  a  soda-lime  glass 
from  a  batch  containing  10  p.c.  of  ferrous 
oxalate*  which  absorbed  98  p.c.  of  the  heat 
radiations  (C^ookes,  PhU.  Trans.  1914,  214,  1). 

Classifioation  or  Glassbs. 
As  almost  all  glasses  contain  sUica,  and  as, 
moreover,    certain    metallic    oxides    snoh    as 


calcium  oxide  and  sodium  oxide,  are  present  in 
many  different  types  of  glass,  a  simple  classifica- 
tion based  on  composition  is  not  available. 
Perhaps  a  better  method,  by  no  means  a  definite 
system,  may  be  to  classify  glasses  according  to 
their  use.  In  this  way,  we  have  the  following 
varieties  : 

1.  UmoHMda  glaasM  lor  common  mo. 
This  type  of  glass  is  far  and  away  the  most 
important,  since  bottles  of  all  kinds,  window 
glsss,  and  plate  glass  are  made  from  it,  as  well 
as  many  articles  for  domestic  use  such  as  the 
cheaper  forms  of  tumblers  and  pressed  table 
glassware. 

A.  Common  boUles  and  glass  containers. 
Analyses  of  actual  samples  show  that  con- 
siderable diversity  of  composition  exists. 


1 

2 

8 

4 

6 

6 

SiO, 

76-34 

7306 

69-73 

73-26 

69-11 

61-90 

Na,0 
KaO    . 

13'78 

15-26 

11-22 

17-88 

1107 

616 

3-41 

0-98 



— 

— 

113 

CaO    . 

6-83 

8-70 

17-38 

7-24 

11-83 

17-95 

MgO   . 
ATaO,. 

0-21 

017 

0-55 

017 

1-58 

6-38 

0-46 

1-30 

0-50 

1-31 

3-46 

4-44 

Fe,0,. 

030 

0-30 

0-26 

Oil 

1-82 

1-66 

MnO  . 

— 



— 

— 

113 

— 

SbaO,. 

traca 

trace 

— 

— 

— 

— 

ASaO,. 

— 

— 

0-47 

trace 

— 

— 

Se       . 





— 

trace 

— 

— 

CoO    . 

— 

— 

— 

trace 

— 

— 

1.  Continental-made  soda-water  syphon. 

2.  Meat  jar. 

3.  British  ^ss  for  hand-made  bottles. 

4.  Automatic  machine-made  bottle  of  colour- 
less glass. 

5.  Dark  green  bottle  machine-made  by 
O'Neill  machine. 

6.  Champagne  hand-made  wine  bottle. 

B.  Pressed  glassware  of  the  cheaper  types 
frequently  has  a  composition  somewhat  similar 
to  the  bottle  glass  A4. 

A  considerable  improvement  in  the  appear- 
ance of  pressed  table-ware  mav  be  obtained  by 
replaoLQg  the  calcium  partly  by  barium  oxide, 
and  the  latter  is  accordingly  frequently  .used. 

C.  Window  and  opiate  glass  from  different 
sources  do  not  vary  greatly  in  composition, 
as  illustrated  by  the  f oUowing  figures : 


Window  glass 
Ger- 


SiO, 

Na,0 

KaO 

CaO 

MgO 

PCaOa 
AsaO, 
SbaOa 


French 
.  721 
.    12-2 

!  15-7 
'Itraces 


72-68 
13-24 

12-76 
0-26 

1-06 


Ameri- 
can 
71-6 
13-7 

12-4 


0-1 
0-1 


Plate  glass 
Ger- 


72-5 

13-8 

0-2 

115 

0-1 


French 

71-3 

10-4 

0-4 

14-7 

0-4 


_  _-  —         0-5 


D.  lUuminaiing  glassware,  A  good  deal  of 
the  common  illuminating  ware  such  as  lamp 
chimneys  and  globes  and  shades  is  made  from 
a  calcium-sodiam  or  caldum-sodium-potassinm 
glass,  with  or  without  other  oxides.  Calcium- 
sodium  glass  containing  msgnesium  has  come 
into  extended  use  for  \h&  manufacture  ol 
electric  light  bulbs,  replacing  the  more  expensive 
lead    glass.      Common    machine-made   globes 


GLASSL 


$» 


or  hmwj  try^btl  Am^ 

oockle^  aad  potMli,  tte  proportiaa  of  ImmI  oswfe 

■I  tke  iBiriied  ghw  exwetfing  3>  p.c. 

Lead  oxide  kM»  VBtil  reecnUr,  beta  mi  im- 
portant  osiife  m  tke  roipoMtion  ol  gbat  for 
'       '  i  ligkt  balK  the  awmt  prannft  vsnrnif 
18  to  30  pL<L     Otkor  ~ 


bom  18  to  30  pL<L  Otkor  fllMi— tii^  v»i«» 
eBpedaJh-  in  opal  gbas*  igwralty  b—m  Ind  oxide 
faue.    (Sam  rod  Md  tabinir  inteaded  lor  «»  in 


Itabing 
of  cfectzie  ^t  bdte  bM  alK> 
leMioxideL 
As  ^"^iJ—  ol  Ind-oonteimng 
f oOoviqg  anah^tieal  eompoHtMBs  ol 
Indfas  Bay  be  giTvn : 


BMirie  btfbs  aad  lod 

Tmnbler 

Britishin 

Btitishi 

i)S««lisb 

SiO, 

54-25 

62-85 

56-80 

63-56 

B,0, 







0-67 

PbO. 

33-38 

21-48 

30-10 

17-20 

A1.0, 

1    0-14 

0-35 

0-50 

0>48 

Fe,0,         . 

0-10 

0-16 

OOO 

c»o. 

01)8 

0-40 

1-30 

1-55 

MgO 

.      0-16 

0-10 

tnee 

0-57 

ZnO. 

— 

0« 

— 

— 

MnO 

tnee 

— 

— 

Ince 

Se     . 

— 

— 

mce 

— 

N«,0 

1-76 

000 

10« 

11-56 

K,0 

10-30 

4-00 

0-98 

1-60 

Sb,0,         . 

— 

— 

— 

1-70 

SO,  . 

— 

— 

— 

0-96 

nmy  be  of  vefy  widely 
difieient  oomposition,  whicb  may  be  aimp|e» 
SQcb  as  in  tlMD  caee  of  Pyrez  glaas,  tbe  obi^ 
ooostitiieats  of  wbicb  are  silica  and  bono  oxkK 
or  may  be  complex  like  the  Britiab  cbemioal 
reastant  giaiweB,  containing  ai]ioa»  bono  oxide» 
caJciiim,  magnesiani,  aluminiam,  and  sodium 
oxides  witb  line  oxide  in  most  oases  also. 

A.  Chemical  ^assware.  The  foUowing  table 
states  the  percentage  composition  of  some 
different  types : 


K  II.        iim      tin* 

«»^30       «»-HI  -   7:^;!K       f0«^ji8 
0 10         ~  — 


6:»4 


3^^ 


4^«  3-IOi 

0-18  —    • 

S-28  6-»  0-35  T  18 

Oi>7  0-JO  0-»  0-17 

4-^  6-38  0-10  UM* 

12-a)  l4-a>  0-82  1480 

0-20  0-10  tnM<e  trace 

—  —  10>43  0^1 

-.  _  —  6SH 

»-84  100-37  UXH10  »-72 


tbe         Soaw  Terr  soft  gtaswa  serring  m  •Bttb  on 
*    intBuimdisU,!  jcmta  in  lampvorking  cntnlioiui 
lead  oxide  or  wiui  a  < 


froM  lead  oxKie  or  witA  a  c^w« 
sidersble  pn^poitioB  of  boiie  oxide.  Others 
contain  ane  oxide  and  boric  oxides  these  betng 
fosed  with  oonmon  soft  eoda-hme  ^sss  to 
fona  *  soft  sealing^iB  glMiL 

C  Hm^rmitiit^  fftMu  Glaaa  auide  for  the 
purpose  of  nsbtnig  ohemioal  adkn  is  abo 
beat  rssistiog.  Thus.  Jena  heat  rsstoting  lamp 
chimneys  had  «  oomposltion  similar  to  the  Jena 
cbemioal  glaanrare»  whilst  Pyrex  glaas  is  madc" 
not  only  into  flasks  and  beakera,  but  is  afei> 
pressed  into  dishes  for  cookiiig-ware. 

Under  beat-reeisiing  glaasware»  we  inchide 
articles  which  not  onl^  have  a  biffh  softening- 
point  bat  will  also  witbstand  sodden  changes 
of  temperatore— combustion  tubing*  and  Uibinx 
for  high  temperatore  thermometora*  chemiciu 
ware,  lamp  and  gas  chimneya»  gK>bes»  and 
cooking  ware. 

Au^lriaa 

*  Sun 

Brand'* 

chtmnoy 

7678 


Ksvaltvr       Jen* 


J«&A 


combiullon  Miner's   tiicaail«»' 


tubing         lamp 


Gtfmsn 

Grelnerdt 
Jena    Itiedr&ch 


BrttUh 


American 


I. 


SiO,    . 

Fe,0,. 
ZnO  . 
CaO  . 
MgO  . 
Na,0. 
K,0  . 
MnO  . 
Sb,0,. 
As,0,. 


64-58 
10-03 
6-28 
0-10 
11-78 
0-08 
012 
7-38 
traoe 
trace 


66-62 
3-74 
311 
0-14 
8-20 
0-20 
3-29 

11-76 
1-40 
0*13 
1-80 


66-51 
4-57 
6-74 
0-08 
3-62 
4-35 
0-33 

11-62 
2-58 
0-10 


II.        I.       n. 
(PyTBxXNonMl) 

66-38   80-62   68-03 
6-92    11-90     5-81 
6-60     2-00 
014 


SiOt. 
Fe.O, 

c%b . 

MgO 

Na.O 

K,0. 

AsiO, 

MnO 


79-57 


01>4 

7-80 

Oil 

0-66 

11-60 


73-08 

17-22 

l-98\ 

0-15f 

trace 

traoe 

7-76 


c^^nt  iia» 

chlmn«y 

73-88 

16-48 

2*24 

trace 
trace 

6-67 
trace 

0-73 
traoe 


6-52 

0-24 

1M4 

4-74 


4.  Opttal  glaai. 


012 
8-66 
0-49 
0-12 
10-02 
1-09 


2-62 
0-20 
7-39 
0-80 
3*41 


0-22 
0-29 

3-83  1118 

0-61  030 

traoe    trace  traoe 

—  —  0-46 

—  0-66  — 


If  colour  screens  are  in* 
eluded,  ~^asB  for  optical  purposes  embraocs 
practically  all  tbe  other  ty^jes.  There  are  no 
particular  constituents  peculiar  to  opUoal  glass, 
and  the  properties  of  renaotive  index,  disponiiim, 
and  absorption  required,  are  so  varied  in  rangti 
as  to  leaa  to  the  employment  of  many  and 
varied  constituents. 


The  simpler  types  of  optical  glaas  aro 


tliO 


B.  LamfworkiHg  iflass,  from  which  light 
blown  artiolee  of  glassware  (condensers,  absorp- 
tion bulbs,  fpipettes,  &o.)  are  made,  may  also 
va^  considerably  in  percentage  composition 
as  indicated  in  tabic  next  column : 


glasses    containiug    calcium,    the    latter    lead. 

When  the  glasses  contain  barium,  or  aino,  or 

boric  oxide^  or  phosphoric  oxide,  Uie  crown 
I  glasses  are  barium  crowns,  rino  rrttwns,  boro- 

siUcate  crowns,  or  phosphate  crowns.  In  thu 
I  case  of  flint  glasses,  wc  have  such  tyiM*8  as 
I  barium   flints   and    boro-siliotito   flints.      Kach 

type  is  also  olassified  according  to  the  density, 
!  so  that  we  have  light  flints»   medium  flints, 
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dense  flints,  extra  dense  flints,  light  barium 
flints,  and  so  on. 

The  percentage  composition  of  some  types  is 
stated  in  the  following  table : 


Very 

light    Mediom 

Dense 

dense 

Barium 

flint 

flint 

flint 

flint 

flint 

SiO,     . 
PbO     . 

63-9 

441 

39-0 

20-0 

63-69 

36-7 

44-7 

49-0 

79-9 

16-71 

K,0      . 

6-0 

9-8 

4-0 

— 

8-31 

NaaO    . 

IH) 

1-2 

3-0 

— 

1-69 

BaO      . 

— 

— 

— 

— 

14-27 

CaO      . 

1-96 

— 

4-0 

— 

— 

ZnO      . 



— 

— 

— 

2-68 

B,0,    . 

__ 







— 

As\d,  . 

0-3 

0-2 

0-2 

0-1 

2-63 

Sb.O,  . 

— 

— 

1-0 

— 

— 

»D           . 

1-6803 

1-6068 

1-6656 

'•c 

1-6762 

1-6022 

1-6602 

»»        . 

1-6902 

1-6184 

1-6692 

»o 

1-6986 

1-6281 

1*6809 

V 

41-0 

37-6 

34-4 

Boro- 

Li^t 
banam 

Dense 

PbOB- 

Light    sOlcate 

barium 

phate 

crown    crown 

crown 

crown 

crown 

SiO,     . 

68*6 

68-2 

48-1 

39-6 

(PtO.) 

• 

70-6 

PbO      . 



— 

— . 

3-0 

— 

K,0      . 

6-0 

9-5 

7-6 

.  — 

12-0 

Na,0    . 
CaO      . 

12-0 

10-0 

1-0 

— 

— 



— 

2-0 

2-0 

... 

BaO     . 

9-7 



28-3 

44-0 

-^ 

B,0,    . 

3-6 

10-0 

4-6 

6-0 

3-0 

As",0\  . 

0-2 

0-2 

0-4 

0-4 

0-6 

.A1,0,   . 

— 

— 

— 

— 

10-0 

ZnO      . 

1.0 

2-0 

— 

7-7 

— 

ife?-: 

^^ 

006 

— 

— 

— 

— 

— 

— 

— 

4-0 

»D             . 

1-6179 

1-6615 

1-6906 

»0 

1-6163 

1-6668 

1-6874 

«r 

1-6138 

16683 

1-6977 

»a 

1-6286 

1-6837 

1-6036 

y 

60-9 

581 

57-0 

5.  Coloured  glass.  The  range  of  colours 
which  it  is  possiUe  to  impart  to  glass  is  reiy 
great.  If  we  include  white  or  opal,  it  is  possible 
to  divide  the  coloured  classes  into  groups 
according  to  the  origin  of  the  colour. 

(a)  Cohured  silicates,  A  number  of  oaddee 
produce  coloured  silicates.  Cobalt  oxide  pro- 
duces a  alicate  which  is  blue.  From  a  similar 
cause  probably  arise  the  following  colours — 
Green:  ferrous  oxide,  uranium  oxide  (fluores- 
cent), chromium  oxide,  and  (at  high  tempera- 
ture) manganese  oxide.  Blue:  cobalt  oxide 
and  copper  oxide  (the  latter  under  oxidising 
conditions).  Pink  or  purple  :  manganese  oxide, 
nickel  oxide. 

(b)  Colour  due  to  colloidal  solution  or  sus- 
pension. The  ruby  colours  due  to  gold,  copper, 
or  selenium,  are  sood  examples.  Each  re- 
agent is  added  to  tne  batch  mixture  as  a  salt, 
accompanied  by  a  reducing  agent  (although  the 
selenium  may  be  added  as  such  or  may  be 
reduced  by  the  furnace  flame  alone).  When 
firs^  made,  the  glasses  are  either  colourless  or 
have  a  tight  straw  colour,  but,  on  reheating,  the 
ultra-microscopic  particles  of  gold,  copper,  or 
selenium,  grow  la^er  by  segregation  leaoing  to 


CuO,  FeO,  CaO, 


the  production  of  the  ruby  colour.  If  the  last 
treatment  is  continued,  the  colour  will  ultimately 
become  brown  and  finally  visible  particles  of 
gold  appear,  resulting  in  the  production  of 
aventurtne  glass. 

Amber  colours,  due  to  colloidal  carbon  and 
possibly  also  producible  by  colloidal  sulpnur; 
and  yellow,  due  to  silver,  are  further  examples, 
(c)  OpcUs  produced  by  separation  of  an 
emulsion.  The  calcium  phosphate  (bone-ash) 
opals,  appear  to  be  due  to  this  cause,  the  phos- 
phate (ussolving  initially  at  high  temperature 
and  being  precipitated  from  solution  at  a  lower. 
,  (d)  (^mIs  produced  by  inclusion  of  air  or  gas 

(e)  Opals  produced  by  devitrification.  The 
devitrification  may  be  due  to  deposition  of 
dlica,  when  the  effect  may  vary  from  a  mere 
dou^ess  or  smokiness  to  actual  opalescence. 
Opal  may  also  be  formed  by  the  separation  of 
masses  of  CaSiOg  or  other  siucates  in  very  small 
crystals. 

Thb  Raw  Materials  tob  Glassmakino. 

The  raw  materials  for  glassmaking  may  be 
classified  as — 

I.  Fimdamental  materials,  or  those  which 
yield  the  acid  and  basic  oxides  comprising  the 
main  substance  of  the  glass :  SiO,,  B,Os,  PiOt, 
AljOp  Na,0,  K,0,  Li,0,  CaO,  MgO,  PbO, 
BaO,  ZnO,  FeO,  and  Fe.O,. 

IL  Fluxes:  As,0.,  Sb,0„  B,0„  Na,B40;, 
CaFj,,  K,SiF„  NaNO„  KNO,. 

in.  (a)  Colourinff  agents : 
MnO„  Se,  C,  S,  AuCf,. 

(b)  Deoolorisers:  MnOt>  S®>  As,0„  Sb,0„ 
NiO. 

(c)  Opaoifiers:  SnO,,  Ca,(P04)„  Ka,AlF„ 
ZrOj,  As,Ot. 

IV.  Oxidising  agents:  NaNO,,  KNO„  BaO,, 
PbjOi,  MnO,. 

V.  Reducing  agents :  C  (as  coal,  coke,  or 
other  form  of  carbon),  Zn,  Roohelle  Salt,  SnO. 

It  is  to  be  understood  that  the  basic  oxides 
referred  to  above  are  generally  used  in  the  form 
of  their  salts.  Only  the  more  important 
materials  are  commented  on  in  the  section  which 
follows. 

AOIU   OZIDXS  AND  THKIB  SOUROBS. 

Sillea.  Sand  constitutes  the  only  really  im- 
portant source  of  the  silica  which  is  present,  in 
the  majority  of  lead  fflasses,  to  at  least  66  p.c, 
and  in  calcium  and  outer  gUsses  to  not  less  tnan 
66  p.c.  The  degree  of  purity  demanded  in  a 
sand  varies  with  the  type  of  glass  to  be  made. 
Iron  oxide  is  the  impurity  least  desired  by  the 
glass  manufacturer.  It  may  be  present  as 
hydrated  oxide,  limonite  (Fe,0,H,0)  or  may 
be  associated  with  clay  material,  in  both  of 
which  cases  it  may  be  rodnoed  by  washing ;  or 
again,  a  definite  iron-containing  mineral,  such 
as  ilmenite,  in  which  case  separation  is  difficult. 

For  optical  glass,  the  amount  of  iron  oxide 
(as  Fe,0,)  should  not  exceed  0*03  p.c. ;  for  the 
best  table-ware,  not  exceeding  0*06  p.c. ;  for 
second  grade  table-ware  and  chemical  glassware 
up  to  0*08  or  even  0-1  p.c. ;  window  glass 
0-15  to  0*25  p.c. ;  for  dark-green  bottle  ^ass, 
as  much  as  2-^  p.o.  or  even  more.  For  practical 
purposes,  there  are  no  workable  deposits  of  sand 
in  tne  United  Kingdom  capable  ol  satisfactory 
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Use  for  good  optical  or  the  best  table-ware  glass.  Pennsylvania,  New  Jersey,  and  Massaohusetts. 
Excellent  sands  are  found  in  France  at  Fon-  Belgium  has  excellent  sand.  The  best  British 
tainebleau ;  in  Germany  at  Hohenbockaer  and  sands,  at  present,  comd  from  King's  Lynn, 
Nivelstein ;  in  the  United  States  at  Berkeley  Aylesbury,  and  Leighton  Buzzard. 
Springs^  West  Virginia,  and  at  Ottawa,  Illinois,  •  The  following  table  states  the  oomposition 
with  good  sands  also  at  various  locations  in  ,  of  samples  exanuned  :-— 


Sand 


StO. 


A1.0,     Fe.O. 


TiO, 


CaO 


MgO        Na,0 


Fontainebleau 

90-02 

1     0-163 

Belgian 

96*64 

0-63 

washed)      / 

96-62 

0-56 

Aylesford      .  i 

09-33 

0-31 

Waen  . 

98-63 

0-41 

Klnchorn 

92-92 

1-50 

Faiildbouse  . 

96-67 

102 

Worksop 

95-10 

2-32 

Mnckiab  Mt. . 

99-55 

0-17 

OtUwa,  III.  . 

99  48 

0-16 

SpnniiF 

99-66 

0-11 

Holienbockaer 

99-71 

004 

NIevetotein    .  > 

99-97 

0-017  ,       — 
0-06  — 


0-02    I    trace 
0-31     .     0-13 


0-08  — 

trace 


0-12 
0-03 


1-88 


trace 


0-16 


004 
0-16 


1-90 


0-02 
trace 

0-60 


0-45 


0-22 
0-26 


K.0 


trace 


trace 
Uaee 


0-13 

Not  determined 

0-51        teace 
0*02      Not  de- 
termined 
0-02          — 

0*22 
0^20 

0-11 

0-24     1     1*07 
trace    i      — 

0-05     !      -      ! 

0-02          — 
0014         — 
0-009         — 

0-12 
0^1 

trace          — 
0-005        0-04 
0006         — 

Not  determined 


(By  dlff.) 


LoiBon 
Ignition 


0-12 
0-12 


0^38 


0-12 
0^28 


1-32 


0-54 
0*16 


0-18 


0-28 
0-04 


I       

CruUied 
roek 


lock* 

Crmihed 
rock 


•  White  variety. 


For  optical  glass,  and,  generally  speaking, 
for  the  finest  table-ware  glass,  impurities  should 
be  absent  as  far  as  possible,  and  the  percentage 
of  silica  reach  99*5  p.c.  Except  for  iron  oxide, 
the  other  impurities  mav  even  be  an  advantage 
in  the  glass  when  optical  glass  is  not  in  prepara- 
tion, whilst  the  iron  oxide  is  a  useful  constituent 
when  dark  bottle  glass  is  to  be  made. 

The  size  of  the  sand  grain  is  also  of  import- 
ance. No  particles  should  be  incapable  of 
passing  a  20-me8h  sieve,  and  a  good  sand  is  one 
which  consists  mainly  (more  than  90  p.c.)  of 
particles  between  30  and  70- mesh.  The  coarse 
particles  are  difficult  to  melt;  the  very  fine 
material  contains  a  great  proportion  of  impurity 
and  may  entrap  fine  air  bubbles. 

Bori6  oxide  is  added  variously  as  borax, 
boric  acid  HgBO,,  and  as  oxide,  B,0„  the  first- 
named  being  usable  only  when  the  glass 
contains  sufficient  sodium  oxide  to  permit  part 
of  it  to  be  introduced  as  borax.  The  oxide 
is  usually  too  expensiTe.  Boric  oxide  bestows 
great  resistance  to  corrosion  by  water,  and  a 
small  amount  (I  p.c.)  greatly  improves  lead 
table-ware  glass  in  this  respect*  whilst  the  best 
glass  for  water  gauges  and  chemical  ware  also 
contains  it  as  an  essential  constituent.  It 
serves  as  a  valuable  fiux  and  is  a  good  solvent 
for  colouring  materials.  Accordingly,  some 
colours  which  are  due  probably  to  colloidal 
solution  are  not  readily  developed  in  presence 
of  boric  oxide. 

Phofphwie  oxide  in  any  considerable  amount 
is  rarely  met  with.  It  is  employed  in  special 
optical  glasses  {e.g,  phosphate  crowns)  intended 
for  use  in  protected  portions  of  optical  apparatus. 
Most  phosphate  glasses  are  readily  attacked  by 
atmospheric  moisture  and  weathering  agencies. 

It  IS  also  used  in  small  amounts  in  glass  for 
table-ware  as  it  bestows  on  it  a  bright  appear- 
ance. For  such  a  purpose  it  has  sometimes 
been  added  as  bone  ash  but  may  better  be  added 
las  sodium  phosphate  (NagHPOf).  For  optical 
gla8.s,  meta-phosphorio  acid  is  the  form  employed. 
Vou  IIL—2^ 


I  Phosphate  glasses,  in  which  the  chief  acid  oxide 
'  is  silica,  are  the  opal  glasses  produced  by  the 

addition  of  bone  ash  or  calcium  phosphate  (p. 

388). 

I  Arsenious  oxide  (As,0«)  (technically 
I  '  arsenic  *)  and  antimony  oxide  (Sb^O,)  may 
I  be  classified  under  the  acidic  oxides.    Alumina 

probably  also  exercises  an  acidic  function,  but 
I  it  is  dealt  with  below  under  basic  oxides. 

Basic  Oxidss. 

Caleliim  eompounds.  Calcium  may  be  added 
as  carbonate,  oxide,  or  hvdrated  oxide.  Pre- 
cipitated carbonate  and  powdered  oalcite 
i  (lunespai^  are  used  where  impurities  must  be 
excluded,  whilst  chemical  lime  and  soap  waste 
(both  industrial  by-products)  as  well  as  lime- 
stone, are  used  for  common  bottle  glass.  Burnt 
lime  is  largely  used  in  American  glass  practice ; 
slaked  lime  is  used  occasionally  in  Great  Britain. 

Unless  for  common  bottle  glass,  the  impurity 
to  be  avoided  is  iron  oxide.  Precipitated  calcium 
carbonate  usually  has  negligible  quantities  of 
iron  oxide,  alumina,  and  olioa;  limeepar  may 
have  larger  amounts  of  each  of  these  im- 
purities, and  the  iron  may  to  some  extent  be 
introduced  during  the  grinding  of  ^e  limespar. 
When  used  for  ordinary  white  glass,  the  iron 
oxide  content  should  not  exceed  0*1  p.c.  In 
the  limestones,  organic  matter  and  some  phos- 
phate may  be  present.  Magnesia  may  or  may 
not  be  considered  as  an  impurity.  In  some 
oases  it  is  deliberatelv  added  as  dolomite  lime- 
stone, in  America  as  burnt  dolomite. 

Csdcium  carbonate  in  one  of  its  various 
forms  has  the  advantage  of  evolving  gas  during 
the  glass-melting  operations,  thus  AJMrinfipg  to 
stir  up  the  molten  materiaL  Burnt  lime  must 
be  uwd  quickly  owing  to  its  absorption  of 
moisture  and  carbon  dioxide;  to  a  smaller 
degree  slaked  lime  deteriorates  idso.  On  the 
other  hand,  burnt  lime  apjpears  to  dissolve  more 
quickly  than  limestone  m  sodium  carbonate 
and  it  is  also  free  from  organic  matter.  ^^  -^^ 

2  o^ 


•dse 


GLASS. 


-  Sodium  oompoundB  are  introduced  as  sodium 
oarbonate  (teohmcally  soda  asb),  sodium  sulphate 
<*  Saltcake  *),  sodium  nitiate  (teohmcally  *  soda 
nitre'  and  'Chili  nitre')  and  borax.  All  of 
these  serve  as  a  source  of  sodium  oxide  for  the 
glass,  and  the  remainder  of  the  salt  escapes  as 
a  gaseous  product  except  in  the  case  of  oorax 
which  also  serves  as  a  source  of  boric  oxide. 

For  all  practical  purposes,  the  soda  ash 
employed  is  manufactured  by  the  ammonia- 
soda  process.  It  may  be  *  dense  alkali '  or  *  light 
alkali '  dependent  on  its  specific  gravity.  The 
former  is  preferable. 

The  impurities  are  sodium  chloride  and  small 
amounts  of  iron  oxide  and  sodium  sulphate. 
Soda  ash  is  one  of  the  most  trustworthy  products 
a  glass  manufacturer  has  to  deal  with. 

Sodium  sulphate  or  saltcake  has  had  a  great 
vogue  in  making  bottle  elass  in  Great  Britain 
until  recently,  whilst  both  in  this  conntiy  and 
abroad  it  is  largely  used  for  making  window 
glass.  It  is  the  custom  to  add  powdered  coal  or 
coke,  about  6  p.c.  of  the  weight  of  the  saltcake, 
in  order  to  assist  in  the  reduction  of  the  latter. 
Some  manufacturers,  however,  work  the  furnace 
at  a  high  temperature  and  rely  on  the  reducing 
action  of  the  furnace  flame  entirely.  Whilst 
this  is  possible  in  a  tank  furnace  and,  to  some 
extent  with  open  pots,  a  reducing  agent  must 
certainly  be  used  if  saltcake  is  in  whole  or  part 
employed  in  closed  pot  operations. 

Ordinary  samples  of  saltcake  are  much  less 
pure  than  sodium  carbonate,  and  may  contain 
sodium  chloride,  sodium  bisulphate,  iron  oxide, 
calcium  sulphate,  insoluble  matter,  and  moisture 
as  the  chief  impurities.  A  good  average  sample 
should  contain  94-95  p.c.  of  actual  sodium 
sulphate.  Samples  yielding  only  85  p.c.  have 
not  infrequently  been  met  with. 

Saltcake  was,  prior  to  1915,  much  cheax)er 
than  soda  ash  and  was  used  for  this  main  reason. 
GeneraUy  speaking,  glass  takes  longer  to  prepare 
when  made  from  saltcake  than  from  soda  ash,  ■ 
whilst  saltcake  is   moie   corrosive   of  furnace  | 
blocks  than  soda  ash. 

Sodium  nitrate  melts  easily  and  therefore 
serves  as  a  flux,  whilst  as  an  oxidising  agent  it 
prevents  lead  oxide  in  lead  batches  from  being 
reduced  to  meteJlic  lead  and  also  hinders  the 
development  of  the  green  ferrous  silicate.  It 
is  added  only  in  conjunction  with  sodium  car- 
bonate; that  is,  it  provides  only  the  minor 
proportion  of  the  total  sodium  oxide  content. 

Borax,  as  Na^BiO.,  is  a  very  useful  flux, 
whilst  it  serves  also  as  a  source  of  boric  oxide. 
It  seldom  provides  more  than  a  small  proportion 
of  the  total  sodium  oxide. 

Potassium  compounds.  Potassium  carbonate 
is  the  chief.  It  may  be  added  as  K^CO,  or  (to 
a  much  smaller  extent  nowadays)  as  the  hydratcd 
form  K,CO,H,0.  The  usual  impurities  are 
small  amounts  of  potassium  chloride  and  sul- 
phate. Russian  potash  often  contains  several 
per  cent,  of  chloride  and  sulphate,  leading  to  the 
production  of  opalescence  in  lead  glasses. 
Potassium  nitrate  is  used  for  similar  reasons  to 
sodium  nitrate  and  in  like  proportions.  .  For 
chemical  glassware,  where  the  presence  of 
alumina  is  also  desired,  potassium  may  con- 
veniently be  added  in  the  form  of  potash 
felspar  (orthoclase)  K,0,Al,0„6SiO,. 

Lead  is  generally  introduced  as  red  lead, 


Pb,0«,  but  sometimes  as  litharge.  Lead 
disUicate  has  been  used  to  a  smaller  extent. 
The  darker  variety  of  red  lead,  containinff  an 
appreciable  amount  of  PbO,,  is  preferred  by 
some  glass  manufacturers. 

Barium  compounds.  Barium  carbonate  is 
the  only^one  in  extensive  use. 

2iine  is  added  in  the  form  of  carbonate. 

Aluminium  is  added  in  various  forms.  It  is 
generally  present  in  smaller  or  laiger  amounts 
in  the  sana  used  and  in  the  other  raw  materials. 
It  is  also  absorbed  in  small  amounts  from  the 
fireclay  material  of  which  the  glass  pots  or 
the  tank  furnace  blocks  are  made.  For  good 
colourless  glass,  aluminium  may  be  added  as 
hydrated  oxide,  A1,0„  H,0,  or  as  calcined 
oxide,  Al,Ot,  felspar,  lepidolite,  and  china  clay 
of  low  iron  oxide  content.  China  clay  has  the 
disadvantage  of  being  less  easy  to  incorporate 
in  the  batch  than  the  other  forms  mentioned. 

For  common  bottle  glass,  ground  bricks  or 
tiles,  or  even  dried  raw  clay,  have  been  used  as 
sources  of  alumina. 

Opal  glass  is  frequently  made  by  the  addition 
of  cryolite,  Ka,AlF,. 

Alumina  bestows  mechanical  strength  and 
resistance  to  chemical  corrosion  on  glass.  The 
addition  of  small  amounts  (1  p.c.  of  the  total 
batch)  may  make  melting  easier,  bnt  beyond 
5  p.c,  fusion  needs  a  hot  furnace,  and  witn  10 
p.c.  the  glass  is  not  easy  to  work. 

Ck)LOt7RINO  AgBNTS. 

These  have  already  been  enumerated.  Cobalt 
is  added  either  as  the  pure  oxide,  or,  since  its 
colouring  power  is  great,  in  a  diluted  form,  such 
as  bv  powdered  blue,  zaffre  (an  impure  basic 
cobalt  arsenate),  or  smalt  (a  glass  made  from 
powdered  quartz,  potassium  carbonate,  and 
cobalt  oxide,  c(vitainmg  about  2-7  p.c.  of  cobalt 
oxide.  This  glass  is  ground  fine  for  use).  Used 
alone,  the  oxide  imparts  a  blue  colour;  with 
manganese  dioxide  a  violet  colour ;  and  added 
in  small  quantities  to  copx>er  and  gold  glasses, 
a  bluish  cast  is  given  to  the  red  colour.  Cobalt 
oxide  produces  a  faint  blue  colour  when  present 
to  the  extent  only  of  1  in  100,000  of  glass.  One 
part  per  1000  produces  a  deep  blue. 

Cox)per  for  the  production  of  blue  glasses 
may  be  added  as  oxide  CuO  or  nitrate.  When 
added  as  sulphate  (copper  vitriol)  a  greenish- 
blue  colour  is  obtained.  For  copper  ruby 
glasses,  either  the  red  oxide  Cu^O  or  black 
oxide  CuO  is  used,  in  the  presence  of  some 
reducing  agent.  In  conjunction  with  chromium 
com^unds,  various  shades'  of  green  may  be 
obtamed. 

Chromium  is  employed  most  frequently  in 
the  form  of  oxide  Cr^O,,  and  potassium  chromate 
or  dichromate.  Care  has  to  be  taken,  especially 
with  the  oxide,  to  mix  thoroughly  with  the 
bateh  owing  to  limited  solubility.  In  lead 
glasses  a  lemon-yellow,  and  in  calcium  glasses 
a  greenish-yellow  colour  is  obtained.  Barium 
chromate  and  copper  chromate  have  also  been 
used. 

Uranium,  producing  a  greenish-yellow  colour 
in  lead  glasses  and  a  fluorescent  sreenish-yellow 
in  calcium  glasses,  is  used  in  the  form  of  sodium 
uranate  Na,U,0,,2H,0. 

Manganese  dioxide  is  the  only  manganese 
1  compound  employed,  usually  in  the  form  of  the 
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mineral  pyrolusite.  Under  oxidising  conditions, 
it  produces  a  purple  colour  ivj)bh  sodium  and 
a  violet  with  potassium  glasses.  Used  in  con- 
junction with  ferric  oxide,  varying  shades  of 
red,  brown,  and  purple  may  be  obtained, 
dependent  on  the  relative  amount  and  total 
amount  of  the  two  oxides,  and,  on  the  presence 
of  oxidising  or  reducing  conditions. 

Nickel  oxide  produces  a  violet  colour  in 
potassium  and  red-brown  in  sodium  glasses. 

Selenium,  used  either  in  the  form  of  the 
element  or  as  the  selenite  in  conjunction  with  a 
reducing  agent,  for  example,  arsenious  oxide, 
gives  rise  to  various  shades  of  red  varying  from 
pink  to  ruby. 

Deeolorisers  and  the  decolorising  of  glass. 
Within  narrow  limits  of  iron  oxide  content,  the 
greenish  colour  produced  by  ferrous  oxide  can 
be  removed  by  deeolorisers.  Oxidising  agents 
such  as  sodium  and  potassium  nitrates  tend  to 
retain  or  to  produce  the  higher  ferric  state  of 
oxidation  which  has  but  slight  colour,  namely, 
straw  or  yellow.  Arsenious  oxide,  which  is 
readily  reduced,  assists  in  the  oxidation  of 
carbonaceous  matter  which  would  ofherwise 
reduce  the  iron  to  the  ferrous  condition. 

The  usual  decolorising  agents,  however,  are 
those  which  when  present  alone  are  colouring 
agents,  namely,  manganese  dioxide,  nickel  oxide, 
and  selenium.  Potassium  glass  containing  the 
first-named  oxide  shows  most  marked  absorption 
in  the  yellow  and  green  part  of  the  spectrum, 
the  red  and  violet  being  transmitted.  A  glass 
with  iron  oxide,  on  the  other  hand,  transmits 
green  and  yellow  to  the  greatest  extent,  whilst 
the  red  and  blue  show  absorption.  When  the 
two  oxides  are  present  in  small  amounts  simul- 
taneously, they  each  absorb  what  the  other 
transmits,  resulting  in  a  slight  general  absorption 
only.  Although  the  resulting  glass  may  appear 
colourless,  the  reduction  in  the  light  transmitted 
tends  to  create  a  dull  or  grevish  appearance. 
For  optical  glass,  raw  materials  with  very  low 
iron  oxide  content  are  used  so  as  to  avoid  the 
necessity  of  adding  a  decoloriser.  Manganese 
dioxide  does  not  perfectly  decolorise  sodium 
glasses,  a  brownish  tinge  being  left,  which  is 
removed  when  a  minute  amount  of  cobalt  oxide 
is  added  with  the  manganese  dioxide. 

Manganese  dioxide  needs  to  be  used  under 
oxidising  conditions,  and  is  therefore  suitable 
for  closed  pot  operations.  Nickel  oxide  is  not 
affected  by  the  furnace  atmosphere.  It  is 
frequently  used  with  5-7  p.c.  of  its  weight  of 
colMilt  oxide  in  sodium  glasses.  Selenium  needs 
a  reducing  atmosphere,  making  it  very  suitable 
for  tank  furnace  practice.  It  is  usually  em- 
ployed in  conjunction  with  10-50  times  its  own 
weight  of  arsenious  oxide. 

The  Glass  Batch. 
General  composition.  A  number  of  attempts 
have  been  made  to  establish  a  definite  relation- 
ship between  the  basic  and  acidic  oxides  of  a 
staole  glass.  The  simple,  two  component  glasses 
composed  of  the  sodium  silicates  ( Water  glasseSf 
see  later)  are  not  sufficiently  stable  for  the 
manufacture  of  glassware.  The  introduction  of 
a  di-  or  trivalent  oxide,  such  as  CaO,  PbO,  or 
AljOst  brings  about  a  large  increase  in  stabiUty. 
Most  commercially  successful  glasses  contain 
at  least  three  components.     Benrath  came  to 


the  conclusion  from  the  examination  of  a  number 
of  good  glasses  on  the  one  hand  and  faulty  on 
the  other,  that,  with  the  special  exception  of 
certain  optical  glasses,  the  normal  composition 
of  satisfactory  alkali-lime-lead  oxide  glasses 
should  vary  between  the  limits 

Na,(K,)Si,0;+Ca(Pb)Si,0, 

and  6Na,(K,)Si,07+7Ca(Pb)Si807. 

Tscheuschner  about  ten  years  later  (1885) 
deduced  the  following  formula  for  a  good  glass 
containing    the    alkalis    and    alkaline    earths, 

namely  a:A-fyE-h3( -+y  jSiO,,  where  arA  repre- 
sents the  number  of  equivalents  of  the  total 
alkahs  Na,0  and  K,0,  yE  of  the  alkaline  earth 
oxides. 

More  recently  still,  Koemer  (1915)  has 
arrived  at  the  conclusion  that  in  lime-containing 
glasses,  the  proportion  of  silica  should  be 
greater  when  potash  is  present  than  is  required 
for  soda.  Thus,  when  one  equivalent  of  lime 
is  present  {i,e,  y=l),  the  proportion  of  SiO, 
needed  is  4(a;*-|-l).  If  both  soda  and  potash 
are  present,  x  representing  the  total  equivalent 
of  the  alkaline  oxides,  and  xK  represents  that 
of  K,0,  the  amount  of  SiO,  needed  is 
xK\ 


(3+-i)x.+  I). 


Certainly  it  is  true  that  a  calcium  glass  of 
the  composition  6SiO„  CaO,  Na,0  shows  great 
stabiUty,  and  many  of  the  commercial  calcium- 
containing  glasses,  may,  verv  approximately,  be 
represented  by  the  so-called  tnsilicate  formula, 
in  which,  for  each  3SiO„  the  CaO  does  not  fall 
below  0*3  molecule. 

Whilst  experience  in  the  past  appears  to 
have  led  to  this  adoption  of  a  trisilicate  formula, 
it  does  not  follow  thaf  for  modem  methods  of 
treatment,  it  gives  the  most  suitable  glass. 
Peddle  recommends  a  sodiiim-calcium-containing 
glass  of  composition  5SiO„  CaO,  NagO  for 
many  types  of  hollow  ware.  Pyrex  glass,  on 
the  other  hand,  even  contains  92  p.c.  of  acidic 
oxides. 

Preparation  of  the  batch.  In  modem  plants 
specialising  in  the  production  of  a  limited  variety 
of  articles,  such  as  bottles,  the  various  raw 
materials  are  stored  in  large,  cylindrical  concrete 
tanks,  arranged  in  a  row,  and  at  an  elevation 
from  the  ground  sufficient  to  permit  of  a  truck 
or  waggon  to  run  beneath  and  collect  from  each 
bin  the  required  quantity  of  material  for  the 
mixture  or  batch.  In  one  system,  a  weighing 
machine  mounted  on  a  motor-driven  truck 
propelled  along  a  track  below  the  storage  tanks, 
carries  a  cylindric&l  drum.  By  means  of  a 
series  of  indicators  set  by  the  management, 
several  materials  mav  be  weighed  separately 
into  the  drum,  and  when  the  required  amounts 
have  been  obtained  the  drum  is  rotated  by  a 
second  motor  and  the  batch  thoroughly  mixed. 
It  is  then  emptied  do'\i'n  a  grating  on  to  a  con- 
veyor belt  which  carries  it  to  hoppers  suspended 
over  the  feeding  end  of  the  furnace.  It  is 
possible,  by  such  a  system,  for  one  man  to  mix 
sufficient  bat<!h  to  maintain  six  large  tank 
furnaces  in  continuous  operation. 

In  other,  simpler  systems,  the  materials  are 
weighed  out  into  a  truck  and  emptied  into  a 
mixing    machine    such    as    the  *S'idiih^(id»h^r, 


388 


GLASS. 


specially  made  for  the  purpose,  consisting  of  a 
short  cylinder  with  truncated  conical  ends,  Uke 
some  types  of  concrete  mixer. 

Where  the  number  of  types  of  glassware 
made  in  a  factory  is  so  laige  that  many  different 
batches  have  to  be  made  up,  as  in  certain  pot- 
furnace  works,  a  correspondingly  small  mixing 
plant  is  used,  and  may  consist  merely  of  a 
rectangular  box  rotating  on  an  axis  passing 
througn  one  diagonal,  or  even  of  a  simple 
barrel.  Hand  mixing  is  often  stiU  employed, 
the  materials  being  weighed  out  into  a 
wooden  rat  and  mixed  by  a  wooden  scoop  or 
shovel 

Batehes  lor  different  types  of  glass*  The 
following  batches  will  serve  to  indicate  the 
general  proportions  of  the  various  constituents 
used  in  making  different  glasses,  especially 
illustrating  the  amounts  of  colouring,  opacifying, 
or  decolorising  materials  required.  Whilst 
they  have  actually  been  employed  in  practice, 
it  does  not  follow  that  the  batches  represent 
the  best  possible  for  any  particular  type  of 
operation. 

The  terms  soda  ash  and  potash,  used  below, 
correspond  to  anhydrous  sodium  carbonate 
(58  p.c.  alkali)  and  potassium  carbonate 
respectively. 

I.  Limd-eontainlng  glasses. 

A.  BoUks. 

1.  Quick-setting  glass  for  large  hand-made 
beverage  bottles.  Sand  1000,  limestone  500, 
soda  ash  300,  saltcake  100. 

2.  For  Owens'  machine.  Sand  1000,  soda 
ash  375,  limestone  175. 

3.  O'NeHTs  and  similar  machinej^, 

(a)  Colaurless,  First-grade  sand  1000,  soda 
ash  375,  limespar  170,  borax  1,  arsenious  oxide 
1,  powdered  blue  0*06,  selenium  0*03. 

(6)  Amber-coloured  glass.  Sand  1000,  soda 
ash  380,  limestone  180,  saltcake  8,  carbon  (as 
coal  or  coke)  10,  graphite  1. 

B.  Cheap  glass  for  common  pressed  tumblers. 

1.  White  sand  1000,  soda  ash  400,  limespar 
180,  arsenious  oxide  1,  selenium  0*03. 

2.  Medium  quality  glass  tumblers.  Sand 
1000,  soda  ash  300,  potash  60,  limespar  100, 
baryta  100,  potassium  nitrate  50,  manganese 
dioxide  2. 

C.  Window  glass, 

1.  Sand  1000,  soda  ash  260,  saltcake  60, 
limestone  370. 

2.  Sand  1000,  saltcake  420,  limestone  300, 
powdered  anthracite  17*5. 

II.  Lead-eontatnlng  glasses. 

A.  Best  crystal  glass  for  table-ware  {English 
crystal), 

1.  Fontainebleau  (or  equal  grade)  sand  1000, 
potash  330,  borax  30,  potassium  nitrate  40, 
red  lead  660,  arsenious  oxide  2'5,  manganese 
dioxide  2. 

2.  Semi-crystaL  Fontainebleau  (or  equal 
grade)  sand  1000,  potash  350»  limespar  140,  red 
lead  100,  nickel  oxide  0*02. 

B.  Electric  Kght  bulbs, 

1.  Fontainebleau  sand  1000,  soda  ash  330, 
red  lead  480,  borax  00,  felspar  70,  sodium  nitrate 
50,  manganese  dioxide  2. 

2.  Fontainebleau  sand  1000,  soda  ash  140, 
potash  200,  red  lead  160,  limespar  120,  manganese 
dioxide  0*5,  nickel  oxide  0*02. 


III.  Chemieal,  general  seientifie,  and  illiimin 
atlng  glassware^ 

A.  Olass  tubtng  for  general  chemical  purposes. 
Lynn  double-washed  sand  1000,  felspar  367» 

limespar  220,  soda  ash  448,  potash  151»  magnesia 

4,  manganese  dioxide  2*75. 

B.  Beakers,  flctsks,  ibc. 

Lynn  double-washed  sand  1000,  hydrated 
alumina  182,  limespar  182,  magnesia  15,  potas- 
sium nitrate  30,  soda  ash  150,  cidcined  borax  185. 

IV.  Optieal  glass. 

Such  glasses  are  designed  to  meet  certain 
specific  requirements  of  refractive  index  and 
dispersion,  and  the  batches  for  these  must  be 
arranged  accordingly.  Thus,  an  ordinary  crown 
glass  of  approximate  refractive  index  nj^^V5l7, 
and  y  value  60*0  may  be  obtained  from  the 
following  batch :  Sand  (high  grade)  1000,  potash 
420,  limespar  265,  arsenious  oxide  5;  whilst  a 
medium  flint  of  n|,= 1*605  and  y=:37*6  may  be 
prepared  from :  Sand  (high  grade)  1000,  potash 
103,  potassium  nitrate  78,  soda  ash  154,  lead 
oxide  (PbO)  884,  arsenious  oxide  6.  The  variety 
of  batches  for  optical  glass  is  very  great. 

V.  Coloured  glass. 

A.  White,  alabaster,  or  opaL 

1.  Alabaster.  Sand.  1000,  red  lead  560, 
soda  ash  490,  sodium  nitrate  50,  sodium  chloride 
50,  sodium  fluoride  75,  alumina  calcined  225, 
felspar  1200,  antimony  oxide  5. 

2.  CryoliU  opal.  Sand  1000,  soda  ash  230, 
potash  ^,  cryolite  100,  felspar  1(X),  fluorspar 
100,  arsenious  oxide  5. 

3.  Bone-ash  opal  Sand  1000,  potash  300, 
soda  ash  70,  bone  ash  300,  limespar  100. 

4.  Milk  white  glass  for  lamp  shades.  Sand 
1000,  soda  ash  150,  felspar  180,  fluorspar  90, 
cryolite  80,  tin  oxide  (SnO,)  40. 

B.  Black  glass. 

Sand  1000,  potash  100,  soda  ash  250,  lime- 
spar  150,  manganese  dioxide  100,  copper  oxide 
80,  cobalt  oxide  40,  hammer  scale  (Fe,04)  40. 

C.  Bed  glass. 

1.  QM  ruby.  Sand  1000,  red  lead  440, 
potash  290,  borax  200,  gold  chloride  0*36. 

2.  Copper  ruby.  Sand  1000,  potash  200, 
red  leikl  300,  cupric  oxide  3,  stannous  oxide  1. 

In  both  these  cases  the  ruby  colour  is  onlv 
developed  on  reheating  the  glass  at  the  mouth 
of  the  furnace. 

D.  Yellow  glass. 

1.  Amber  yellow.  Sand  1000,  soda  ash  250, 
potash  100,  lunespar  160,  sulphur  15,  arsenious 
oxide  5. 

2.  Orange  yellow.  Sand  1000,  potash  120, 
soda  ash  190,  limespar  145,  potassium  nitrate 

5,  uranium   oxide  3,   selenium  0*6,   arsenious 
oxide  2*5. 

3.  Canary  yellow  {opal).  Sand  1000,  potash 
300,  red  lead  150,  limespar  90,  potassium 
nitrate  50,  calcium  phosphate  30,  borax  15, 
sodium  sulphide  7*5,  Rochelle  salt  7*5,  cadmium 
sulphide  30. 

E.  Oreen, 

1.  Vegetable  green.  Sand  1000,  soda  ash 
320,  limespar  180,  potassium  chromate  6*5, 
hammer  scale  4,  arsenious  oxide  4. 

2.  Golden  green.  Sand  1000,  potash  100, 
soda  ash  200,  burnt  lime  140,  rod  lead  3,  cnprio 

I  oxide  5,  uranium  oxide  12*5,  arsenious  oxide  5. 

3.  Aventurinc  green.    Sand  1000,  soda  ash 
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350,  felapar  220,  fluorspar  100,  barium  carbonate 
180,    potassium    dichromate    120,    manganese 
dioxide  60. 
F.  Blue. 

1.  Dark  blue.  Sand  1000,  soda  ash  350, 
limespar  160,  oobalt  oxide  2. 

2.  Aquamarine  blue.  Sand  1000,  potash  50, 
soda  ash  250,  limespar  16,  copper  vitriol  20. 

3.  Azure  blue.  Sand  1000,  i>otash  200,  lime- 
spar 120,  cryolite  120,  copper  vitriol  45,  smalt  5. 

Sand  of  high  grade  is  desirable  in  most  cases 
or  producing  coloured  glasses. 

Any  batch  taken  from  a  list  such  as  the 
above  may  require  adjustment  to  suit  the 
article  for  which  it  is  to  be  worked  and  the 
normal  temperature  of  the  furnace.  The  colour 
also  depends  on :  (1)  the  freedom  of  the  sand 
or  other  raw  materials  from  iron  oxide ;  (2)  the 
presence  of  oxidising  or  reducing  conditions ; 
(3)  the  nature  of  the  other  constituents  present. 
Thus,  as  previously  indicated,  the  same  colouring 
agent  frequently  yields  somewhat  different 
colours  according  as  the  slass  contains  lead  or 
calcium,  or  according  as  the  alkaline  element  is 
sodium  or  potassium. 

In  general,  closed  pots  are  most  suitable  for 
coloured  glasses,  although  cobalt  blue,  iron 
oxide  green,  vegetable  green,  and  certain  shades 
of  amber  can  be  maide  successfully  in  tank 
furnaces. 

In  addition  to  the  raw  materials  stated 
above,  it  is  usual  to  add  a  proportion  of  previ- 
ously melted  glass  or  cullet.  The  amount 
may  vary  between  20  and  35  p.c.  of  the  weight 
of  the  raw  batch.  Whatever  amount  is  used 
it  should  be  kept  constant. 

The  Meltino  or  Glass. 

Glass  is  melted  in  clay  pots  or  crucibles,  in 
a  pot  furnace  or  in  a  tank  furnace. 

Pot  furnaces.  Pot  furnaces  are  employed 
for  the  manufacture  of  table-ware  glass,  plain 
and  coloured,  and  optical  glass,  and  generally 
in  factories  where  a  number  of  different  types 
of  glass  are  made  simultaneously.  They  are 
used  for  making  glass  of  the  highest  quality. 

A  pot  furnace  may  hold  any  numl>er  of 
pots  from  two  to  eighteen,  and  these  may  con- 
tain from  about  4  to  30  cwts.  of  glass.  The 
floor  or  '  siege  '  consists  of  thick  fireclay  blocks, 
and  its  shape  may  be  circular,  oval,  or  rect- 
angular. Rising  from  the  floor  are  arches,  the 
pilmrs  of  which  are  of  fireclay  or  silica  bricks, 
and  the  arch  is  of  such  dimensions  as  to 
accommodate  a  pot  of  definite  size.  A  curved 
roof  of  silica  bricks  called  the  *  crown '  com- 
pletes the  enclosure.  The  understructure  de- 
pends on  the  mode  of  firing. adopted.  In  the 
old  direct-fired,  and  the  semi-gas-fired  system, 
a  circular  firebox  is  built  below  the  furnace 
opening  into  a  circular  hole  in  the  siege  called 
the  '  eye '  through  which  flame  passes  from  a 
coal  fire,  or  r«)und  which  combustion  of  gas 
should  begin  to  reach  an  advanced  stagQ. 

Modem  furnaces  are  of  two  types,  recupera- 
tive and  regenerative,  both  fired  by  producer  gas. 

Figs.  1  and  2  show  two  vertical  sections  of 
the  Uermansen  type  of  recuperative  furnace. 
The  firing  is  by  means  of  producer  gas  generated 
in  the  producer  P,  which  forms  part  of  the 
understructure  of  the  furnace.  The  gas  rises 
to  the  eye  £,  and  is  mixed  with  the  secondary 


preheated  air  which  enters  the  shaft  just  below 
the  eye  at  B.  The  preheating  of  the  air  is 
accomplished  in  a  series  of  rectangular  fireclay 
tubes,  the  ends  of  which  are  seen  in  Fig.  2. 
These  tubes  are  made  and  put  together  in  such 
a  way  as  to  constitute  one  set,  the  ends  of 
which  are  seen,  giving  exit  to  waste  hot  gases. 


Fig.  1. 

and  a  second  series  at  right  angles  for  the  air. 
The  waste  gases  from  the  furnace  are  divided 
into  two  streams  which  pass,  one  into  each 
recuperator,  through  the  tubes  and  downwards 
into  the  main  channel  leading  to  the  chimney. 
The  air  enters  at  the  base  of  the  recuperator, 
and  following  a  course  at  right  angles  to  the 


spent  gas,  rises,  and  becomes  hotter  and  hotter. 
It  finds  its  way  out  at  B. 

The  pots.  These  are  made  in  various  sizes 
and  shapes,  and  may  be  covered  or  open.  Fig  3 
shows  different  types:  (o)  a  closed  or  covered 
pot  is  used  generally  for  the  highest  grades  of 
glassmaking.  In  one  type,  the  '  oval '  or  '  dog- 
house '  pot,  the  distance  from  the  month  to  the 
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bock  is  considerably  greater  than  between  the 
side  walls;  (6)  an  open  pot,  used  for  medium 
quality  glass,  including  plate  glass  and  also,  in 
America,  for  optical  glass;  (c)  a  skittle  pot, 
used  in  the  furnace  in  an'' inclined  position  so 
that  the  workman  can  readily  gather  the  glass ; 
{d)  a  potette,  used  occasionaJiy  in  tank  furnaces 
where  the  charging  has  to  be  done  at  the  sides 
and  not  at  the  end  of  the  tank,  and  also  where 
the  temperature  at  the  working  end  makes  the 


/^^ 


ghiss  too  fluid.  The  glass  from  the  tank  flows 
into  the  potette  through  an  opening  near  the 
bottom.  Ihe  pots  are  made  of  fireclay  which 
has  been  carefully  picked  and  weathered.  Three 
fireclay  constituents  go  to  form  the  tempered 
mixture  from  which  the  pot  is  built,  namely,  a 
plastic  clay  called  a  bind  clay,  a  base  clay 
which  should  be  as  refractory  as  possible,  and 
grog,  or  mixed  fireclay  which  has  been  previously 
burnt  to  a  high  temperature.  Analyses  of 
fireclays  which  have  found  considerable  use  for 
glass  pots  are  as  follows : — 

Pbrokntaqb  Composition  of  Clays  after 
Ignition. 


1 

2 

3 

4 

SiO,   . 

.  68-58 

57-35 

75-60 

71-90 

AUG, 

.  25-21 

37-27 

19-26 

22-54. 

Fe,0, 

.     2-52 

2-19 

2-30 

2-59; 

TiO,   . 

.     1-76 

1-20 

1-27 

117 ; 

CaO    . 

.     0-33 

0-48 

013 

017  1 

MgO    . 

.     0-28 

0-45 

0-40 

0-49 

K,0    . 

.     0-96 

0-42 

0-89 

0-72 

Na,0. 

.     0-37 

0-67 

016 

0-42 

1  and  2,  Stourbridge  clays;  3,  Halifax, 
Yorks ;  4,  Huddersfield. 

The  chemical  composition,  however,  is  by 
no  means  a  sure  guide  to  the  properties  of  the 
clay. 

The  relative  proportions  of  clay  and  grog 
for  a  pot  mixture  vary.  The  following  are  some 
which  have  been  employed:    (1)  Stourbridge 


base  clay,  5 ;  Stourbridge  bind  clay,  4 ;  burnt 
mixed  clay,  2;  potsherds,  1|.  (2)  Mixed 
Stourbridge  clay,  9 ;  burnt  Stourbridge  clay,  5 ; 
potsherds,  5. 

The  proportions  are  always  measured  bv 
volume.  The  first  formula  is  typical  of  British 
practice,  the  second  is  one  used  in  Germany. 
Potsherds  are  obtained  from  old  pots  by  chipping 
off  aU  glass  and  crushing  to  a  regular  grain  size. 

From  the  moist  and  plastic,  tempered  day, 
the  pot  is  usually  built  up  by  hand  in  stages, 
allowing  intervals  for  the  uniform  drying  of  thd 
mass,  the  base  being  considerably  thicker  than 
the  upper  portions.  Pots  are  built  quicker  by 
using  a  wooden  mould  or  shape,  in  which  the 
clay  is  built  and  hammered  to  remove  air 
bubbles.  More  recently,  the  casting  process 
has  come  into  use.  The  clay  mixture  is  made 
fluid  or  converted  into  *  slip  *  by  the  addition 
of  a  small  amount  of  a  weak  solution  of  sodium 
carbonate  and  silicate.  This  slip  is  poured  into 
a  plaster  mould  containing  a  core,  and  t^e 
plaster  absorbs  the  moisture  producing  a  firm 
structure.  The  crown  or  cover  is  usually  cast 
separately,  and  united  while  both  it  and  the 
body  are  still  moist  thoueh  firm. 

The  pot  is  now  allowed  to  dry  slowly,  devices 
being  employed  in  modem  plants  to  control  the 
degree  of  humidity.  Subsequently,  the  pot  is 
stored  for  months  in  a  dry  room  at  about  65°F. 
prior  to  use  and  kept  free  from  vibration.  In 
preparation  for  the  glass  furnace  it  is  first  heated 
in  a  special  furnace  called  a  pot  arch,  in  which 
the  temperature  can  slowly  be  raised  to  about 
1100°C.  or  1200°C.,  and  the  moisture,  combined 
water  and  carbonaceous  matter,  driven  off. 
In  America,  the  following  rate  of  heating  is 
considered  good  practice :  in  1  day,  75°C. ;  2 
days,  120°C. ;  3  days,  371°C. ;  4  days,  596**C. ; 
5  days,  816°C. ;  6  days,  1025^C. ;  and  7  days, 
1160°C.  At  the  last-mentioned  temperature 
the  pot  should  be  maintained  for  30  hours. 

The  process  of  *  pot  setting '  next  follows. 
The  pot  is  removed  from  the  pot  arch  on  a 
heavy  iron  carriage  and  placed  carefully  in 
position  in  one  of  the  arches  of  the  furnace, 
and  the  front  of  the  arch  closed  as  rapidly  as 
possible,  preferably  by  fireclay  blocks  made  to 
tit  Ihe  arch.  The  only  part  exposed  is  the  neck 
or  mouth  of  the  closed  pot,  and  into  this  neck 
or  mouth  «  flat  slab  or  stopper  is  placed.  An 
open  pot  stands  entirely  behind  the  furnace  wall, 
being  worked  through  an  opening  in  the  latter. 
When  in  position  the  pot  should  be  allowed  to 
remain  empty  for  a  day  at  as  high  a  temperature 
as  possible,  short  of  incipient  softening,  before 
being  glazed  and  filled. 

Tank  funiaees.  These  are  of  much  later 
introduction  than  the  pot  furnace.  Essentially 
they  consist  of  a  tank,  the  bottom  and  sides  of 
which  are  composed  of  suitable  refractory 
blocks,  usually  pot  clay,  a  silica  brick  crown,  and 
means  of  introducing  batch  and  flame,  and  of 
removing  glass.  In  size  they  may  vary  from 
a  dead  weight  capacity  of  about  2  tons  to  1250 
tons,  the  latter  being  the  approximate  capacity 
of  one  window  glass  tank  in  America.  Furnaces 
of  from  100  to  350  tons  deadweight  capacity  are 
quite  usual. 

Fig.  4  represents  the  cross-section  of  a  gbiss 
tank  furnace.  It  will  be  seen  to  be  siimlar, 
generally,   to   an   open   hearth  steel   furnace. 
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The  bottom  (A)  eonaists  of  olay  blocks  supported 
on  girders,  resting  on  piers  so\hat  air  has  direct 
access  to  keep  the  oottom  cool.  The  sides 
below  the  port  month  usually  consist  of  three 
courses  of  meolaj  blocks  (B),  in  modem  furnaces 
9  inches  thick.  Round  the  mouth  of  the  port 
(P)  the  blocks  are  of  silica,  and  the  crown  (C) 
is  of  silica  brick.  The  tank  furnace  shown  is 
heated  by  producer  gas  and  is  of  the  regenerative 
type,  the  outer  and  larger  chamber  for  pre- 
heating the  air,  the  other  the  gas.  In  the  furnace 
shown,  the  tongue  in  the  port  is  air-cooled  by 
two  flues  which  run  through  it.  The  gas  and 
air  mix  before  entering  the  tank  itself.  A 
glass  tank  furnace  always  consists  of  a  melting 
end  and  of  a  working  end«  and  almost  always 


there  is  a  division  between  them.    Th\8  often 

I  consists  of  a  double  wall  of  fireclav  blocks  with 

.  a  square  or  a  circular  channel  called  the  '  dog 

,  hole  *  communicating  between  the  two  portions. 

I  In  other  cases  a  floating  fireclay  bridge  or  dam 

consisting  of  two  or  three  portions  is  used.    In 

both  cases  the  object  is  to  prevent  unmelted 

batch  or  other  floating  impurities  from  passing 

into  the  working  end«  where  clear,  bubble-free 

glass  is  required.    The  small  rectangle  (D)  in 

the  middle  of  the  figure  is  the  '  dog  hole.'    The 

larger  rectangle  in  broken  outline  (E)  corresponds 

to  the  ^nd  of  the  dog  house,  that  is,  a  well 

which  is  merely  an  extension  of  the  melting 

end  of  the  furnace  into  which  the  batch  mixture 

ia  charged. 
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In  modem  furnaces  the  melting  end  only 
has  gas  ports,  and  these  may  be  from  two  to 
seven  or  more  in  number,  depending  on  the  size 
of  the  furnace.  Reversal  of  the  direction  of 
the  flame  takes  place  at  least  each  half-hour. 

The  fusion  process.  In  a  pot  furnace, 
supposing  the  pot  to  have  been  set  and  main- 
tamed  for  some  time  at  the  temperature  of  the 
furnace,  a  small  quantity  of  cullet  is  usually 
added  so  as  to  furnish  a  glaze  for  the  sides 
and  bottom.  Batch  ia  then  filled  in  by  hand 
(except  in  some  plate  glass  factories  where  a 
changing  machine  is  used)  and  melting  begins. 
Gas  is  given  off  from  the  batch  materials, 
mainly  carbon  dioxide  and  moisture,  and 
helps  to  stir  up  the  molten  mass.  When  all 
batch  material  has  disappeared,  bubbles  of  gas 
usually  remain,  and  to  eliminate  them  the 
temperature  is  allowed  to  rise,  thereby  reducing 
the  viscosity  of  the  glass  and  enabling  them  to 
escape.  Assistance  is  sometimes  necessai^  in 
this  *  fining '  or  ^  plaining '  process,  as  it  is 
called,  and  is  given  by  pushing  small  pellets  of 
ammonium  nitrate  or  white  arsenic  as  far  below 
the  surface  as  possible,  or  by  water,  pushed  to 
the  bottom  in  a  blowpipe.  These  materials 
produce  large  bubbles  on  volatilisation  and  sweep 
out  the  small  ones.  When  free  from  bubbles 
the  glass  is  ready  for  working  after  it  has  been 
sufficiently  cooled  as  to  attain  the  workable 
consistency,  and  after  skimniing  the  surface  from 
impurities. 


In  a  tank  furnace  the  charging  in  of  batch 
and  the  working  of  the  '  fined '  glass  are  con- 
tinuous, as  previously  explained,  and  the 
temperature  is  maintained  constantly  higher  at 
the  melting  than  at  the  working  end. 

Thb  Manufacture  op  Different  Types  of 
Glassware. 

The  manipulation  of  glass  and  its  formation 
into  articles  of  glassware  can  be  carried  out 
entirely  by  hand,  in  many  cases  now  also  by 
machine.  Machinery  is  now  rapidly  displacing 
hand  labour  for  the  common  types  of  glassware 
capable  of  being  produced  in  bulk  to  a  standard 
pattern.  In  practically  aU  oases,  the  molten 
glass  in  the  furnace  is  taken  and  shaped  straight* 
way  into  the  articles  required.  Two  exceptional 
cases  are  :  (I)  in  the  manufacture  of  better-class 
optical  glass  lenses  and  prisms,  where  the  pot 
of  glass  is  allowed  to  cool  down  slowly  and  the 
oold  pieces  of  glass  form  the  basis  of  further 
working  ;  (2)  in  the  lampworking  or  bench-glass 
blowing  industry,  the  raw  material  for  which 
consists  of  glass  tubing  or  rod  previously  made 
at  the  furnace. 

Manipulation  by  hand.  The  processes  in- 
volved and  tools  used  are  numerous ;  two  or 
three  of  them  are  common  to  almost  every 
operation,  some  others  are  also  of  very  general 
use.  Thus,  gathering  glass  on  a  blowpipe  and 
marvering  it  or  shaping  it  in  a  shaping  block 
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are  th6  usual  initial  stages  in  making  any  glass 
object. 

Fig.  5  depicts  several  of  the  more  essential 
tools.  The  olowpipo  (a)  has  a  rounded  end 
fop  month-piece  and  a  *nose,*  usually  slightly 
trumpet-shaped  on  the  end  of  which  glass  is 
gathered  by  dipping  into  and  rotating  in  the 
molten  glass.  The  manrer  is  a  polished  iron 
plate  on  which  the  gathered  mass  is  roUed 
on  the  end  of  the  marver  until  it  attains  a 
oylindrical  f onn«  called  the  pariaon,  either  hollow 
or  solid,  the  hollow  form  being  obtained  by 
blowing  down  the  pipe.    The  glassmaker's  chair 


Fig.  6. 

(6)  has  projecting  arms  on  which  the  blowpipe  is 
rolled  backwards  and  forwards  in  order  that  the 
spinning  or  rotating  shall  preserve  the  rounded 
outline  of  the  vessel  At  this  chair  sits  the 
master  workman,  or  glassmaker,  who  finishes 
the  article  by  means  of  various  tools,  such  as 
the  ton«^  shears,  callipers,  and  flattening 
boards  shown  in  Fig.  6,  in  conjunction  with 
rotation  of  the  pipe.  I 

The  various  types  of  hand  operation  may  be  I 
classified    as    (1)    free    hand    work,    involving ! 
gathering,  marverinff,  blowing,  and  drawing  as  I 
in  making  ^lass  tubing ;    (2)  turned  work,  or 
chair  work,  mvolving,  may  be,  all  the  preceding 
processes  together  with  the  use  of  tools ;    (3)  ' 
mouldy  blown   work,   in   which   the   marvered  ! 
gathering  is  blown  out  in  a  mould — bottles,  ! 
electric  Tamp  bulbs,  beakers,  and  flasks;    (4) 
combined  mould  and  turned  work.    This  last 
Is  now  common.    Nowadays  the  bowl  of  a  wine 


glass  is  frequently  blown  in  a  mould  and  the 
stem  and  foot  added  at  the  chair. 

The  following  diagrams  (Fig.  6)  will  serve  to 
illustrate  the  operation  of  producing  the  hand- 
made tumbler,  that  is,  an  example  of  turned 
work.  A  very  small  quantity  of  glass  is 
gathered  on  the  end  of  the  blowppe  and  blown 
out  into  a  small  bulb  (a).  This  in  turn  serves 
as  the  centre  round  which  a  further  gathering  (6) 
is  made,  sufficient  for  the  size  of  tumbler  to  be 
made.  Bv  blowing  down  the  pipe  and  also 
rotating  the  mass  of  glass  in  a  shaping  block, 
the  shape  (c)  is  obtain^,  the  constriction  being 
made  so  that  eventually  the  fully  blown 
vessels  can  be  detached  readily.  By 
swinging  the  iron  slightly,  and  by  the 
further  use  of  the  shaping  block,  the 
parison  is  given  a  slightly  conical  shape 
{d),  after  which,  by  blowing  and  swinging, 
shape  (e)  is  obtained,  and  finally  (/), 
after  the  somewhat  thicker  bottom  has 
been  flattened  out  by  contact  with  a  flat 
and  perfectly  smooth  iron  plate.  The 
pipe  is  detached  by  drawing  a  tool  across 
the  constricted  part  of  the  shoulder  while 
vessel  is  still  hot  and  then  giving  the 
^_^_  a  slight  tap  at  its  extreme  end-  The 
tumbler,  with  adhering  shoulder,  is  now  given 
Hb  final  form  in  one  of  two  ways.  This  may  be 
done  at  the  chair  by  placing  uie  bottom  of  the 
tumbler  in  a  holder,  reheating  the  shoulder  in 
the  mouth  of  the  furnace,  and  cutting  it  away 


Fig.  6. 

by  means  of  shears.  The  glassmaker  then 
finally  rotates  the  cylinder  on  the  arms  of  the 
chair,  and  by  means  of  tongs  rounds  off  the  lip. 
The  second  process  of  miishinK  consists  of 
making  a  scratch  horizontally  on  the  tumbler,  at 
the  required  shoulder  height,  and  then  causing  a 
crack  to  follow  this  scratch  by  rotating  the 
tumbler  at  the  top  of  the  flame  from  several 
fine-pointed  gas  jets.     Cracking  off   machines 
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are  constracted  in  which  these  proceeaes  can  be 
readily  carried  ont  The  edges  are  rounded  off 
by  0M  flames,  applied  either  in  another  portion 
of  the  cracking  off  machine,  or,  by  placing  the 
tumbler  in  a  holder  and  rotating  the  mouth  in  a 
gas  flame. 

In  the  case  of  mould-blown  glassware,  the 
gathering  of  glass  after  being  marvered  and 
formed  into  the  parison,  is  bk>wn  out  into  a 
mould  oorreepondmg  to  the  external  siEe  of  the 
article  required.  The  moulds  may  be  of  wood, 
carbon,  brass,  or  iron.  Moulds  of  special  alloys 
have  also  been  tried.  The  moulds  of  wood  and 
carbon  produce  the  best  finish,  whilst  the  iron 
moulds  are  less  satisfactory  from  this  point  of 
view,  although  their  durability  causes  tiiem  to  be 
used  in  the  majority  of  cases.  Metal  moulds 
may  be  used  dry  or  may  be  covered  with  some 
form  of  lubrication,  usuallv  a  paste,  in  which 
case  the  moulds  are  referred  to  as  paste  moulds. 
The  paste  is  frequently  a  mixture  of  finely- 
divided  carbon,  such  as  lamp  black,  red  lead, 
and  linseed  oil,  but  other  forms  of  paste  are  in 
use.  The  paste  must  be  thinly  and  uniformly 
spread,  and  the  moulds  after  each  blowing 
operation  are  dipped  into  water  to  cool  them 
and  prevent  the  paste  being  burned  away  too 
rapidly.  Electric  lamp  bullM,  chimneys,  blown 
tumblers,  beakers,  and  flasks  are  blown  in  paste 
moulds. 

Hand-made  bottles  are  almost  invariably 
blown  in  dry  moulds.  The  process  involves 
gathering  at  the  end  of  the  pipe,  marvering  into 
the  parison,  which  usually  has  a  somewhat 
smalier  diameter  at  the  end  adjacent  to  the 
pipe  than  at  the  free  end,  swinging  slightly  to 
cause  elongation,  and  then  blowing  out  into  the 
mould.  Two  methpds  of  finishing  the  bottle 
are  used  according  to  the  thickness  of  the  neck. 
In  heavy  bottles  with  a  thickened  neck  the 
latter  is  made  at  the  furnace  bv  the  botUe 
maker,  who  adds  an  additional  nbbon  to  the 
neck  where  it  has  been  broken  off  from  the  pipe, 
and  then  by  rotating  the  bottle  at  the  chair 
and  inserting  a  neck-forming  tool  the  neck  is 
given  its  final  shape.  In. lifter  made  bottles, 
such  as  those  used  for  medicmes,  the  end  which 
has  been  burst  off  from  the  blowing  iron,  is 
softened  in  a  small  subsidiary  furnace  known 
as  a  glory  hole,  usually  heated  by  town  gas  or 
oil,  and  the  neck  is  formed  by  pressing  back 
the  softened  portion  of  the  glass  by  means  of 
the  neck-forming  tool. 

GLASSMAKora  Machines. 
These  are  of  various  types.    Six  main  types 
may  be  distinguished  according  to  the  process 
involved. 

1.  Pressing  machines,  as  used  for  thick  and 
heavy  dishes,  glass  reflectors,  jars,  &c. 

The  machine  may  be  hand  operated,  as  in 
the  case  of  laree  glass  dishes.  The  mould 
consists  essentially  of  two  parts,  namely,  the 
mould  proper  into  which  any  design  may  be  cut 
so  as  to  produce  the  design  on  the  exterior  of 
the  glass  article,  and  the  plunger,  corresponding 
to  the  interior  of  the  vessel.  The  mould  is  fed 
with  the  requisite  quantity  of  glass,  and  the 
plunger  brought  vertically  down  into  the  middle 
of  the  mass  of  glass,  pressing  it  out  so  that  it 
occupies  the  mould  completely. 

2.  Blowing  machines,  either  semi-automatic 


or  fully  automatic,  in  which  the  gathering  vd 
glaas  is  blown  out  into  a  mould.  Such  machmea 
are  used  for  making  glass  ohimneys,  blown 
tumblers,  electric  li^ht  bulha,  &c  The  manu- 
facture of  the  latter  is  referred  to  later. 

3.  Pressing  and  Uo¥fing  maekin€S,  In  such 
machines  there  are  two  seta  of  moulds.  The 
first  into  which  the  requisite  quantity  *of  sUas 
is  charged  is  called  the  *  parison  mould,*  This 
gives  the  initial  shape  to  the  neck  of  the  vctsel, 
the  neck  being  formed  by  a  plunger  under 
preesure,  in  some  oases  by  luction.  The  second 
set  of  moulds,  known  as  *  finishing  moulds,"  have 
the  glass  from  the  parison  mould  transfeired  to 
them  and  the  article  then  blown  up  to  its 
complete  shape  and  sice. 

4.  Drawing  machines  such  as  those  in  which 
sheet  glass  and  also  glass  rod  are  drawn  out 
continuously. 

5.  Blamng  and  dramng  machines,  such  as 
for  the  continuous  manufacture  of  glass  tubing 
and  cylinders  for  window  glass. 

6.  Casting  and  rolUng  machines,  as  in  the 
manufacture  of  plate  shiss  with  its  various 
varieties  of  rolled,  ribbed,  and  wired  glass. 

A  few  illustrations  will  now  be  given  of  the 
production  of  different  types  of  articles  in  slass. 

Considerincj  these  types  in  the  order  of  the 
classification  given  previously,  common  forms  of 
glass  ware  made  from  sodium-calcium  glaas 
cokne  first. 

Bottles.  The  hand  process  has  already  been 
referred  to.  It  is  now  laigelv  confined  to  small 
botties  such  as  are  used  for  medicines  and 
perfumes,  and  especially  the  small  bottles  which 
are  to  be  provided  with  a  ground-in  stopper. 
Most  bottles  and  jars  are  now  made  by 
machine. 

Fig.  7  illustrates  one  modem  type  of  bottle 
machine,  namely,  the  O'Neill.  The  machine 
consists  of  two  circular  tables  each  carrying  six 
moulds,  the  one  table  carryins  the  parison  or 
neck-shaping  moulds  (P),  and  the  other  the 
finishing  moulds  (F),  seen  in  various  positions  in 
the  figure,  one  of  them  being  open.  Glass  is 
fed  into  one  of  the  parison  moulds  from  the 
furnace,  and  after  insertion  the  operator  touches 
the  trigger  (T)  by  means  of  his  blowpipe,  when 
the  macnine  is  set  into  operation  and  the  mould 
moves  forward  to  its  second  station.  At  the 
second  station  a  blowing  head  (H)  descends  on  to 
the  top  of  the  parison  moulds,  and  the  plunger 
is  forced  up  from  below  to  form  the  neck.  At 
the  fourth  station  the  parison  is  transferred  to 
the  second  table  into  the  open  blow  mould, 
which  then  closes  round  it,  and  a  blowing  head 
at  the  second  station  on  this  table  comes  down 
and  blows  out  the  bottle.  A  further  automatic 
device  removes  the  bottle  from  the  mould. 
When  fed  by  hand  such  machines  make 
from  10  to  15  bottles  per  minute  according  to 
size. 

Machines  of  this  type  are  also  adapted,  by 
using  suitable  moulds,  for  producing  jars  and 
lamp-shades. 

The  machines  may  be  made  fully  automatic 
by  feeding  them  either  by  means  of  what  is 
known  as  a  flowing  device  or  by  a  glass  feeding 
device.  In  very  recent  years  these  devices  have 
come  into  extensive  operation.  In  all  cases 
the  device  is  attached  to  a  slass  tank  furnace ; 
pots  are  unsuitable.    Usually  it  consists  of  n 
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Bhort  trough,  constituting  an  extension  of  the 
tank  furnace,  and  from  the  trough  glass  either 
flows  by  gravity  or  is  propelled  mechanically 
through  an  orifice,  below  which  a  pair  of  shears 
severs  the  glass  into  pieces  of  uniform  weight. 
In  the  Hartford-Fairmont  feeder,  the  tempera- 
ture of  the  glass  in  the  trough  or  fore- hearth  is 
controlFed  by  gas  burners,  and  the  glass  is 
scooped  over  a  spout  at  the  end  of  the  trough 
by  means  of  a  paddle.  The  operation  of  the 
feeding  device  is  timed  so  as  to  correspond 
precisely  with  the  motion  of  the  glassmaking 
machine,  so  that  a  mould  stands  ready  below 


the  feeder  at  the  moment  when  a  piece  of  glam 
is  severed  by  the  shears. 

Machines  similar  to  the  O'Neill  are  the 
W.  J.  Miller,  the  Lynch,  the  Edward  Miller,  the 
Teeple,  the  Cox,  and  the  Hartford-Fairmont, 
all  of  them  of  American  design. 

Fig.  8  illustrates  the  15-arm  Owens  machine, 
which  is  completely  automatic.  Each  of  the 
arms  is  provided  with  a  parison  mould  and  a 
finishing  mould.  In  operation,  the  parison 
moulds  as  they  are  carried  roimd  the  machine 
are,  by  a  special  movement,  lowered  into  a 
revolving  circular  trough  of  glass  fed  from  the 
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main  melting  tank  furnace.  Glass  is  sucked 
up  into  the  parison  mould  and  the  neck  is 
formed  by  suction,  and  not  by  pressure  in  this 
case.  As  the  parison  mould  leaves  the  trough 
a  knife  severs  the  excess  glass  from  the  bottom 
of  the  mould.  The  parison  is  next  transferred 
to  the  finishing  moulcl  and  blown  out  completely. 

Such  machines  have  actually  been  adapted 
for  making  bottles  and  jars  of  all  sizes,  from 
about  i  oz.  up  to  a  carboy  holding  15  gaUons. 
In  the  case  of  very  tiny  bottles  as  many  as 
160-200  per  minute  are  produced.  This  quan- 
tity is  obtained  by  making  each  mould  double 
or  triple,  so  that  at  each  rotation  either  30  or 
45  bottles  are  produced. 

Window  glass.  Window  glass  is  made  by 
hand  and  by  various  types  of  machines.    In 


the  hand  process  the  figures  (Fig.  9,  p.  396) 
illustrate  the  several  stages  of  the  operation. 
Glass  is  gathered  and  marvered,  ana  shaped 
into  the  ball  (a).  By  rotation  and  blowing  in  a 
shaping  block,  the  pear  shape  (6)  is  attained, 
and  subsequently  (c)  and  {d).  The  glass  is 
then  swung,  pendulum  fashion,  at  the  end  of 
the  blowpipe  in  a  rectangular  pit,  the  operator 
standing  on  a  platform.  The  end  of  the  cylinder 
may  have  to  be  reheated  several  times  in  the 
mouth  of  the  furnace  before  the  full  length  is 
attained.  The  end  of  the  cylinder  is  cut  open 
with  the  shears,  and  by  rapid  rotation  the 
mouth  so  formed  expands  until  of  the  same 
diameter  as  the  main  portion  (g).  The  shoulder 
is  then  cracked  off  (A).  The  size  of  the  cylinder 
made  varies  in  different  countries.    A  length  of 
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about    5   feet   6   inches   and   diameter   about 
12  inches  is  frequent  in  this  country. 

Much  larger  cylinders  are  made  by  machine. 
In  one  process  a  charge  of  about  550  11^.  of 
glass  is  removed  from  the  tank  furnace  in  a 
ladle,  transferred  to  a  shallow  circular  fireclay 
trough,  and  after  its  temperature  has  been 
adjusted  by  gas  flames,  a  blowing  head  is  lowered 
into  the  glass,  kept  there  until  the  glass  adheres, 
and  is  then  drawn  out  slowly,  air  under  low 
pressure  (1-2-inch  water  pressure)  passing  down 
the  stem  and  blowing  out  the  glass  which 
assumes  and  retains  the  cylindrical  form  as  the 
head  is  raised.  Heavy  cylinders  between 
300-400  inches  long  and  26  inches  or  more  in 
diameter  can  be  drawn. 


The  cylinder  is  cut  into  lengths  by  an 
electricaUy  heated  wire,  and  each  portion  split 
longitudinally  by  a  red-hot  iron  rod  (k).  In 
some  cases  the  cylinder  is  split  into  two  parts. 
The  split  lengths  (1)  are  placed  in  a  flattening 
furnace  on  a  smooth  stone  table  and  flattened 
by  use  of  a  wooden  block. 

When  flat,  it  is  passed  forward,  after  slight 
cooling,  into  the  annealing  kiln. 

Two  processes  of  window  glass  making  by 
machinery  produce  the  flattened  sheet  straight- 
way. These  are  the  Fouroault  and  the  Colbum 
processes  respectively,  the  latter  being  better 
known  as  the  Labbey-Owens  process.  In  the 
former,  a  bait  which  may  be  of  metal,  or  a  strip 
of  glass,  is  let  down  into  a  well  which  forms  the 
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extension  of  a  tank  furnace.  The  adhering  glass 
is  then  dr*wn  vertically  upwards,  and  at  a  short 
space  above  the  well  passes  between  rollers 
which  not  only  assist  the  upward  movement,  but 
keep  the  sheet  flat.  The  long  chamber  up 
which  the  sheet  is  drawn  also  serves  as  the 
annealing  chamber.  In  the  Colbum  or  Libbey- 
Owens  process  glass  flows  from  a  tank  furnace 
into  a  shallow  trough  into  which  a  metal  bait 
is  lowered.  The  bait  with  the  adhering  glass 
is  then  drawn  upwards,  vertically,  for  a  ddiatance 
of  about  3  feet,  and  then  is  passed  over  a  metal 
roller  into  the  horizontal  position,  and  on  to 
a  traveUing  belt.  The  glass  sheet  is  thus  con- 
veyed horizontally  through  an  annealing  oven 
a  distance  of  about  200  feet.  The  drawing 
operation  is  carried  on  at  a  rate  varying  from 
about  26  to  72  inches  per  minute,  according  to 
the  thickness  of  the  glass  required. 

Plate  glass  is  made  on  a  long  iron  table 
which  can  be  traversed  by  a  heavy  iron  roller. 
The  table  is  spread  with  a  layer  of  sand  to 


prevent  the  glass  sticking,  and  for  the  same 
purpose  the  roller  is  scored  in  such  a  way  that 
it  has  a  somewhat  roughened  surface.  The 
glass  is  melted  in  open  pot«  and  poured 
evenly  before  the  roller,  which  is  then  moved 
forward  along  the  table.  Immediately  after 
being  rolled  the  piece  of  plate  is  transferred  to 
a  very  long  lehr,  or  annealing  oven,  which  may 
exceed  300  feet  in  length,  where  it  is  cooled  do>vn. 
It  is  then  cut  up  into  suitable  pieces  and  fixed, 
in  plaster  of  Paris,  on  a  circular  grinding  table 
and  groimd  down  with  water  and  several  grad- 
ings  of  sand,  commencing  with  the  coarse  and 
ending  with  the  finer  gradings.  Emery  may 
subsequently  also  be  used.  After  the  grinding 
of  both  sides,  the  pieces  are  re-embedded  in  the 
table  and  polished  oy  means  of  water  and  rouge. 
Strengthened  sheet  glass,  for  constructional 
work,  is  made  in  several  different  ways.  Wire 
glass  is  one  important  form  of  such  glass.  In 
the  latest  method  it  is  formed  by  crimping  the 
wire  mesh,  placing  it  on  the  casting  table,  pouring 
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glass  over  it  and  rolling  out  the  sheet  in  the 
ordinary  manner. 

A  more  recent  type  of  strengthened  slass  has 
been  produced  by  rollinff  a  sheet  of  ceUuloid  as 
a  layer  between  two  sheets  of 
plate  glass  of  half  the  usual 
thicknM,  and  in  another  type 
both  wire  and  celluloid  are  em- 
bedded. 

Triplex  glass,  which  rendered 
very  great  service  during  the  war 
in  motor  cars,  aeroplanes,  and 
submarines  owing  to  its  non- 
shattering  properties  when  frac- 
tured, is  produced  by  cementing 
together  three  sheets  of  glass  so 
closely  as  to  appear  one.  On 
being  struck  by  a  missile  such  as 
a  bullet,  cracks  radiate  in  star 
form  from  the  pomt  of  contact, 
but  no  splintering  occurs. 

Lead  -  eoDtalntaig  glawas  are 
used  very  largely  for  table-ware 
and  general  artistic  glaiss.  The 
manipulative  process  is  almost 
always  that  of  hand  operation  along  the  lines 
previously  indicated. 

Elaetrie  lamp  bulbs  are  made  by  hand  and 
by  machinery,  in  both  cases  by  blowing  into 
paste  moulds. 

Two  types  of  machines  have  recently  come 
into  use,  the  one  known  as  the  Empire  machine, 
being  semi-automatiO|  the  other,  tne  Weetlake, 
being  fully  automatic.    In  the  former,  the  glass 


greater,  a  12-arm  machine  producing  at  least 
1000  bulbs  per  hour. 

Chemical,  selentUle,  and  heatresistliig  glast- 
ware.    Almost  all  types  of  this  particular  class 
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is  gathered  by  the  workman  at  the  end  of  a 
blowing  iron,  and  the  blowing  iron  then  inserted 
in  the  machine  where  the  glass  is  marvered  and 
finaUy  blown  out  into  the  mould.  The  machine 
has  four  arms.  The  Westlake  machine  is  fully 
automatic,  and  may  have  12  or  24  arms.  Glass 
is  gathered  by  an  arm  which  is  projected  into 
the  glass  furnace  and  transfers  the  glass  obtained 
into  a  cup,  and  thence  to  the  end  of  a  blowpipe, 
which  is,  initially,  in  the  vertical  position  with 
its  nose  upwards.  The  arms  carry  out  the 
various  operations  similarly  to  the  human  blower, 
Sut   the    productive    capacity   is    very    much 


are  made  by  hand.  Flasks  and  beakers  are 
blown  in  paste  moulds.  Fig.  10  shows  a  mould 
for  a  flask,  and  Fig.  11  the  initial  form  of  a 
beaker.  The  shoulder  is  then  cut  oft  by  the 
second  process  described  in  connection  with  the 
tumbler  (p.  392),  and  the  edges  are  heated  and 
flanged  and  a  lip  added  where  desired. 

Glass  tubing  is  drawn  by  first  marvering  a 
thick  hoUow  cylinder  of  glass,  built  up  by 
several  gatherings,  and  then  lowering  this 
cylinder  in  a  vertical  position  until  its  base 
unites  with  a  disc  of  hot  and  soft  glass,  attached 
to  a  holder  held  by  another  operator.  When  the 
union  is  firm,  the  assistant  with  the  holder 
walks  backwards  along  a  wooden  track  crossed 
by  strips  of  wood,  pulling  out  the  glass  tubing 
as  he  walks,  the  chief  gliMS  blower  at  the  same 
time  turning  his  blowpipe  round  and  round 
and  occasionally  blowing  down  it  to  prevent 
the  walls  of  the  elass  from  collapsing.  The 
tubing  is  laid  on  the  wooden  strips  and  after 
cooling  cut  into  lengths. 

The  Libbey-Owens  machine,  invented  by 
Danner,  improves  the  uniformity  and  enormously 
increases  the  production  of  glass  tubing.  Glass 
from  a  furnace  flows  in  a  stream  on  to  an 
inclined  rotating  clay  tube  slightly  cmie-sbaped, 
and  runs  down  to  the  end  (Fig.  12).  It  is  pre- 
vented from  forming  a  solid  mass  by  a  current  of  air 
transmitted  by  an  iron  water-cooled  tube  enclosed 
by  the  clav  tube.  The  glass  pulled  from  the 
end  of  the  fatter  is  hollow  and  cylindrical.  The 
pulling  is  done  by  a  machine,  attached  to  which 
is  a  wheel  which  cuts  the  tubing  into  lengths. 
Glass  tubing  can  by  this  machine  be  made  at 
more  than  120  feet  per  minute.  When  glass 
rod  is  required,  the  air  current  is  shut  ofif. 

Optical  glass.  Since  the  use  of  decolorisers 
in  glass  results  in  a  loss  of  transmission  of  light, 
it  is  essential  that  practically  iron-free  materials 
be  used,  and  that  the  pot  be  as  little  subject 
to  corrosion  as  possible. 

After  the  batch  has  been  melted,  a  water- 
cooled  fireclay  stirrer  is  inserted  in  the  pot  and 
the  glass  stirred  thoroughly  so  as  to  remove 
both  bubbles  and  layers  of  different  density. 
In  one  works,  stirring  is  actually  begun  during 
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the  melting.  After  the  glass  is  '  plain  *  the 
stirring  is  continued  while  the  temperature  is 
being  reduced,  until  the  glass  is  too  stifif  for 
further  movement. 

The  i)ot  is  then  allowed  to  oool  very  slowly, 
either  by  bricking  up  the  furnace,  if  the  latter 
is  of  the  unit  type,  or  transferring  to  a  heated 
pot    arch,    where    the    temperature    is    slowly 
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reduced,  or  again,  by  removing  the  pot  and 
covering  with  a  non-conducting  cover. 

When  cold,  the  glass  is  found  to  be  broken 
up  into  anffular  portions.  Usually  most  of  the 
glass  must  be  rejected  because  of  the  contamina- 
tion derived  from  the  pot.  Often,  only  i^bout 
20  p.c.  is  recovered  as  slabs  of  good  glass. 

For  use,  the  angular  portions  are  re- heated 
in  a  muffle  furnace  to  softening  point,  then 
pressed  into  rectangular  slabs  and  subsequently 
annealed.  Fine  annealing,  for  the  removal  of 
all  strain,  may  take  from  two  to  three  weeks. 

The  slabs  are  cut  across,  and  opposite  ends 
polished  and  examined  in  the  poUriscope  for 
striae  and  strain,  as  also  for  bubble. 

The  Annbalino  of  Glass. 

All  articles  of  glassware,  as  also  slabs  of 
optical  glass  after  being  made  into  regular 
block  form,  need  to  be  annealed  in  order  to 
remove  strain  set  up  in  them  during  the  cooUng 
process.  Glass,  being  a  very  viscous  material, 
and  having  only  poor  conductivity,  sets  hard 
on  the  exterior,  wnile  the  mass  in  the  interior 
is  at  a  distinctly  higher  temperature  and  is  more 
fluid.  Consequently,  stresses  are  set  up  on  the 
exterior  and  strain  on  the  inner  layers,  so  that 
these  inner  layers  tend  to  contract  on  to  the 
outer  ones.  Where  the  exterior  is  chilled 
rapidly,  as  in  the  production  of  Rupert's  drops,  ! 
by  aUowing  small  blobs  of  molten  glass  to  laU 
into  water,  the  interior  layers  contract  on  to 
the  exterior  to  such  an  extent  as  to  leave  an 
apparent  bubble.  The  stress  and  strain  in 
glass  can  be  removed  as  soon  as  the  glass  is  i 


sufficiently  soft.  If  the  glass  is  quite  soft  then 
the  strain  is  relieved  rapidly ;  or,  in  other 
words,  annealing  takes  plaoe  quickly.  If,  on 
the  other  hand,  the  glass  is  only  slightly  removed 
from  the  rigid  state,  then  annealmg  requires  a 
considerable  period  of  time.  In  practice,  speed 
is  an  important  factor  in  the  production  of 
most  articles  of  glassware.  In  such  case  the 
articles  are  heated  up  to  a  temperature  as  hiffh 
as  possible,  just  short  of  deformation,  so  thatthe 
strain  is  rapidly  removed.  The  j^nnAfrling 
temperature  employed  under  these  conditions 
has  been  defined  as  the  upper  critical  annealing 
temperature.  The  glass  must  subsequently  be 
cooled  down  at  a  fairly  slow  and  definite  rate, 
until  it  has  become  so  rigid  that  movement  of 
different  layers  is  practicaUy  impossible,  so  that 
no  strain  can  be  reintroduced.  The  tempera- 
ture of  sufficient  rigidity  has  been  described 
as  the  lower  critical  annealing  temperature. 
In  the  case  of  optical  glass  it  may  be  advisable 
to  anneal  at  a  temperature  only  slightly  exceed- 
ing the  lower  critical  anneaUng  temperature. 
A  slight  reduction  of  temperature,  wnich  can 
be  made  very  readily,  is  then  sufficient  to 
remove  the  glass  from  the  region  of  possible 
recurring  strain. 

The  actual  upper  annealing  temperature 
and  also  the  length  of  range  between  tnat  and 
the  lower  value,  obviously  depend  on  the  viscosity 
of  the  glass  and  on  the  rate  of  change  of  viscosity. 
These  in  turn  depend  on  the  composition  of  the 
glass. 

The  oxide  constituents  which  tend  to  reduce 
the  annealing  temperature  are  sodium  oxide, 
potassium  oxide,  and  lead  oxide.  Lead-con- 
tainins  glasses  can  be  readily  annealed.  English 
crystal  glassware  has  an  upper  annealing  tem- 
perature in  the  neighbourhood  of  450^C.,  and 
most  commercial  types  of  lead  glass  are  readily 
annealed  at  temperatures  of  450**C.  to  SOO^'C. 
Window  glass,  and,  generally  speaking,  sodium- 
caldum  glasses,  have  an  annealing  temperature 
round  about  5^°-560'',  although,  according  to 
the  oomposition  and  the  percentage  of  calcium 
oxide,  the  value  may  range  from  540**  to  610**. 
Miner's  lamp  glass  which  contains  high  silica 
and  boric  oxide  content  requires  a  temperature 
of  approximately  590°,  whilst  resistance  glass 
for  ohemical  apparatus  may  need  a  temperature 
as  high  as  fiSO-*  (English  and  Turner,  J.  Soc. 
Glass  Tech.  I9I8,  2,  90 ;  1019,  3,  125  and  278 : 
1920,  4,  387). 

In  commercial  practice  two  main  types  of 
furnace  are  used  for  annealing,  namely,  the 
kiln  and  the  continuous  annealmg  oven,  called 
the  '  lehr.' 

The  use  of  kilns  is  now  almost  entirely 
confined  to  heavy  glassware  for  table  use,  and 
similar  articles  on  which  work  such  as  cutting 
and  engraving  has  subsequently  to  be  done.  In 
America  gas-nred  muffle  kilns  are  used  for  thick 
glass  jugs,  tumblers,  &c.,  with  much  advantage. 

The  continuous  annealing  oven,  or  lehr,  con- 
sists essentially  of  a  brickwork  combustion 
chamber  extending  about  10  or  12  feet  from 
front  to  betck,  and  leading  into  a  continuous 
tunnel,  so  that  the  total  length  from  the  front 
of  the  combustion  chamber  to  the  end  of  the 
lehr  may  be  from  40  to  70  feet  long,  and  in  the 
case  of  window  and  plate  glass  very  much 
longer,  even  exceeding  300  feet.    The  combustion 
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chADiber  if  tisiiAUjr  heated  by  gai,  Ahhou^ 
lAi  Ami  Cf}ke  heating  are  still  umsd^  and  in  this 
section  of  the  lehr  the  object  aimed  at  is  to 
maintain  the  articles  at  the  required  annealing 
temperature  so  that  all  strain  is  remored*  The 
heated  air  and,  except  where  the  combustion 
cham^jer  talces  the  form  of  a  muffle,  ss  in  the 
modem  *'  muffle  lehn,"  the  producto  of  combus- 
tion may  pass  down  the  tunnel  for  a  certain  dis- 
tance wDich  can  be  controlled  by  flues  and 
dampers.  The  width  of  the  lehr  is  frequentiy  about 
0  feet,  but  may  be  as  much  as  12.  The  articles  of 
fflasS'Ware  may  be  pkoed  in  pans  which  are 
unked  on  to  one  another  and  drawn  through 
tlie  lehr  gradually,  on  pulleys  attached  to  a  fixed 
traclu  In  a  few  cases  the  articles  are  placed 
in  wagons  which  run  on  a  track.  In  modem 
lehr*  for  mass  prrxiuction  an  endless  belt  carries 
a  moving  platform  on  which  the  articles  are 
pUced,  ana  the  snecd  of  this  platform  is  con- 
trolled mechanicaUy  according  to  the  character 
of  the  glass  and  the  time  required  for  annealing. 

The  best  test  of  satififactory  annealing  is  to 
examine  .the  articles  of  glassware  between 
crnsfied  Niccjls.  A  well-annealed  specimen  per- 
mits practically  no  light  to  pass  through  it, 
whilut  a  Ntrained  sample  will  transmit  an  amount 
of  light  dependent  on  the  degree  of  strain. 

Hardening  of  glaif.  This  may  be  carried 
nut  either  by  the  process  of  De  la  Bastie  or  by 
that  of  Hiomens.  In  the  former,  discovered  in 
IHTS,  the  gUss  article,  while  still  red  hot,  is 
quenched  in  a  bath  of  oil  or  fat,  the  actual 
temtmrature  of  both  glass  and  the  bath,  that 
In,  tne  quenching  range,  depending  both  on  the 
composition  and  thickness  of  the  glass.  Hodium- 
calcium  glasses  can  withstand  a  greater  quench- 
ing range  than  the  load  glasses.  The  process 
results  in  the  sudden  chilling  of  the  outer 
before  the  inner  lavers,  ro  that  the  surface  layers 
undorgd  greater  Bnrinkage,  causing  them  te  be 
Nubjcotod  to  comprofwion,  whilst  the  inner 
layom,  on  the  other  hand,  are  in  tension.  Glass 
in  this  condition  becomes  loss  brittle,  is  more 
elastic,  and  capable  of  withstanding  mechanical 
shock  and  sucidon  change  of  temperature,  but 
if  the  surface  is  once  broken  the  whole  mass 
becomes  shattered. 

in  Siemens'  process,  the  temperature  of 
prriwed  glass  articles  is  rapidlv  but  uniformly 
reduced  in  special  moulds,  or  between  metellic 
or  day  plates  maintained  at  a  suitable  tempera- 
tun\  Pavoment  lighU  treated  in  this  manner 
resist  cutting  by  a  diamond. 

Compound  cImi,  the  basis  of  the  durax 
water-gauge  tubes,  was  developed  by  Schott  to 
give  tlic  Mime  n*Hiritanco  to  shock  and  change 
of  temiM«raturo  as  hardened  gloss.  A  gathering 
of  gloos  10  (HI)  is  made  over  50  (III)  and  the 
ovHndor  drawn  into  tubing.  The  former  has 
tlio  largor  thermal  exiMUision  (and  contrac- 
tion), MO  that  on  cooling  the  outer  layer  is  under 
(HiivprcHsion  and  the  inner  under  tension.  When 
the  tubing  is  heated  up  both  compression  and 
tension  Inn'orae  relaxed,  (ilass  59  (111)  which 
forms  the  inner  layer  is  also  very  rt'sistant  to 
the  action  of  water  and  steam. 

Thk  Decoration  an»  Ai-tkr-Trkatmknt  op 

(tLASS. 

The  processes  by  which  glass  mav  be  oma- 
uentod  or  marked  are  numerous.    They  may 


be  divided  into  two  classes,  namely :  (1)  those 
carried  out  at  the  furnace  during  the  formation 
of  the  article ;  (2)  those  dependent  on  the  treat- 
ment of  the  surface.  To  the  former  belong  such 
prooenes  as  casing,  spinning,  filigree,  and 
mosaic  working.  The  second  class  is  divisible 
into  two  groups,  according  as  the  surface  is 
treated  by  mechanical  means,  such  as  those 
involved  in  decoration  by  grinding,  cutting, 
bevelling,  polishing,  engraving,  sand-blasting, 
and  frosting;  or  by  tbe  action  of  chemical 
reagents,  sucl^as  in  etching,  silvering,  iridising, 
and  in  glass  painting.  In  rather  a  different 
category  is  the  art  of  treating  gloss  tubing  or 
rod  by  Umpworking  or  bench  glMs  blowing. 

Casing  consiste  usually  in  spreading  a 
uniform,  thin  layer  of  colour  over  an  article  of 
colouiless  glass.  The  coloured  glasses  most 
commonly  used  arc  ruby,  blue,  and  opal.  The 
essential  conditions  for  casing  are  that  the 
gUsses  shall  have  approximately  equal  coeffi- 
cionte  of  expansion  and  be  soft  or  pUstic. 
Glasses  of  fairly  high  lead  content  are  very 
suiteble  for  such  treatment.  One  method  of 
carrying  out  the  operation  is  to  make  a  gathering 
of  the  colourless  glass,  to  blow  it  up  slightly, 
and  then  dip  into  a  pot  of  the  coloured  glass  in 
such  a  way  that  a  uniform  outer  layer  is  ob- 
tained. The  combined  gathering  is  then 
worked  up  by  turning  or  blowing  in  the  usual 
manner. 

Banded  glass,  feather  glass,  filigree  gloss, 
and  the  insertion  of  an  enamel  backing  in 
thermometer  and  other  tubing  are  all  special 
examples  of  casing.  The  enamelbacking  of  tubing 
i-t  a  simple  example.  One  method  of  making  it 
consists  m  preparing  a  rod  of  opal  glass  and  insert- 
ing a  length  of  it  in  a  vertical  recess  in  a  mould. 
The  pariHon  of  colourless  glass  is  introduced 
into  the  mould  so  as  to  come  into  contact 
with,  and  pick  up  the  opal  rod,  after  which  the 
parison  is  marvered  further  to  complete  the 
union.  A  further  gathering  of  colourless  glass 
to  cover  the  opal  is  then  made  and  the  whole 
mass  drawn  into  tubing  in  the  ordinary  way. 

For  details  of  manipulative  methods  of 
decorating  glassware  at  tne  furnace  the  reader 
should  consult  Hohlbaum's  HerstcUung,  Bear- 
btiiungy  una  Verzierung  des  feineren  HMglases, 
191 1 ;  Apsley  Pellatt's  Curiositita  of  GUusmaking 
contains  a  good  account,  but  is  unfortunately 
long  out  of  print. 

Cutting  for  decorative  processes,  largely 
employed  for  thick  table-ware,  is  carried  out  in 
several  Ftages.  The  pattern  to  be  followed  is 
marked  out  in  chalk  and  then  cut  over  by  an 
edged  iron  wheel  working  in  a  vertical  plane, 
the  edge  being  constantly  fed  with  sand  and 
water.  This  first,  or  roughing  process,  leaves 
the  cut  portions  with  a  roughened  surface  which 
is  then  gone  over  by  a  similar  stone  wheel* 
Oraigleith  stone  being  in  common  use,  and 
finally  by  a  wooden  wheel  using  putty  jiowder 
or  other  soft  polishing  material ;  or  again,  the 
final  polishing  stage  may  be  carried  out  by 
immersion  in  an  etehing  bath  for  a  short  period. 

In  some  classes  of  pressed  glassware  the 
roughing  process,  or  use  of  the  iron  wheel,  is 
abolished  by  cutting  the  pattern  in  the  mould 
so  that  the  article  receives  the  main  impression 
at  the  furnace.  Immediately  after  being 
prviwod,  the  interior  of  such  articles,   usually 
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dishes  and  bowls,  is  'fire  polislied*  by  the 
action  of  a  hot  gas  flame  which  removes  all 
roughness  caused  by  the  plunger  ol  the  press. 
The  artide  may  be  sold  without  further  treat- 
ment,  or  the  pattern  on  it  may  be  considerably 
improved  by  the  use  of  the  stone  wheel  and  the 
subsequent  polishing  process. 

KngravillK  is  carried  out  by  sharp-edged  or 
bevelled  copper  wheels  varying  in  sixe  from  that 
of  a  pin*8  head  to  2  inches  or  more  in  diameter, 
the  spindle  carrying  the  wheel  being  fixed  in 
the  chuck  of  a  lathe.  The  glass  article  is  held 
in  the  engraver's  hands  against  the  rotating 
wheeL 

Very  pleasing  effects  are  obtained  by  cutting 
or  engraving  designs  on  cased  glass,  especially 
where  the  cutting  penetrates  the  outer  coloured 
layer  to  the  inner  colourless  one. 

Glass  grinding  is  carried  out  not  only  for 
decorative  purposes,  as  described  under  *  cutting,* 
but  also  in  the  production  of  lenses  and  nrisms, 
glass  stoppers,  both  solid  and  hollow,  all-glasi 
syringes,  and  in  the  smoothing  off  of  various 
articles  whose  ends  would  otherwise  have  sharp 
edges  through  being  cracked  off  in  a  flame, 
articles  such  as  blown  tumblers,  chimneys,  and 
miners'  lamp  glasses.  Lenses  for -grinding  are 
embedded,  a  large  number  simultaneously,  in 
pitch.  The  *  block  *  so  produced  may  be  flat  if 
plane  lenses  are  req^uired  or  may  have  a  curved 
surface  correspondmg  to  the  lens  curvature 
required.  The  grindmg  is  done  by  a  tool  or 
head  of  iron  with  its  surface  shaped  to  the 
required  curvature.  In  the  ninding  process 
this  tool  moves  over  the  block  of  lenses  in  a 
path  which  is  continuously  varying.  Fine 
carborundum  or  emery  powder  are  the  usual 
grinding  media  with  water,  and  rouge  follows 
in  the  polishing  stage. 

For  the  bottoms  and  edges  of  glass  articles 
large  carbonmdum  wheels,  revolving  in  the 
horizontal  plane  or  carborundum  cylinders  with 
the  flat-end  set  vertically,  are  used.  In  the 
former  case,  the  articles  to  be  ground  are  held 
vertically,  in  the  latter,  horizontally.  In 
modem  machines,  a  large  number  of  articles, 
such  as  tumblers,  can  be  treated  in  a  very  short 
time.  Following  such  edge  grinding,  tumblers 
and  similar  articles  are  tran^erred  to  an  *  edge 
melting '  machine  consisting  of  a  continuous 
belt  or  track,  by  means  of  which  the  articles 
are  carried  through  a  zone  of  flame  obtained 
from  a  double  row  of  impinging  gas  jets  where 
the  edges  are  rounded  on.  Solid  glass  stoppers 
are  ground  by  fixing  in  a  chuck  on  a  lathe  and 
grinding  with  sand  and  water  to  the  required 
degree  and  taper. 

The  grinding  of  hollow  stoppers  and  internal 
grinding  generally  is  done  by  soft  steel  or  iron 
drills,  suitably  tapered  and  fixed  in  the  chuck 
of  the  lathe.  The  rotating  drill  is  inserted  in 
the  article  and  fed  with  water  and  one  of  the 
various  grinding  powders,  which  include  diamond 
dust.  • 

Sandblasting,  employing  the  cutting  action 
of  wind -driven  sand  grains,  was  introduced  by 
Tilghmann  in  America.  The  matt  surface  so 
produced  can  be  controlled  in  extent  and  design 
by  covering  part  of  the  glass  surface.  For  this 
purpose  a  metal  stencil  may  be  employed,  or  a 
transfer  comprising  some  definite  design  done 
in  oil  or  fat  or  other  soft  material  which  prevents 


the  cutting  action  of  the  sand,  and  can  subse* 
quently  readily  be  remo\*ed,  leaviixg  a  pattern 
or  design  in  dear  glasa. 

FNstad  glass,  in  which  the  surface  is  marked 

in  fern-like  patterns,  is  based  on  the  disc'overv 

'  of  CaiUetet  (Compt.  rend  1902.  134,  400),  who 

I  found  that  a  coatms  of  glue  or  of  gelatine^  con* 

taining  some  neutnU  salt>  when  applied  to  glass 

I  exertM  ao  powerful  a  disruptive  action  during 

>  its  drying  and  shrinkage  as  to  produce  fruat>liko 

!  patterns  when  the  drieil  coating  was  rMno\*^. 

The  process  is  applied  to  window  glass«     One 

mixture   employcKl   consists   of  gum   sandarac 

18  parts,  gum  mastic  4,  bentene  40,  ether  :KH> 

and  the  mixture  is  poured  uniformly  over  tho 

previously  cleaned  surface.    The  sheets  of  glass 

after  treatment  remain  in  a  drying  room  until 

the  gelatine  is  set,  and  afterwards  in  a  warm 

room  to  speed  up  the  contraction  of  the  coating. 

Btehlng ,  by  means  of  hydrofluoric  add  or 

fluoride  solutions,  is  commonly  employed  both 

for    decorative    pur(M>ses    and    for     marking 

graduated    glass    instruments.    Tho    reaction 

may  be  expressed  by  the  equation  : 

K,0,CaO,6SiO,-f-28HF 

-2KF-hCaF,-hCSiF4+ 1411,0. 

The  effect  produced  depends  on  tho  typo  i>f 
glass,  and  on  the  nature  and  strength  of  the 
etching  solution.  The  glasses  of  high  lead 
content,  as  used  largely  for  table-ware,  are  best 
suited  for  etching.  Hard  pottvsh  glasses  and 
chemical  resistance  glass  are  only  very  slowly 
attacked.  Dependent  on  tho  solution,  one  may 
obtain  matt  etching,  clear  etching,  or  may  oven 
get  a  polished  surface.  A  good  matt  etching 
is  obtained  by  immersion  at  ordinary  temperature 
in  a  solution  of  10  parts  IIF  in  100  water,  tlio 
solution  being  neutralised  by  potassium  tmr- 
bonate  and  2  additional  parts  of  HF  then 
added.  Aqueous  solutions  of  ammonium  fluo- 
ride,  usually  made  as  required  by  neutralising 
the  acid  with  ammonium  carbonate,  act  rather 
slowly.  A  mixture  of  ammonium  fluoride  5 
parts,  hydrofluoric  acid  2,  and  water  6,  will 
produce  at  ordinary  temperature  a  very  rough 
matt  etch.  A  satin  etch  is  obtainerl  by  a  solu- 
tion of  potassium  fluoride  10,  hydrochloric  acid  1, 
water  100,  the  temperature  of  tho  solution  being 
40°-60°(t.  For  line  etching,  used  either  for  simple 
lines  as  on  graduated  instruments,  and  tho 
simple  line  decoration  on  tumblers,  or  for  etched 
designs  as  a  substitute  for  engraving,  diluto  11 F 
is  used,  a  suitable  solution  for  (loop  etching 
being  hydrofluoric  acid  1,  sulphuric  acid  1, 
water  4-6. 

Acid  polishing  may  bo  carried  out  by  hydro- 
fluoric acid  in  the  presence  of  strong  sulphuric, 
the  liquid  being  agitated  to  prevent  tho  deposi. 
tion  of  fluorides  which  normally  produce  tho 
matt  surface  effect. 

If  a  line  design  is  to  be  etchod,  tho  glass 
surface  must  previously  be  coated  with  a 
resistant  material,  and  the  design  thon  traced 
by  an  instrument  with  a  fine  point.  'iVo  such 
'resists*  are:  (1)  asphalt  5,  resin  2,  tallow  1, 
Venetian  turpentine  2,  turpentine  12 ;  (2) 
asphalt  6,  resin  3,  Venetian  turpentine  1, 
turpentine  8,  beeswax  1  '5. 

Other  designs  Aay  bo  applied  by  moans  of 
a  '  transfer.'  The  latter  ia  prepared  by  engrav- 
ing the  design  on  a  copper  plate,  coating  ttio 
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latter  with  *  '  reiiit,*  and  lenumng  the  exoew 
«o  that  only  the  cat  design  lemaioa  filled,  then 
applying  a  piece  of  tlwae  paper  to  the  derign 
whereby  a  wax  impreMion  le  tianafemd  to  the 
paper.  The  '  tranker '  ao  prodnced  ia  applied 
to  the  glaas  snrfaoe,  the  remainder  of  the  latter 
not  coveied  by  the  teanafer  bein^  pmtected  by 
a  wax  coatuig  before  the  apphcation  of  the 
etching  agent,  frequently  naea  in  paete  form. 
After  a  few  minntea  the  etching  agent  ia  waahed 
off,  leaving  a  matt  anrfaoe  design. 

The  marldnsa  on  giadoated  inatromenta  are 
naoally  rendered  more  clearly  viaible  by  robbing 
into  them  finely-powdered  bariom  aoljphate,  red 
lead,  Ac,  or  the  introduction  of  a  aoft  enameL 

Mtvartng  for  the  production  of  mirrora  waa 
introdnced  in  1843  by  Drayton  to  replace  the 
tin  amalgam  method,  bat  made  a  commercial 
aucceaa  only  through  liebig  in  1 867.  The  f  reahly- 
poliahed  aheeta  of  glaae  muat  be  thoroughly 
oleauaed  previoua  to  the  application  of  the 
ailrering  aolution,  which  \m  prepared  from  two 
eaaential  aolutiona,  one  of  ailrer  nitrate,  uaoally 
ammoniacal,  the  other  an  organic  reducing 
agent,  moat  often  augar.  The  rate  of  depoaition 
oependa  on  the  temperature.  Silvermann  and 
Howe  (J.  Ind.  Eng.  Chem.  1917,  9,  1032) 
recommend  for  work  at  ordinary  temperature, 
aolutiona  of  ailver  nitrate  0*036  gram  made  ap 
with  water  to  100  c.c. ;  cane  augar,  34*2  grama 
diaaolred  in  water,  and  made  up  to  100  c.o. ; 
80  p.c.  methyl  alcohol,  and  0'8p.c.  formaldehyde 
aolution.  For  the  mixture,  the  volume  uaed 
of  the  above  four  aolutiona  are,  respectively, 
165,  10,  5,  and  20.  About  20  p.c.  of  the  total 
ailver  content  can  be  deposited  m  40  minutes. 

Cojpper  deposits  are  usually  made  electro- 
lyticauy  on  a  previoua  coating  of  ailver,  the 
copper  aolution  for  electrolyaia  oeing  of  copper 
aulphate  in  Rochelle  salt,  made  alkaline  with 
cauatio  aoda.  By  Chattaway^s  process  (Proc. 
Roy.  Soc.  1907,  A,  80,  88)  the  deposition  may 
be  made  direct.  A  clear  solution  is  made  bv 
warming  1  part  of  freshly-distilled  phenyl- 
hydrazine  with  2  parts  of  water.  To  it,  half 
its  volume  is  added  of  a  warm  saturated  solution 
of  cuprio  hydroxide  in  strong  ammonia.  A  hot 
solution  of  10  p.c.  potassium  hydroxide  is  now 
added  until  a  slight  permanent  precipitate  is 
obtained.  This  liquid,  when  warmed  in  contact 
with  a  perfectly  clean  glass  surface,  gives  a 
bright  deposit  of  copper. 

Aluminium  deposits  may  be  made  on  copper 
deposits  by  the  metallic  spraying  process. 

Iridaseent  gUss,  which  in  antique  specimens 
is  produced  dv  surface  decay,  is  artificiaUy 
obtained  by  the  action  of  metallic  vapours. 
After  being  made  at  the  furnace  and  while 
still  red  hot,  therefore,  the  article  is  rotated 
rapidly  inside  an  iron  box  or  oven  in  which 
suitable  metallic  salts  are  volatilised.  Various 
mixtures  of  salts  are  employed,  such  as:  (1) 
atannoua  chloride  90  jMirts,  atrontium  nitrate  5, 
barium  chloride  6;  (2)  stannous  chloride  90 
mrts,  barium  chloride  2,  bismuth  nitrate  5. 
The  bright  iridescent  coating  may  be  made 
matt  by  reheating  several  times  in  the  mouth 
of  the  furnace.  The  iridescence  ma^  be  greatly 
varied,  as  in  Tiffany  glass,  bv  treating  coloured 
glasses  or  those  with  j^tterns.  Brilliant 
metallic  effects  may  be  obtained  by  adding  a 
silver  or  a  bismuth  salt  to  the  glass  batch  and 


reheating  the  object,  before  iridising,  in  a 
reducing  flame  whereby  a  metallic  surface 
deposit  is  produced. 

Gia«  paJntbig  is  carried  out  by  the  various 
colouring  oxides  and  compounds  elaewhere 
described  in  this  article.  They  are  mixed  with 
a  suitable  flux  in  which  they  may  or  may  not 
dissolve.  In  the  former  case,  idien  applied  to 
ghMs,  the  painting  is  transparent,  unless  specially 
rendered  opaque  as  by  the  addition  of  stannic 
oxide,  whilst  in  the  latter  it  is  non-transparent. 
The  flux  for  gold  purple  ii  obtained  by  melting 
a  mixture  of  quartz  4  parts,  red  lead  3,  borax 
6 ;  for  other  colours,  a  nux  made  from  quartz  2, 
red  lead  6-9,  borax  1,  may  be  emj^oyed.  The 
colouring  materials  are  both  finely  ground  and 

,  thoroughly  mixed,  and  the  mixture  may  be 
used  directly  for  painting,  or  it  may  first  of  all 

I  be  sintered  or  fritted,  and  again  finely  powdered. 

j  In  either  case  the  fine  powder  is  thoroii^hly 
ground  with  turpentine  or  other  oil  as  medium, 

'  applied  with  a  brush  to  the  glass,  and  the  latter 
then  heated  in  a  muffle  oven  to  a  temperature 
sufficient  (about  800^C.)  for  the  thorough  fusion 
of  the  flux  and  colour  to   a   brilliant  surface. 

!  Slow  cooling  down  is  then  desirable.  The 
vitreous  paints  so  applied  should,  for  successful 
burning  in,  have  a  coefficient  of  expansion  not 
greatly  different  from  that  of  the  glass  treated. 
Glass  beads  and  artifleial  gems.  Glass  beads 
are  made  from  previously  drawn  tubing  of 
varying  diameter  and  bore,  and  of  various 
colours.  The  tubing  is  next  cut  into  lengths 
suitable  for  the  size  of  the  bead.  If  the  latter 
is  to  be  cylindrical,  the  beads  may  be  made  at 
the  lamp  by  merely  softenine  the  cut  ends  to 
round  off  the  edges.  For  spherical  beads,  the 
cut  lengths  are  beaded  in  moist  clayy  or  clay 
and  ground  charcoal,  to  prevent  coUapee  of  the 
walls  during  subsequent  heating.  The  heating 
is  carried  out  in  a  revolving  drum,  to  redness, 
whereby  the  rounded  shape  ia  given  and  the 
edges  melted. 

The  thin-walled  spherical  beads  are  made 
by  blowing  thin  bulbs  and  either  filling  them 
with  wax  or  coating  them  internally  with 
*  essence  of  pearl,'  consisting  of  ground  fish 
scales  in  ammonium  chloride.  The  second 
method  produces  the  pearl  beads.  (For  method 
of  applying  the  pearl  coating,  gee  O.  Parkert^ 
Sprechsaal,  1919,  62,  23  and  191.) 

Artificial  gems  are  made  by  adding  suitable 
colouring  material  to  a  glass  with  high  lead 
content,  and  therefore  of  high  refractive  index 
and  brilliance  when  cut.  The  colourless  paste, 
or  strass,  may  be  made  from  sand  100  parts, 
red  lead  150,  potash  30,  the  materials  bemg  of 
high  quality.  The  resulting  glass  may  be  ladled 
into  water  and  subsequently  re-melted  to  obtain 

I  homogeneity  and  then  ground  for  admixture 

,  with  the  colouring  agent.  Bubies  may  be 
prepared  from  1000  strass,  1  purple  of  Cassius, 
5  stannous  oxide,  10  antimony  oxide ;  emeraids 

'  from  10(X)  strass,  1  green  chromium  oxide,  8 

I  cupric  oxide  ;  amethysts  1000  strass,  8  manganese 

;  dioxide,  2  cobalt  oxide.  The  strass  and  colour- 
ing matter  must  be  thoroughly  fused  together 
and  made  homogeneous.  Small  porcelain  pots 
holding  up  to  50  lbs.  glass  are  used. 

Quartz  glass.  Whilst  ordinary  glasses  are 
produced  by  the  fusion  of  basic  oxides  with 
silica,  and  in  some  cases  borie-oxide,  it  must  be 
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borne  in  mind  tliat  the  nae  of  such  haaio  oxidee 
ia  primarily  to  pennit  fusion  to  take  place  at 
the  temperatures  at  present  commercially  attain- 
able. Slica  in  itself  possesses  so  manv  yaluable 
TOoperties  that  if  it  could  be  fused  readily  it  would 
displaoe  many  types  of  glass.  The  high  tempera- 
ture of  fusion  restricts  Uie  scale  on  which  melting 
ean  be  carried  out,  but  already,  silica  ware  has 
become  a  recognised  article  of  commerce,  being 
wo^ed  into  tubing,  rod,  beakers,  flasks,  crucibles, 
and  other  types  of  scientific  apparatus,  quarts 
threads  for  galvanometrio  mirror  suspensions, 
nitric  acid  stiUs,  sulphurip  add  condensation 
plant,  and  chimneys  for  incandescent  lamps. 

Two  types  of  fused  silica  ware  are  on  the 
market,  the  transparent,  made  from  quarts, 
and  the  opaque  or  translucent,  produced  from 
sand  or  crushed  quartz.  The  transparent  form 
is  woriced  in  the  oxy-hydrogen  flame,  and  the 
size  of  the  article  capable  of  being  made  is 
restricted  to  small  crucibles  and  dishes,  and  the 
smaller  sizes  of  flasks,  beakers*  and  similar 
articles.  The  non-transparent  silica  can  now  be 
worked  in  masses  up  to  200  lbs,  and  tubes 
4  inches  or  more  in  diameter  form  a  stock  article. 
The  starting  point  for  tubes  is  a  hollow  core  of 
plastic  silica  produced  by  fusing  a  mass  of 
white  sand  round  a  central  core  electrically 
heated,  the  core  being  removed  when  the 
cylinder  has  been  formed  and  drawn  into 
tubing  in  the  ordinary  way.  In  the  plastic  con- 
dition such  a  silica  cylinder  can  be  drawn  into 
lengths  of  90  or  100  feet.  The  rough  outer 
snitace  of  the  tube  may  be  ground  down  and 
may  be  glazed,  either  electrically  or  by  an  oxy- 
hydrogen  flame. 

For  articles  other  than  tubmg,  the  cylinder 
is  closed  at  one  end  and  blown  in  a  mould 
by  compressed  air. 

The  temperature  required  for  fusing  and 
working  the  sand  is  1800^(V2000''(\  As  only  a 
plastic  and  not  a  completely  fused  condition  is 
reached,  the  fine  air  bubbles  are  not  removed, 
and  reflection  from  them  gives  rise  to  the  silky, 
lustrous  appearance  characteristic  of  this  type 
of  fused  silica.  {See  F.  Bottomley,  J.  Soc.  Chem. 
Ind.  1917,  36.  577.) 

Quartz  glass  has  an  extremely  small  coeffi- 
cient of  linear  thermal  expansion,  namely, 
6*2xlO~S  and  articles  made  from  it  can  be 
heated  to  redness  and  quenched  in  cold  water 
without  fracture.  Hence  its  value  for  heat- 
resisting  glassware.  Unfortunately,  fused  silica 
ware  cannot  be  maintained  for  any  considerable 
period  at  temperatures  higher  than  1000°C. 
owing  to  its  tendency  to  revert  to  the  crystalline 
form  stable  at  such  temperature,  namely, 
tridymite,  when  the  article  is  liable  to  break 
down. 

Fused  silica  is  practically  unacted  on  by 
water,  and  all  acids  except  hydrofluoric  add 
and  phosphoric  acid  above  400^0.  It  is, 
accorcungly,  of  veiy  great  value  in  precise 
chemical  analysis  where  water,  neutral  salt 
solutions,  and  acids  are  alone  concerned. 
Further,  as  a  consequence  of  its  resistance  to 
solubility  by  water,  and  its  non-hygroscopic 
character,  fused  silica  is  a  very  good  electrical 
insulator.  As  an  add  material  itself,  it  is 
naturally  attacked  by  the  alkalis,  and  the  use 
of  silica  crudbles  is  therefore  much  restricted 
since  metallio  oxides  cannot  be  fused  in  them. 
Vol.  IIL— r. 


Tranaparant  quarts  is  transparent  to  ultra. 

violet  light  and  on  this  account  finds  spedal  use 

in  the  form  of  ulates»  lenses,  and  wedges  or 

prisms  in  optical  apparatus,  and  in  mercury 

vapour  lamps.    The  refractive  index  for  the 

D-Iine  is  1>I5847,  and  the  dispersion  constant 

r  67-92  (Qifford  and  Shenstone^  Proc  Roy.  Soc« 

.  1904,  73,  201).  W.  K,  a  T, 

I       GLASS  OF  ANTUIONY  v.  Antimony  cmat, 

1  art.  AMTOtONY. 

glass;  TOUGHBHED,  v.  Qlass. 

GLAUBER'S   SALT.    Sodium   suipkaf   («. 
Sodium). 

GLAOBBRITB  v.  Caloiitm. 

GLAUCINS  0,|H,,04N  occurs  in  OftiiiciMm 
jiavum  (Cranti)  along  with  protopine  ( Battandier, 
Chem.  Soc.  Abstr.  1892, 62,  i.  893).  OrystaUises 
in  rhombic  prisms,  m.p.  119M20%  [o]2>+ 113*3'' 
in  alcohol,  is  a  tertiary  base  and  contains  four 
OMe  groups  (Fischer,  Arch.  Pharm.  1901,  239, 
426).  It  Las  been  synthesised  by  Qadamer 
(ibid,  1911,  249,  680)  and  shown  to  be  phenan- 
threno  «  N  -  methyltotrahydropapaverine,  and 
therefore  is  closely  related  to  aicentrine. 

H.gNMe  H.yNMe 

Meo/VV'XH,    Me0/\'^\'\H, 


MeO".    j 

\^OMe 

Glauotne. 


Dtoentrlno. 


Glauoine    is    tasteless    and    induces    narcosis, 
accompanied  by  some  tetanising  action. 

GLAUOONITE.  (Qlauconie,  Fr. ;  Ohukonit, 
Ger. )  Hydratea  silicate  of  iron,  potassium,  &o. , 
of  variable  composition,  but  approximating  to 
the  formula  KFe'''Si.(),.H,0,  found  as  small 
rounded  grains  in  sodimontaxy  rocks.  It  was 
named  in  1828,  from  y\wK6s,  bluish-groen,  on 
account  of  its  characteristic  colour,  which  is  of 
various  shades  of  dark  green.  The  typical 
occurrence  of  the  mineral  is  the  Greensand 
formation  (below  the  Chalk)  of  the  Cretaceous 
system,  but  it  is  also  met  with  in  sands,  sand- 
stones, marls,  and  limestones  of  all  ages  from 
the  Cambrian,  and  is  forming  at  the  present 
day  on  the  floor  of  the  ocean.  The  granules 
measure  about  ^  to  I  mm.  in  diameter.  Under 
the  microscope  they  show  a  clear  green  or 
yellowish-green,  slightly  pleochroio  and  hire- 
fringent  material  embedded  in  a  network  of 
black,  optically  isotropic,  organic  matter,  the 
latter  having  the  composition  of  humio  acid. 
Since  the  glauconite  material  has  the  property 
of  taking  up  dyes  and  of  absorbing  water,  up 
to  30  p.c,  from  a  moist  atmosphere,  it  is  probably 
colloidal,  the  optical  birefringence  being  the 
result  of  strain  set  up  by  the  network  of  organic 
matter.  The  mineral  is  decomposed  by  hot 
concentrated  hydrochloric  acid,  and  oeforo 
the  blowpipe  it  is  fusible  with  difficulty  to  a 
black  magnetic  slag. 

Analysis  I  is  of  grains  isolated  from  a 
calcareous  sandstone  in  the  Upper  Greensand 
at  Woodburn,  Carriokfergus,  Co.  Antrim  (A.  P. 
Hoskins,  Gool.  Mag.  1895).  II  from  the  Cam- 
bridge Greensand  (G.  D.  Livoing,  Gool.  Ma|{. 
1866).  Ill  gives  the  extreme  values  shown  in 
ten  analyses  of  glauconite  grains  isolated  from 
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Eocene,  Cretac^ouB,  and  Jumasic  sandstones 
and  from  Lower  Silurian  limestone  from  various 
Russian  localities;  sp.sr.  2*40-2-87,  varying 
like  the  colour — ^yellowisn-green  and  dark  green 
— ^with  the  percentage  of  iron  (K.  D.  Gbnka, 
1896).  IV,  grains  forming  83  p.c.  of  a  sandy 
deposit  dredged  at  a  depth  of  656  fathoms  from 
the  Pacific  ott  Panama  ( W.  A.  Caspari,  Proc.  Roy. 
Soo.  Edin.  1910,  xxx,  364).  V,  similar  material 
dredged  at  1 10  fathoms  from  the  Agulhas  Bank, 
South  Africa  ( W.  A.  Caspari,  loc.  cit.).  Numerous 
analyses  of  glauoonite  are  quoted  by  G.  K.  Leith, 
Mon.  U.S.  Geol.  Survey,  1903,  xliii.  240.  Analyses 
of  Swedish  glauconites,  by  N.  Sohlbom,  SuU. 
Geol.  Inst.  Univ.  UpeaU,  1916,  xv,  211. 

I.  n.  ni.  IV.         V. 


BCin.     Max. 

SiO,   . 

4000 

61-09  41-02  62-96 

4912 

6115 

A1.0. 

13-00 

9-00 

5-84  2219 

7-09 

7-61 

R6°- 

16-81 

— 

817  23-43 

26  95 

18-83 

1017 

19-54 

1-32    6-95 

0-89 

2-79 

CaO 

.     1-97 

0-30 

—      8-37 

— 

— 

MgO 

1-97 

3-37 

0-69    411 

310 

4-64 

K,0   . 

8-21 

2-47 

5-74    9-64 

7-02 

7-80 

Na,0 

216 

3-56 

0-30    0-98 





H,0   . 

6-19 

10-80 

4-45    7-88 

712 

7-56 

100-48 

10013 

100-29  100-27 

Closely  allied  to  glauconite  are  the  minerals 
celadonite  (v.  green-earth)  and  greenalite  (^.t;.). 

The  Greensand  of  England,  consisting  mainly 
of  sandy  beds  with  quartz  erains,  intermixed 
with  glauconite,  is  developed  in  the  Wealden 
area,  the  Isle  of  Wight,  and  extends  from 
Berkshire  and  Oxfordshire  to  Norfolk  and 
Lincolnshire.  Some  of  the  lunonitic  iron-ores 
of  these  districts  may  possibly,  like  those  of 
the  Lake  Superior  region,  have  been  derived 
by  the  alteration  of  glauconite.  The  same 
formation  has  also  a  wide  distribution  on  the 
Continent.  In  America,  greensand  and  glau- 
conitic  marls  of  Cretaceous  and  Tertiary  age 
are  developed  in  New  Jersey,  Virginia,  Kentucky, 
and  Tennessee.  The  glauconite  marls  of  New 
JoFBey  contain  K,0  1-54-7-08  p.c.  with  PgOj 
0-19-6-87,  and  have  been  extensively  used  in 
the  raw  state  as  an  agricultural  dressing  (v. 
Ann.  Rep.  State  Geologist  New  Jersey,  1886, 
1892,  1893).  Those  from  Virginia  have  been 
used  in  the  preparation  of  commercial  fertilisers. 
Attempts  have  been  made  to  extract  potash 
from  greensands  (U.S.  Geol.  Survey,  Miu.  Res. 
fur  1911,  1912,  u.  901). 

The  frequent  association  of  phosphatic 
nodules  with  glauconite  deposits  nas  some 
bearing  on  the  origin  of  glauconite.  The 
terrigenous  deposits  of  green  mud  and  sand 
formed  on  the  floor  of  the  ocean  at  depths  of 
about  200  to  1000  fathoms,  and  found  by  thp. 
*  Challenger  *  Expedition  to  be  of  wide  distribu- 
tion, particularly  off  continental  coast  lines 
composed  of  igneous  rocks,  contain  this  mineral 
in  considerable  amount.  The  potash  set  free 
by  the  weathering  of  the  felspars  and  micas  of 
these  rocks  and  carried  into  the  sea  is  conserved 
by  the  formation  of  glauconite,  but  apparently 
only  through  organic  agencies,  which  at  the 
same  time  gave  origin  to  the  phosphatic  nodules. 
Grains  of  glauconite  are  frequentlv  found  filling 
the  chambDTS  of  foraminifera  and  other  oigan- 
isms ;   and  in  the  artificial  production  of  the 


I  mineral  the  presence  of  an  oiganic  acid  seems  to 
be  essential  (W.  A.  Caspari,  loc,  cit.). 

L.  J.  a 
I       GLAZES  V.  Fbttts  and  glazes  ;  also  Potteby. 

GLIADDf  V.  Gluten. 

GLOBULINS  V.  Pboteins. 

GLONOIN.    Syn.  for  nitroglycerin. 

GUJClHJjm  {BeryUium);  GL  ;  91  Pazsona, 
I  9'017  Honigschmid,  occurs  in  benfl,  euckue^ 
phenacite,  chrysoberyl,  leucaphane,  hdvite,  davalite, 
and  other  minerals.  The  element  was  detected 
by  Vauquelin  in  1798,  but  the  metal  was  first 
isolated  by  Wohlec  in  1828  by  fusing  the 
chloride  with  potassium.  Glucinum  can  be 
prepared  by  the  electrolysis  of  a  fused  mixture 
of  the  chloride  with  sodium  or  ammonium 
chloride  (Borschers,  Chem.  Zentr.  1895,  ii.  13), 
or  of  the  fused  double  fluorides,  GIF.,  NaF ; 
or  GlFt,  2NaF  (Lebeau,  Compt.  rend.  1898, 
126,  744). 

Glucinum  may  be  prepared  by  electrolysing 
the  mineraLs  oontiumng  it  between  metallic 
electrodes  in  the  presenoe  of  fluorine  or  one  of 
its  compounds,  eitner  alone  or  with  the  addition 
of  a  halogen  compound  of  an  alkali  or  alkaline 
earth  (Liebmann,  J.  Soc.  Chem.  Ind.  1899,  282  ; 
Eng.  Pat.  3497). 

Warren  (Chem.  News,  1895, 72, 310)  describes 
the  following  process  : — 

Pulveris^  and  lixiviated  beryl  is  fused  for 
3  hours  in  a  blast  furnace  with  four  times  its 
weight  of  sodium  carbonate,  after  which  the 
solidified  mass  is  decomposed  by  superheated 
'steam,  and  then  bv  hydrochloric  acid,  evapo- 
rated to  dryness  ana  extracted  with  water.  The 
solution  is  now  freed  from  iron  and  chromium 
by  the  acetate  method,  and  excess  of  sodium 
carbonate  added;  the  precipitate  is  treated 
with  excess  of  sulphurous  acid,  whereby  the 
alumina  and  glucina  pass  into  solution.  On 
boiling,  the  alumina  is  precipitated,  excess  of 
ammonium  carbonate  is  now  added  to  the 
filtered  solution,  which  is  well  boiled.  The 
precipitate  of  glucinum  carbonate  thus  obtained 
is  ignited  with  lampblack  out  of  contact  with 
a'.r,  then  submitted  to  the  action  of  bromine 
at  a  red  heat  in  clay  retorts,  when  glucinum 
bromide  distils  over  and  is  reduced  electrolyti- 
cally.  It  is  also  prepared  by  the  reduction  of 
;  the  oxide  with  aluminium  (Just  and  Mayer, 
J.  Soc.  Chem.  Ind.  1909,  628 ;  D.  R.  P.  208402). 

Or  the  finely  powdered  mineral  is  heated 
at  850°  for  half  an  nour  with  twice  its  weight  of 
sodium  silioofluoride.  The  product,  which  con- 
sists of  silica  and  the  double  fluorides  of  sodium 
and  aluminium  and  sodium  and  glucinum,  is 
extracted  three  times  with  boiling  water.  The 
extract  is  filtered  and  to  the  mtrate  boiling 
aqueous  sodium  hydroxide  is  added,  in  slight 
excess.  The  oxide  of  glucinum  precipitated, 
along  with  a  little  alumina  and  silica,  is  dissolved 
in  sulphuric  acid,  and  glucinum  sulphate  crystal- 
lises out  on  concentrating  the  solution  (Copaux,  • 
Compt.  rend.  1919,  168,  610). 

Glucinum  is  a  hard  metal,  with  a  bright  silver- 
white  colour,  melting  at  1278°±6°  ;  sp.gr.  1-93 ; 
sp.ht.  0-4246.  Glucinum  has  the  largest  heat 
of  fusion  of  any  metal,  corresponding  with  its 
high  melting-point  and  low  atomic  weight.  The 
powdered  metal  takes  fire  when  heat^  in  air, 
burning  with  great  brilliancy,  and  dissolves 
readily  in  dilute  acids,  also  in  caustic  alkalis. 
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with  evolation  of  hydrogen ;  but  it  does  not 
decompoee  water  even  at  a  red  heat.  It  is 
generally  regarded  as  divalent  (CombeB,  Ck>mpt. 
rend.  18d4,  119,  1221 ;  Henry,  ibid.  18d5,  121, 
600;  Retgen,  Zeitsoh.  physikal.  Ghem.  1896, 
20,  481  ;  Galecki,  Zeitsch.  Elektrochem.  1908, 
14,  767).  Tanatar  (J.  Russ.  Phys.  Ghem.  Soo. 
1904,  36,  82;  1906,  38,  860),  from  various 
OTsanio  derivatives,  regards  the  metal  as  tetra- 
vafent. 

Glucinum  fields  useful  alloys  with  various 
metals  by  heating  the  oxides  with  carbon  in  the 
electric  furnace,  or  by  the  electrolysis  of  a 
mixture  of  the  fused  metal  with  the  double 
fluoride  of  glucinum  and  sodium  in  a  carbon 
crucible  as  anode.  The  6  p.c.  alloy  with  copper 
is  malleable  readily  filed  and  polished,  and 
unaffected  by  air;  an  alloy  containing  less 
glucinum  is  sonorous  (Lebeau,  Gompt.  rend. 
1897, 125,  1172  ;  126,  744  ;  Liebmann,  D.  R.  P. 
94507,  1896 ;  Ghem.  Zentr.  1898,  i.  484). 

Glucinum  alloys  readily  with  aluminium 
(U.S.  P.  1254987,  1918),  and  it  is  claimed  that 
the  alloys  are  harder,  stronger,  and  lighter 
than  aluminium,  melt  at  a  nigher  tempera- 
ture, take  a  high  polish,  and  make  excSlent 
castings. 

Compounds.  Olttcinum  oxide  or  glucina  GIG 
is  obtained  from  beryl  by  heating  the  coarsely 
powdered  mineral  with  6  parts  of  ammonium 
hydrogen  fluoride  for  10-12  hours  at  a  tempera- 
ture not  exceeding  a  dull  red  heat.  The  mass 
is  then  treated  with  water,  and  the  insoluble 
aluminium  fluoride  removed  by  filtration. 
The  filtrate  is  evaporated  to  (uryness,  and 
heated  with  strong  sulphuric  acid,  thus  removing 
fluorine  and  silica.  The  solution  obtained  on 
adding  water  is  treated  with  nitric  acid  to 
oxidise  iron,  and  the  filtered  liquid  is  poured 
into  an  excess  of  ammonium  carbonate  solution. 
Hot  water  is  now  added,  after  which  the  solution 
is  filtered,  mercuric,  chloride  added,  and  the 
remaining  iron  is  precipitated  with  ammonium 
sulphide.  The  filtered  solution  is  boiled, 
whereupon  basic  glucinum  carbonate  is  pre- 
cipitated, which,  on  ignition,  yields  pure  glucina 
(Gibson,  Ghem.  Soc.  Trans.  1893,  909 ;  Lebeau, 
Gompt.  rend.  1895, 121, 641 ;  Pollok,  Ghem.  Soc. 
Trans.  1904,  603).  Various  other  methods  of 
preparing  glucina  from  minerals  have  been 
described  by  Kriiss  and  Moraht  (Ber.  1890,  23, 
727),  and  by  Bran  and  Oordt  (J.  Soc.  Ghem.  Ind. 
1906.  1147  ;  Eng.  Pat.  15973,  1906). 

It  is  a  white  amorphous  powder  of  sp.gr. 
3*016,  which  fusee  at  2460°db60^,  volatile  near  its 
melting-point,  and  forming,  after  cooling,  a 
crystaUlne  mass,  which  is  harder  than  ruby. 
In  the  electric  furnace  it  is  reduced  by,  and 
forms  crystalline  compounds  with,  boron, 
silicon,  and  carbon  (Lebeau,  Gompt.  rend.  1896, 
123,  818).  Heat  of  formation  135'9::b0'9  p.o. 
(Mielenz  and  v.  Wartenbetg). 

The  oxide  acts  as  a  feeble  acid  towards 
strong  bases,  forming  the  salts  Gl(0K)2,  whilst 
with  leeble  acids  it  acts  as  a  base,  yielding  such 
salts  as  (G]S0,),'G10  (Krtiss  and  Moraht,  I.e. ; 
Seubert  and  Elten,  Zeitsch.  anorg.  Ghem.  4,  44). 
It  is  insoluble  in  water,  but  dissolves  in  strong 
sulphuric  acid,  yielding  the  sulphate,  and  also 
in  fused  potassium  fluoride  (Duboin,  Gompt. 
rend.  1896,  123,  698).  According  to  Winkler 
(Ber.  1891,  24,  1966),  when  the  oxide  is  heated 


with  magnesium  at  red  heat  in  a  current  of 
hydr(^en,  glucinum  hydride^  havine  an  un- 
pleasant smell  and  slowly  decomposed  by  warm 
water  is  formed. 

Olucinum  hydroxide  Q\{011)^  is  formed  by 
precipitating  glucinum  salts  with  ammonia,  and 
can  De  separated  from  aluminium  and  iron 
by  digestion  with  glacial  acetic  acid,  when 
it  is  converted  into  a  basic  slucinum  acetate, 
which  is  readily  soluble  in  chloroform  (Haber 
and  Oordt,  Zeitsch.  anorg.  Ghem.  1904,  40,  465 ; 
D.  R.  P.  155466 ;  Oordt,  J.  Soc.  Ghem.  IncJ. 
1904,  799). 

Glucinum  hydroxide,  when  freshly  precipi- 
tated, is  gelatinous,  readily  absorbs  car  Don  di- 
oxide, and  is  soluble  in  dilute  acids,  alkalis, 
and  alkali  carbonates.  On  being  heated  with 
water,  alkali  carbonates,  or  ammonia,  or 
when  allowed  to  stand  for  some  time  at  the 
ordinary  temperature,  it  loses  the  above-de- 
scribed properties  (Haber  and  Oordt,  Zeitsch. 
anorff.  Ghem.  1904,  38,  377 ;  D.  R.  P.  166488 ; 
c/.  Bleyer  and  Kauf mann,  Zeitsch.  anorg.  Ghem. 
1913,  82,  71).  Unlike  aluminium  hydroxide, 
glucinum  hydroxide  is  quite  insoluble  in  am- 
monia, or  in  methyl-  or  ethylamine  (Renz, 
Ber.  1903,  36,  2751).  It  combines  with 
hydrogen  peroxide  to  form  the  compound 
3GlO,4H«Og,8H,0,  containing  hydrogen  per- 
oxide of  crystallisation.  A  basic  jyeroxide 
2G10s,3G10,8iHgO  is  formed  by  treating  basic 
glucinum  carbonate  GlGO„5GlO,8HgO  with 
hydrogen  peroxide  which  is  moderately  stable 
and  exhibits  all  the  usual  properties  of  peroxides 
(Komarovski,  J.  Russ.  Phys.  Ghem.  Hoc.  1913, 
45,  608). 

Glucinum  chloride  GlGl,  is  formed  by  passing 
a  current  of  dry  chlorine  over  a  mixture  of  the 
oxide  and  sugar  charcoal,  heated  to  bright 
redness  in  a  poroelain  tube  (Pollok,  Ghem. 
Soc.  Trans.  1904,  604).  Heat  of  formation 
112'6±0-4  p.c.  (Mielenz  and  v.  Wartenberg: 
Zeitsch.  anoig.  Ghem.  1921,116,  267).  It  forms 
white  needle-shaped  crystals,  melting  at  400°, 
and  boUing  at  about  500°.  It  forms  a  hydrated 
chloride  GTGlg,4H20,  and  also  double  salts  with 
platinum,  tin,  and  mercuric  chloride,  and  with 
iodine  trichloride  (Weinland  and  Sohlegelmilch, 
Zeitsch.  anorg.  Ghem.  1902,  30,  134). 

Olucinum  iodide  GU^  is  obtained  by  heating 
the  carbide  in  a  stream  of  hydriodic  acid,  carrying 
iodine  vapour ;  it  melts  at  610°,  combines  with 
ammonia  to  form  2GlIi,3NHs ;  and  yields 
crystalline  compounds  with  aniline,  pyridine, 
and  other  organic  bases.  With  bromine  it 
yields  the  corresponding  bromide  (Lebeau, 
Gompt.  rend.  1898,  126,  1272).  It  forms  a 
doulue  salt  with  lead  iodide  (Mosnier,  Ann.  Ghim. 
Phys.  1897,  12,  [vii.]  374). 

Olucinum  fluoride  is  obtained  by  the  action 
•of  hydrofluoric  acid  on  the  oxide.  It  is  soluble 
in  water  and  alcohol,  melts  at  800°,  and  is 
oonverted  by  oxygen  into  the  oxyfluoride 
5G1P„2G10  (Lebeau,  I.e. ;  and  1418). 

Olucinum  carbonates.  Basic  carbonates  are 
formed  when  a  glucinum  salt  is  treated  with  an 
alkali  carbonate.  If  carbon  dioxide  be  passed 
through  the  aqueous  solution  or  suspension  of 
the  basic  carbonate,  and  the  solution  then 
evaporated  in  an  atmosphere  of  carbon  dioxide, 
the  normal  salt  G1G03,4H|0  separates. 

The  glucinum  borate  5G10,B303,  described 
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by  KrSss  and  Moraht,  is  probably  a  solid  solu- 
tion of  borio  acid  in  elucinum  hydroxide. 
Accordinff  to  Bl^er  and  raczuski,  no  definite 
compounds  are  u>rmed  by  the  interaction  of 
glucinum  hydroxide  with  aqueous  solutions  of 
boric  acid. 

Otudnum  sulphide  is  a  white  amorphous 
mass,  not  decomposed  by  water,  but  readily  by 
acids,  even  carbonic  acid.  It  bums  with  a 
brieht  flame  in  contact  with  strong  nitric  acid 
and  is  decomposed  by  chlorine  or  bromine  with 
formation  of  the  respective  haloid  compounds. 
It  is  prepared  bv  heatins  fflucinum  chloride  in 
a  current  of  hydrogen  smphide  (Miebeilner  and 
Steinmete,  Zeitsch.  anorg.  Ghem.  1913,  82,  92). 

Oludnutn  sulphtUes.  The  following  sulphates 
have  been  obtained :  GlS04,6HtO ;  GlS04,4HtO ; 
G1S04,2H,0 ;  G1S04,H,0 ;  GISO4  (Parsons,  J. 
Amer.  Ghem.  Soc.  1904, 26, 1433 ;  Leri  Malvano, 
Zeitsch.  anoig.  Ghem.  1906,  48,  446).  The 
anhydrous  salt  obtained  at  250°  is  stable  up  to 
530^--540°,  and  thus  allows  of  the  estimation  of 
glucinum  in  the  form  of  its  sulphate.  Glucinum 
sulphate  does  not  form  acid  salts  even  when 
dissolved  in  sulphuric  acid.  Also  the  thio- 
stdj^taU  GlStO„llH,0  (Faktor,  Ghem.  Zentr. 
1901,  il  878) ;  and  sulphites  (Seubert  and  Elten, 
Zeitsch.  anoig.  Ghem.  4,  44). 

Olucinvm  chromate  GlGr04,H20  has  been 
obtained  bj^  evaporating  a  solution  of  the 
carbonate  m  concentrated  chromic  acid.  It 
forms  reddish-yellow  crystals,  which  are  de- 
composed by  water,  forming  the  basic  salt 
GlGr04,6Gl(0H)s,  which  can  also  be  obtained 
by  precipitating  glucinum  sulphate  with  am- 
momum  chromate  (Glassmann,  Ber.  1907,  40, 
2402). 

Olucinum  carhide  GIG,  is  obtained  by  heating 
the  oxide  with  carbon  in  the  electric  furnace 
(Henry,  Gompt.  rend.  1895,  121,  600;  Lebeau, 
iffid.  496).  It  forms  microscopic  yellowish- 
brown  crystals,  which  scratch  quartz,  and  are 
decomposed  by  water  with  formation  of  pure 
methane.  Also  decomposed  b^  hot  concen- 
trated alkalis,  and  by  halogen  acids,  yielding  the 
corresponding  halide. 

Ohtdnum  nitride  Gl,Nt  is  obtained  by 
heating  the  metal  in  nitrogen,  or,  better,  in 
ammonia  or  cyanogen.  Melts  at  2200°,  and 
solidifies  to  colourless  crystals  which  scratch 
glass,  stable  in  air,  and  only  slowly  decomposed 
by  boilinff  water.  Ghemical  properties  similar 
to  those  of  aluminium  nitride,  but  is  decomposed 
more  readily  by  dilute  acidis  and  hot  concen- 
trated alkali  hydroxides. 

Olueinum  horocarhide  G4B4Glg,  obtained 
when  ^lucina  is  heated  with  boron  in  a  carbon 
boat  m  the  electric  furnace,  forms  brilliant 
crystals  with  a  metallic  lustre;  sp.gr.  2*4, 
readily  soluble  in  acids,  and  not  decomposed  by 
water  (Lebeau,  Gompt.  rend.  1898, 126, 1347).    . 

Oludnum  phosphates  (Rammekbenr,  Ghem. 
Zentr.  1891,  ii.  790 ;  Sestini,  Gazz.  chim.  ital. 
20, 313 ;  Ouvrard,  Gompt.  rend.  1890, 110, 1333) ; 
arsenates  (Bleyer  and  Muller,  Zeitsch.  anorg. 
Ghem.  1912,  75,  285);  phosphates,  phosphite, 
and  hypophosphiU  {ibid.  1912,  79,  263) ;  tung- 
^ates  and  sUico4ungslates  (Tanatar  and  Kurow- 
ski,  J.  Russ.  Phys.  Ghem.  Soc.  1909,  41,  813 ; 
Wyrouboff,  Bull.  Soc.  Franc.  Min.  1896,  19, 
240),  moU/bdates  (Rosenheim  and  Wose,  Zeitsch. 
anoig.   Ghem.   1897,   15,  283,  306,  307),  and 


cciumbales  (Larsson,  ibid.  1896,  12,  188),  meta- 
vanadate  (Brinton,  J.  Amor.  Ghem.  Soc.  1916, 

38,  2361)  have  been  obtained.  Oiganic  acids 
react  with  glucinum  carbonate,  forming  salts  of 
the  type  Gl40Xe,  GUOXjX^,  and  Gr40XtX', 
(X,  X  being  oiganic  radicles)  (Tanatar  and 
Kurowski,  J.   Russ.   Phys.   Ghem.   Soc.    1907, 

39,  936;  Lacombe,  0>mpt.  rend.  1902,  134, 
772;  Glassmann,  Ber.  1908,  41,  33;  Parsons 
and  Sargent,  J.  Amer.  Ghem.  Soc.  1909,  31, 
1203). 

.  Olvcinum  basic  acetate  G104(GH,.G0,),  is 
readily  soluble  in  chloroform  and  may  be  dis- 
tilled unchanged  (b.p.  330°).  By  this  means 
fflucinum  may  be  separated  quantitatively 
&om  iron  and  aluminium. 

Other  organic  compounds  of  fflucinum  are 
described  by  Wyrouboff  {I.e.) ;  Kurowski  (J. 
Russ.  Phys.  Ghem.  Soc.  1907,  39,  1630 ;    1908, 

40,  580,  787) ;  Gurtiue  and  Rissom  (J.  pr.  Ghem. 
1898,  [ii.]  58,  261) ;  Ghissmann  (Ber.  1907,  40, 
3059  ;  Ghem.  Zeit.  1907,  31,  8). 

6LU00NASTURTIIN,  6LU0OTROP»)LIN 
V,  Glugosides. 

GLUCOSAMINE  v.  Gabbohydbates. 

GLUCOSE  V.  Gabbohydratbs. 

GLUCOSIDES^  The  glucosides  are  a  large 
and  important  group  of  substances  occurring 
almost  exclusivdy  in  the  vegetable  kingdom, 
which,  by  the  operation  of  hycurolysis,  involving 
the  addition  of  the  elements  of  water,  are  resolved 
into  sugar  and  another  compound  not  belonging 
to  the  class  of  carbohydrates.  The  sugar  thus 
formed  is  usually  glucose  or  rhamnose ;  certain 
glucosides  yield  other  carbohydrates,  some  of 
which  have  not  yet  been  identified. 

The  hydrolysis  may  often,  but  not  always,  be 
rapidly  effected  by  heating  with  dilute  acids. 
It  may  also  be  brought  about  by  the  action  of 
appropriate  enzymes,  such  as  emulsin,  myro- 
sin,  &c. 

Glucosides  are,  in  many  cases,  far  more 
resistant  to  hydrolysis  by  acids  than  is  generally 
supposed,  and  almost  invariably  their  TOhaviour 
towards  acids  is  in  marked  contrast  to  the  ease 
with  which  they  are  hydrolysed  by  the  appro* 
priate  enzyme.  There  is  some  evidence  that 
the  nature  of  the  acid  is  not  without  influence, 
some  glucosides  being  more  easily  hydrolysed 
by  hydrochloric  than  by  sulphuric  acidL 

Ais  a  rule,  a  plant  containing  a  glucoside  also 
contains  a  corresponding  enzyme  capable  of 
hydrolysing  it,  the  enzyme  being  present  also 
in  allied  species  which  do  not  contain  the 
glucoside.  On  the  other  hand,  the  elder  {8am» 
bv4>us  nigra,  Linn.)  affords  an  example  of  a  plant 
containing  a  glucoside,  accompanied  by  very 
little  of  the  corresponding  enzyme.  Enzyme 
and  glucoside  do  not  exist  in  the  same  cell,  but 
they  are  brought  together  should  the  cellular 
structure  be  damaged  or  rendered  permeable. 

In  the  greater  number  of  cases  only  one 
variety  of  suffar  is  formed  on  hydrolysing  a 
ffluooside,  althoush,  in  some  instances,  two 
different  carbohycmttes  are  produced,  or  possibly 
two  or  more  glucose  molecules ;  in  such  cases 
the  simple  sugar  molecules  are  probably  united 
as  di-  or  tri-saocharides.  Using  appropriate 
enzymes  or  acids  of  different  degrees  of  con- 
centration, it  is  possible  to  remove  the  susar 
groups  one  at  a  time,  and  so  form  new  glucosiaes. 
Thus,  from  amygdalin,  by  the  action  of  the 
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enzyme  amygdaiase,  which  is  present  in  some 
▼anoties  of  yeast,  the  glucoside  of  mandelo- 
nitrile  is  formed  tcM^ether  with  elucose. 

The  majority  of  the  glucorfiaes  are  colourless, 
crystalline  neutral  compounds,  one  or  two  are 
basic,  and  a  few  are  acidic.  They  are  usually 
soluble  in* water  and  alcohol,  and  but  very 
sparingly  soluble  in  ether.  They  crystalliBe 
with  one  or  more  molecules  of  water,  which  is 
lost  on  heating.  They  are  charred  when  heated 
to  a  moderately  high  temperature,  occasionally 
a  sublimate  of  the  non-sugar  component  being 
obtained.  They  are  not  acted  upon  by  Fehlins 's 
solution,  so  far  as  the  sugar  pa^t  of  ike 
molecule  is  concerned.  Many  of  them  are 
optically  active,  and,  as  a  rule,  rotate  rays  of 
polarised  light  to  the  left,  although  derived 
from  a  dextro-rotatory  carbohydrate.  Piotet 
and  Ooudet  (Helv.  Chim.  Acta,  1919,  2,  698) 
consider  that  this  property  may  be  due  to  the 
glucosides  containing  a  glucosan  rather  than  a 

flucose  rins  structure,  since  they  have  obtained 
glucosan  by  distillation  under  reduced  pressure 
of  a  number  of  glucosides.  They  have  often  a 
bitter  taste,  and  a  therapeutic  action,  being  the 
active  principle  of  many  plant  extracts  used  in 
pharmacy.  The  general  oehaviour  of  the  glu- 
cosides and  their  dose  relationship  to  the 
synthetic  methyl  glucosides  {v.  Gabbohydrates) 
establishes  their  structure  beyond  doubt  as  : 

RO-CH(CHOH)j-CHCH(OH)CH,(OH). 

In  many  instances  the  radicle  R  is  a  poly- 
hydroxy-  compound,  and  it  is  not  in  all  cases 
certain  to  which  of  the  hydroxyl  groups  the 
sugar  residue  is  attached. 

It  is  further  of  interest  that  no  natural 

?;lucoside  has  been  found  in  two  stereoisomeric 
orms  corresponding  to  the  a-  and  j9-methyl 
glucosides.  Judging  from  their  behaviour  to- 
wards the  emulsin  of  almonds,  many  of  the 
natural  compounds  are  considered  to  be  derived 
from  B-glttcoBf.  This  view  has  been  confirmed 
in  some  instances  by  the  fact  that  glucose  is 
first  separated  as  the  J9-  form  of  low  rotatory 
power  on  hydrolysing  the  fflucoside,  and  after- 
wards undergoes  isomeric  cnange  to  the  equili- 
brated mixture  of  oi-  and  j9-gluco9e.    In  fact. 


noglucosidic  derivative  of  a-glucose  has  yet  been 
described  as  occurring  naturally. 

In  addition  to  a  few  of  the  natural  glucosidea 
of  plants,  other  glucosides  have  been  prepared 
in  the  laboratory.  The  isomeric  a-  and  j3-methyl 
glucosides  are  discussed  under  Cabbohydbatbs  ; 
glucosides  of  primary  alcohols,  e.g.  ethyl, 
glyceryl,  and  benzyl  glucosides,  are  obtained  oy 
the  same  method  by  the  interaction  of  glucose 
and  alcohol  in  presence  of  hydrogen  chlonde. 

An  alternative  method  first  used  by  Ck)lley 
involves  the  interaction  of  tetraaoetylchloro- 
glucose  C«H,001(0Ac)4,  and  the  sodium  deriva- 
tive of  alcohols  or  phenols.  Sodium  chloride 
and  the  tetraacetate  of  the  desired  glucoside  are 
formed,  and  the  latter  is  subsequently  hydrolysed 
to  eliminate  the  acetyl  croups.  In  this  way  the 
natural  compounds,  hefioin,  methylarbutin,  and 
a  number  of  new  slucosides,  inoludins  those  of 
the  terpenes  and  of  some  thiophenolsThave  been 
prepaied. 

Aeetylliromogluoofe.  The  employment  of 
crystalline  acetylbromofflucoee  in  synthetic  work 
has  been  extensively  a£)pted,  and  Emil  Fischer 
in  particular  has  prepared  a  number  of  new  types 
of  glucoside  by  this  means.  The  method  has 
been  modified  according  to  the  nature  of  the 
non-sugar  compound  employed,  and  the  variants 
on  the  general  method  may  be  summarised  as 
follows : — 

(a)  Treatment  of  silver  salts  of  purines, 
thiourethanee,  Ac,  with  acetobromoffluoose ; 

(&)  Treatment  of  alcohols  or  phenols  with 
the  reagent  and  silver  oxide  in  ether ; 

(c)  Shaking  an  alkaline  solution  of  a  phenol 
with  an  etherMtl  solution  of  acetobromogluooee  ; 

{d)  Treatment  of  phenolic  compounds  and 
the  reagent  in  presence  of  a  small  quantity  of 
quinoline. 

The  main  types  of  synthetic  'glucosides 
obtained  by  these  reactions  can  be  classified  in 
a  few  groups  : — 

Mandelonitrile  glucosides  (E.  Fischer  and 
Beigmann,  Ber.  1917,  60, 1047).  An  interesting 
sequence  of  reactions  has  led  to  the  synthesis 
of  several  of  the  naturally-occurring  mandelo- 
nitrile glucosides  ;  the  work  may  be  represented 
schematically  as  follows  : — 


Ethyl  r-mandelate  and  acetobromoglucose  (with  silver  oxide) 

V 

Ethyl  tetra-aoetylglucosido-r-mandelate 
(ammonia  in  methyl  alcohol) 

V 

Tetra-acetylglucosido-r-mandelamides 
^        (fractional  crystallisation)     ^ 

the  (2- Amide  the  ^Amide 

POCl,  POCl, 

the  (2-Nitrile  the  t-Nitrile 

(Sambunigrin  tetracetete,  m.p.  125**,  [o]i>-62-5'*)       (m.p.  139'*-140^  [oli>-24*») 
(hydrolysis  of  either,  with  simultaneous  racemisation) 

%^  A^ 

r- Mandelonitrile  glucoside 

(identical  with  natural  Pndaurasin) 

^    (fractional  crystallisation)     ^ 

'd-Sarfhuniqrin,  The  ^mandelonitri^e^;,;^^  , ,    CZoOqIp 

(not  yet  found  in  nature). ^"^  ^^  \^KJyJ^V\^ 
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The  glucoside  Unamarin,  which  ooours  in 
nature,  has  also  been  syntheticaUy  prepared  by 
£.  Fischer  by  a  similar  series  of  reactions. 

Purine  glucosides  (E.  Fischer,  Ber.  1914,  47, 
210,  1058,  1377,  3193).  By  union  of  the  sUver 
derivatives  of  purines  with  acetobromoglucoee, 
followed  by  removal  of  the  acetyl  ffroups  by 
means  of  ammonia,  glucosides,  gsaactosides, 
and  rhamnosides  of  adenine,  guanine,  hypoxan- 
thine,  theophvUine,  theobromine,  &c.,  have 
been  prepared;  theophylline  glucoside  was 
further  condensed  with  pnosphoryl  chloride  in 
pyridine  solution,  yielding  thereby  kydrated 
iheovhyUineglticoaidaphosphwic  ckcid  (a  synthetic 
pucleotide).  The  method  of  preparation  has 
been  patented  by  Bayer  &  Co.  (D.  K.  P.  281008). 

Glucosides  oj  complex  alcohols,  Glucosides 
of  geraniol,  cyclohexanol,  &c.,  have  been  pre- 
pared by  treating  the  ethereal  solution  of  the 
alcohol  and  acetobromoslucose  with  silver  oxide 
(E.  Fischer  and  Helferioh,  Annalen,  1911, 
383,  69). 

Sitosterol  and  cholesterol  glucosides,  closely 
resembling  the  phytosterolines,  were  synthesised 
by  Salway  (Chem.  Soo.  Trans.  1913,  103,  1022). 

Phenol  glucosides.  Phloroglucinol-,  resor- 
cinol-,  and  2.4.6-tribromophenol-(i-glucosides 
were  obtained  by  £.  Fischer  and  Strauss  (Ber. 
1912,  45,  2467)  by  shaking  the  alkaline  phenolic 
solution  with  an  ethereal  solution  of  acetobromo- 
glucose  and  subsequent  removal  of  acetyl 
groups.  The  former  compound  is  identical 
with  the  glucoside  obtained  from  phloridzin  by 
Oremer  and  Seuffert  (Ber.  1912,  45,  2565),  and 
is  capable  of  producing  diabetes. 

A  mixture  of  a-  and  )3-glucoside6  waa>  pre- 
pared by  warming  phenols  {e.g,  resorcinol)  or 
menthol  with  acetobromoglucose  in  presence  of 
quinoline  (E.  Fischer  and  von  Mechel,  Ber. 
1916,  49,  2813;  E.  Fischer  and  Beigmann, 
Ber.  1917,  50,  711). 

Arbutin  has  been  prepared  completely  free 
from  methyl  arbutin  oy  synthesis  from  aceto- 
bromoglucose and  quinol  in  presence  of  alkali 
(Mannich,  Arch.  Pharm.  1912,  250,  547). 

Gluco-p-oxvbenzophenone,  m.p.  178°-179**, 
all)— 56'',  and  gluco-p-acetophenone  have  been 
similarly  synthesised.  The  latter,  synthesised 
by  Mauthner  in  1912,  is  identical  with  Tanret*s 
picein,  isolated  from  pine  needles  (Mauthner, 
J.  pr.  Chem.  1913,  [ii.]  88,  764). 

Glucosides  of  phenolcarboxylic  acids  have 
been  similarly  prepared  by  employing  the 
glucose  reagent  with  an  alkaline  solution  of 
the  methyl  ester  of  the  acid,  followed  by  sub- 
sequent hydrolysis ;  gluco-m-oxybenzoic  acid, 
CuHi.Og.  melts  at  143M44°,  and  has  [o]i>-68° 
(Mauthner,  J.  pr.  Chem.  1911,  [ii.]  83,  556). 

Interaction  of  acetobromoglucose  and  silver 
salicylate  (P.  Karrer,  Ber.  1917,  60,  833)  in 
boiling  toluene  solution  yields  two  isomeric 
substances,  tetra-acetylglucose  salicylate 
C,H4(OH)COOC,H,OjAc4 
crystals,  m.p.  185°,  and  salicylic  acid  tetra- 
acetylglucoside  (^OOHC.H^-OC.H^OgAc^,  lajvo- 
rotatory,  m.p.  167°. 

The  former  gives  a  violet  coloration  with  ferric 

'de,  and  with    methyl-alcoholic  ammonia 

salicylamide  ;  the  latter  gives  no  colora- 

>d  is  soluble  without  fission  in  very  dilute 

I  ammonia. 


The  formation  of  these  two  isomerides  ia 
attributed  to  the  coexistence  of  two  modifica- 
tions of  silver  salicylate : — 

XJOOAg  XJOOH 

It  has  been  shown  in  addition  (Karrer,  Xageli 
and  Weidmann,  Helv.  Chim.  Acta,  1919, 2,  242  ; 
1921,  4,  130)  that  the  silver  salts  of  many  d- 
hvdroxy-  and  (2-amino-  acids  give  a  mixture  of 
glucosiae  and  glucose  esters  of  the  acids,  whereas 
m-  or  p-hydroxy  acids  yield  only  glucose  esters. 

Mustard  oil  glucosides,  Schneider  and  colla- 
borators (Ber.  1914,  47,  1258,  2218,  2225)  have 
synthesised  glucosides  of  the  general  formula 
R.N  :  CK0Et).S.C,Hi,05  from  acetylbromoclu- 
coee  and  silver  scJts  of  thiourethanes,  the  silver 
salt  of  thioglucose  being  obtained  as  a  by-pro- 
duct. 

Anhydromethylglucoslde  (E.  Fischer  and 
Zach,  Ber.  1912,  45,  456,  2068).  When  tri- 
acetylmethylglucoeide  bromohydrin  is  warmed 
with  baryta  solution,  anhydromethylglucoside 
is  produced,  and  distils  without  decomposition 
at  very  low  pressures.  The  anhydrosorbitol 
obtained  from  it  by  reduction  is  isomeric  with 
styracitd  (found  in  Styrax  ofmssia)  (Asahina), 
and  suggests  that  anhydrides  of  dextrose  and 
of  glucosides  may  occur  in  nature. 

A  number  of  glpcoside-like  derivatives  of 
glucosamine,  synthesised  from  triacetylbromo- 

Slucosamine,  have  been  described,  chiefly  by 
'.  C.  Irvine  and  co-workers. 

Aminomeihylghicosides,  An  aminomethyl- 
glucoside  was  produced  by  methylation  of 
triacetylbromoglucosamine  (Irvine,  McNicoU 
and  Uynd,  Chem.  Soc.  Trans.  1911,  99,  250; 
1912,  101, 1128). 

A  second,  different,  aminomethylglucoeide 
was  formed  by  the  action  of  ammonia  upon 
methylglucoside  (E.  Fischer  and  Zach,  Ber. 
1911,44,132). 

a-Aminohelicin  and  a-aminosalidn.  These 
were  obtained  synthetically  from  triacetyl- 
bromoglucosamine hydrobromide  and  salicyl 
aldehyde  and  saligenin  respectively  (Irvine  and 
Hynd,  Chem.  Soc.  Trans.  1913,  103,  41). 

Morphine  glucosamine.  In  the  preparation 
of  aminohelicin  and  aminosalicin  morphine  was 
employed  as  the  alkaline  or  basic  condensing 
agent,  and  as  by-product  there  appeared 
morphineglucosamine  (Irvine  and  Hynd,  Chem. 
Soc.  Trans.  1913, 103,  41). 

Enzyme  syntheses.  The  synthesis  of  gluco- 
sides from  their  components  by  means  of 
enzyme  action  has  been  developed  by  several 
workers,  especially  Bourquelot  and  his  colla- 
borators, wnose  results  are  described  in  the 
following  papers : — 

Ann.  Chim.Phys.  1913,  [viii.]28, 145 ;  Compt. 
rend.  1912,  155,  1552;  1913,  157,  72,  732; 
156,  957  ;   1915,  160,  742  ;   161,  184. 

It  has  been  found  that  the  same  enzyme 
which  hydrolyses  a  glucoside  in  presence  of 
excess  of  water  will  synthesise  it  in  presence  of 
excess  of  the  hydroxy-component  of  the  gluco- 
side ;  moreover,  if  conditions  are  employed 
in  which  the  reagents  are  present  in  equi- 
molecular  or  other  definite  quantities  a  state  of 
equilibrium  is  reached  which  can  bo  approached 
from  either  set  of  components — glucoside  and 
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water,  or  sugar  and  non-sugar  component  of  the 
glucoside. 

An  interesting  suggested  application  of  this 
method  as  a  qualitative  polanmetric  test  for 
glucosides  in  plants  has  been  made  as  follows  : — 
the  suspected  material  is  hydrol^ed  by  an 
enzyme,  the  change  in  rotation  is  observed, 
the  solution  heated  to  100°C.,  and  cooled,  more 
enzyme  is  added,  and  if  displacement  of  the 
rotatory  power  towards  the  original  value  occurs, 
it  may  be  taken  as  an  indication  of  the  presence 
of  a  glucoside  in  the  original  material. 

It  may  be  mentioned  here  that  Bertrand 
and  Gompton  (Compt.  rend.  1912,  154,  1646) 
assert  that  hydrolysis  by  emulsin  of  glucosides 
is  not  reversible. 

A  point  arising  in  the  course  of  Bourquelot^s 
work  was  the  discovery  that,  contrary  to  general 
assumption,  the  activity  of  emulsin  is  not 
invariably  and  completely  inhibited  by  alcohol. 
Thus,  getUiopicrin  and  aalicin  may  be  h^dro- 
lysed,  at  all  events  partially,  by  emulsin  in 
comparatively  concentrated  alcoholic  solution 
(Bourquelot  and  Bridel,  J.  Pharm.  chim. 
1911,  [vii.]  4,  385;  Compt.  rend.  1912,  154, 
944). 

As  examples  of  the  general  method  of  gluco- 
side synthesis  by  enzyme  action  may  be  men- 
tioned the  preparation  of  methyl-,  geranyl-,  and 
cinnamyl-j9-glucoside6  and  of  benzyl-)3-galacto- 
side  from  the  corresponding  alcohols  and  sugars 
in  presence  of  emulsin.  On  the  other  hand, 
similar  a-glucosides  have  been  produced  by  the 
action  of  the  enzyme  (a-slucosidase)  contained 
in  the  aqueous  extract  of  Dottom  yeast. 

The  synthesis  of  glucosides  of  glycol  and 
glycerol,  difficult  by  other  means,  was  effected 
by  the  enzyme  method,  emulsin  being  used. 
a-Glycol  monoglucoeide  was  obtained  crystal- 
line, [alD+135^,  and  two  different  glyceryl 
monoglucosides  were  prepared  from  an  aqueous 
solution  of  fflycerol  and  glucose  in  presence  of 
emulsin  in  the  course  of  nine  months'  reaction, , 
in  the  form  of  a  hard  amorphous  mass,  [a]p+27°. 

Ham&l&inien  (Biochem.  Zeitsch.  1913,  49, 
398  ;,  50, 209  ;  52, 409  ;  53, 423)  has  syntheeised 
a  number  of  glucosides  of  terpene  alcohols  by 
the  enzyme  method  (emulsin),  including  those 
of :  ^Domeol,  r-isobomeol,  camphene,  d- 
oitronellol,  cyclohexanol,  dihydrocarveol,  U 
fenchyl  alcohol,  sabinol,  santenol,  ci>-terpin, 
and  terpineol. 

The  function  of  glucosides  has  been  a  subject 
of  considerable  discussion.  They  have  been 
regarded  as  reserve  materials;  as  antiseptics, 
and,  therefore,  bactericidal  in  character;  and 
as  protectives,  on  the  assumption  that  the  bitter 
taste  and  poisonous  properties  of  many  would 
act  as  a  warning  to  ammals.  A  more  recent 
view  is  that  the  non-sugar  constituents  function 
as  hormones  ;  that  is,  they  are  able  to  penetrate 
the  plant  cells  and  stimulate  the  protoplasm  to 
greater  activity;  much  evidence  has  been 
adduced  in  favour  of  this  view  {see  E.  F.  Arm- 
strong, The  Simple  Carbohydrates  and  Gluco- 
sides, London,  Longmans,  1919). 

Preparation, — Glucosides  are  obtained  from 
plants  by  extraction  with  water  or  alcohol,  the 
abstract  beins  subsequently  purified  in  a  variety 
of  ways  to  eliminate  other  soluble  substances. 
The  extraction  of  the  plant  material  is  often 
conveniently  performed  in  a  Soxhlet  apparatus  ; 


and  ethyl  acetate  will  sometimes  be  found  to 
be  a  convenient  solvent.  It  is  essential  in 
most  cases  to  destroy  the  accompanying  enzyme 
before  extracting  with  water,  so  that  hydrolysis 
may  not  take  place. 

For  convenience  of  reference  only  the  most 
important  glucosides  are  here  described  in 
alfmabetical  order.  They  are,  perhaps,  bei<tei 
classified  in  groups  according  to  the  nature  of 
the  non-susar  constituent,  and  brief  reference 
may  therefore  be  made  to  these  groupings. 
Special  works  dealing  with  the  glucosides  are : 
Van  Rijn,  Die  Glucoside,  Berlin,  1900 ;  RoscoC' 
Schorlemmer*8  Ckemie,  Band  8,  Pflanzen 
Glucoside,  Braunschweig,  1901 ;  Arm$trong, 
The  Simple  Carbohydrates  and  Glucosides, 
London,  1919,  in  all  of  which  numerous  references 
to  the  oriffinal  literature  will  be  found. 

PAenoM  occur  ver^  frequently  as  constituents 
of  glucosides,  especially  those  containing  two 
and  more  hydroxyl  groups.  The  sugar  residue 
is  attached  to  a  phenolic  hydroxyl  rather  than 
to  an  aliphatic  alcohol  group  in  a  side  chain, 
e.g.  salicin,  coniferin. 

Aldehydes,  A  number  of  slucosidee  of 
benzaldehyde  exist,  but  in  most  of  these  hydro- 
gen cyanide  is  attached  to  the  aldehyde  group. 
The  relationship  of  amygdalin,  and  the  three 
amy^donitrile  glucosides,  prulaurasin,  sambu- 
nigrtUf  and  prunasin,  is  of  considerable  interest. 
Salinigrin,  the  slucoside  of  m-hydroxybenzalde- 
hyde,  is  isomenc  with  helicin,  the  glucoside  of 
o- hydroxy benzaldshyde,  obtained  by  oxidising 
salicin,  but  not  yet  found  in  plants.  Dhurrin  is 
a  derivative  of  j^-hydroxybenzaldehyde. 

Acids.  Glucosides  of  the  higher  fatty  acids 
are  characteristic  of  the  ConvolifulacecB,  and  are 
used  as  purgatives. 

Coumarins.  The  glucosides  of  the  coumarin 
group  are  interesting.  That  of  coumarin  itself 
has  not  yet  been  isolated,  though  there  can  be 
little  doubt  that  coumarin,  which  is  so  widely 
distributed  in  plants,  is  present  in  this  form. 
Skimmin  is  a  monohydroxycoumarin ;  sssculin 
and  daphnin  are  isomeric  dihydroxycoumarins  ; 
fraxin,  a  trihydroxycoumarin.  Scopolin  is  the 
methyl  ether  of  sesculin. 

Hydrozyanthraquinone  glucosides  are  madder, 
fransulin,  and  others,  like  aloes,  which  form 
emodin  on  hydrolysis. 

Hydroxyflavone  glycosides  all  give  yellow  dye- 
stuffs.  Those  described  are  apiin,  fustin,  gossy» 
pitrin,  incamitrin,  quercimeritrin,  quercitrin, 
»5oquercitrin,  robinin,  rutin,  serotin,  vixetin. 
xanthorhamnin.  They  are  mostly  rhamno- 
sides. 

The  following  glucosides  contain  rhamnose : 
Baptising  convaUamarin,  datiscin,  frangulinf 
fustin^  glycyphyUin,  hesperidin,  kampheritrin, 
ouabain,  naringin,  quercitrin,  robinin,  ruiin^ 
solanin,  strophantin,  trifolin,  a-turpethein,  xantho- 
rhamnin. 

Those  containing  pentoses  other  than 
rhamnose  arc :  Aloin,  antiarin,  convolvulin^ 
gentiin,  hellehorein,  jesterin,  quinovin,  saponin, 
p-turpethein,  vicianin. 

The  following  contain  galactose :  ConvaUa* 
marin,  digitonin,  robinin,  sapotoxin,  solanin. 
Lsevulose  has  so  far  only  been  obtained  from 
cUliin,  the  glucoside  of  garlic  (Rindquist,  Apoth. 
Zeit.  1910,  26,  106).       y—  -y  ^  --  ^(3"^ 

The  glucosides  hydrolysed  by  emulsin  are  : 
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JSscvlin,  amygdalin,  amygdonitriU  gluamde,  an- 
droain,  arbviin,  atteubin,  hankankoain,  ceUmatam- 
hin,  coniferin,  daphnin,  dhurrin,  gerUiopicrin, 
ineamcUnn,  indican,  meliatin,  oUurapein,  picetn, 
prtUaurasin,  salicin,  aarnXmnigrin,  syrin^n, 
iaxicatin,  verhenalin. 

Adonln  G.^HfoO^,  from  Adonis  amurenns 
(R<»_iuid  Rada)  (v.  Tfthara,  Ber.  24,  2679). 

«^aUn  OitH.cO,,2Aq,  m.p.  206'',  is 
foand  in  the  bare  of  the  hone  chestnut  (Mscidus 
kippocasianum,  Linn.),  and  in  the  roots  of 
the  wild  jasmin  {Oehemium  sempervirens.  Ait.). 
It  is  very  sparingly  soluble  in  cold  water,  and 
crystallises  in  lustrous  colourless  prisms.  Charac- 
teristic is  the  blue  fluorescence  of  the  aqueous 
solution,  even  when  very  greatly  diluted ;  it  is 
evident  in  a  solution  of  1  part  of  sBSci^din  in 
16  million  parte  of  water.  Alkali  increases  the 
fluorescence,  acids  destroy  it.  The  aqueous 
solution  is  faintly  acid.  It  gives  a  yellow  solu- 
tion with  nitric  acid,  which,  on  the  addition  of 
ammonia,  acquires  a  deep  blood-red  colour 
(comp.  Schunck  and  Marchlewski,  Annalen,  1894, 
278,  363 ;  Qattermann  and  Kobner,  Ber.  1899, 
32,  288).  By  the  action  of  warm  dilute  mineral 
acids  or  of  emulsin  at  30°,  ssculin  is  hydrolysed 
to  glucose +nsculetin  (a  dihydroyxcoumarin) 

Ci,H,.0,+H,0=C,Hi,0,+C,H,04. 

.^culetin  has  the  formula : 

CH :  CH-CO 


■Q^ 


H 

i£sculin  is  isomeric  with  daphnin. 

Aloln,  Barbaloln.  The  glucosides  from  the 
various  species  of  aloe  are  but  indefinitely  charac- 
terised. They  are  decomposed  into  aloe  emodin, 
which  is  a  trihydroxymethyl  anthraquinone 
identical  with  that  derived  from  frangulin,  and 
a  sugar  which  is  sometimes  dextrose,  sometimes 
a  pentose.  L6ger  (Bull.  Soc.  chim.  1910,  7,  479  ; 
and  Ck>mpt.  rend.  1910,  160,  1696)  ascribes  to 
barbaloin  the  formula  OgoHpO,,  and  obtained 
from  it  on  hydrolysis,  emodin  and  d^arabiilose. 
Since  the  arabinose,  which  is  a  constituent  of 
gums,  &o.,  is  Tarabinose,  the  occurrence  of  the 
3-isomeride  is  remarkable,  as  showing  that 
sugars  of  both  d-  and  /-  series  occur  naturally. 

Amygdalin    C,oH„OnN,3Aq,    m.p.    200% 

[a]      —  38«3**,  is  the  oldest  known  glucoside  ;   it 

was  first  found  by  Robiquet  and  Boutron  in 
1830  in  bitter  almonds.  The  composition  and 
mode  of  decomposition  by  emulsin  into  glucose, 
oil  of  bitter  almonds,  and  hydrogen  cvanide, 
was  first  indicated  by  Wohler  and  Liebig. 
Besides  the  bitter  almond,  it  is  contained  in  the 
kernels  of  peaches,  cherries,  plums,  apples,  and 
in  the  fruits  of  most  of  the  RoMcea,  It 
crystallises  from  water  in  transparent  rhombic 
prisms,  from  alcohol  in  glistening  platelets.  It 
IS  soluble  in  water,  sparingly  soluble  in  cold 
alcohol. 

It  is  very  readily  hydrolysed  by  the  emulsin  of 
almonds  to  glucose  (2*  mols.),  hydrogen  cyanide, 
and  benzaldehyde 

CaoH„OiiN+2H,0=C,H,0+HCN+2C,H,,Oe 
Yeast  contains  an  enzyme  amygdalaso,  which 


hydrolvses  it  to  glucose  and  amygdonitrile 
glucoside  {prunasin) 

which  has  since  been  found  to  occur  naturally, 
and  is,  in  its  turn,  hydrolysed  by  emulsin. 
Almond  emulsin  has  been  shown  to  be  a  mixture 
of  three  enzymes,  which  act  consecotiveiy. 

Amygdaiast  first  splits  off  one  molecxde  of 
glucose,  a  fi-glucase  hydrolyses  the  amygdonitrile 
glucoside  to  j9-gluco6e  and  (f-mandelonitrile,and 
cyanase  hydrolyses  this  lastjbo  benzaldehyde  and 
hvdrogen  cyanide.  It  has  not  been  possible  to 
obtain  the  two  glucose  molecules  from  amygdalin 
united  in  the  form  of  a  disaccharide  by  means  of 
plant  enzymes,  but  using  the  digestive  juices  of 
the  snail  Helix  pamatia,  Giaja  (Gompt.  rend.  1910, 
160,  693)  has  demonstrated  that  a  non-reducins 
disaccharide  of  the  trehalose  type  is  first  formea, 
though  subsequently  hydrolysed  to  glucose. 
The  disaccharide  of  amvgdalin  is  definitely  not 
maltose  nor  oellobiose.  Duute  acids  act  as  almond 
emulsin  does  ;  strong  hydrochloric  acid  hydro- 
lyses amygdalin  to  2-mandelic  acid,  glucose,  and 
ammonia.  Concentrated  sulphuric  acid  gives 
glucose  and  ef-mandelonitrile. 

On  treatment  with  baryta,  the  (2-mandelo- 
nitrile  group  in  amygdalin  is  racemised  and 
Moamygdalin  is  obtained.  This  is  hvdrolysed  by 
am^dalase  to  prulaurasin.  (For  bibliography, 
aee  £.  F.  Armstrong,  The  Simple  Carbohydntes 
and  Glucosides;  also  Walker  and  &rieble, 
Chem.  Soc.  Trans.  1909,  96,  1437.) 

Amygdonitrile  glucoside  {Prunasin) 
Ci,Hi,0^, 
m,p.  147°,  [a]D — 26**,  occurs  in  the  young  branches 
of  Prunua  {C emails)  Padus  (Linn.)  (H^rissey, 
Arch.  Pharm.  1907,  246,  641),  and  in  the  bark 
of  the  wild  cherry,  Pruntis  serotina  (Ehrh.) 
(Power  and  Moore,  Chem.  Soc.  Trans.  1909, 
96,  243).  It  is  obtained  from  amygdalin  by 
the  action  of  an  extract  of  dried  yeast  (Fischer, 
Ber.  1896,  28,  1608).  This  enzyme  amygdalase 
is  only  present  in  some  specimens  of  brewers' 
yeast  (top  fermentation).  Amygdonitrile  gluco- 
side is  the  fi-glucose  ether  of  a-mandelonitrile, 
i.e.  the  nitrile  of  l-mandelic  acid  (c/.  prulaurasin 
and  sambunigrin). 

Androsln  C,,H,oOs.2Aq,  m.p.  218*'-220'', 
found  in  the  rhizome  of  Apocynum  androsaemi' 
folium  (Linn.)  (Moore,  Chem.  Soc.  Trans.  1909, 
96,  734),  forms  long  colourless  needles,  sparingly 
soluble  in  cold  water  or  alcohol,  readily  in  hot 
water.  On  hydrolysis  by  emulsin  or  sulphuric 
acid,  it  yields  glucose  and  aoetovanillone 
CH,CO-CoH,(OMe)(OH). 

Antiarin.  The  latex  of  Antiaris  toxicaria 
(Lesch.),  an  arrow  poison,  contains  two  gluco- 
sides. a- Antiarin  C«7H4sOio,4Aq  crystalmes  in 
leaflets  or  plates  ;  m.p.  220''-226'' ;  it  is  hydro- 
lysed to  antiarose,  i.e.  a  methyl  pentose,  and 
antiarigenin  C^iHjoOf.     /3- Antiarin 

C,7H,gOio,3Aq 
or  CsgHsfOjOfSAq,  crystallises  in  slender  needles ; 
m.p.  206''-207°.  Emulsin  has  no  action  on  either 
glucoside ;  both  are  toxic,  their  action  resembling 
strophantin  (Kiliani,  Ber.  1910,  43,  3674). 

Aplln  CtcH^sOit  (?),  m.p.  ^28%  found  in 
the  loaves  and  seeds  of  parsley  [Carum  {Apium) 
Pelraaelinum  (Bentl.  and^Ho(ofc|];  in  celery  [A, 
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gravedUns  (Linn.)],  and  other  umbeUiferons 
pUnto  ;  crystallises  in  small  colourless  needles  ; 
sparingly  soluble  in  cold,  easily  soluble  in  hot 
water  and  alcohol.  The  solutions  readily 
gelatinise;  they  are  strongly  dextro-rotatory. 
It  is  hydrolysed  by  mineral  acids  with  difficulty 
to  glucose,  apiose,  a  G^  sugar  with  a  branched 
chain  of  carbons  (v.  Cabbohydrates),  and 
apiffenin  Cj^HigO,,  a  hydroxyflavone  derivative 
ot  the  constitution 

Ho/\o— CCgH,(OH) 
X        I       II  4' 

OH 

The  sugar  residue  is  probably  united  to  the 
hydroxyl-  group  marked  X  (*ee  Perkin,  Ghem. 
Soc.  Trans.  1897,  71,  817). 

AraUn,  m.p.  260°,  occurs  in  AraXia  japonica. 
It  is  insoluble  in  water,  contains  no  nitrogen, 
and  does  not  reduce  Fehling's  solution.  On 
hydrolysis  it  yields  glucose  and  an  acidic  com- 
pound aralidtn,  which  forms  white  crystals, 
m.p.  246°-248''  (Danzel,  J.  Pharm.  Ghim.  1912, 
[vu.]  6, 630). 

Arbntln  Gi,H„07,lAq,  m.p.  142%  and  again 
at  194°,  [aJD— 63*5°,  occurs  in  the  leaves  of  the 
bear-berry  [Arctaaiaphylos  Uva-ursi  (Spreng)], 
in  a  number  of  Ericaceas,  and  in  the  roots, 
trunks,  and  leaves  of  most  pear  sped^es  (Bour- 
quelot,  Gompt.  rend.  191 1 ,  153, 468).  Exoeptinx 
in  the  pear,  it  is  found  associated  with  methyl 
arbutin,  from  which  it  cannot  be  separated 
by  crystallisation.  H^rissey  effects  tnis  by 
the  addition  of  potassium  hydroxide  to  crude 
arbutin  dissolved  in  alcohol.  The  syrupv  pre- 
cipitate is  heated  with  acetic  acid  in  alcohol, 
calcium  carbonate  added  when  it  is  in  solution, 
the  alcohol  distilled  off,  and  the  residue  extracted 
with  water  (Bull.  Soc.  chim.  1910,  7,  1064). 
Arbutin  crvstallises  in  long  silky  needles,  gives 
a  blue  coloration  with  ferric  choride,  and  a 
sa^phire-blne  colour  with  Jungmann's  reagent. 
It  is  hydrolysed  by  emulsin  or  oy  mineral  acids 
to  glucose  and  quinol ;  owing  to  the  presence  in 
emulsin  of  a  small  amount  of  oxydase,  the  quinol 
formed  in  this  way  becomes  slightly  oxidised, 
and  the  solution  assumes  a  yellowish-  or  reddish- 
brown  colour  {see  Bourquelot  and  H6rissey, 
Compt.  rend.  1908,  146,  764 ;  Bourquelot  and 
¥1chtenholz,  J.  Pharm.  Chim.  1910,  [vii.]  1,  62, 
104  ;  H^rissey,  Gompt.  rend.  1910,  161,  444). 

Arbutin  is  readily  detected  by  moistening 
the  powdered  material  with  dilute  hydrochloric 
acid,  heating  cautiously  on  an  object-^lass,  and 
collecting  the  sublimate  of  quinol  which  forms 
upon  a  second  object-glass  (Tunmann»  Ber. 
Deut.  pharm.  Ges.  1911,  21,  312). 

Hdrissey's  method  for  separating  the  arbutin 
of  bearbeiTies  from  methyl  arbutin  does  not 
give  pure  arbutin.  A  better,  but«till  imperfect, 
process  is  to  separate  the  arbutin  m  the  form  of 
its  additive  compound  with  hexamethylene- 
tetramine.  Pure  arbutin  is  produced  syntheti- 
cally from  aoetobromoslucose  and  quinol  in 
presence  of  alkali;  the  compound  (+lAq) 
m^ts  at  163M64°,  and  again  at  200°,  [a]]>-60^. 

Pure  metbT^  arbutin  melts  at  158°-160°,  and 
again  at  176*  (Mannich,  Arch.  Pharm.  1912, 
260p547}. 


Methyl  arbuiin  G„Hi,07,lAq,m.p,  175°,  [a]© 
— 64°»  crystallises  in  needles ;  it  gives  no  oolora* 
tion  with  either  ferric  chloride  or  Jungmann*8 
reagent.  It  is  hydrolysed  by  emulsin  more 
quickly  than  arbutin,  yielding  elucose  and 
quinolmethyl  ether  (Hlasiwetx  and  Habermann, 
Aimalen,  1876,  177,  334).  It  does  not  darken 
in  colour  on  hydrolysis  in  presence  of  an  oxydase. 
Methyl  arbutin  was  syntnesised  by  Michael  by 
the  interaction  of  aoetochloroglucose  witn 
potassium  quinol  methyl  ether  (Amer.  Ghem.  J. 
1885,  6,  336). 

AuoublnCi,H„0„lAq,  m.p.  181°[o]„-174°, 
is  found  in  the  seed,  leaves,  stem,  and  roots  of 
the  Japanese  variegated  laurel,  Aucuba  japonica 
(Thunb.)  and  allied  species.  It  also  occurs  in 
Oarrya  and  Plantago  species.  It  is  hydrolysed 
by  mineral  acids  and  by  emulsin  to  glucose  and 
auciibiffenin  (G,H,0,).  The  latter  has  not  been 
isolated ;  it  is  condensed  to  an  intense  black- 
coloured  product  immediately  it  is  formed.  It 
is  this  compound  which  causes  aucuba  leaves 
to  become  olack  when  put  in  an  atmosphere 
of  chloroform  for^a  few  minutes.  (Literature 
summarised  by  Bourquelot  and  H6rissey,  Ann. 
Ghim.  1905,  [viii.j  4,  289.) 

Baptlsln  G.gH„0i4,9Aq,  m.p.  240°,  Wp-Ol*, 
found  in  the  roots  of  Bapiisia  tinctaria  (R.Br.), 
crystallises  in  reniform  aggregates  of  slender 
needles,  sparingly  soluble  in  water ;  it  is  hydro- 
lysed to  rhamnose  (2  mols.)  and  baptigenin 
Gi«Hj,Oe,  a  phenol  containing  three  hydroxyl 
groups  (Gorter,  Arch.  Pharm.  1897,  235,  303). 
4tBaptisin  G^yHjoO,*,  4Aq,  m.p.  247°,  which 
occurs  in  the  same  root  is  hydrolysed  to  glucose, 
rhanmose,    and     i6-baptigenin    G^gH^gOa     or 

/OGH :  GHOH 
Gi,H,^OGHO  (Gorter,  Arch.  Pharm. 

^0 
1907,  246,  661). 

Catanatambln  Gi,Hs,0i„2Aq,  m.p.  144°, 
[a]],— 130°,  lounfl  in  the  bark  of  CarUhium 
glabriflofum  (Hiem.)  from  Sierra  Leone,  crystal- 
lises in  colourless  prismatic  needles.  It  is 
hydrolysed  by  mineral  acids  and  by  emulsin  to 
eluco8eand(7aJniatom6e<inGH,OGitHioOt(OH)^ 
It  is  physiologically  inactive  (Pyman,  Ghem. 
Soc.  Trans.  1907,  91,  1228). 

Cedrln   G,tH„Oa,   crystals,    m.p.    265°,   is 

found  in  8inai)a  udron,  and  gives  by  hydrolysis 

;  %  sugar  which   has   not   yet   been   identified 

l(Viehoever,  Qeiger,  and  Johns,  J.  BioL  Ghem. 

1916,  24). 

Clavleepsin  G,.H,40ic,2Aq,  m.p.  91°,  and 
(anhydrous)  at  198°,  is  found  in  SecaU  camtUum ; 
it  is  not  hydrolysed  by  emulsin,  but  with  acids 
gives  2  molecules  of  glucose  and  1  molecule  of 
mannitol  (Marino-Zuco  and  Pssquero,  Gazz. 
chim.  itaL  1911,  41,  \u.]  368). 

Coniferin  GnH„0.,2Aq,  m.p.  185°,[o]d-67'', 
was  discovered  in  the  cambial  sap  of  Larix 
deddua  (MilL),  and  occurs  in  the  saps  of  the 
conifers  in  general ;  it  is  found  also  in  beetroot 
and  asparagus. 

It  crystallises  in  colouriess  rosettes  of  pointed 
needles,  sparingly  soluble  in  c6ld  water.  The 
aqueous  solution  has  a  slishtly  bitter  taste. 
When  moistened  with  phenol  and  concentrated 
hydrochloric  acid,  an  intense  Uue  colour  is 
'  formed ;  it  is  soluble  in  concentrated  sulphuric 
acid  with  a  red  colorati^n.'^''^ljb  is  decomposed 
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by  heating  with  mineral  acids,  but  emulsin 
hydrolyses  it  to  glucose  and  coniferyl  alcohol 
C,H,(0H)(0Me)C,H4-0H. 

On  oxidation  with  permanganate,  gluco- 
vanUlinio  acid  C,H,(0Me)(C0,H)0C.Hii05  ia 
obtained,  m.p.  211°.  Chromic  acid  oxidises 
coniferin  to  glucovanillin,  m.p.  192°,  which  is 
hydrolysed  by  emulsin  or  by  acids  to  glucose 
and  vanillin  (see  Tiemann  and  Haarmann,  Ber. 
1874,  7,  608  ;  1876,  8,  609,  1127  ;  1876,  9,  408, 
1278). 

Convallamarin    and    Convallarin    are    two 

?;luco8ides  occurring  in  Convadaria  majcUU ;  the 
ormer  is  soluble  in  water  and  alcohol,  and  has 
a  physiological  action  similar  to  that  of  digitalin, 
wnilst  the  latter  is  insoluble  in  water  and  acts 
only  as  a  purgative  (Reichard,  Pharm.  Zeit. 
1911,  62,  183). 

ConvolvuUn  C,4H,«Oa7,  m.p.  160°,  is  f»und 
in  jalap  root,  IpomoBa  purga  (Hayne).  It  is  a 
colourless  amorphous  powder,  very  sparingly 
soluble  in  water,  but  readily  soluble  in  alconol 
and  acetic  acid,  and  dissolves  in  concentrated 
sulphuric  acid  with  a  red  coloration.  It  is 
hydrolysed  by  acids  to  dexttbse,  rhodeose,  and 
convolvulinolic  acid  CigHjoO,.  This  acid,  on 
oxidation,  takes  up  2  molecules  of  oxygen, 
forming  methylethyl  acetic  acid  and  ipomic 
acid  C|oHi,04,  an  isomeride  of  sebacic  acid  (c/. 
Votodeli,  Ber.  1910,  43,  476). 

Gonvolvulin  is  hydrolysed  by  aqueous  baryta 
to  convolvulinic  acid,  a-methyl  butyric  acid, 
and  purgic  acid.  The  first-named  acid  fields 
rhamnose  and  rhodeose  by  the  action  of  mmeral 
acids,  whilst  the  third  similarly  gives  isorhodeose 
(Votofiek,  Ber.  1910,  43,  476). 

Cymarin  C30H44O,,  m.p.  130^-138°,  La]J,+23^ 
occurs  in  Apocynum  cannabinum ;  by  hydrolysis 
are  produced  Cymaroae  C,Hi404,  m.p.  88°, 
which  ia  probably  a  methyl  ether  of  digitoxose, 
and  cymarigcnin,  C„H,o08,  melting  at  171°,  a 
lactone,  said  to  be  identical  with  the  strophan- 
thidin of  Feist  (whose  formula  Cj.HggOg  is  said 
to  be  wrong).  Cymarin  is  similar  in  physiolo- 
gical action  to  strophanthin  and  digitoxin ;  the 
only  difference  between  cymarin  and  strophan- 
thin is  the  different  sugar  constituent  (Windaus 
and  Hermanns,  Ber.  1916,  48,  979,  991). 

Daphnln  Ci.Hi409,2Aq,  m.p.  200°,  is  a  con- 
stituent  of  the  bark  of  Daphne  mezereum  (Linn.) 
and  D.  alpina  (Linn.).  It  forms  long  colourless 
needles  or  prisms,sparingly  soluble  in  water,  easily 
soluble  in  alcohol.  It  is  faintly  acid,  and  has 
a  bitter  astringent  taste.  It  is  soluble  in  alkalis 
and  their  carbonates  with  a  golden-yellow  colour, 
the  solutions  decompose  on  boiling.  On  hydro- 
lysis by  acids  or  by  emulsin,  slucose  and  daph- 
CH :  CHCO 


"**""  (jo^ 


are  formed  (comp.  Stunkel, 


OH 
Ber.  1879,  12,  109). 

Datiscln  C2iH,40ii,2Aq,  m.p.  190°,  present 
in  the  leaf  and  roots  of  Dalisca  cannabina  (Linn.), 
forms  colourless  lustrous  needles.  On  hydrolysis 
by  acids  rhamnose  and  datiscetin 

C.H4<^^^^0H),(0Me), 

arc  formed  (Schunck  and  Marchlcwski,  Annalen, 
1893,  277,  261 ;    1894,  278,  351). 


Dhiirrln  O14H17O7N  was  obtained  from  the 
great  millet.  Sorghum  vulgare  (Pers.),  by  Dunstan 
and  Henry  (Phil.  Trans.  1902,  A,  199,  399).  It 
is  hydrolysed  by  emulsin  and  by  dilute  hydro- 
chloric acid  to  clucose,  hydrogen  cyanide,  and 
p-hydroxybenzaldehyde.  It  is  the  glucoside  of 
p-hydroxymandelonit  rile. 

DibenxoylglQCOxyloie,  CgBH^gOi^.lAq,  de- 
scribed by  Power  and  Salway  (Trans.  Chem, 
Soo.  1914, 106, 767, 1062),  is  an  entirely  new  type 
of  naturaUy-occurring  glucoside.  It  occurs  in 
Davieaia  ItUifoiia.  M.p.  147°-148°,  [alo- 107°,  in 
methyl  alcohol.  It  has  a  very  bitter  taste,  is 
sparingly  soluble  in  cold  water,  ether,  or  chloro- 
form, out  readily  in  hot  water  or  in  alcohol. 
It  does  not  reduce  Fehling*s  solution.  The 
penta-acetate  has  m.p.  203°. 

Digitalis  glueosides.  The  leaves  and  seed  of 
the  foxfflove,  DigikUis  purpurea  (Linn.),  contain 
glueosides,  which  increase  the  activity  of  all 
forms  of  mascle  tissue,  more  especially  that  of 
the  heart  and  arterioles.  The  leaves  contain 
digitalin/  digitoxin,  and,  perhaps,  digitalein,  the 
existence  of  this  as  an  entity  beiii£  uncertain. 
The  seeds  contain  digitalin  and  digitonin,  a 
glucoside  of  the  saponin  class,  which  is  possibly 
also  present  in  the  leaves  {v.  Dioitaus). 

Digitalin  C„H5,0,4  or  C,,H.,0,4,  m.p.  217°, 
is  obtained  from  commercial  German  digitalin 
bv  extraction  with  ether-alcohol.  It  occurs  in 
characteristic  colourless  granular  masses,  and 
crystalUsee  in  needles  from  86  p.c.  methyl 
alcohol.  It  is  very  sparingly  soluble  in  cold 
water,  readily  in  alcohol.  Concentrated  sulphuric 
acid  dissolves  it  with  a  golden-yellow  colora- 
tion, which  changes  to  a  magnificent  rose-red 
or  violet-red  on  the  addition  of  potassium 
hypobromite.  Sulphuric  acid  contaimng  a  little 
ferric  oxide  gives,  with  digitalin,  at  first  an 
intense  golden-yellow,  and  then  a  red  colour 
changing  to  a  permanent  reddish-violet. 

It  is  hydrolysed  on  heating  with  dilute 
alcoholic  hydrogen  chloride  to  glucose,  a  sugar 
C7H14O1  named  digitsJose,  and  digitaligenin 
C|,H,oOs  or  C,,H„Os,  which  last  crystallises 
.in  granular  aggregates  of  needles;  m.p.  210°. 
Digitalin  possesses  the  characteristic  action  on 
the  heart  without  being  cumulative. 

Digitonin  C,4H„0,8  or  C5,H940„,  m.p.  225°, 
faJD— 60°,  forms  one-half  of  the  mixed  glueosides 
from  digitalis  seed,  and  the  principal  proportion 
of  commercial  German  digitalin.  To  obtain  it 
the  commercial  product  is  dissolved  in  85  p.c. 
alcohol  at  60°-60°,  and  allowed  to  crystallise 
slowly  ;  digitonin  then  separates.  When  pure  it 
crystallises  in  crusts  of  slender  needles,  very 
sparinffly  soluble  in  water,  readily  soluble  in 
aloohol.  The  hot  aqueous  solution  is  opalescent, 
and  the  glucoside  does  not  se^jarate  on  cooling. 
The  aqueous  solution  froths  like  that  of  saponin. 
It  gives  a  red  coloration  with  concentrated 
sulphuric  acid^and,  on  heating  with  concentrated 
hydrochloric  acid,  becomes  yellow,  then  red, 
and  finally  somewhat  blue.  It  is  hydrolysed  on 
heatinjT  with  alooholio  hydrogen  chloride  t-o 
glucose  (2  mols.),  galactose  (2  mols.),  and  digi- 
togenin  C,oH4(,0,  or  CgiHgoOg,  crystallising  in 
slender  needles,  which  soften  at  260°.  Digitonin 
is  poisonous,  but  docs  not  possess  the  action  on 
the  heart  peculiar  to  digitalis.  It  forms  crystal- 
line compounds  with  amyl  alcohol  and  other 
alcohols,  and  with  phcnoi,  and  combines  with  I 
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ciystaUine  precipitate,  which  is  no  longer  I 
poisonous.  This  is  a  valuable  test  for  digitonin.  I 
Dlgltoxln  C,«H^40it,  the  most  active  principle 
of  digitalis  leaves,  is  cumulative  in  its  action  ;  it 
is  the  chief  constituent  of  'Nativelle's  crystal- 
lised digitalin,'  or  'French  digitalin.'  It  is 
obtained  b^  extracting  the  leaves  with  water, 
and  then  with  alcohol,  precipitating  the  alcoholic 
solution  with  lead  acetate,  evaporating  and 
extracting  the  residue  with  cUoroform.  It 
crystallises  from  chloroform  in  thin  anhydrous 

Srisms,  which  are  not  melted  at  240**,  and  from 
ilute  alcohol  in  hydrated  crvstals  ;  m.p.  145°. 
It  is  insoluble  in  hot  or  cold  water,  soluble  in 
alcohol,  chloroform,  or  ether.  When  it  is 
dissolved  in  glacial  acetic  acid,  a  drop  of  ferric 
chloride  add^,  and  then  concentrated  sulphuric 
CM;id  is  cautiously  poured  down  so  as  to  lorm  a 
layer  under  the  acetic  acid,  a  dirty  brownish- 
f^reen  band  appears,  which  alters  to  a  broad 
mtense  biuish-green  band  at  the  dividins  zone. 
It  is  hydrol^c^  by  alcoholic  hydrogen  chloride 
at  the  ordinary  temperature  to  digitoxigenin 
CssHi^Oi,  colourless  crystals,  m.p.  230'',  and 
2  moleculee  digitoxoee  Cr,H|,04,  a  sugar  having 
the  constitution : 

CH,-CH(OH)CH(OH)'CH(OH)CHaCHO. 

It  crystallises  in  prisms,  m.p.  102°,  and  is 
dextro-rotatory  (c/.  Kiliani,  Arch.  Pharm.  1913, 
251,  562-^580  ;  Ber.  1915,  48,  334). 

Fmngulin  CxiH^oO,,  m.p.  228°,  found  in  the 
bark,  root  bark,  seeds,  and  fruit  of  the  berry- 
bearing  alder,  Rhamnus  frangula  (Linn.),  and 
also  in  R,  carthartica  (Linn.),  is  a  yellow  silky 
glistening  microcrystalline  powder,  nearly  in-  ' 
soluble   in   water,   readily   soluble   in   alcohol  ' 
and  benzene.     It  dissolves  in  alkalis  with  an 
intense   cherry-red   colour.      It   is    hydrolysed 
by  acids  to  rhamnose  and  emodin  (trihydroxy-  I 
methylanthraquinone)  (comp.   Schwabe,  Arch.  ' 
Pharm.    1888,  226,  560 ;    Thorpe  and  Miller,  , 
Ohem.  Soc.  Trans.  1892,  61,  1).  I 

Fraxln  C^cHigOjo,  m.p.  320°,  obtained  from 
the  bark  of  the  ash  Fraxinus  excelsior  (Linn.),  and  ' 
from  several  ASsculus  and  Pavia  species,  crystal- 
lisee  in  colourless  needles,  sparingly  sbluble  in 
cold  water,  but  easily  in  hot  water  and  alcohol. 
The  solutions,  like  those  of  lesculin,  fluoresce 
blue.  It  is  hydrolysed  by  dilute  sulphuric  acid 
to  elucose  and  fraxetin  CigHgO,,  the  mono- 
metnyl  ether  of  a  trihydroxycoumarin.  It  con- 
tains a  methoxyl  group  more  than  daphnin  or 
nsculin  {see  Rochleder,  Wien.  Akad  Ber.  1863, 
48,  236). 

Fustfn  C,«H2eOi4,  m.p.  218°,  the  glucoside  of 
fustic  {Rhus  cotinus  [Linn.]),  forms  small  needles 
of  silvery  lustre.  Dilute  sulphuric  acid  hydrolyses 
it  to  rhamnose  and  2  molecules  of  fisetin 
C,,HioO-,  which  is  a  3  : 3' :  4'-trihydroxyflavonol 
of  the  following  constitution : 

HO,^^'^^^^M)0,H,(OH), 

'       '  .COH 

{see  Perkin,  Chem.  Soc.  Trans.  1897,  71,  1194). 

Ganlth^n  C]4H]90e,lAq,  decomposes  at 
100°,  found  in  OauUheria  procumhens  (Linn.), 
Betvla  lenia  (Linn.),  Monotropa  Hypopilys 
(Idnn.),  Spircsa  ulmaria  (Linn.),  S.  filipendula 


(Linn.),  and  other  plants,  forms  prismatic 
crystals,  easily  soluble  in  water  and  alcohol.  It 
is  hydrolysed  by  mineral  acids  and  by  a  specific 
enzyme,  ffaultherase,  which  accompanies  it  in 

Slants.  Emulsin  is  without  action.  The  pro- 
ucts  of  hydrolysis  are  glucose  and  methyl 
salicylate  C,H4(0H)C0tCH,  {see  Bouxquelot, 
Ck>mpt.  rend  1896,  122,  1002). 

Gentlacaulin,  [a]p— 64°,  occurs  in  Qeniiana 
acaulis,  and  gives  glucose  and  xylose  on  hydro- 
lysis ;  the  non-sugar  constituent  is  not  stated 
(Bridel,  J.  Pharm.  Chim.  1914,  [vii.]  10,  329). 

Gentiin  C^HjgOu,  ™P-  274°,  occurring  in  the 
root  of  the  gentian  {OerUiana  lutea  [Linn.]), 
crystallises  in  yellow  needles.  It  is  hydrolysed 
to  dextrose,  xylose,  and  gentienin  Ci4HioOg, 
which  is  isomenc  with  gentisin. 

Gentioplerin  Cj.H.oO^JAq,  m.p.  120°-125°, 
or  anhydrous  at  191°,  ra]D-198°,  which  is 
likewise  a  constituent  of  gentian  root  (Tanret, 
Chem.  Soc.  Abstr.  1905,  i.  665,  714),  occurs 
also  in  a  number  of  speeies  of  OerUiana,  and  in 
BlachsUmia  (Chlara)  perfdiata  (Huds.).  It  is 
hydrolysed  by  emulsin  to  dextrose  and  gentio- 
genin  (comp.  Bourquelot  and  Bridel,  J.  Pharm. 
Chim.  1910,  [vii.]  1,  156). 

GitaUn  C„H4,Oio,  m.p.  160°-155°,  was 
obtained  from  Dtgiialis  leaves  by  extraction 
with  cold  water  and  then  with  chloroform.  It 
is  said  to  be  the  chief  constituent  of  commercial 
di^italin,  is  a  white,  neutral  amorphous  powder, 
soluble  in  600  parts  of  water.  It  crystallises 
from  a  mixture  of  2  parts  alcohol  and  1  part 
water  with  4H.0,  tne  hydrate  melting  at 
75°. 

When  an  alcoholic  solution  of  gitalin  is 
evaporated  in  a  vacuum  anhydrogitalin, 
^tsH4cO,,  m.p.  255°,  is  produced ;  this  is 
insoluble  in  water  and  chloroform,  but  dissolves 
in  800  parts  of  boiling  alcohol. 

Hydrolysis  in  alcoholic  HCl  solution  of 
anhyarogitalin  yields  digitoxose  and  anhydro- 
giUdigenin  Ca,H,40„  melting  at  216°-219° 
(Kraft,  Schweiz.  Wochensch.  Chem.  Pharm. 
1911,  Nos.  12,  13,  and  17 ;  Arch.  Pharm.  1912, 
250,  118). 

Kiliani  (Arch.  Pharm.  1913,  251,  562)  did 
not  succeed  in  transforming  Kraft's  gitalin  into 
anhydrogitalin  by  absolute  alcohol ;  the  same 
writer  (Arch.  Pharm.  1914,  252,  13)  separated 
gitalin  into  a  number  of  fractions  differing  in 
physiological  action,  solubility  and  behaviour 
on  hydrolysis  by  treatment  with  water  and  a 
mixture  of  methyl  alcohol,  chloroform,  and 
ether. 

Kiliani  is  supported  by  the  similar  work  of 
Bosenthaler  (Chem.  Zeit.  1914,  ii.  328). 

Gitln,  m.p.  265°,  was  also  extracted  from 
Digitalis  leaves  by  Kraft  (Arch.  Pharm.  1912, 
250,  118).  It  crystallises  in  long  needles, 
insoluble  in  water  ;  it  is  isomeric  with  digitonin, 
but  contains  galactose  in  place  of  glucose. 
It  is  physiolc^ically  inactive. 

Gltonin  C49H,o023,  decomposes  at  272°, 
[a]])— 51°,  is  an  amorphous  glucoside  found  in 
Merck's  disitonin.  It  forms  an  additive  com- 
pound with  cholesterol,  and  on  hydrolysis  is 
resolved  into  3  molecules  galactose,  1  molecule 
pentose,  and  gitogenin  C2«H4a04,  a  crystalline 
compound  melting  at  27r-272°  (Win(&us  i^ed 
Schreckenbuiger,  Ber.  1913,  46,  2628).      ^ 
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Glneocheirolln  CiiH,oOj|NSsK,Aq»  colour- 
lesa  needles,  in.p.  ISS^-ieO**,  ^^-21**,  occurs 
in  wallflower  seeds.    Its  constitution  is  probably : 

CH,SO,'CHa-CH,N(OSO,K)S-C,HiiO, 

(Schneider  and  Schutz,  Ber.  1913,  46,  2634). 

It  gives  cheirolin  and  slucoee  on  hydrolysis 
(Schneider  and  Lohmann,  I(er.  1912,  45,  2954). 

Glueotrop»olln  GiaHi^O^NSsK,  the  gluco- 
side  of  benzylthiocvanide,  occurs  in  TropcBolum 
mafiu  (Linn.)>  and  Lepidium  sativum  (Linn.). 
It  IS  known  only  in  solution ;  with  silver  nitrate 
a  precipitate  is  formed  at  first  soluble  in 
ammonia,  but  subsequently  the  ammonium 
compound 

yOSOj-OAg 

C^SAg  +2NH, 

\NCH,Ph 

separates  in  glistening  crystals.  The  glncoside 
is  nydrolysed  by  myrosin  to  glucose,  potassium 
hydrogen  sulphate,  and  benzylMothiocyanate 
(Gadamer,  Ber.  1899,  32,  2336).  NcutuHium 
officinale  (B.  Br.),  and  ^rbarea  prceeox  (R.  Br.), 
are  said  to  contain  a  glucoeide,  gluoonaaturiiin, 
which  differs  from  glucotropnolin  only  in  yieldi 
phenylethylMothiooyanate  GcHg'GH,'GH2'N< 
on  hydrolysis  by  myrosin. 

Glyeypliyllln  G,iH.409,3Aq,  m.p.  176%  occurs 
in  the  leaves  of  SmSax  glycyphyua  (Sm.) ;  on 
hvdrolysis  it  yields  rhamnose  and  phloretin 
identical  with  that  obtained  from  phloridzin, 
in  which  it  is  combined  with  glucose  (Wright  and 
Rennie,  Ghem.  Soc.  Trans.  1886,  49,  857). 

GossypItilnG„H,oOi„  m.p.  200**-202°,  occurs 
together  with  quercimeritrin  and  Moquercitrin  in 
Egyptian  cotton  flowers,  Ooasypiwn  herbaceum 
(Linn.).  It  consists  of  ]^e  orange-yellow  needles, 
gives  a  deep  red  precipitate  with  aqueous  lead 
acetate,  and  an  olive-neen  coloration  with 
ferric  chloride  (Perkin,  Gnem.  Soc.  Trans.  1909, 
2181).  It  is  hydrolysed  by  boiling  dilute  sul- 
phuric acid  to  glucose  and  ^ossypetm  Gi.Hj^Og, 
a  hydroxyflavone  derivative.  The  sfucoeide 
exists  in  the  flowers  as  a  potassium  salt  (A.  G. 
Perkin,  Ghem.  Soc.  Trans.  1899,  75,  825 ;  1902, 
81,  205 ;   1910,  95,  1855,  2181). 

Gynoeardin  Gi,Hi,0,N,liAq,  m.p.  162% 
fall)  +72*5%  is  found  in  Qynocardia  odaraia 
(R.  Br.)  and  Pangium  eduU  (Rein. )» (Power  and 
Lees,  ibi-J.  1905,  87,  349 ;  De  Jons,  Rec.  trav. 
chim.  1909,  28,  24).  It  is  hydrolysed  by 
acids  and  by  a  specific  enzyme  gynocardase 
to  fflncose,  hydrogen  cyanide  and  a  complex 
GgHaOf,  which  spontaneously  resinifies. 

HeUeln  v,  Saticin, 

HeUeboretn  is  an  amorphous  glucoeide, 
[a]])— 3^,  and  yields  on  hydrolysis  1  molecule 
acetic  acid,  2  molecules  glucose,  2  molecules 
arabinose,  and  two  heUehoreiins,  one  of  which, 
GsiH,«0  7,  is  anacidiclaotone,  the  other,  ^ifitiO^ 
being  a  neutral  compound  (Sieburg,  Arch. 
Pharm.  1913,  251,  154). 

Hetperidln  GsoH,oO,7,  m.p.  251%  [al])-89% 
is  found  generally  in  the  fruit  of  the  Aurantiacece, 
It  was  discovered  in  unripe  oranses,  and  occurs  in 
most  species  of  Citrus  except  G,  isewmana  (Murr. ). 
It  is  a  colourless,  microcrystalline,  tasteless, 
hygroscopic  powder,  almost  insoluble  in  water, 
retulily  soluble  in  hot  acetic  acid.  It  is  faintly 
acid,  and  therefore  soluble  in  alkalis,  from 
which  it  is  precipitated  by  carbon  dioxide.    It 


is  hydrolysed  by  acids  to  glucose  (2  mols.), 
rhamnose,  and  (2  mols.)  hesperitin  Gi«Hi40«, 
which  has  the  structure 

MeOG,H,(OH)-GH : GH-GO-OG,H,(OH),,  . 
and  is  decomposed  on  boiling  with  alkali  into 
phloroglucinol    and    hydroxymethoxycinnamio 
acid  (Will,  Ber.  1887,  20,  1180;   Tiemann  and 
WiU,  Ber.  1881,  14,  946). 

IneanuUrin  C„H,oOi„3Ac[,  m.p.  242*^,  occurs 
in  the  flowers  of  Tnjclium  incamatum  (Linn.), 
the  so-called  *  carnation  or  crimson  clover* 
fRogeison,  Ghem.  Soc.  Trans.  1910,  1004),  and 
lorms  faintly  yellow  prismatic  needles.  It  is 
readily  hydrolysed  by  acids  and  by  emulsin  to 
glucose  and  quercitin. 

Indlean  G,4Hi70,N,3Aq,  m.p.  100°-102*»,  the 
glucoeide  of  woad  {IscUis  tinctoria  [Linn.])  is 
also  found  in  Indigofera  tinctoria  (Linn.)  and 
Qther  species  of  Indigofera,  in  Polygonum  tine- 
torium  (Ait.),  and  in  Wrightia  tinctoria  (R.  Br.). 
It  is  conveniently  extracted  from  the  leal  by 
means  of  acetone.  It  is  hydrolysed  by  acids, 
by  a  specific  enzyme,  indemidsin,  present  in  the 
leaves  of  the  indigo  plant,  and  more  slowly  bv 
the  emulsin  of  almonds,  to  glucose  and  indoxyl. 
Indoxyl  (colouriess)  undeigoes  oxidation  to 
indigotin    (blue)    when    exposed    to    the    air 


below  the  theoretical  when  hydrolysis  is  slow, 
owing  to  the  great  instability  of  indoxyl,  and  in 
part  to  the  occlusion  of  indoxyl  by  the  enzyme. 
It  is  improved  by  adding  a  small  quantity  of 
sulphuric  acid  to  the  mixture  at  the  commence- 
ment of  the  reaction  {see  Perkin  and  Bloxam, 
Ghem.  Soc.  Trans.  1907,  91,  715 ;  1909,  96,  793, 
B24  ;  also  references  to  Indican  given  by  Arm- 
strong, The  Simple  Garbohydrates  and  Gluco- 
sides,  London,  1919). 

Iridin  Gs4H.,0|„  m.p.  208%  occurs  in  thb 
root  of  the  violet  (Iris  florentina  [Linn.1)  (De 
Laire  and  Tiemann,  Ber.  1893,  26,  2010),  and 
crvstallises  in  colourless  needles,  very  sjmringly 
soluble.  It  is  hydrolysed  by  acids  to  glucose 
and  irigenin  Gi|Hi,Os,  which  has  the  constitu- 
tion :      • 

^ 0 

GgH,(0H)(0Me)4-GHj-l>C0<J,H(0Me)(dSl). 

b 

The  sugar  residue  is  attached  to  the  hydroxyl 
marked*. 

JaUpIn  {Scammonin)  C^i^gfii^^  m.p*  131% 
[a]j,  —23**,  is  the  active  principle  of  the  root 
stalks  of  Convoltmlus  orizabensis  (Led.),  and  of 
scammony,  the  dried  sap  of  Convolvulus  scam' 
monia  (Linn.).  It  is  an  amorphous  resinous 
powder,  translucent  in  thin  plates;  slighUy 
soluble  in  water,  readily  soluble  in  alcohol  and 
ether.  It  dissolves  in  concentrated  sulphuric 
acid  with  a  purple  or  maroon  red  colour, 
changing  to  brown  and  becoming  finally  black. 
It  is  hydrolysed  by  acids  to  glucose  (3  mols.) 
and  jalapinoUc  acid  G|gH,oO„  possibly  hydroxy- 
hexadecylic  acid ;  this  yields  methylethylacetio 
acid,  sehacic  acid,  and  an  isomeride  of  this  acid 
on  oxidation. 

Jesterin  GagH.oO„,  m.p.  205°-218*,  occurs 
in  the  berries  of  Rhamnus  cathartica  (Linn.). 
It  is  hydrolysed  to  a  hexoso,  a  pentose,  and 
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emodlnanthranol  Cj,Hi,0«  (Krasowsky,  J. 
Rubs.  Phys.  Ohem.  Soc.  1908,  40,  1610). 

Kaempferin  C,7H,oO|«,6Aq  is  found  in  Senna 
leaves,  melts  at  186^-195%  and  gives  kaempferol 
and  glucose  on  hydrolysis. 

Glncosides  of  rhein  and  aloe-emodin  are  also 
present  in  Senna  leaves  (Tutin,  Ghem.  Soc. 
Tzans.  1913,  103,  2006). 

Kampteritrin  C27H,oOi«,  m.p.  201'',  is  found 
in  Indigo/era  urrecta  (Uochst.)  (Perkin,  Ghem. 
Soc.  Tians.  1907,  91,  438),  and  forms  almost 
colourless  sparingly  soluble  needles ;  on  hydro- 
lysis rhanmose  (2^moIs.)  and  kampferol  G|,H]oOg 
are  formed — ^the  latter  has  the  constitution 

Ho/\o— C— GgH^OH 

McOCOH 

HO 
Kampferitrin  doselv  resembles  robinin,  which, 
according   to   Perkin,   is   also   a  glucoside   of 
kampferol. 

Unamarin  {PhaseohiruUin)  GioHj^OfN,  m.p. 
141°,  Wd— 26°,  found  in  Phasedus  lunatus 
(Linn.),  the  so-called  Java  beans,  in  flax, 
Linum  unkUissimum  (Linn.),  and  in  cassava. 
Jt  is  hydrolysed  by  an  enzyme,  lina^,  present 
in  Phojteolua  and  some  Linum  species,  wnich  is 
allied  to  but  not  identical  with  emulsin,  and  also 
by  mineral  acids,  to  glucose  and  acetonecyano- 
hydrin.  It  is  a  derivative  of  ^-glucose  and 
not  of  a-glucose,  as  originally  supposed  (comp. 
Armstrong  and  Horton,  Proo.  Roy.  Soc.  1910, 
B82,  349 ;  Dunstan  and  Henry,  ibid,  1003.  72, 
285;  1906,37^,145;  1907,379,315;  Joriesen 
and  Hairs,  Bull.  Akad.  Roy.  Belg.  1891, 21, 629). 


Lotnsin 


„0|fN,  obtained  from  Lottu 


arabicus  (Linn.) (Dunstan  and  Henry,  Phil.  Trans, 
1901,  B,  194,  615),  crystallises  in  pale  yellow 
needles.  It  is  hydrolysed  by  a  snecifio  enzyme, 
lotase,  to  glucose  (2  mols.),  hyorogen  cyanide 
and  lotoflavin,  an  isomeride  of  fisetin,  which 
has  the  constitution 


HO: 


/\( 


jO--GG,H,(OH), 
OGH 


OH 

Apparently  the  hydrogen  cyanide  is  attached  to 
the  sugar  residue,  as  on  alkaline  hydrolysis 
heptagmconic  acid  is  obtained. 

Mellatin  Oi^Ht^Oi,  colourless,  bitter  crystals, 
m.p.  222°,  occurs  in  the  Marsh  Trefoil  {Meny- 
an&ea  trifoliaia).  Upon  hydrolysis  with  emulsin, 
glucose  is  produced  (Bridel,  Gompt.  rend.  1911, 
162,  1694). 

Morindln  G,cH„0i4  or  G,7H,oO,g,  m.p. 
245°,  found  in  Morinda  eitrifolia  (Linn.),  M. 
tinctoria  (Roxb.),  and  M.  umbeUata  (Linn.), 
crystallises  in  lustrous  silky  yellow  needles, 
soluble  in  hot  water  and  in  alcohol.  It  dis- 
solves in  alkalis  with  an  orange-red  colour 
which  is  not  changed  on  boiling,  and  in  concen- 
trated sulphuric  acid  with  a  puiple-blue  colora- 
tion. It  IS  hydrolysed  by  acids  to  a  sugar 
which  has  not  yet  been  definitely  identified,  and 
morindone,  a  trihydroxymethylanthraquinone, 
isomeric  with  emodln.  On  distillation  with 
zinc  -  dust,  j8-methylanthracene  is  formed. 
According  to  Perkin,  morindln  from  Jf .  eitrifolia 
and  M,  unUfelkUa  is  not  the  same  (see  Perkin  and 


Hummel,  Ghem.  Soc.  Trans.  1894,  65,  851  ; 
Thorpe  and  Smith,  ibid,  1888,  53,  171 ;  Oesterle 
and  Tisza,  Arch.  Pharm.  1907,  245,  534). 

Myrtlcolorin  v.  Rutin. 

Naiingln,  formula  uncertain  +4Aq,  m.p.  170°, 
is  found  in  the  flowers  and  other  parts  only  of  the 
Java  orange,  Citrus  decumana  (Mnrr.).  It  forms 
colourless  microscopic  prisms  of  bitter  taste, 
sparingly  soluble  In  water,  which  are  strongly 
Iflsvo-rotatory.  It  dissolves  in  alkalis  with  a 
yellowish-red  coloration  and  is  precipitated  by 
carbon  dioxide.  It  is  readily  nydrolysed  by 
acids  to  rhanmose  and  possibly  also  glucose  and 
naringenin,  which  is  the  phloroglucinol  ester  of 
paracoumaric  acid 

CgH4(0H)-GH :  GHCOO-GgH,(OH),. 
It  is  closely  allied  to  hesperitin  (comp.  Will, 
Ber.  1887,20,297,1186). 

Osyritrin  v.  Rutin, 

Phloridsin  C^Ji^fi^f^Mq,  m.p.  108°  and 
again  170°,  was  cuscovered  in  1835  in  the  bark 
and  particularly  the  root  bark  of  the  apple,  pear, 
cherry,  and  plum  tree.  It  forms  u>ng  sillnr 
needles  of  bitter  taste,  sparingly  soluble  m  cold, 
readily  in  hot  water ;  it  is  I»vo-rotatory 
[ajp  —50°.  Emulsin  is  without  action,  but 
acids  hydroljTse  it  to  glucose  and  phloretin 

CgH,(OH),-GOCHMeG,H,(OH) 
(Rennie,   Ghem.    Soc.   Trans.    1887,   51,   636; 
Fischer,  Ber.  1888,  21,  988).    Glycyphyllin  is 
the  rhanmose  ether  of  phloretin. 

PhytosterollDS.  The  following  substances, 
believed  to  be  phytoeterols,  were  shown  to  be 
glncosides  (phytoeterolins)  (Power  and  Salway, 
Trans.  Ghem.  Soc.  1913,  103,  399)  :^ 

Substance,               Found  in:  M,P, 

Ipuranol       Olive    bark,    Ipomoea  285°-290° 

Purpurea,  &c. 

Gitrullol        Golocynth,    Ewmymus  285°-290° 

atropurpureus,  &c. 

Bryanol        Bryony  root  210°-212° 

Gluytianol    Taraxacum  297° 

Pleeln.  Gluco  -  p  -  hydroxyacetophenone, 
synthesised  by  Manthner  in  1912,  was  snown  by 
him  to  be  identical  with  Tanret's  picein,  isolated 
from  pine  needles  (J.  pr.  Ghem.,  1913  (ii.),  88, 
764). 

Polygonln  GsiH^oOig,  m.p.  202°,  from 
Polygonum  cusptdatum  (Sieb.  and  Zucc), 
crystallises  in  lustrous  yellow  needles.  It  is 
hydrolysed  by  acids  to  glucose  and  emodin, 
identical  with  that  obtained  from  frangulin, 
where  it  is  combined  with  rhanmose  (Perkin, 
Ghem.  Soc.  Trans.  1895,  67,  1084). 

Populin  G,oHs,Og,2Aq,  m.p.  180°,  has  been 
found  in  the  bark  and  leaves  of  Populus  tremuta 
(Linn.),  P,  nigra  (Linn.),  and  P,  bcdsamifera 
(Linn.),  and  other  species  of  Populus,  It  is 
prepared  synthetically  from  salicin  by  heating 
with  benzoylchloride  (Schiff,  Annalen,  1870, 
154,  5).  It  crystallises  in  minute  needles, 
sparingly  soluble  in  cold  water,  more  soluble 
in  hot  water.  It  is  levo-rotatory,  and  dis- 
solves in  concentrated  sulphuric  acid  with  an 
amaranth-red  coloration.  jSmulsin  is  without 
action,  but  acids  hydrolyse  it  to  glucose, 
saligenin,  and  benzole  acid.  Nitric  acid  oxidises 
it  to  benzoyl  helicin  (Piria,  ibid,  1852,  81,  245  ; 
1855,  96,  375).    This  proves  the  benzoyl  group 
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to  be  in  the  sugar  and  not  in  place  of  the 
hydroxyl  aa  often  supposed.  Populin  is  hydro- 
lysed  by  the  enzyme  of  Populus  montlifera 
(Ait.)  (Wee vera,  froc.  K.  Akad.  Wetensch. 
Amsterdam,  1909,  12,  193). 

Pnilaurasln  Ci4Hi70gN,  m.p.  122°,  [a],, 
—62*76°,  occurs  in  the  leaves  of  the  common 
cherry  laurel,  Prunus  laurocenutis  (Linn.)  (H^ris- 
sey,  Compt.  rend.  1906,  141,  tf69).  It  is  hydro- 
lysed  by  emulsin  and  by  an  enzyme  prunase  of 
the  emulsin  type,  as  also  by  mineral  acids,  to 

flucose,  benzaldehyde,  and  hydroeen  cyanide, 
t  is  the  glucoside  of  racemio  mandelonitnle,  and 
in  view  of  the  fact  that  it  is  readily  obtained 
from  sambunigrin  or  from  amygdonitrile  sluco- 
side  by  the  action  of  traces  of  alkali  (Gsldwell 
and  Courtauld,  Chem.  Soc.  Trans.  1907,  91,  671), 
it  is  not  impossible  that  it  is  present  in  the  plant 
in  one  of  these  active  forms,  and  undergoes 
racemisation  during  extraction. 

Prunasin  v.  Amygdonitrile  glucoside. 
Pranitrln  Cx,H|40||,4Aq,  found  in  the  bark 
of    Prunus    emarginata    (Walp.)    (Finnemore, 
Pharm.  J.  1910,  86,  604),  is  hydrolysed  by  acids 
to  glucose  and  prunetini. 

CH;O.«.<^cf^-C«««(0H). 

Qaeroimeritrin  CiiH^oOi^SAq,  m.p.  247°, 
obtained  from  the  flowers  of  uossypium  herbticeutn 
(Linn.),  forms  small  glistening  bright  yellow 
plates,  almost  insoluble  in  cold  and  fairly  readily 
boluble  in  boiling  water  (Perkin,  Chem.  Soc. 
Trans.  1909,  96,  2181).  The  alkaline  solutions 
are  deep  yellow  ;  it  gives  a  bright-red  precipitate 
with  aqueous  lead  acetate.  It  is  very  stable 
towards  mineral  acidic,  but  is  eventually  hydro- 
lysed to  fflucose  and  quercotin.  The  glucoside 
exists  in  the  flowers  in  a  readily  soluble  condition 
in  the  form  of  a  potassium  salt.  Querclmeritrin 
contains  the  quercetin  hydroxyl  groups  in  the 
3',  4',  and  3- positions  intact,  the  sugar  residue  R 
being  united  to  one  of  the  hydroxyl  groups 
marked  * 

rib/No— CC,H3(0H), 

I        II 
<^  XJOCOH 

OH 

Quereitrin  C„H,oO„.2Aq,  m.p.  183°-186°,  or 
anhydrous  250°-252°,  [a]D-140'9°,  found  in  the 
bark  of  Quercus  discolor  (Ait.)  and  elsewhere; 
crystallises  in  bright-yellow  lustrous  needles, 
almost  insoluble  in  cold,  sparingly  soluble  in 
hot  water,  and  easily  soluble  in  alcohol.  It 
shows  an  intense  green  coloration  with  ferric 
chloride.  Emulsin  is  without  action,  acids 
readily  hydrolyse  it  to  rhamnose  and  quercitin 
(tetrahydroxyflavonol).  In  quereitrin,  the  sugar 
group  is  not  attached  to  the  phloroglucinol 
residue,  but  to  one  or  other  of  the  three  remaining 
hydroxyls  (Hlasiwetz  and  Pfaundler,  Ann. 
1863,  127,  362 ;  Liebermann  and  Hambuiger, 
Ber.  1879,  12,  1178,  &c.). 

♦wQuerdtrin  O.iHjoOx,,  m.p.  217°-219°, 
also  found  in  the  flowers  of  Oossypium  herbaceum 
(Perkin,  Chem.  Soc.  Trans.  1910,  96,  2181), 
crystallises  in  pale-yellow  needles  almost  in- 
soluble in  cold  and  but  sparingly  in  boiling  water. 
With  lead  acetate  it  gives  a  bright-yellow 
precipitate,  very  different  from  the  deep-red 


I  deposit  produced  from  querclmeritrin.  The  gin- 
I  coside  is  isomeric  with  querclmeritrin,  and,  like 
it,  yields  glucose  and  quercetin  on  hydrolysis, 
but  differs  in  beins  readily  attacked.  The 
shades  produced  witn  the  glucoside  on  mor- 
danted  wool  closely  resemble  those  yielded  by 
quereitrin,  but  are  entirely  distinct  from  those 
given  by  querclmeritrin.  The  sugar  is  attached 
to  either  the  3',  4',  or  3-  positions,  and  not  to 
the  phloroglucinol  nucleus. 

Qulnovill  (Chinovin)  CaoH440,  or  C,gH„Ou, 
a-quinovin  accompanies  the  cinchona  alkaloids  ; 
it  is  obtained  from  the  bark  of  China  nova,  which, 
after  extraction  with  water,  is  boiled  with  milk 
of  lime.  The  glucoside  is  precipitated  on  the 
addition  of  hydrochloric  acid,  and  after  purifica- 
tion forms  a  colourless  crystalline  powder,  [a]p 
+69*1°  :  it  is  almost  insoluble  in  water,  and  has 
a  bitter  taste.  Alcoholic  hydrogen  chloride 
hydrolyses  it  to  quinovaic  acid  Ct4U,a04,  and  a 
methyl  pentose,  quinovoee  {v.  Cabbohydratbs), 
whicli,  however,  under  these  conditions,  is  con- 
verted into  the  glucoside  ethylquinovoside 
(qninovite)  C«Hii04'0CaH(.  j3-Quinovin  is  found 
in  the  Remijia  species,  and  crystallises  in  plates, 
m.p.  236°,  [a]])+27-9°:  it  yields  the  same 
products  on  hydrolysis  (compare  Hlasiwete, 
Ann.  1869,  111,  183;  Rocldeder,  Zeitsch. 
Chenf.  1867,  367). 

Robinin  C,aH4oOi|,  the  glucoside  of  the 
white  azalea,  JRobinia  pseud-acacia  (Linn.), 
yields,  on  hydrolysis,  galactose,  rhamnose  (2 
mols.),  and  a  yellow  colouring  matter  robigenin 
OiiHioOg,  closely  related  to  quercetin  (Schmidt, 
Arch.  Pharm.  1904,  242,  210;  Perkin,  Chem. 
Soc.  Trans.  1902,  81,  473). 

Ruberythrinie  add  CatHi.Oif,  m.p.  258°,  is 
the  constituent  of  madder  root,  Mubia  tindorum 
(Linn.),  which,  on  hydrolysis,  yields  alizarin.  It 
crystallises  in  citron-yeUow  needles,  sparingly 
soluble  in  cold  water,  it  dissolves  in  concentrated 
sulphuric  acid,  and  in  alkalis  with  a  bright-red 
coloration.  Acids  and  the  enzymes  of  madder 
hydrolyse  it  to  glucose  (2  mols.)  and  alizarin 
(dihydroxyanthrtMiuinone).  Since  the  glucoside 
is  acid,  the  two  glucose  molecules  are  probably 
united  as  a  disaccharide,  and  not  attached  to 
I  both  hydroxyl  groups.    The  formula 


thus  represents  the  glucoside  (Liebermann  and 
Beigami,  Ber.  1887,  20,  2241 ;  Schunck  and 
Marchlewski,  Chem.  Soc.  Trans.  1894,  66,  182). 

Rnbiadin  glucoside  CaH^oOt,  m.p.  270°,  also 
present  in  madder,  forms  yefiow  needles,  which 
are  hydrolysed  to  glucose  and  methyldihydroxy- 
anthraquinone  (Schunck  and  Marchlewski,  Chem. 
Soc.  Trans.  1893,  63,  969,  1137). 

Rutin  C,7H,oOn,3Aq,  m.p.  184°,  originally 
discovered  in  rue,  Buta  graveolens  (Linn.) ;  also 
occurs  in  Fagopyrum  esculentum  (Moench),  Cap^ 
paris  spinosa  (Linn.),  Olobularia  Alypum  (linn.), 
Colpoon  compressum  (Beig.),  Eucalypius  macro- 
rhyncha  (F.  Muell.),  Viola  tricolor  (Linn.),  Te- 
phrosia  purpurea  (Pers.),  &c. ;  it  is  identical  with 
glucosides  described  as  violaquercitrin,  osyritrin, 
myrticolorin.  It  forms  pale-yellow  lustrous 
needles  sparingly  soluble  in  cold  water  and 
alcohol,  more  soluble  on  heating.  It  is  hydrolysed 
with  some  difficulty  to  glucose,  rhamnose,  and 
quercitin  (compare  Schmidt,  Arch.  Pharm.  1904, 
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2i2,  210;    1908,  240,  214;    Wiinderlich,  ibid, 
1908,  246,  224,  241). 

Sakuranln  C,aH240io>4Aq,  m.p.  210''>212^ 
the  glucoside  of  Prunus  panicukUa  (Thunb.),  the 
Japanese  cherry  tree,  forms  colourless  bitter 
needles,  and  yields  glucose  and  sakuranetin 
CicHj^Os,  m.p.  150°  on  hydrolysis.  It  is 
physiologically  inert.  Sakuranetin  contains  one 
methoxvl  group,  absorbs  bromine,  and  yields 
phloroglucinol,  acetic,  and  j^-hydroxybenzoic 
acids  when  fused  with  potash  (Asahina.  Arch. 
Pharm.  1908,  246,  269). 

SaUcln  CiaHj^O,,  m.p.  201°,  [a]i>-65°,  is  the 
bitter  stuff  of  willow  bark,  and  was  formerly 
used  as  a  remedy  against  fever.  It  is  found  in 
many  but  not  all  Salix  species,  and  besides  the 
bark  it  occurs  also  in  the  leaves  and  female 
flowers.  The  amount  varies  according  to  the 
time  of  year.  It  occurs  also  in  poplars  and  in  the 
flower  buds  of  meadow-sweet,  SpircBoi  Ulmaria 
(Linn.).  It  crystallises  in  needles,  plates,  or 
rhombic  prisms.  It  dissolves  in  about  30  parts 
of  cold  water,  easily  in  hot  water.  The  solutions 
taste  bitter  and  are  l»vo-rotatory.  It  dis- 
solves in  concentrated  sulphuric  acid  with  an 
intense  red  coloratibn :  this  i^  the  so-called 
*  rutilin  *  reaction.  Emulsin  readily  hydrolyses 
it  to  glucose  and  saligenin  (o-hvdroxybei&y) 
alcohol).  It  is  also  hydrolysed  by  a  specific 
enzyme  salicase  present  in  willow  leaves  and 
twigs. 

Benzoyl  salicin  is  the  natural  glucoside 
papulin.  Mild  oxidation  with  dilute  nitric  acid 
converts  the  primary  alcohol  group  of  salicin 
into  aldehyde,  forming  hdicin  CuH^Ot  ;  e.g. 

C,H4(0C.H„0,)CH0.  . 
This  forms  bunches  of  slender  needles,  m.p.  174°. 
Emulsin  hydroljrses  it  to  glucose  and  salicyl- 
aldehyde.  Helicin  was  synthesised  by  Michael 
by  the  interaction  of  acetochloroglucose  and 
potassium  salicylaldehyde. 

SaUnlgrln  CiaHj.O,,  m.p.  196°,  [a]^  -87-3°, 
found  onlv  in  S<dix  discolor  (Muhl.)  (Jowett  and 
Potter,  Pharm.  J.  Aug.  16,  1902),  is  the  gluco- 
side of  m- hydroxy benzaldehyde,  an  isomende  of 
helicin.    It  gives  no  colour  with  sulphuric  acid. 

SambunigrinCi4H„OgN,m.p.l61°,[a]D-76°, 
is  present  in  the  leaves  of  the  elder,  Sawbuctia 
nigra  (Linn.).  It  is  isomeric  with  amvgdonitrile 
glucoside,  although,  like  this,  it  is  hydrolysed 
by  emulsin,  the  products  being  glucose  and 
2-mandelonitrile,  i.e.  the  nitrile  of  <f-mandelic 
acid  (Bourquelot  and  DaYijou,  Compt.  rend.  1905, 
141,  69,  598). 

Saponins  CnH^n.^Oio  are  a  class  of  closely 
analogous  glucosides,  very  widely  distributed  in 
plants,  having  the  property  of  dissolving  in 
water,  giving  clear  solutions  which  froth  strongly 
on  agitation,  form  emulsions  with  oils  and 
resinous  substances,  and  prevent  the  deposition 
of  finely  divided  precipitates.  They  nave  a 
bitter  acrid  taste,  and  the  dust  is  veiy  irritating 
and  sternutatory;  they  are  colloids  and  not 
dialysable.  The  more  poisonous  are  distin- 
guished as  sapotoxins.  They  are  hjrdroljTBed 
by  dilute  acids  to  glucose,  galactose,  and  active 
substances  termecf  sapogenins :  the  different 
saponins  give  different  proportions  of  sapogenin 
and  sugar. 

The  sapogenins  from  many  saponins,  such 
as  Oitai<Kum,  Saponarittf  Senegm,  and  DigiUmin 


saponins,  have  been  distilled  with  zinc  dust  in 
an  atmosphere  of  hydrogen,  and  found  to  yield 
a  mixture  of  terpenes  including  sesquiterpenes 
(van  der  Haar,  Arch.  Pharm.  1913,  251,  217). 

Saponins  are  prepared  by  extraction  with 
water  and  precipitation  with  neutral  lead 
acetate,  if  acid  saponins  are  present :  basic  lead 
acetate  is  then  added  to  the  filtrate  to  precipi- 
tate the  neutral  saponins.  The  precipitates  are 
decomposed  and  tne  saponin  solutions  evapo- 
rated, the  residue  being  purified  by  solution  in 
chloroform  and  precipitation  bv  ether.  For 
further  purification,  the  saponin  is  precipitated 
by  barium  hydroxide,  and  the  barium  compound 
decomposed  by  carbon  dioxide. 

Saponins  'form  double  compounds  with 
cholesterol  {v.  DigiUmin),  The  best-known 
saponins  are : 

QuiUaic  acid  Gi^K^J^iq,  the  acid  glucoside 
obtained  from  the  bark  of  QuiUaja  Saponaria 
(Molina),  is  a  constituent  of  commercial  saponin. 
The  pure  glucoside  is  non-poisonous :  it  forms 
white  flakes,  which  become  red  on  treatment 
with  strong  sulphuric  acid. 

QuiUaia  sapotoxin  CifHt«Oio,  derived  from 
the  same  source,  is  a  colourless  amorphous 
powder  possessing  poisonous  properties. 

Sapwvbrin  {Cii&w^xa)^,  the  sapotoxin  from 
the  root  of  the  soapwort,  Saponaria  officinalis 
(Linn.),  has  [a]])  —54°.  It  yields  a  series  of 
sapogenins  on  hydrolysis,  each  giving  up  a 
further  molecule  of  sugar  as  the  treatment  with 
dilute  acid  is  continued.  The  final  product  has 
the  formula  CiiHsgO,. 

Levant  aapoUxtin  (Oi'iB.^fi^fitlX.fi)^,  from  the 
root  of  Qypsophila  i4rrotf<»» "(Guss.)  or  O.  panicu- 
lata  (Linn.),  is  very  similar  to  saporubrin.  On 
hydrolysis,  4  mols.  sugar  (56  p.c),  probably  a 
mixture  of  glucose  and  galactose,  and  a  sapogenin 
CioH^Og  (23  p.c),  are  formed. 

Agrostemma  sapoloxin  (Ci7H,,Oxo)s»  from  the 
corncockle.  Lychnis  I  AgroHemma)CHihago  (Scop.), 
is  a  yellowish-white  amorphous  powder  yielding 
4  mols.  sugar  and  a  sapocenin  CioHieO*  on 
hydrolysis.  It  is  absorbed  oy  both  the  suDcu- 
taneous  tissue  and  the  intestines,  and  is  there- 
fore a  dangerous  poison. 

PariUin  G^fi^fiif^,  one  of  the  saponin 
glucosides  of  sarsaparilla,  the  dried  root  of 
various  smilax  species,  has  m.p.  177°,  [o]p  —42°. 
It  is  hydrolysed  to  a  mixture  of  two  sugars  and 
parigenin  CjgH^gO*.  The  other  glucosides  of 
sarsaparilla  are  smilasaponin  (C2oH,|Oio)s  And 
sarasaponin  (C2tH,,Oio)i2>  °^-P*  ^^^''• 

Sarsaparilla  saponin^  from  Smilax  onuff/t 
(Hooker),  contains  a  phytosterolin,  crystalline 
needles,  m.p.  280°,  CssHtcOg,  and  hydrolysing 
to  glucose  and  sitasterd;  and  sarsasawmin 
C44H7tO,o,7Aq,  crystals,  m.p.  248°.  The  latter 
yields  on  hydrolysis  3  mols.  of  glucose  and  1  mol. 
of  sarsasapogenin  C,gH4iO,(OH),llAq,  m.p. 
183°,[a]D-60°. 

The  smilacin  or  smilasaponin  of  v.  Schulz  is 
not  a  homogeneous  substance  (Power  and 
Salway,  Chem.  Soc.  Trans.  1914, 105,  201). 

CatUophyUosaponin  C^HiotOiy,  m.p.  250°- 
260°,  [alp +32°,  is  a  crysteJline  saponin  found  in 
CauhphyUum  thalictroides  (I^nn.),  which  yields 
2  mols.  {-arabinose  and  1  mol.  caulovhyUosapo- 
genin  05.11^,0,(011),  (Power  and  Salway, 
Chem.  Soc.  Trans.  1913, 103,  191). 
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Cavloaaponin  CgAJJi,,  m.p.  260''-266'',  is 
a  crystalline  saponin  tonnd  in  CatUophyUum 
ihaUdroides,  andgives  2  mols.  glucose  and  1  mol. 
Cavlowpogenin  C^^Jl^^OtiOK)^  upon  hydrolysis 
(Power  and  Salway,  Chem.  Soc.  Trans.  1913, 
103,  191). 

DigitoMponin  is  a  colourless  amorphous 
substance  present  with  gitalin  in  Di^iialis 
leaves,  wlilch  gives  digitoaofogenin  and  a  pentose 
on  hydrolysis  (Kraft,  Arch.  Pharm.  1912,  250, 
1 18).  It  is  apparently  identical  with  Schmiede- 
bnrff*s  digitonin. 

Hederins,  The  following  saponins  have  been 
isolated  from  ivy  {Hedera  mUx)  :— - 

a-Hederin  04tHg«0|i  (T),  crystalline  needles, 
m.p.  266^-257^,  insoluble  in  water,  and  giving 
on  hydrolysis  arabinoee,  rhamnoee,  and  a- 
hederogenin  CjiHsoO^,  a  dihydroxylactone 
meltinff  at  325°-326° ; 

p-Sederin,  a  crystalline  saponin  insoluble  in 
water; 

y-Hederin,  an  amorphous  saponin  insoluble 
in  water ;  and 

A-Hederina,  a  mixture  of  saponins  soluble  in 
water  (van  der  Haar,  Biochem.  Zeitsch.  1916, 
76,  335). 

Polpadasaponins,  from  '  Pclyaciaa  nodoaa, 
are  white  amorphous  products,  carbonising  at 
about  325"". 

On  hydrolysis  with  5  p.c.  sulphuric  acid, 
equimolecular  amounts  of  arabinose,  glucose, 
and  a  aa/pogenin  O^Jl^fi^^  are  producMl ;  the 
latter  forms  rhombic  crystals,  m.p.  324°,  and 
is  a  saturated  lactone,  but  contains  no  carboxvl, 
hydroxvl,  methoxyl,  or  ethoxvl  groups  (van  der 
Maar,  Biochem.  Zeitsch.  1916*  76,  335). 

Proaapogenin,  from  Oypaaphita  saponin  and 
dilute  sulphuric  acid,  melts  at  207°,  and  with 
2  p.c.  sulphuric  acid  under  pressure  gives  a 
sapogenin  C.4H,40(,  m.p.  267°,  a  monobasic 
ketonio  acid  (Rosenthafer  and  Strom,  Arch. 
Pharm.  1912,  250,  290). 

Saponarin  from  Saponaria  officinalis.  The 
aqueous  solution  of  the  crvstalline  saponin 
is  not  coloured  by  iodine,  but  the  colloidal 
aqueous  solution  gives  a  blue  adsorption 
compound  with  this  reagent  (Baiter  and  Field, 
Ghem.  Soc.  Trans.  1912, 101,  1394f. 

Saponin  from  Sapindtis  Makurosi,  an  amor- 
phous white  powder,  [alp+13°,  hydrolysing  to 
<2-arabino8e  and  a  cr^talline  sapogenin,  m.p. 
319°  (Asahina  and  Shimidzu,  J.  Pharm.  Cbim. 
1916,  [vii.]  14,  188). 

Saponin  from  Styrax  japonica,  a  crystalline 
Qd[cium  salt,  m.p.  254°-257°.  Treatment  with 
0*5  p.c.  hydrochloric  acid  gives  the  free  saponin, 
jegosaponin  CwH^oOj,,  ni.p.  238°,  [a]D-39°. 
This  hydrolyses  to  glucose,  glycuronic  and  tiglic 
acids,  and  a  mixture  of  sapogenins  {a-  O^^H^fi^, 
m.p.  150°,  and  B-  Cj.Hj.O,.  m.p.  226°-228°) 
(Asahina  and  Momoya,  Arch.  Pharm.  1914, 
252,  56). 

Saponin  from  Ttuxa  angustifolia  (root-stock) 
CscHfgOto,  gives  galactose  on  hvdrolysis  (Vie- 
hoever,  (Jhemo£f,  and  Johns,  J.  BioL  Chem. 
1916,  24). 

Saponin  from  Yucca  radiosa  (root-stem) 
CstHuO^o,  gives  glucose  or  mannose  on  hydro- 
lysis (Jolms,  Qeiger,  and  Viehoever,  J.  Biol. 
(5hem.  1916,  24). 

SeopoUn  Ct,H,,Ox4,2Aq,  m.p.  218°,  occurs  in 
ScopoUa  japonica  (Maxim.)  and  S.  camiolica 


(Jaoq.).  It  is  hydrolysed  to  glucose  (2  mols.) 
and  scopoletin,  which  is  identical  with  assculin 
methyl  ether  (Eykman,  Bee.  trav.  chim.  1884, 
3,  177). 

Serotin  C,iH,«0xs»3A<),  m.p.  245°,  found  in 
the  leaves  of  Prunus  seroitna  (Ehrh.),  commonly 
known  as  the  wild  black  cherry,  crystallises  in 
golden  yellow  leaflets.  It  is  more  soluble  in 
water  and  more  readily  hydrolysed  than  queroi- 
meritrin.  Acids  convert  it  into  glucose  and 
queroitin  (Power  and  Moore,  Chem.  Soc.  Trans. 
1910,  97, 1099). 

SlliattillO,oH4,Oi,N,S,.5Aq,m.p.  138°-140°, 
found  in  white  mustard  Sinapis  aXba  (Linn.), 
ciystaUises  in  faintly  yellow-coloured  needles 
which  are  slightly  soluble  in  cold,  easiiv  soluble  in 
hot  water,  and  UBvo-rotatorv.  It  is  hydrolysed 
by  the  myrosin  present  in  the  seeds  to  glucose, 
sinalbin  mustara  oil  CyHjO'NCS,  and  acid 
sinapin  sulphate  C1CHS4O1N-HSO4.  Sinai>in 
CicUtgOfN  IS  only  known  in  the  form  of  its 
salts,  barium  hydroxide  converts  it  into  choline 
C,H4(0H)N(0H)Me,  and  sinapinic  acid 
C.H,(OH)(OMe),CH  :  CH-CO,H. 
The  alcohol  corresponding  to  this  acid  is  syrin- 
genin  obtaine4  from  the*  glucoside  syringin. 
Sinapin  is  accordingly 

OH 
Meo/NoMe 


OHH 


H :  CH-C00-C,H4NMe,0H. 
Sinalbin  mustard  oil  has  the  composition 
C,H4(0H)-CH,N:CS. 

Sinlgrin  C.oHi40,NS,K,Aq,  m.p.  126°,  is  the 
active  principle  of  black  mustard,  nroMica  nigra 
(Koch).  It  crystallises  in  lustrous  colourless 
needles,  very  soluble  in  water,  sparingly  soluble 
in  cold  alcohol.  It  is  Uevo-rotatory.  Myrosin  or 
a  water  extract  of  the  seeds  hydrolyses  it  to 
glucose,  allylMothiocyanate  and  potassium  hydro- 
sen  sulphate.  Emmsin  is  without  action.  As 
hydrolysis  by  myrosin  proceeds,  the  increasing 
quantity  of  acid  potassium  sulphate  formed 
renders  the  ferment  less  active  and  ultimately 
stops  its  action.  Gadamer  has  proposed  the 
formula.  C,H,N :  C(SC.Hu0j)0(S0aK).  This 
BB  supported  by  Schneider  and  Wrede  (Ber.  1914, 
47,  2225),  who  found  that  the  silver  salt  of 
thioglucose  was  produced  by  treatment  of 
sinigrin  with  potassium  methoxide  followed  by 
the  action  of  ammoniacal  silver  nitrate. 

Skimmln  Ci^HitOg,  m.p.  210°,  occurs  in 
Skimmia  japonica  (Thunb.).  It  crystallises  in 
colourless  needles,  sparingly  soluble  in  water,  and 
dissolves  in  alkalis  with  a  blue  fluorescence. 
Acids  hydrolyse  it  to  glucose  (?)  and  skimmetin 
(C9H4O3),  m.p.  223°,  which  is  perhaps  identical 
with  umbelliferone  (monohydroxycoumarin) 
(Eykman,  Rec.  trav.  chim.  1884,  3,  208). 

Solaeein,  a  nitrogenous  glucoside  occurring 
in  Dulcamara  species,  m.p.  236°-237°,  hydrolyses 
to  solanidine  and  a  sugar  (G.  Masson,  BulL  Sci. 
Pharm.  1912, 19, 283). 

Solanine  (Cg;H4,09N)„H,0,  found  in  5ofa- 
num  sodomcBum,  yidds  on  hydrolysis  galactose, 
a  methylpentose,  and  the  base  solanidine 
CigHjiOM,  the  constitution  of  which  has  not 
been  determined,  except  that  it  is  known  to 
contain  hydroxyl  and  imino  groups. 
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Several  different  glucosides  appear  to  have 
received  the  same  name  (Oddo  and  CeBaris, 
Gazz.  chim.  itol.  1911,  41,  490,  634 ;  1914,  44, 
[ii.]  181),  e.g.  Solanine,  occurring  in  Solanum 
angustifolium,  isolated  by  Tutin  and  CIe.wer 
(Trans.  Ghem.  Soc.  1914,  106,  669) ;  and  Sola- 
nines  O^aHicOisNs.HsO,  occurring  in  Solanum 
•odcmaewnj  which  is  hydiolysed  to  1  mol.  glucose, 
1  mol.  (2-aldomethylpentose,  1  mol.  (2-gfiJactose, 
and  2  mols.  of  solanidine-s  CigH,iON,  a  base 
containing  hydroxyl  and  imino  groups  (Oddo 
and  Osaris,  Gazz.  chim.  ital.  1914,  44,  [ii.jlSl). 

Strophanthln  C4oH„0,„  m.p.  170M72%  is 
obtained  from  the  seeds  of  Sirophanthus  Kombe 
(Oliver)  and  other  species.  It  occurs  as  a  paJe- 
yellow  amorphous  or  a  colourless  microcrystaUine 
powder,  having  ^  intensely  bitter  taste  and  a 
faintly  acid  reaction.  It  is  freely  soluble  in 
water  and  very  poisonous.  With  concentrated 
sulphuric  acid  it  is  coloured  green  or  orange, 
then  red,  and,  on  warming,  dark- brown  and 
finally  green.  Acids  hydrolyse  it  to  strophanti- 
dine  GsrHj^O,,  and  methyl  strophantooioside 
GiiH^fiiQ,  which  is  in  turn  broken  down  to 
rhanmose,  mannose,  and  methyl  alcohol.  Stro- 
phantin  is  sfmilar  to  digitalis  in  its  action  on  the 
heart. 

Syringin  Ci;H„0„lAq,  m.p.  191°,  [alp- 17°. 
is  found  in  the  syrinca,  Stfringa  vulgaris  (IJnn.), 
and  also  in  the  bark  of  lilac  and  privet. 
It  crystallises  in  slender  needles,  gives  a 
reddisn- violet  coloration  with  sulphuric  acid, 
and  is  readily  soluble  in  warm  water.  It 
is  hydroljrsed  by  emulsin  and  by  acids  to 
flrlucose  and  syringenin,  i.e.  dimethoxyconi- 
OH 


feryl  alcohol 


MeO/^  NMeO 


0" 


{see  Komer, 


CH :  CHCHjOH 
Gazz.  chim.  ital.  1888,  18,  209).     . 

Trifolln  C„H„Oii,lAq,  m.p.  260°,  found 
in  the  flowers  of  the  common  red  clover,  Trifo- 
Hum  pratense  (Linn.),  forms  slender  pale-yellow 
needles.  It  gives  intense  yellow  solutions  with 
alkalis,  gives  a  yellow  solution  which  develops 
a  green  fluorescence  in  concentrated  sulphuric 
acid.  It  is  hydrolysed  by  acids  to  rhamnose 
and  trifolitin  CnHjoO,,  a  yellow  colouring 
master  (Power  and  Salway,  Chem.  Soc.  Trans. 
1910,  97,  231). 

Tnrpethbi  C,4HmOh,  m.p.  149°,  from  the 
dried  sap  or  root  of  Ipomoea  Turp^sthum  (R.  Br.), 
is  very  similar  to  jalapin,  but  differs  in  being 
insoluble  in  ether.  It  is  an  amorphous  powder. 
Acids  hydrolyse  it  to  glucose  (3  mols.),  turpethol 
CieHjoOj,  i<obutyric^  acid,  and  a  viscid  acid, 
CisHssOs  {^ee  Spiigatis,  Annalen,  1866,  139,  41 ; 
and  Kromer,  (Jhem.  Soc.  Abstr.  1893,  i.  482). 
Vototek  and  Kastner  (Chem.  Soc.  Abstr.  1907, 
i.  330)  have  isolated  two  other  glucosides,  a-  and 
/3-tarpethein  from  /.  turpethum.  The  a-iso- 
mericfe  gives  rhamnose,  the  j3-isomeride  rhodeose, 
and  glucose  when  hydrolysed. 

incianin  C„H„OioN,  m.p.  160°,  [a]i>-20°, 
occurs  in  the  seeds  of  Vicia  angusiijolia  (Ber- 
trand  and  Weisweiler,  Compt.  rend.  1908,  147, 
262 ;  1910,  161,  326,  884).  It  is  hydrolysed 
by  an  enzyme  present  in  many  Vicia  species 
to  (2-mandelonitrile  and  a  Cn  disaccharide 
(vicianose),  which  is  composed  of  glucose  and 
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arabinose.  Vicianin  therefore  represents  an 
amygdalin  in  which  arabinose  is  substituted  for 
glucose. 

Vlolaquercltrin  v.  Rutin, 

Xanthorhamnin  C,4H«302o  is  found  in  the 
fruits  of  Rhamnus  infectoria  (Linn.),  Sh.  tinctoria 
(Wald.  and  Kit.),  and  in  various  parts  of  other 
species  of  Ehamnus.  It  crystallises  from  alcohol 
in  golden-yellow  microscopic  needles,  is  readily 
soluble  in  water  and  dissolves  in  alkalis  with 
a  yellow  coloration.  It  is  hydrolysed  by  an 
enzyme  rhamninase  to  a  trisaccharide  (rham- 
ninose)  and  rhamnetin  CjeHi^O;.  Rhamninoso 
is  further  hydrolysed  by  acids  to  rhamnose  (2 
mols.)  and  galactose.  Rhamnetin  is  quercitin 
monomethyl  ether 

HO\r,       /OCC,H,(OH), 
CH.9-^*^'\C0-C(0H) 

(see  Tanret,  Compt.  rend.  1899,  129,  726). 

E.  F.  A. 

GLUCURONIC  ACID  v  Cabbohydbates. 

GLUE  AND  GLUE  TESTING.  The  term 
glue  comprises  preparations  obtained  by  the 
action  of  water  from  certain  portions  of  animals 
and  fishes,  which  have  the  power  of  gelatinising 
in  aqueous  solution  and  orying  up  to  a  hard 
strongly  adhesive  layer. 

Other  preparations  which  possess  this  ad; 
hesive  property  are  also  loosely  termed  glues'; 
e,g.  marine  glue,  a  resinous  composition  ;  gluten 
and  casein  glues,  mineral  and  vegetable  glues, 
&c.,  but,  strictly  speaking,  they  have  no  claim 
to  that  name,  as  they  contain  no  gelatin. 

The  term  gelatin  is  applied  to  glues  made 
from  specially  selected  stock,  and  so  gelatin 
may  be  considered  a  purer  form  of  glue. 

Glue  or  gelatin  is  probably  not  contained 
as  such  in  the  animal,  but  is  the  product  of  the 
hydrolysis  of  various  nitrogenous  tissues, 
brouffht  about  by  boiling  with  water. 

These  tissues  have  b^n  classed  as  follows  : — 

(1)  Ossein,  of  bones  and  skin,  Chondrigen,  of 
cartilage  ;  Isinglass,  from  the  bladders  of  fish  ; 
these  are  classed  under  the  general  name  of 
CoUagens, 

(2)  Elastin,  from  certain  ligaments. 

(3)  Chitin,  from  beetles,  locusts,  shrimps, 
crabs,  &c.  It  can  be  converted  into  a  gelatinous 
form  by  treatment  with  acids,  but  is  of  no 
utility. 

(4)  Keratin,  from  hair,  horns,  hoofs,  and 
feathers.  These  yield  products  which  have 
little  power  of  gelatinisiiig,  and  are  not  used  in 
the  glue  manufacture. 

For  convenience  the  products  obtained  from 
collagens  by  the  action  of  water  may  be  classed 
into  Glutin  and  Chondrin,  the  properties  of 
which  will  be  described  later. 

Manufacture.^a)  Bone  glue.  For  this  pur- 
pose, bones  of  all  kinds  are  used,  and  vary, 
therefore,  so  much  in  composition  that  it  is 
useless  to  give  any  detailed  analysis.  In 
addition  to  calcium  phosphate  and  carbonate, 
the  main  ingredients  of  tne  ash,  they  contain 
fat  and  gelatin-forming  substances,  ossein  and 
chondrin.  Before  the  gelatin  can  be  obtained, 
it  is  necessary  to  remove  the  fat  of  which  fresh 
bones  such  as  ribs,  heads,  shoulder  blades, 
contain  from  12  to  13  p.c. ,  while  large  thigh  bones 
may  contain  17  to  18  p.c.    Marine  store  bones, 

^  s 
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such  BS  have  boen  used  for  soup,  Indian  and 
South  American  bones  rarely  contain  more  than 
12  p.c.  of  fat. 

There  are  in  use  three  chief  methods  of 
extracting  the  fat : — 

(1)  By  simply  heating  the  bones  in  a  tank 
provided  with  a  steam  coil ;  (2)  by  heating  with 
steam  in  a  digestor  under  pressure  ;  (3)  extrac- 
tion of  the  fat  by  volatile  solvents. 

By  the  first  oi  these  procesBes,  the  yield  is  only 
about  10  p.c,  by  the  second  up  to  12  p.c.,  whilst 
by  the  third  almost  all  the  fat  can  be  obtained. 

The  solvent  extraction  process  is  the  one 
now  used  in  most  modem  factories.  The 
solvents  are  mainly  those  portions  of  Scotch 
shale  naphtha  or  American  or  Russian  petroleum 
boiling  from  93^^  to  105°,  and  coal-tar  naphtha 
of  similar  boiling  -  point.  In  this  country, 
Scotch  shale  naphtha,  boiling  between  100°  and 
115°,  is  usually  employed.  A  modem  extracting 
plant  consists  of,  say,  6  cylindrical  vertical 
boilers  of  a  capacity  of  5  tons  of  bones,  worked 
in  sets  of  three,  one  lot  extracting  while  the  other 
set  is  being  emptied.  As  the  bones  are  delivered 
at  the  works,  they  are  sorted  and  then  crushed 
in  a  mill  and  filled  into  the  extractors,  which  are 
provided  with  perforated  false  bottoms,  under 
which  are  placed  wet  and  dry  steam  coils.  At 
the  top  of  each  is  a  pipe  for  conveying  off  the 
vapour  of  the  solvent  to  a  set  of  condensers 
usually  placed  outside  the  building.  When  the 
extractors  have  been  filled  and  the  manholes 
closed,  the  solvent  is  run  in  and  heat  applied 
by  the  dry  coils  until  the  solvent  begins 
to  distil  over,  carrying  with  it  the  moisture 
present  in  the  bones.  When  it  begins  to  pass 
over  free  from  moisture,  the  dry  coils  are  shut 
off,  and  the  first  charge  of  the  extracted  fat  run 
off  from  below  the  bones  into  the  mnnt-jus  or 
*  distiller.'  This  operation  is  repeated  three  or 
four  times,  when  the  bones  are  free  from 
fat,  but  retain  a  considerable  amount  of  the 
solvent,  which  is  blown  over  by  high-pressure 
steam  from  the  wet  coils  into  the  con- 
denser. The  whole  operation  takes  about  12 
hours.  The  bones  are  then  raked  out  through 
the  lower  manhole  and  conveyed  to  the  cleanser. 
When  dry,  they  should  be  free  from  smell,  and 
contain  not  more  than  1  p.c.  of  fat.  The  fat 
held  in  solution  in  the  solvent  is  then  heated  in 
the  distiller  to  expel  the  solvent  which  is  con- 
densed and  used  again.  The  fat  is  freed  from 
dirt  by  heating  with  hot  water  and  settling, 
and  is  theif  run  into  barrels.  It  contains  about 
98  p.c.  of  pure  fat  and  is  used  in  soap,  candle, 
glycerol,  and  in  the  case  of  fresh  bones  for 
mazarine  making. 

The  cleansing  of  the  bones  is  done  by  passing 
them  through  a  rotating  cylindrical  wire  gauze 
sifter,  and  they  are  then  ready  for  the  boiling 
operation. 

The  extraction  or  '  cooking  *  is  carried  out  in 
one  of  two  ways  :  (1)  By  the  alternate  action 
of  steam  and  water  playing  on  the  bones 
contained  in  a  large  iron  boiler  of  from  3  to  5 
tons  capacity.  As  this  method  yields  weak 
glue  solutions,  costly  to  concentrate,  modem 
manufacturers  prefer  the  second  plan  (2)  i.e.  to 
'  oook  '  in  autoclaves  under,  say,  15  lbs.  steam 
pressure,  reduced  later  to  4  to  5  lbs.,  this  being 
done  to  allow  the  glue  contained  in  the  interior 
of  the  bones  to  exude,  so  that  it  may  be  washed 


down  by  the  spray  of  water.  This  action  is 
repeated  until  the  solution  contains  about  20  p.c. 
of  glue. 

The  glue  liq.uors  are  then  clarified  by  standing 
in  tanks,  kept  warm  by  steam  coils,  when  the 
dirt  settles,  and  any  grease  rising  is  skimmed 
off.  To  assist  in  the  clarification,  many  sub- 
stances have  been  suggested,  such  as  blood, 
basic  lead  acetate,  milk  of  lime,  sodium  phos- 
phate, oxalic  acid,  albumen,  but  they  are  rarely 
used,  as  |  p.c.  of  potash  alum  fulfils  the  purpose 
better  than  any  of  them.  After  adding  the 
dissolved  alum,  the  whole  mass  is  agitated  and 
heated  to  80°,  and  then  strained  through  fine 
wire  gauze  or  canvas. 

The  glue  solution,  thus  clarified,  is  then 
introduced  into  the  concentrators,  where  excess 
of  water  is  removed  under  reduced  pressure,  so 
as  to  avoid  injury  to  the  glue  by  heating  to  too 
high  a  temperature. 

The  principle  of  these  concentrators  is  that 
of  the  vacuum  pan,  and  the  Yaryan  type  is  one 
of  the  most  modern  forms. 

This  consists  of  an  iron  vessel,  globular  or 
cylindrical  in  shape,  steam  jacketed  and  pro- 
vided internally  with  steam  coils  immersed  in 
the  glue  solution.  The  dome,  which  is  provided 
with  baffle  plates,  is  connected  with  a  vacuum 
pump  and  condenser.  In  order  to  save  fuel, 
the  steam  from  the  glue  of  one  pan  is  led  on 
the  multiple-effect  principle,  into  the  coils  and 
jacket  of  another,  and  so  on  to  a  third.  (T. 
Evaporation.) 

After  concentration,  the  glue  liquors,  before 
settling,  are  usually  bleached  by  the  action  of 
sulphur  dioxide,  produced  in  any  suitable  way, 
which  is  led  through  the  liquors  by  perforated 
pipes  while  they  are  contained  in  lead-lined 
tanks  and  kept  liquid  by  steam  coils.  When 
the  required  shade  has  been  reached,  the  liquors 
are  ready  for  jellying,  and  are  run  out  into 

Salvanised  iron  troughs,  2  feet  x  0  inches,  to  the 
epth  of  5  inches,  and  allowed  to  cool.  When 
set,  the  mass  is  removed  and  cut  by  a  'wire 
knife  *  into  sheets  of  suitable  thickness.  Or  the 
trouglis  may  be  dispensed  with  and  the  liquid 
jellied  on  water-cooled  glass  slabs  placed  in 
rows  on  tables. 

The  drying  operation,  which  follows,  is  one 
of  the  most  important  parts  of  the  manufacture 
pf  glue.  Since  the  jelly  melts  at  a  temperature 
of  about  25°  in  summer,  the  air  entering  the 
drying  rooms  must  be  cooled,  while  in  winter 
it  is  usually  so  charged  with  moisture  that, 
in  order  to  effect  Any  desiccation  of  the  jelly 
it  must  be  warmed.  These  operations  are 
carried  out  by  suitable  refrigerators  and  steam 
pipes. 

The  cakes  of  glue  are  placed  on  frames 
covered  with  nets,  which  may  be  of  cotton  or 
wire.  These  are  supported  on  suitable  trollies 
and  placed  in  chamoers  through  which  air,  of 
the  proper  temperature  and  humidity,  as  indi> 
cated  by  wet-and-dry  bulb  thermometers,  is 
circulated  by  fans.  In  4  or  5  days,  the  cakes 
are  removed  from  the  racks  and  packed ;  they 
then  contain  10  to  13  p.c.  of  water. 

Osseine  is  a  French  preparation  obtained  by 
treating  the  fat-freed  bones  with  dilute  mineral 
acids,  when  the  phosphates  and  other  soluble 
salts  are  removed.      ,y,L,^cu  uy  ^ 

The   residue   consists    of   the   glue-forming 
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ingredients  of  the  bonos,  and  may  bo  made  into 
^lue  by  treatment  with  water  under  heat,  but 
in  the  writer's  experience,  the  change  is  very 
slow,  and  the  preparation,  although  useful  to  the 
manufacturer  of  glue,  is  not  to  bo  recommended 
to  the  ordinary  consumer  of  size. 

Hide  or  SMn  glue.  While  the  epidermis  of 
the  hide  yields  little  or  no  glue,  the  coriunit  or 
inner  skin,  consisting  mainly  of  connective 
tissue,  gives  a  good  percentage  on  treatment  with 
hot  water. 

The  raw  materials  for  skin  glue  are  the 
various  clippings  of  hides,  the  ears  and  tails  of 
oxen  and  sheep,  rabbit  and  hare  skins,  old 
parchment,  old  gloves,  pigs'  skins,  and  all  waste 
leather  which  has  not  been  tanned. 

The  first  process  in  the  manufacture  of  glue 
from  these  is  to  subject  them  to  the  action  of 
milk  of  lime  in  shallow  pans  or  pits  for  several 
days,  the  skins  being  constantly  stirred  with 
forks. 

These  operations  loosen  the  hair.  From  the 
pits,  the  skins  are  taken  to  the  unhairing  room, 
where  the  still  adhering  hair  is  scraped  off  by  a 
blunt  knife,  and  any  fleshy  parts,  &c.,  removed. 
The  hair  thus  obtained  finds  use  in  plastering 
work  and  felt  making,  &c. 

Tanned  leather  cannot  be  used,  but  tannery 
waste  trimmings,  after  the  liming  or  depilatory 
process,  form  the  raw  material  for  good  glue. 

In  modem  practice,  besides  milk  of  lime, 
other  substances,  such  as  sodium  sulphide,  soda, 
and  a  mixture  of  soda  and  lime  are  used.  The 
first  is  said  to  be  good,  but  in  presence  of  iron 
causes  blackening  of  the  hides. 

After  liming,  the  skins,  when  firm  and  free 
from  greasy  feel,  are  washed,  first  with  water, 
then  with  dilute  hydrochloric  acid,  and  finally 
again  with  water!  The  excess  of  water  is 
removed  from  the  wet  stock  by  drying  and 
pressing. 

The  dried  material  is  then  heated,  enclosed 
in  sacks  in  a  boiler  with  water  until  the  liquors 
contain  about  32  p.c.  of  glue.  It  may  then  be 
run  in  a  Yaryan  concentrator,  or  direct  into 
coolers,  or  on  to  glass  slabs  for  jellying  and 
cutting  and  dried  as  before. 

Flsn  glue.  The  raw  materials  for  this  are 
chiefly  the  skins  (especially  those  of  soles  and 
plaice),  the  bladders  of  various  fish  and  all 
varieties  of  fish  offal.  These  yield,  by  processes 
similar  to  the  above,  a  very  adhesive  but  evil- 
smelling  glue,  which  it  is  said  may  be  deo- 
dorised by  treatment  with  1  p.c.  of  sodium 
phosphate  and  0'25  p.c.  of  saccharine  (Lambert). 

Tfflnglfrlff  is  a  valuable  product  obtained 
from  the  swimming  bladders  of  various  fish,  of 
which  the  stureeon  of  the  Volga  yields  the  best 
quality,  but  Brazilian,  Penang,  Indian,  and 
Hudson*s  Bay  isinglass  are  also  on  the  market. 
It  arrives  in  this  country  either  as  the  unopened 
bladders,  known  as  pipe  i«inglass,  or  as  purse, 
lump,  or  leaf.  In  preparinc  the  last  two,  the 
blaculers  are  cleansea  by  washing  with  hot  water, 
and  then  cut  open  and  dried. 

Before  solution  in  water,  the  crude  isinglass 
is  moistenecl,  cut  into  strips,  rolled  out  into 
ribbons  and  dried.  When  dry  they  are  shredded 
by  suitable  machines.  Isinglass  is  mainly  used 
in  clarifying  wines,  ciders,  and  beers,  by  the 
cook  for  making  jellies,  and  in  the  preparation  of 
plasters. 


Glue  size  may  be  considered  as  a  by-product, 
since  it  usually  consists  of  the  crude  glue  liquors 
which  are  the  product  of  the  third  or  fourth 
extraction  of  the  raw  material,  which,  if  dried, 
would  yield  a  glue  of  inferior  quality.  In  small 
works  and  in  some  factories,  where  size  is  used, 
it  is  often  made  direct  from  bones  or  such  leather 
waste  as  *  pickers  *  by  treatment  with  lime, 
heating  and  straining. 

Size  is  usually  treated  with  sulphur  dioxide 
to  improve  its  colour  and  its  keeping  power. 
Zinc  sulphate  or  boracic  acid  is  often  added 
as  a  preservative,  and  when  sold  it  usually 
contains  about  from  25  to  38  p.c.  of  glue. 

Coneentrated  size  consists  ol  ground  glue,  such 
cakes  as  are  off  shade  and  quality  being  used. 

Coloured  or  Opaque  glues  are  made  by  the 
addition  of  a  small  quantity  of  some  pigment 
such  as  finely  ground  chalk  or  whitening. 

Chbhistby  and  Propkbties  of  Glue. 

The  products  yielded  by  the  hydrolysis  of 
collagens  may  be  divided  into  three  groups  : 

(I)  Glutin  (gelatin).  This  is  a  colourless, 
yellowish,  transparent,  odourless,  and  tasteless 
body.    It  has  the  following  composition : — 

GELATIKf^  FBOM  CONNECnVB  TiSSUB. 

(Chittenden,  1908.) 

1  2 

Carbon   ....     5012        60-00 
Hydrogen        .         .         .6*68  6  52 

Nitrogen  .         .         .     1784        17-88 

Sulphur  .         .         .       0-32  0-23 

Oxygen  ....     2610        25-36 
Ash        ...         .       0-32  0-36 

The  quantity  of  sulphur  varies  considerably, 
and  appears  to  be  largely  a  constituent  of  the  ash, 
which,  in  commercial  glue,  is  often  as  high  as 
1-76  p.c.  By  precipitation  with  alcohol  from 
aqueous  solution,  gelatin  may  be  obtain^ 
almost  ash-  and  sulphur-free.  When  immersed 
in  water,  glutin,  while  insoluble  in  the  cold, 
swells  up  and  greatly  increases  (6  or  6  times)  in 
weight.  It  dissolves  in  hot  water,  and  the 
solution,  on  cooling,  sets  to  a  jelly.  Prolonged 
heatif^g  with  water  lessens  its  gelatinising  power. 
Solutions  of  glutin  on  exposure  to  air  rapidly 
putrefy,  evolving,  among  other  products,  am- 
monia. It  is  insoluble  in  ether  and  alcohol,  but 
soluble  in  glacial  acetic  acid  (such  solutions 
being  made  use  of  in  the  familiar  *  Diamond 
cement '  and  '  Seccotine  ').  Solutions  of  glutin 
are  not  precipitated  by  gold,  silver,  or  copper 
salts,  but  the  two  former  are  reduced  to  the 
metallic  state  on  heating.  Platinum  salts  give 
brown  precipitates  and  form  a  delicate  test  for 
glutin.  The  various  tannic  acids  precipitate 
glutin,  with  the  production  of  leather-like  sub- 
stances. .  This  precipitate  is  insoluble  in  organic 
solvents,  such  as  ether  and  alcohol,  but  soluble 
in  warm  alkalis.  Iron,  aluminium,  potassium, 
and  lead  salts  cause  no  precipitate,  but  mercuric 
chloride  renders  its  solution  turbid.  Chromium 
salts,  especially  potassium  dichromate  and 
chrome  alum,  have  the  power  of  rendering 
gelatin  insoluble  in  water  after  exposure  to 
light,  which  property  is  made  use  of  in  photo- 
graphy and  other  industries. 

Dry  distillation  of  glutin  yields  water  and  a 
dark  thick  oil,  similar  to  Dippel's  oil,  containing 
pyridene    bases,    aniline,  &c.     Formaldehyde, 
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when  added  to  a  glutin  solution,  solidifies  it  and 
renders  it  no  loneor  soluble  even  in  hot  water. 
8  p.c.  of  formaldehyde  on  the  dry  clue  gives 
maximum  effect.  This  property  has  been 
utilised  in  waterproofing  and  in  the  production 
of  Vandura  silk. 

(2)  Chondrin.  This  homy  substance,  very 
similar  to  glutin,  is  contained  in  most  glues,  but 
differs  in  being  precipitated  from  its  solutions 
by  nearly  all  acids,  though  usually  soluble  in 
excess.  Many  salts,  such  as  alum,  lead  acetate, 
and  iron  salts,  also  precipitate  it.  Its  composi- 
tion is  given  as  : 

Carbon 49  92 

Hydrogen        .         .         .         .  6*76 

Nitrogen          ....  I5*fi5 

Oxygen 27*67 

Its  gelatinising  and  adhesive  powers  are 
weaker  than  those  of  glutin. 

(3)  Muein.  This  name  covers  a  number  of 
bodies  which  are  usually  removed  in  the  liming 
operation.  If  left  in  the  glue,  they  give  rise  to 
'foaming,'  and  have  little  or  no  adhesive 
property. 

Uses  o/  glue. — A  great  variety  of  industries 
emplov  glue  in  some  form  or  other.  It  is  em- 
ployed in  sizing  textiles,  papers,  walls,  canvas, 
&c.  It  is  also  largely  employed  in  joiners' 
work,  veneering,  box  making,  the  making  of 
matches,  &c. 

Mixed  with  glycerin,  treacle,  or  glucose,  it 
forms  the  compositions  used  as  substitutes  for 
rubber  and  for  printing  rollers,  stamps,  &c. 
Mixed  with  treacle  or  glycerin,  it  is  employed 
in  making  the  familiar  '  jellygraph.* 

It  is  also  used  in  photography,  and  as  gelatin 
it  forms  part  of  the  raw  materials  of  cookery. 

Gluk  Testino. 

The  testing  of  glue  has  relation  to  the 
properties  required  for  the  particular  purpose 
to  which  the  glue  is  to  be  put.  General  re- 
quirements are  tenacity,  adhesiveness,  and 
keeping  power. 

Chemleal  tests.  (1)  Moisture  determinaiion. 
— ^The  sample  of  glue  is  reduced  to  shavings  by 
means  of  a  '  spoke -shave/  and  these  are  ground 
to  powder  in  a  mortar.  Five  grams  are  weighed 
out  on  to  a  clock-glass  and  dried,  first  in  the 
water-oven  and  then  in  a  toluene  bath  to  constant 
weight.  Glues  in  this  way  yield  12  to  18  p.c. 
of  moisture.  A  very  low  result  is  not  desiraole, 
as  it  shows  the  glue  has  been  over-dried  and  has 
little  tenacity,  while  a  high  result  throws  doubts 
on  its  keeping  quality. 

(2)  Agfi. — A  portion  of  the  glue  is  incinerated 
in  a  platinum  crucible,  and  the  ash  weighed. 
That  from  bone  glue  fuses  and  gives,  when 
taken  up  in  dilute  nitric  acid,  the  phosphoric 
acid  reaction  with  ammonium  molybdate, 
whereas  the  ash  from  hide  glue  does  neither,  and 
is  usually  alkaline  from  the  lime  used  in  the 
preparation.  The  ash  content  of  good  glues 
vanes  from  1  '5  to  3*0  p.c.  Glues  weighted  with 
barytes,  &c.,  and  *  coloured  glues,'  of  course, 
yield  more. 

(3)  Acidity  may  be  determined  directly  by 
titrating  a  measured  quantity  of,  say,  a  10  p.c. 
solution  with  standard  alkali,  using  phenol- 
phthalein  as  indicator.     Should  the  glue  solu- 


tion be  highly  coloured,  as  is  the  case  with  some 
Scotch  glues,  fluorescein  may  be  used  in  its  place. 
The  volatile  acids  of  glue  may  be  determined 
by  dissolving  50  grams  of  the  sample  in  water, 
and  subjecting  the  solution  to  steam  distillation. 
The  steam  and  vapour  are  led  through  a  con- 
denser and  received  in  a  vessel  containing  a 
known  volume  of  standard  alkali.  After  some 
300  c.c.  have  been  condensed,  the  amount  of 
acid  absorbed  by  the  alkali  is  determined  by 
titration.  It  is  expressed  as  H^SO,,  and  a  good 
glue  should  not  yield  more  than  0*2  p.c. 
(Lambert). 

(4)  Fatty  matters  are  determined  by  extract- 
ing 5  grams  of  the  finely  powdered  sample, 
contained  in  a  capsule  in  the  Soxhlet  apparatus 
with  ether. 

(5)  Determination  of  the  gelatin  content  by 
yield  of  nitrogen.  Trotman  and  Hackford 
(J.  Soc.  Chem.  Ind.  1904,  1072)  give  a  procens 
for  the  determination  of  the  gelatin  present  in 
glue.  They  point  out  that  a  direct  determina- 
tion of  nitrogen  by  Kjeldahl's  method  or  soda 
lime  distillation  gives  misleading  results— owing 
to  the  presence  of  peptones,  &c.  (the  decom- 
position products  of  gelatin)  when  it  is  multi- 
plied by  the  factor  5*33.  They  consequently 
precipitate  the  gelatin  with  zinc  sulphate 
crystals,  wash  the  precipitate  with  concentrated 
zinc  sulphate  solution,  and  treat  the  product 
by  the  Kjeldahl  process.  The  amount  of  nitro- 
gen, multiplied  by  5*33,  gives  the  gelatin 
content.  This  method  has  been  criticised  by 
H.  J.  Wilson,  but  it  appears*  to  differentiate 
between  gelatin  and  tne  other  nitrogenous 
ingredients  of  glue. 

Estimation  by  precipitation  with  tannic  acid. 
Standard  solutions  of  pure  gelatin  (10  grams 
per  litre)  and  of  tannic  acid  (10  grams  per  litre) 
are  made.  The  two  are  then  titrated  together 
until  no  further  precipitate  is  produced.  A 
weighed  quantity  of  the  sample  is  then  titrated 
against  the  tannic  acid,  and  thus  its  gelatin 
content  determined. 

Stelling's  method  of  determining  gelatin 
consists  in  precipitating  the  solution  by  90  p.c. 
alcohol,  but  owing  to  the  partial  solubility  of 
gelatin  in  that  menstruum,  Kideal  considers  it 
untnistworth  y . 

(6)  Water  absorption.  A  very  general  method 
of  testing  glue  consists  in  determining  the 
amount  of  water  which  it  will  absorb.  A 
weighed  quantity  of  glue  is  covered  with  water 
at  60°F.  (15*5°(\)  and  allowed  to  soak  for  from 
24  to'48  hours,  according  to  the  thickness  of  the 
cake,  or  until  the  cake  is  thoroughly  saturated 
by  the  water,  which  can  be  judged  by  its  colour 
and  appearance. 

The  cake  is  then  removed,  dried  superficially 
with  filter  paper,  and  the  increase  of  weight 
determined.  Generally  speaking,  the  greater 
the  increase  the  better  the  glue,  provided  that 
the  cake  remains  firm.  Fine  bone  and  skin 
glues  will  increase  in  weight  8  to  11  times, 
common  glues  5  times,  but  some  of  the  very 
common  &h  glues  may  liquefy  completely  under 
these  conditions.  In  making  this  test,  the  smell 
of  the  glue  and  the  colour  of  the  water  should 
be  noted,  when  valuable  information  as  to  the 
keeping  qualities  and  probable  sources  of  the 
glue  may  be  gleaned. 

Jeliy  tests.     10  grams  of  glue  are  soaked  for 
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24  hoars  in  water,  and  then  melted  and  the 
solution  made  up  to  100  c.c.  The  solution  is 
cooled,  and  the  strength  of  the  jelly  tested  with 
the  finger.  It  is  quite  possible  to  grade  the 
various  samples  of  glue  with  considerable 
accuracy  by  this  method. 

Lipowitz  shot  test.  If  it  is  desired  to  have  a 
quantitative  expression  of  the  strenffths  of  the 
jellies  yielded  by  a  number  of  samplee  of  glue, 
the  samples  containing  10  p.c.  of  glue  may  be 
run  into  cvlinders  of  uniform  width  and  allowed 
to  set.  The  cylinders  are  then  in  turn  covered 
with  a  lid,  through  which,  in  a  euide  tube,  passes 
a  stout  wire,  to  the  lower  end  ofwhich  is  soldered 
a  convex  disc,  while  the  upper  end  carries  a  pan 
to  carry  weights  or  shot.  The  convex  surface 
of  the  oisc  rests  on  the  surface  of  the  jelly,  and 
weights  or  shot  are  added  to  the  upper  pan  until 
the  lower  disc  penetrates.  The  greater  the 
amount  of  weight  the  jelly  will  carry,  the 
greater  is  its  consistency. 

Tills  method  is  largely  employed,  but  its 
value  is  only  comparative. 

Strength  of  Jelly.  The  writer  has  used  a 
method  for  some  years  which  he  claims  to  give 
more  reliable  results.  30  grams  of  slue  are 
soaked  in  water  and,  after  melting,  the  solu- 
tion is  made  up  to  100  c.c.  and  transferred 
to  a  vessel  so  tnat  the  depth  of  the  layer  is 
1}  to  2  inches.  This,  of  course,  may  be  varied 
according  to  the  vessels  at  command,  but  it 
should  be  the  same  for  all  the  samples.  While 
the  solution  is  still  warm,  a  circular  disc  of  metal 
1  inch  in  diameter,  to  the  centre  of  which  is  fixed 
a  stout  wire,  is  inserted.  Halfpennies  form 
convenient  discs.  The  wire  is  kept  in  a  vertical 
position  until  the  solution  has  jellied.  The 
vessel  is  clamped  down  and  the  wire  attached  to 
one  arm  of  a  stout  balance.  Weights  are  then 
placed  in  the  other  pan  until  the  disc  is  torn 
through  the  jelly.  The  greater  this  weight,  the 
tougher  the  jelly  and  stronger  the  glue.  The 
test  should  be  repeated  several  times,  and  the 
mean  taken.  A  good  glue  under  these  con- 
ditions requires  over  10  lbs.  to  tear  the  disc 
through  the  jelly.  It  is  claimed  that  by  this 
method  the  variations  due  to  ttie  surfaces  of 
the  glue  jellies  are  obviated. 

Hulbert  (J.  Ind.  Eng.  Chem.  1913,  6,  235) 
has  described  a  simple  apparatus  for  testing  the 
jeUy-strength  of  glues  {cf.  Clark  and  Du  Bois, 
J.  Ind.  Eng.  Chem.  1918,  10,  707). 

Melting-point  of  Jelly.  15  ^rams  of  the 
sample  are  soaked  in  30  c.c.  of  water  for  12  hours, 
heated  on  the  water-bath,  and  the  solution 
poured  into  a  wide  test-tube  in  which  a  thermo- 
meter is  inserted.  In  a  similar  tube,  a  solution 
of  a  good  hide  glue  (1  : 1)  is  poured,  and  both 
tubes  are  immersed  in  water  at  16°.  When  set, 
the  two  tubes  are  placed  in  a  horizontal  position 
on  a  shelf  over  a  water-bath.  Their  melting- 
point  \B  taken  to  be  the  temperature  at  which 
the  surfaces  of  the  glue  solutions  leave  their 
vertical  positions  (Kissling). 

According  to  Sammet  (J.  Ind.  Eng.  Chem. 
1918,  10,  595),  comparison  with  standard  glues 
shows  that  the  melting-point  may  be  taken  as  a 
measure  of  the  jelly-strength.  { 

Viscosity  of  Jelly.    Fels  (J.  Soc  Chem.  Ind.  | 
1901,  130)  recommends  that  the  viscosity  of  a  . 
15  p.c.  solution  of  glue  at  30°  should  be  tested  in 
the  Engler  viscoeimeter,  on  the  assumption  that ' 


the  greater  the  viscosity  the  stronger  is  the 
glue. 

Rideal  uses  a  modified  form  of  the  Slotte 
instrument  (J.  Soc.  Chem.  Ind.  1891,  615),  and 
usee  1  p.c.  solutions  at  18°. 

A  simple  way  of  carrying  it  out  is  to  njn 
the  solution  from  a  burette ;  the  time  taken 
for  50  c.c.  to  flow  is  taken  as  a  measure  of  its 
viscosity.  Supposing  25  sees,  are  taken  by  water 
at  that  temperature,  a  1  p.c.  solution  of  a  strong 
glue  will  take  32-34  sees. ;  a  medium  glue, 
28-30  sees. ;  weak  glues,  26-27  sees. 

Tensile  strength  of  glue.  Many  methods 
have  been  suggested  such  as  Bauschinger's, 
Kissling's,  and  Rideal's.  Rideal  has  devised 
the  following  method : — 

Two  plane  surfaces  of  biscuit  porcelain, 
ground  so  as  to  fit,  1  square  inch  in  area,  are 
soaked  with  a  solution  made  up  of  1  part  of  clue 
in  2  parts  of  water  at  70°  for  30  minutes  ;  they 
are  placed  together,  weighted  with  5  lbs.,  and 
kept  for  5  days  in  a  cool  room.  They  are  then 
fixed  in  a  testing  machine,  and  the  weight 
necessary  to  tear  them  asunder  is  determined 
(c/.  Gill,  J.  Soc.  Chem.  Ind.  1915,  292). 

The  writer  has  used  with  success  a  slightly 
modified  form  of  a  method  originally  suggested 
by  MiUar  (J.  Soc.  Chem.  Ind.  1899,  16).  10  p.c. 
solutions  of  the  glues  to  be  tested  are  made  up. 
Strips  of  filter  or  other  paper  are  cut,  1  inch 
in  width  and  about  18  inches  in  length.  These 
are  dipped  in  the  solution  at  about  50°,  and  then 
hung  up  to  dry.  When  the  first  coat  has  dried, 
they  are  asain  immersed  in  the  solution  and 
allowed  to  £ry,  the  portion  that  was  lowest  being 
placed  at  the  top,  so  that  as  far  as  possible  a 
uniform  layer  of  glue  is  produced  on  their  sur- 
faces. After  air-(&ying,  toe  strips  are  heated  for 
1  hour  in  the  water-oven.  Two  or  three  lengths 
of  3  inches  are  cut  out  of  the  central  portion  of 
the  strips.  These  are  then  separately  tested  by 
fixing  between  two  indiarubber-covered  clamps, 
one  of  which  is  fixed  to  the  table  and  the  other 
attached  to  the  beam  of  a  strong  balance,  the 
balance  with  the  clamp,  of  course,  being  first 
counterpoised.  Weights  are  added  to  the  other 
pan  until  the  paper  breaks.  A  blank  test  is 
then  made  with  the  unsized  paper,  and  this  is 
deducted.  Several  experiments  should  be  made, 
and  the  mean  taken.  A  good  slue  should 
require  some  9  or  10  lbs.  when  tested  in  this  way 
to  break  the  sized  paper  {cf.  Gill,  J.  Ind.  Eng. 
Chem.  1915.  7,  102;  Rudeloff,  Mitt.  K.  M. 
Materialproof,  1918,  36,  2 ;  J.  Soc.  Chem.  Ind. 
1918,  37,  743,  A). 

Foam  test.  Trotman  and  Hackford  (J.  Soc. 
Chem.  Ind.  1906,  104)  recommend  the  following 
procedure  :  A  graduated  tube,  70  cm.  in  length 
and  of  such  a  diameter  that  each  1  cm.  in  length 
has  a  capacity  of  1  c.c,  is  half  filled  with  a  10  p.c. 
solution  of  glue  and  placed  in  a  water- bath. 
The  temperature  of  the  bath  is  maintained  as 
nearly  as  possible  at  60°.  The  tube  is  then 
corked,  vigorously  shaken  for  1  min.,  and  the 
top  of  the  foam  layer  read  off.  The  line  of 
demarcation  between  the  lower  level  of  the 
foam  and  the  liquid  is  too  undefined  to  allow  of 
reading,  but  that  of  the  upper  layer  is  constant. 
The  peptones  present  in  glue  increase  its  tendency 
to  foam.  |p 

The  test  is  of  importance  for  certain  uses  of 
glue,  such  as  its  application  in  veneering. 
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Oeruiral  remarks  on  the  UuAing  0/  glu^, — Of 
couive  in  each  ca«ie,  m  already  stated,  the  teete 
applied  should  refer  directly  to  the  tisea  to  which 
the  glue  18  to  be  put.  For  veneering  and  general 
joiner^fl  work,  for  bookbinding  and  the  like,  a 

?;lue  should  have  good  tenaile  strength,  little 
oaming  power  and  good  keeping  quuities.  It 
should  also  show  a  good  jelly  test  find  be  free  . 
from  grease,  or  it  may  give  uneven  joints.  The  I 
glue  for  use  in  the  sizing  of  canvas  and  the  like  { 
should  show  a  good  strength  of  jelly  and  good  , 
tensile  strength  :  foaming  power  and  grease  are  j 
of  less  importance.  For  the  preparation  of  dis- 1 
tempers,  the  grease  content  should  be  low,  as  it ' 
may  give  rise  to  *  flecks  ' ;  the  keeping  power  ! 
should  be  high,  but  the  tensile  strength  and  ' 
strength  of  jelly  are  of  less  importance.  | 

The  specifications  and  tests  of  glue  adoj^ted 
by  the  American  Society  for  Testing  Matenals,  • 
19 U,  are  as  follows  :  Specifications  for  checking  j 
the  quality  of  cabinet  glue,  should  be  based 
upon  the  viscosity,  jelly-strength,  odour,  reac- 
tion, grease,  foaming,  ash,  moisture,  and 
appearance.  The  glue  should  be  clean  and  free 
from  an  excessive  number  of  air  bubbles,  the 
presence  of  the  latter  indicating  decomposition 
during  manufacture.  About  6  p.c.  of^  ash  is 
the  permissible  maximum  ;  the  quantity  usually 
found  lies  between  2'3  and  4*6  p.c.  The  glue 
should  be  neutral,  or  practically  so  to  litmus 
paper.  The  jelly-strength  is  best  ascertained 
oy  steeping  the  glue  in  cold  water  for  16  hours 
and  then  melting  it  at  160°F.  (7rC.),  the  pro- 
portions of  glue  to  water  being  such  that  the 
resulting  jelly  will  contain  from  7  to  10  p.c.  of 
glue  (7  p.c.  in  the  case  of  higher-grade  glues  and 
10  p.c.  for  lower  qualities).  The  jelly  is  then 
cooled  to  about  46°F.  (7°C.)  and  its  firmness, 
judged  by  pressing  with  the  fingers,  is  com- 
pared with  that  of  a.  jelly  prepared  from  a 
standard  sample.  Viscosity  is  aetermined  at 
SO^C.  in  an  £ngler*8  viscometer,  using  a  15  p.c. 
glue  solution  ;  the  time  of  flow  for  a  high-grade 
glue  is  about  350  seconds.  Glue  should  not 
contain  any  fatty  substance,  as  determined  by 
heating  the  glue  solution  with  hydrochloric  acid 
and  extracting  the  cooled  mixture  with  ether. 
Kxcessivc  foaming  is  undesirable  ;  300  c.c.  of  a 
10  p.c.  glue  solution  are  heated  for  1  minute  to 
150^F.  (65°(^)  in  a  beaker  of  about  25  inches 
diameter,  when  the  layer  of  foam  produced 
should  not  exceed  0'25  inch  in  depth  (J.  Soc. 
Chem.  Ind.  1914,  33,  1021). 

Hy.  I. 

GLUOTOL  t-.  Synthetic  dbuos. 

GLUTAMIC  ACID,  a-Aminoglutaric  acid 

C()aHCH(NHj)CH,CH2C0,H 

was  discovered  by  Ritthausen  in  1866  (J.  pr. 
Chem.  [  1 1  99,  6,  454)  among  the  products  of  the 
hydrolysis  of  wheat  gluten  by  sulphuric  acid, 
and  hence  called  by  him  gluifiminic  acid.  Subse- 
quently, Ritthausen  and  Kreusler  (J.  pr.  Chem. 
1871,  |21  3,  214).  Gorup-Besanez  (Ber.  1877,  10, 
780),  Schulze  fZcitsch.  physiol.  Chem.  1892,  9, 
253),  and  Wroblowski  (Ber.  1898,  31,  3218) 
showed  that  it  was  formed  by  the  hydrolysis  of 
otlicr  vegetable  protoids ;  and  Hlasiwetz  and 
Habormann  (J.  pr.  Chem.  1873,  [2]  7,  397), 
Panzer  (Zeitsch.  physiol.  (^hem.  1897,  24,  138), 
Abdorhalden  and  Fuchs  {ibid.  1908,  57,  339) 
isolated  it  from  the  products  of  hydrolysis  of 


animal  proteids.  Abderhalden  {ibid,  1913,  88, 
478)  found  it  in  blood;  Monti  (Chem.  Zentr. 
1912,  1,  601)  in  tomato  conserve;  Kossel  and 
Edlbacker  (Zeitsch.  physiol.  Chem.  1915, 94, 264) 
in  echinoderm ;  Meisenheimer  in  yeast  (Chem. 
Zentr.  1915,  ii.  1259).  Osborne  and  Gilbert 
(Amer.  J.  Physiol.  1906,  15,  333)  showed  that 
the  yield  of  glutamic  acid  from  animal  pro- 
teid  matter  varies  from  7  to  10  p.c.,  wnilst 
in  ve|;etable  proteids  (with  the  exception  of 
leucoeme  of  wheat,  57  p.c),  the  yield  is 
larger,  12  to  37  p.c.  A  fruitful  source  of 
glutamic  acid  is  beet-root  molasses ;  Haber- 
mann  (Annalen,  1875,  179,  248;  Scheibler, 
Ber.  1884, 17, 1725 ;  Andrlik,  Zeitsch.  Zuckerind. 
B:dhm,  1903,  27,  665)  obtained  it  to  the  extent 
of  7  p.c.  on  the  dry  solids  of  the  molasses  lye. 

Kutscher  (Zeitsch.  physiol.  Chem.  1899,  28, 
123)  isolated  glutamic  acid  from  the  products  of 
hycbrolysis  of  casein  by  sulphuric  acid,  by  preci- 
pitating the  larger  part  of  the  oiganio  bases  with 
phosphotungstic  acid,  and  removing  the  excess 
of  sulphuric  and  phosphotungstic  acids  from  the 
filtrate  by  means  01^  barium  hydroxide ;  the 
leucine  and  tyrosine  crystallised  out  of  the  fil- 
trate, and  from  the  mother  liquor  the  aspartic 
and  glutamic  acids  were  separated  by  the  differ- 
ence in  solubility  of  their  copper  salts.  Glutamic 
acid  may  be  prepared  from  its  hydrochloride  by 
passing  ammonia  through  the  solution  and  eva- 
porating to  dr5me88 ;  the  greater  part  of  the  acid 
may  be  separated  by  fractional  crystallisation, 
the  remainder  precipitated  by  alcohol  (Abder- 
halden, Zeitsch.  physiol.  Chem.  1912,  77,  75). 

For  its  isolation  from  molasses,  see  Stoltzen- 
beiv  (Ber.  1913,  46,  557),  who  obtained  the- 
hyc&ochloride ;  Andrlik  (Zeitsch.  Zuckerind. 
Bdhm,  1915,  39,  387),  who  obtained  the  acid 
from  aqueous  solution  by  means  of  tartaric 
sulphuric  or  phosphoric  acid. 

Siegfried  ana  Schmidt  (Zeitsch.  physiol. 
Chem.  1912,  81,  261)  prepared  the  acid  by  means 
of  the  insoluble  normal  barium  salt. 

Ikeda  and  Suzuki  (U.S.  Pat.  1015891)  sepa- 
rate glutamic  acid  from  other  hydrolysis  products 
of  albuminous  substances  by  electroljrsis ;  «€C, 
also,  Scheermesser  (Pharm.  Zeit.  60,  487)  ; 
Corti  (J.  Soc.  Chem.  Ind.  1917,  36,  979 ;  Eng. 
Pat.  106081,  1916). 

For  the  quantitative  estimation  of  glutamic 
acid  in  the  products  of  protein  hydrolysis,  set 
Foreman  (Bio-Chem.  J.  1914,  8,  465). 

Glutamic  acid  contains  an  asymmetric  carbon 
atom,  and  the  dextro-  and  lasvo-rotatory  and 
the  racemic  variety  of  the  acid  are  all  known. 

(2-Gliitamio  aeid,  the  naturally  occurring 
compound,  crystallises  in  the  rhombic  system 
nib\  c=0-6868  :  1  :  0*8548  (Oebbeke,  Ber.  1884, 
17,  1725);  mj).  208°  (213^*  corr.)  with  de- 
composition (Fischer,  Ber.  1889,  32,  2451); 
224*^-225°  (corr.)  decomposes  (Abderhalden, 
Zeitsch.  phvsiol.  Chem.  1910,  64,  450);  211° 
when  heated  rapidly  (Skola,  Zeitsch.  Zucker- 
iiid.  Cechoslov.  1920,  44,  347),  is  sparingly 
soluble  in  water  (the  solubility  is  raised  in 
presence  of  alkali  and  alkaline  earth  salts 
(Pfciffer,  Ber.  1915,  48,  1938).  insoluble  in 
alcohol  or  ether,  and  is  practically  insoluble  in 
cold  glacial  acetic  acid.  It  is  dextro-rotatory 
in  aqueous  solution,  [o]|°'*+ 12-04°.  According 
to  Abderhalden  and  Kautzsch,  [ol^''=+31-2° 
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(Zeitsch.  physiol.  Chcm.  1910,  64»  450).  Fischer 
(Ber.  1899,  32,  2470)  gives  30-85^  Increasing 
amounts  of  strong  acid  cause  a  continuous 
increase  of  the  specific  rotation,  which  tends 
towards  a  maximum.  The  addition  of  bases 
first  changes  the  dextro-  into  ItDvo-rotation, 
which  attains  its  highest  numerical  value  with 
the  formation  of  the  acid  salt,  further  quantities 
of  base  convert  the  Isvo-rotation  again  into  a 
dextro-rotation.  With  lead  hydroxide,  no 
change  in  sign  of  the  rotation  takes  place  ( Andr- 
]ik,  ]^itsch.  verein,  deut.  Zuckerind,  1903,  672, 
948;  aee,  also.  Pellet,  Chem.  Zentr.  1911,  1, 
1766).  Glutamic  acid  is  converted  into  /- 
pyrrolidonecarboxylic  acid  to  a  large  extent 
when  its  aqueous  solution  is  boiled  also  to  some 
extent  at  the  temperature  of  the  water- bath. 
After  boiling  a  2  p.c.  aqueous  solution  for  100 
hours;  90-95  p.c.  of  glutimio  acid  (pyrroli- 
done-2-carboxy1io  aoid)  is  formed  (Skoia,  Zeitsch. 
Zuckerind.  Cechoslov.  1920,  44,  347).  About 
8  p.c.  sulphuric  acid  and  about  3  p.c.  hydro- 
chloric acid  present  in  the  solution  inhibit 
the  change ;  the  reverse  change  occurs  on 
boiling  /-pyrrolidonecarboxylic  acid  ^rith  strong 
hydrochloric  acid  (Foreman,  Bio-Chem.  J. 
1914,  8,  492) ;  see,  also,  Fischer  and  Boshner 
(Ber.  1911,  2, 1332).  Stan^k  (Zsitsch.  Zuckerind. 
Bohm,  1912,  371),  on  heating  the  aqueous  solu- 
tion above  200°,  obtained  etf-glutimic  acid,  below 
that  temperature  {glutimic  was  the  chief 
product. 

A  solution  of  (^glutamic  acid ( 1  :  22,000) 
give^  a  characteristic  colour  reaction  witli  tri- 
ketohydrindene  (Abderhalden  and  Schmidt, 
Zeitsch.  physiol.  Chem.  1913,  85,  143). 

When  glutamic  acid  is  administered  as  a 
food,  96  p.c.  is  absorbed,  a  portion  being  used 
up  in  proteid  synthesis,  and  the  rest  oxidised  to 
urea  (Andrlfk  and  Vclich,  Zeitsch.  Zuckerind. 
Bohm,  1908,  32,  313);  its  administration  to 
phloridzinised  dogs  leads  to  increased  elimina- 
tion of  dextrose  in  the  urine  (Warkalla,  Beitr. 
Phys.,  1914,  1,91). 

For  its  catabolism  in  the  animal  organism, 
see  Ringer,  Frankel  (J.  Biol.  Chem.  1913,  14, 
541).  According  to  Roxas  (J.  Biol.  Chem. 
1916,  27,  77),  it  retards  the  action  of  tyrosinase 
on  pol3rpeptide8. 

Glutamic  acid  is  decomposed  by  the  action  of 
bacteria,  yielding  n- butyric  acid,  together  with 
small  quantities  of  succinic  and  formic  acids 
(Brasch  and  Neuberg,  Biochem.  Zeitsch.  1908, 
13,  299,  also  under  the  action  of  certain  micro- 
organisms, yielding  y-aminobutyric  acid  (Acker- 
mann,  Zeitsch.  phvsiol.  Chem.  1910,  69,  273; 
Abderhalden,  ibid.'  1913,  85,  131).  It  breaks 
down  under  the  action  of  sunlight  to  propalde- 
hyde,  ammonia,  and  carbon  dioxide  (Ganassini, 
Giom.  Farm.  Chim.  1912,  81,  226).  When 
oxidised  by  hydrogen  peroxide,  it  yields  succinic 
acid  (Dakin,  J.  Biol.  Chem.  1909,  5,  409) ;  and 
yields  y-hydroxyglutaric  acid  (glutanic  acid, 
q.v.),  when  treated  with  nitrous  acid  (Ritt- 
hausen,  J.  pr.  Chem.  [1]  103,  239).  Natural 
{{•glutamic  acid  is  converted  by  nitrous  acid 
into  Z-o-hydroxyglutaric  acid,  and  by  nitrosyl 
chloride  or  hydrochloric  aoid  and  nitrous  acid 
into^a-chloroglutaric  acid,  which  in  turn  yields 
(£-a-hydroxyglutaric  (Fischer  and  Moreschi,  Ber. 
1912.  45,  2447). 

For  electrolytic   diazotisation  of   the  acid, 


see  Krausa  (J.   Amor.    Chem.    Sue.    1917,   39, 
1427). 
I        (2-Glutamic  acid  forms  normal  and  acid  salts, 
'  the  latter  being  the  more  general.   Of  these,  the 
sodium    C5H804NNa,    poUusium    CjHjO^NK, 
calcium  (C5Hg04N)jt)a,  barium  (C^HjOiNJaBa, 
lead  (C4Hg04N),Pb,  are  crystalline  and  hygro- 
scopic.   The    calcium    salt    is    converted    to 
calcium  pyrrolidone  carboxylate  on  heating  to 
180**-186^  (Abderhalden,  Zeitsch.  physiol.  Chem. 
'  1910,  64,  447) ;  it  is  precipitated  quantitatively 
,  from  aqueous  solution  if  sufficiently  concentrated 
(Foreman,   Bio-Chem.   J.    1914,   8,  479).     The 
normal  barium  salt  is  almost  insoluble  in  water 
(Siegfried  and  Schmidt,  Zeitsch.  physiol.  Chem. 
1912,    81,    261).     The   gluUmates    of   general 
>  formula    C|Hg04NM'    are    largely    soluole    in 
I  water   and   have   a   characteristic   taste.     The 
I  manufacture  and  consumption  of  the  sodium 
j  salt  is  general  in  Japan.    Japanese  seaweed, 
I  which  is   used  for  its  flavour,  has  this  taste 
(Ikeda,   Olig.    Com.   8th  Intern.    Cong.    Appl. 
Chem.  18,  147).    The  normal  ammonium  saU 
,  (NH|),C5H,04N  loses  NH,  at  1W)*'-115°,  and 
forms  the  acid  salt  (NH4)CjHs04N ;   M^  about 
!  -3-6°  (Schulze  and  Trier,  Ber.  1912,  46,  267). 
The  blue  copper  derivative 

I  (C5H,04N)5,  4  CuO,  7JH,0 

is  crystalline;   zinc,  and  cadmium  salts,  and 
I  ccbaU  and  nickel  derivatives  have   been  pre- 
,  pared   (Uugounenq   and    Florence,    Bull.    Soo. 
Chim.    1920    [ivj,   27,   760).     The   copper  salt 
I  C,H704NCu,JHgO  is  amorphous  and  groenish- 
I  blue,    and    dissolves    in    400     parts     boiling 
i  water  (Wolff,   Annalen,    1890,  260,   79) ;    the 
silver  salts  CjH704NAg2  and  C5H,04NAg  are 
white  insoluble   powders ;    the   ferrous   saU   is 
obtained  when  glutamic  acid  is  boiled  with  an 
excess  of  iron  powder  in  an  oxygen-free  atmo- 
sphere (Hoffmann,  D.  R.  P.  264390) ;  the  zinc 
salt  is  basic  (C5H404N)2Zn,ZnO ;    the  mercuric 
salt  a  heavy  crystalline  powder  decomposing 
208°-209'*    (Haberraann,    Annalen,    1871,    179, 
248;     Abderhalden    and    Kautzsch,    Zeitsch. 
physiol.  Chem.  1910,  64,  447 ;    68,  487 ;    and 
ibid.    1912,   78,   333).      The  hydrochloride  has 
m.p.  202°  (decomp.),  or,  heated  quickly,  m.p. 
210°    (Abderhalden,    Zeitsch.    physiol.    Chem. 
1910,    64.    450);   [al^"+25°  (t6tVf.) ;    or  24-5° 
(Fischer   and    Boshner,    Ber.    1911,  44,   1334). 
For  crystallography  of  hydrochloride,  see  Kap- 
lanova  (Abh.  Bhom.  Akad*  1915,  No.  23,  8  pp.  : 
from  Jahrb.  Min.  1917,  1,  123).    The  strychntTie 
salt  has  m.p.  226°-230°  [a]^'— 26-6° ;  the  brueine 
salt  has  m.p.  240^  [a]^°  -23°  (Dakin,  Bioohem, 
J.    1919,   13,   398).     For  the   imidoorthophos- 
phoric  ester  C7H,407NP  of  glutamic  acid,  see 
Langheld  (Ber.   1911,  44,  2076).     dl-Qlutamic- 
picroloruUe   crystallisee  in    fine    short    spindles 
which  decompose  184°,  ef  glutamic  picrolonate 
j  has  [al|f^'.f  85°  (Levene  and  van  Slyke,  J.  Biol. 
I  Chcm.     1912,     12,      127).      The     ethyl     ester 
I  C6H8(CjH,)04N    is   crystalline,   and    molts   at 
188    (Menozzi  and  Appiani,   Gazz.  chinu  ital. 
1894,   24,   i.   384);  the  diethyl   ester   has    b.p. 
'  139"-140°/10  mm.,  sp.gr.    1*0737  at   17°,  and 
[al|^'+7-34  (P'ischer,  Sitzungsber.  Akad.  Wiss. 
Berlin,  1900,  48,  1062).''  """  "'  ^^^^.- 
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GluUmic  acid  lomw  a  soinUe  benzene  sol- 
pbonyl  dmYMUre,  80,PhNH(C,H,XC0,H), 
(Hedin,  Ber.  1890,  23,  3196) ;  and  the  foUowing 
tuyl  deriyatireii  are  described  by  Fncher  (Ber. 
1907,  40,  3704),  Fucher,  Kropp  and  8Uhl- 
nchmidt  (Annalen,  1909,  365,  181) :  I-Umc^' 
glutamic  acid 

CHJIe,-CH,-CH(SH,)<0-HH-CII(CO,H)^n,-Clf,<X),H, 
ro.p.  232^  (decomp.  corr.),  has  faJ^'+10-5°  in 
N/l-HCl,  forms  soloble  sodiam  and  bariom  salts, 
the  silver  salt  being  sparingly  soluble ;  chlor- 
aeetyl'd-gluiamic  acid 

CH,Cl-CONH-CH(CO,H)-CH,<!H,-CO,H, 

ni.p.     143'    (corr.).    [a]|f>'-13-6''    (±0-2*»)    in 

aqueous  solution,  yields  glycyUd-gltUamic  acid 

NH,CH,'CONHCH(CO,H)(CH,],CO,H, 

m.p.  178^  (conr.),  [a]|f^-6-3^  chhracHylglut- 
amtfldiglyeinedidhyl  ester 

m.p.  146'  (corr.),  yields  on  hydrolvsis  cMor- 
aceiylglutamyldiglyeine  CnH.^OjSjkl,  m.p. 
173^  (decomp.  corr.),  and  yields  on  treatment 
with  aqueous  ammonia  glycylglutamyldiglyeinc 
C,,H,,()7N4,  ro.p.  248°  (corr.).  PhenylacHyU 
glutamic  acid  C,,Hi,0,N,  microscopic  needles, 
has  m.p.  123°,  [a]D=  — 19°  in  3-10  p.c.  aqueous 
solution  ;  the  brucine  salt 

<'i»Hi,0,N-2C„H.,04N, 
has  falD-l'37°  (Thierf elder,  Sherwin,  Zeitsch. 
physioLChem.  1915,94,  1  ;  Ber.  1915,47,2630). 
r-Glntainle  Mid  has  been  synthesised  by 
Wolff  (Annalen,  1800,  260,  79)  from  Invulic 
acid.    Glyoxylpropionic  acid 

OHCCOCH,CH,-00,H 
obtained  by  boiling  dibromolaevulic  acid  with 
water,    reacts    with    hydroxylamine    to    form 
y3*diMonitroBO valeric  acid 

0H(NOH)C(NOH)CH,CH,CO,H, 
from  which  }«onitro6ocyanobut3rric  -><nd 

0NC(NOH)CH,*CH,CO,li 
is  obtained  by  hydrolysis  with  sulphuric  acid 
and  subsequent  treatment  with  cold  sodium 
hydroxide.  When  wnitroeocyanobutyric  acid 
is  hydrolysed  with  boiling  alludi,  it  yields  iso- 
nitrosoglutaric  acid 

CO,HC(NOH)CH,CH,CO,H, 

and  this  is  reduced  to  inactive  glutamic  acid 

CO,HCH(NH,)CH,CH,CO,H 

by  tin  and  hydrochloric  acid.  r-Glutamic  acid 
can  be  prepared  from  the  dextro-  isomeride  by 
heating  it  with  barium  hydroxide  (Schulze  and 
Bosshard,  Ber.  1885,  18,  388;  Schulze,  Zeitech. 
physiol.  Chem.  1892,  9,  253). 

r- Glutamic  acid  orystidlises  from  hot  water 
in  rhombic  plates,  a  :  6  :  c=0-7454  :  1 :  1*2367, 
m.p.  199°  (decomp.  corr.),  dissolves  in  66 '7  parts 
water  at  20°,  ana  is  sparingly  soluble  in  ether, 
alcohol,  carbon  disulptiide,  or  light  petroleum. 
The  copper  tiaU  C,H704NCu,21H,0  forma  blue 
ncodios,  becomes  anhydrous  at  135°,  and  is  not 
soluble  in  less  than  1000  parte  of  boiling  water. 
The  hydrochloride  crystallises  in  needles,  m.p. 


193°  (decomp.)  (Wolff),  200°  (Abderfaalden  aad 
Kaotzacb,  ZeitMsh.  physioL  Chem.  1910, 68. 487), 
and  is  cryatalkigraphically  identical  with  the 
hydrochloride  of  the  d-acid,  a  .hi  c =0-8873  : 
I  :  0-3865  (Wolff, /.c). 

When  r-glntamk  acid  is  heated  at  its  melting- 
point,  it  deoDmposeff,  yielding  pyrroUdoneDorbox- 
ylicmcid 

CH,-CH^ 

I  J>CH-CO,H 

CONH^ 

This   compound  has   m.p.    i82°-183°,   and   is 

identical  with  the  pyroglutamic  acid  obtained 

by   Haitinger  (Monateh.    3,   228)    by   heatins 

d-glutamic  acid,  and  also  with  the  glutimic  acid 

i  of  Schntzenberger  (Ann.  Chim.  [5]   16,  372), 

!  obtained  by  de^mpoeing  albumin  with  barium 

I  hydroxide  at  180°  (compare  also  Abderhalden 

and  KautzBch.  Zeitsch.  physiol.  Clhem.    1910, 

68,    487).     T'Bemoiyglulamie    acid    crystallises 

with  1H,0,  m.p.   152°-153°  (165°-157°  corr.), 

and  is  soluble  in  124  parte  of  water  at  20° 

(Fischer,    Ber.    1899,    32,    2451).     Chloracetyl- 

r-glutamic  add  has  m.p.  123° ;  glyei^r-glutamic 

acid  is  a  hygroscopic  powder,  and  forms  a  copper 

mU  crystallising  witn  31H,0  that  decomposes 

at  223"^ (corr.)  (Fischer,  Kropp  and  Stahlschmidt, 

Annalen,  1909,  365,  181). 

I-Olatamle'acid.  When  r-glutamic  acid  is 
crystallised  from  water,  right-  and  left-handed 
enantiomorphous  crystals  are  deposited,  but 
this  fact  cannot  conveniently  be  utilised  for 
the  preparation  of  the  I-isomeride ;  this  was, 
however,  effected  by  the  cultivation  of  Peni- 
cillium  'glaueum  in  a  solution  of  the  r-acid, 
whereby  the  d-acid  is  destroyed  and  the  ^acid 
remains  in  solution  (Menozzi  and  Appiani,  Gazz. 
chim.  ital.  1894,  24,  i.  370).  Fischer  (Ber.  1809, 
32,  2451)  resolved  r-benzoylglutamic  acid  by  the 
fractional  crystallisation  of  the  strvchnine  salt ; 
henzoyl-l-gluiamic  acid  has  nLp.  130-132°  (corr.), 
dissolves  in  less  than  two  parts  of  water  at  100°, 
or  21  parts  at  20°,  and  has  [a]i>+ 13-81°  in  5  p.c. 
aqudous  solution,  and  the  potassium  salt  has 
[ttj)— 18*7°  ;  it  yields  l-qliUamic  acid  on  hydro, 
lysi?,  and  this  is  identical  with  the  d-isomeride, 
except  that  it  has  [a]^"*— 30*05°,  whilst  the 
dacid  has  -f  3045°. 

l-Pyrrolidonecarboxylic  acid,  obtained  by 
heating  d-glutamic  acid  at  150°-160°,  forms 
large  'colourless  orthorhombic  crystals,  m.p. 
162^,  a.h:  c=l-5034  :  1 :  16292,  and  has  [aJo 
—  11*5°  (Menozzi  and  Appiani,  Gazz.  chim.  ital. 
1894,  24,  i.  370 ;  Abderhalden  and  Kautzsch, 
Zeitach.  ph^iol.  Chem.  1910,  68,  487).  For 
the  conversion  of  glutamic  acid  or  pyrrolidone- 
carboxylic  acid  into  proline,  see  Fischer  and 
Boehner  (Ber.  1911,  44,  1332). 
/S-Hydroxyglutamle  aeld 

CO,HCH(NH,)CH(OH)CH,CO,H 

has  been  isolated  from  the  products  of  acid 

hydrolysis   of   coseinogen ;    it    crystallises  in 

stout  prisms,  has  [a]^"  about  +0*8°  in  4  p.c. 

aqueous  solution,  and  [aj|^ -|-1C*3°  in  2  p.c. 

hydrochloric    Hcid     solution.       On    prolonged 

;  heating  at   100-110°  over  phosphorous  pent- 

;  oxide   it    yields  hydroxypyrrolidonecarboxylic 

I  acid.     It  yields  stiver,   copper,  mercvrv,  kad, 

i  cadmium,  zinc,  calcium,  and  barium  salts,  and 
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gires  A  diethyl  ester.  The  strychnine  salt  has 
m.p.  246%  [a]jf^''-26-3%  The  hmeine  salt  has 
[a]^^-250'*  and  decomposes  at  about  200% 
The  synthesis  of  the  compound  from  glutamic 
acid  has  been  effected  (Dakin,  Biochem.  J. 
1918.  12,  290;  1919.  13.  398).  M.  A.  W. 

GLUTAIUNE  GO,U-C,Ht(NU,)CONHt  is 
the  half  amide  of  glutamic  acid.  It  was  dis- 
covered in  1877  by  Schulze  and  Urich  (Ber.  10. 
85)  in  the  juice  of  young  pumpkin  plants,  and 
isolated  from  beet-root  sap  by  Schuke  and 
Bosshard  {ibid.  1883.  16,  312).  one  litre  yielding 
07  to  0*9  gram  of  glutamine ;  see,  also,  Smolenslu 
(Chem.  Zentr.  1911,  1,  518,  from  Zeitsch.  Ver. 
Dtsch.  Zuckerind.  1910,  1215).  It  appears  to 
replace  its  homologue  asparagine  in  some  natural 
oraers,  e.g,  Caraphyuacea,  CrueiferoB,  and 
Filices,  where  it  occurs  in  the  leaves,  seedlings, 
roots,  and  tubers.  The  greatest  amount  of 
glutamine  found  in  seedlings  is  only  2*5  p.e.  of 
the  dry  matter  which  is  much  less  thiui  the 
amount  of  asparagine  found  in  leguminous 
seedlings,  but  it  is  probable  that,  owing  to  the 
difficulties  of  separating  glutamine,  the  plant 
contains  at  least  twice  as  much  as  is  actually 
isolated  (Schulze,  Zeitsch.  physiol.  Chem.  1894, 
20,  327 ;  1897,  24,  18 ;  Ber.  1896,  29,  1882 ; 
Landw.  VerBuchs..Stat.  1898,  49, 442  :  Deleano, 
55citech.  physiol.  Chem.  1912,  80,  79).  Gluta- 
mine ocours  with  aspuragino  in  the  juice  of 
ripening  oranges  (Scurti  and  De  Plato,  Chem. 
Zentr.  1908,  ii.  16,  1370) ;  for  distribution  in 
plants,  see,  also,  Stieger  (Zoitsch^hysiol.  Chem. 
1913,  86,  245).  According  to  Thierfeldor  and 
von  Cramm,  glutamine  is  a  component  of  the 
protein  molecule  (Zeitsch.  physiol.  Chem.  1919, 
105,  58). 

Glutamine  crystallises  in  needles ;  it  dis- 
solves in  about  25 '7  parts  of  water  at  16° 
(Schulze  and  Godet,  Landw.  Versuohs.-St^t. 
1907, 67, 313),  and  is  sparingly  soluble  in  alcohol. 
It  behaves  as  a  very  weak  acid  towards  indicators 
(Sellier,  Chem.  Zentr.  1904,  i.  789).  Glutamine 
is  dextro-rotatory  in  aqueous  solution,  seven 
specimens  from  various  vegetable  sources  were 
found  to  have  [a]D  between  4-1*9°  and  +9-5°, 
the  differences  being  probably  due  to  the 
presence  of  the  two  stereoisomerides  in  varying 
proportions  (Schuke  and  Bosshard,  Ber.  1885, 
18,  390;  Sellier,  Chem.  Zentr.  1904,  i.  789; 
Schulze,  Ber.  1906,  39, 2932  ;  Landw.  Versuchs.- 
Stat.  1906,  65,  237).  Schulze  and  Trior  (Ber. 
1912,  45,  257)  found  that  a  4  p.c.  aqueous  solu- 
tion of  glutamine,  obtained  from  its  purified 
copper  salt,  has  [aj^^-f  6°to +7°  ;  a  7-«  p.c. 
acid  solution  (6  p.c.  hydrochloric  acid)  has 
[a]Jf^''+3r  to  +32%  compare  Pellet  (Chem.  Zentr. 
1911,  1,  1766,  from  Zeitsch.  Zuckerind.  Bdhm, 
35,  437),  who  recommends  estimating  the  rota- 
tion in  hydrochloric  acid  solution. 

The  estimation  of  glutamine  is  best  effected  by 
Schlosing's  method  (Schulze,  J.  pr.  Chem.  1885, 
[2]  31,  233),  as  the  — CONH,  group  is  com- 
pletely  hydrol^rsed  when  distilled  with  magnesia 
under  the  ordinary  pressure,  but  if  the  pressure 
be  reduced  sufficiently  to  cause  the  solution  to 
boil  at  40°,  hydrolysis  does  not  take  place,  and 
under,  these  conditions  ammonium  salts  may  be 
completely  removed  (Sellier,  Bull.  Soc.  coim. 
Suor.   Dist.    1907,  25,    124;    Schulze,   Landw. 


yer8uchs.-Stat.  1906,  65,  237).  For  the  cata- 
bolism  of  slutamine  in  the -organism,  see  Thier- 
f elder  and   Sherwin   (Zeitsch.    physiol.   Chem. 

i  1915,  94,  1);  also  Sherwin,  Wolf  and  WoU 
(J.  Biol.  Chem.  1919,  37,  113). 

Owing  to  the  feebly  acidic  character  of 
glutamine,  very  few  salts  have  been  isolated : 
the  C4>pper  derivative,  Cu(CfU»0,Nt)t,  forms 
bluish  violet  crystals,  the  cadmium  derivative, 
Cd(C5H,0sN|),,  forms  fine  prisms ;    and  is  de- 

I  composed  by  lx>iling  water.    Glutamine  forms  a 

'  compound  with  tartaric  acid,  that  separates  in 
large  transparent  crystals  (Schuke  and  Godet, 
Landw.  Versuchs-Stat.  1907,  67,  313).    Phenyl- 

;  acetylglutamine    has    [a]])— 18°    in    2-4    p.c. 

,  aqueous  solution ;  the  specific- rotation  decreases 
in  hydrochloric  acid  solution  (Thierfelder  and 
Sherwin,  /.c).  For  a  description  ot  dipeptides 
and  tripeptidos  containing  glutamine,  see  Thier- 
felder and  von  Cramm  (Zeitsch.  physiol.  Chem. 
1919,  105,  58);  also  Abdcrhalden  and  Spinner 
(Zeitsch.  physiol  Chem.  1919.  107,  1). 

By  the  action  of  alcoholic  ammonia  on  the 
ester  of  d-  or  ^glutamic  acid,  the  amide  of  the 
corresponding    pyrrolidonecarboxylic    acid    is 
formed ;  these  are  called  gluiimidis  by  Menozzi 
and  Appiani.  and  the  dextro-  and  Itevo-rotatory 
and  the  racemio  variety  are  described. 
CH  *CH 
(iGlutimlde        I    '       *^HCONH„H,0 
CO— NH-^ 

crystallises  in  needles  belonging  to  the  anorthic 
system,  a:b:  c-1'403  :  1  :  1-421,  j8=86-65°  ;  it 
hasm.p.  165°,and[al]>+41'29°.  l-Olutimide  has 
fa]],— 40°,  and  has  the  same  melting-point  and 
other  properties  as  its  dextro-isomeride. 
r-Glutimido  is  formed  when  /-glutimide  is  heated 
with  alcoholic  ammonia  at  140°-160°,  or  alone 
at  200° ;  it  has  m.p.  214°,  and  crystallises  in 
the  orthorhombic  system,  a:b:  c =0*8853  :  I 
0'3866  (Menozzi  and  Appiani,  Atti.  R.  Accad. 
Line.  7,  i.  33  ;  Gazz.  chim.  ital.  1894.  24.  i.  370). 

M.  A.  W. 
GLUTAMIC  ACID,  a-hydroxyglutaric  acid,  is 
formed  when  nitrous  acid  reacts  with  glutamic 
acid  (Markownikoff,  Annalen,  1876,  182,  347) ; 
it  occurs  in  molasses,  and  was  isolated  in  the 
form  of  the  zinc  salt  from  the  ethereal  extract  of 
the  product  of  the  action  of  dilute  nitric  acid 
at  70°  on  casein  (Habermann  and  Ehrenfeld, 
Zeitsch.  physiol.  Chem.  1902,  35,  231).  The 
zinc  salt  CtH«05Zn,3H|0  and  the  magnesium 
saU  C,H,0,Mg,4H,0  are  well  defined 
(Markownikoff,  l.c).  The  free  acid  has  not 
been    isolated,    but    forms    biUyrolactone-y-car- 

CHj'CHjv 
boxylic  acid\  J>CHCO,H,  m.p.  49°-n50°, 

when  an  aqueous  solution  is  evaporated  at  100°, 
and  the  resulting  syrup  allowed  to  crystallise 
over  sulphuric  acid. 

EthylbtUyrolactonecarboxykUe 

CHj'CHjv 

}  NCHCO^Et, 

prepared  by  the  action  of  epichlorhydrin  on 
ethylsodiomalonatc,  is  a  colourless  oil,  b.p. 
175°/25  mm.  (Traubc  and  Lehmann,  Ber.  1901, 

34,1971).  ,y,u.c:uu  .^ 

Natural  (i-g1utamio  acid    is    converted   by 
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nitrriitf  add  into  /•a-hydroxyglotaric  acid,  which 
hw  a  vcTv  finiall  l«vo-rfitatioii.  1  he  iodium  aait 
Han  [aj|,*  —  8*65"  NitniByl  chloride  traDsforms 
/•a-hydroxygiuUric  acid  into  f-a-chloroglaiaric 
acid,  nup.  99  (corr.),  [a]{,^'-12  5\  and  this 
yicldff  rf-a-hydroxyglotaric  acid  [a)^'''+8'58\ 
(FiHchcr and  Morcuchi,  Bcr.  1912. 45, 2447).  The 
Walden  invenion  in  the  ca»e  of  a-hydroxy- 
glutaric  acid  and  its  derivatives,  has  been 
(*xamincd  by  Karrer  and  Kaaso  (Helv.  ChiuL 
AcU,  1919,  2,  436).  M.  A.  W. 

GLUTABIC   ACID   C\H.04.    Glutaric   acid  | 
and  ita  aikyl  derivatives,  when  heated,  break 
down  into  anhydrides  and  water.    The  anhy-  1 
dridoi  readily  vield  anilic  acids,  from  which 
anibi  can  be  ootained  by  the  withdrawal  of  , 
water  (Auwew,  Oswald,  and  Thorpe,  Annalen,  ' 
285,   229).      The  slutaric   acids  resemble   the  j 
succinic  acids  in  their  reactions,  but  they  are 
not  so  volatile  in  steam,  and  not  so  readily 
chanjfpd  to  anhydrides  by  acetylchloridc. 

(Jlutaric   acid.     Normal    Pyrotartaric   acid. 
CO,H[CH,],CO,H 
Found   in  Caucasian  naphtha  (Markownikow, 
Her.  1897,  947),  in  beet-root  (Lippmann,  ibid. 

1891,  3299),  and  in  the  wash- water  from  raw 
sheep  wool.  Prepared  by  oxidising  fats 
(Bouvoault,  Bull.  Hoc.  chim.  19,  [3]  562),  stearic 
and  oleic  acids  (('arette,  ibid.  46,  65)  or  sebacic 
acid  (Carctte,  ibi^J.  45,  270),  with  nitric  acid  ; 
bv  treating  1  : 3-dicyanopropane  with  hydro- 
chloric acid  (Reboul,  Ann.  Chim.  14,  [5]  14, 
601  ;  Markownikow,  Annalen,  182,  341) ;  by 
treating  /3-hydrozyglutaric  acid  with  hydriodic 
acid  at  180''  (Pechmann  and  Jenisch,  Ber.  1891, 
3252) ;  by  the  action  of  baryta  on  ethyl  pentane- 
hexacarboxylate  (Bottomley  and  Perkin,  Chem. 
Hoc.  Trans.  1900,  300);  by  treating  ethyl 
malonato  with  methylene  chloride,  hydrolysing 
the  product  with  caustic  potash  and  heating  the 
dicarboxylglutaric  acid  thus  formed  to  200° 
(Omrad  and  Guthzeit,  Annalen,  222,  257 ; 
IVrkin,  Ber.  1886,  1065);  by  condensing 
othylsodiomalonate  with  formaldehyde  in  the 
presence  of  a  small  quantity  of  piperidine  or 
diethylamino,  and  heating  the  methylene  di- 
malonio  acid  thus  formed  with  hydrochloric  acid 
(Knoevenagcl,  Ber.  1894,  2346) ;  by  the  electro- 
lysis  of  equal  quantities  of  the  potassium  salts 
of  the  methyl  hydrogen  succinate  and  malo- 
nate  (Vanzetti  and  Coppadro,  Chom.  Zentr. 
1904,  i.  1254;  1903,  ii.  1053);  by  treating 
hydroresorcin  with  sodium  hypobromite  (Vor- 
laudcr  and  Kohlmann,  Bcr.  1899,  1878);  by 
treating  cyclopentanono  with  nitric  acid  (VVisli- 
cenus,  Annalen,  275,  318)  or  with  acetic  anhy- 
dride, and  subsequently  with  potoAsium  per- 
manganate (Mannich  and  Hancu,  Ber.  1908, 
672) ;  by  the  action  of  nitric  acid  on  methyl - 
cyclopcntane  (Markownikow,  ibid.  1900,  1908), 
or  on  cyclopcntane  (Markownikow,  ibid.  1897, 
976) ;  by  treating  a-acotoglutaric  ester  With 
concentrated  potash  (Vorlander  and  Knotzsch, 
Annalen,  294,  31li ;  WiHlicenuH  and  Limpaoh, 
ihid.  192.  128) ;  by  treating  ghitaconic  acid 
with  sodium  amalgam  ((-onrad  and  Guthzeit, 
ihid.  222,  254) ;  by  the  oxidation  of  piperidine 
with    hydrogen    peroxide    (Wolfifenstein,    Ber. 

1892,  2777). 

Glutaric  acid  crystallises  in  large  monoclinic 


plates,  m.p.  975';  100  c-c.  of  water  dissolve 
42-9  parts  of  acid  at  0%  63^  at  20%  and  957 
at  50'  (Lamourouz,  Compt.  rend.  128,  998) ; 
readily  soluble  in  alcohol  and  ether.  It  con- 
denses with  aldehydes  to  form  substituted 
glutaric  acids  (Fittig  and  Roedel,  Annalen,  282, 
334,  338,  344  ;  Knoevenagel,  Ber,  1894,  2346) ; 
electrolysis  of  the  potassium  salt  of  the  mono- 
ethyl  ester  gives  rise  to  the  diethyl  ester  of 
snl>eric  acid  (Brown  and  Walker,  Annalen,  261, 
119).  By  heating  glutaric  acid  at  230''-280^, 
or  by  treating  the  silver  salt  with  acetyl  chloride, 
glularie  anhydride,  ULp.  Sd^'-S?",  is  produced 
(Fichter  and  Uerbrand,  Ber.  1896, 1 193).  When 
treated  with  aluminium  amalgam,  the  anhydride 
is  converted  into  a  mixture  of  glutaric  and  S- 
hydroxyvaleric  acids,  the  latter  of  which  readily 
changes  into  8-hydroxyvalerolactone  (Fichter 
and  Beisswenger,  Ber.  1903,  1200). 

The  dimelhyl  egter  of  glutaric  acid  is  a  colour- 
lees  liquid,  b.p.  213'5''-214''  (761  mm.),  sp.gr. 
1-09337  15°/4°  (Meerburg,  Rec.  trav.  chim.  1899, 
367) ;  the  diethyl  uter  boils  at  236-6**-237**  (corr.), 
and  has  sp.gr.  1*0284  at  16**  (Perkin,  Chem.  Soc. 
Trans.  1888,  567). 

The  three  possible  isomerides  of  glutaric 
acid  are  all  known  and  are  described  below. 

Pyrotartaric  acid.  MethyUnccinic  acid  (Ger. 
BrenziceinMitre ;  Methylhertfstiinmltre) 

C0,HCH(CH3)CH,-C0,H 

Obtained  from  suint  (Bui<?ine,  Compt.  rend.  107, 
789).  Prepared  by  the  dry  distillation  of 
tartaric,  racemic,  or  pyruvic  acids  (Fourcroy 
and  Vauquelin,  Ann.  ('him.  35,  (i.)  161 ;.  64, 
42;  WolflF,  Annalen,  317,  22;  R6champ, 
Zeitsch.  Chem.  1870,  371 ;  Bourgoin,  Ann. 
Chim.  12,  [5]  419) ;  by  heating  pyruvic  acid 
with  hydrochloric  acid  (Wolff,  I.e. ;  Jong, 
Rec.  trav.  chim.  21,  191) ;  by  the  reduction  of 
citra-,  ita-,  or  mesaconic  acids  with  sodium 
amalgam  (Kekul6,  Annalen,  Spl.  1,  338  ;  Spl.  2, 
95) ;  by  the  reduction  of  the  anhydride  of 
citraconic  acid  with  hydrogen  in  the  presence  of 
nickel,  when  pyrotartaric  acid  and  its  anhydride 
are  produced  (Eijkman,  Chem.  Zentr.  1907,  i. 
1617) ;  by  treating  jS-cyanobutyris  acid  with 
caustic  potash  (Wislicenus,  Annalen,  165,  93  ; 
Bredt  and  Kallen,  ibid.  293,  350) ;  by  fusing 
gamboge  with  caustic  alkali  (Hlasiwetz  and 
Barth,  ibi'l.  138,  73) ;  by  treating  aldehydoi.«>- 
butyric  acid  with  nitric  acid  (Perkin  and 
Sprankling,  Chem.  Soc.  Trans.  1899, 19 ;  Bischoff 
and  Kuhlberg,  Ber.  1890,  634) ;  by  the  inter- 
action of  ethylsodiomalonate  with  ethylbrom- 
propionate  and  subsequent  boiling  with  hydro- 
chloric acid  (Bone  and  Sprankling,  Chem.  Soc. 
Trans.  1899,  848) ;  by  the  interaction  of  ethyl- 
sodiomcthylmalonate  and  ethylchloracetate  or 
of  ethylsodioethenyltricarboxylate  and  methyl- 
iodide,  and  subsequently  hydrolysing  the  ester 
of  methylethenyltricarboxylic  acid  thus  formed 
(Bischoft  and  Kuhlberg,  I.e.) ;  by  treating 
ethyldibromomethylacetoacetate  with  concen- 
trated potash  and  subsequently  with  sulphuric 
acid  (Clooz,  Compt.  rend.  110,  683) ;  by  treating 
calcium  lactate  with  potassium  permanganate, 
when  calcium  pjTotartrate  is  produced  (Wiegand, 
Ber.  1884,  840)1 

Pyrotartaric  acid  crystallises  in  triclinio 
prisms,  m.p.  117°-|ll§^,(Ladenburg),  112* 
(Perkin).     Soluble  in  water,  alcohol,  and  other. 
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By  heating  pyrotartaric  acid  with  dilute  sul- 
phuric acid  at  160°,  acetaldehyde  and  formic 
acid  are  produced  (Wiegand,  I.e.) ;  by  con- 
densation with  acetaldehyde,  benzaldehyde,  &c., 
substituted  paraconic  acids  are  produced  (Fittig, 
Annalen,  256  ;  108, 126, 267) ;  withsalicaldehyde 
coumarinpropionio  acid  is  produced  (Fittig  and 
Brown,  ibid.  266,  286).  Methylthionhen  is 
produced  by  the  distillation  of  the  sodium  salt 
with  phosphorus  pentasulphide.  Pyrotartaric 
acid  contains  an  asymmetric  carbon  atom,  and 
it  has  been  resolved  into  its  two  optically 
active  antipodes  by  means  of  the  fractional 
crystallisation  of  its  strychnine  salt  (Ladenburg, 
Ber.  1896,  1170;  1896,  1264;  Annalen,  364, 
227). 

Pyrotartaric  anhydride  is  obtained  by  heating 
the  acid  above  200**,  or  by  treating  the  acid  with 
acetylchloride  (Perkin,  Chem.  Soc.  Trans.  1888, 
664  ;  Fichter  and  Herbrand,  Ber.  1896,  1193) ; 
m.p.  31-6^-32°;  b.p.  247*4°  (corr.),  sp.gr.  16715°, 
1*2378.     Bv  reduction  with  hydrogen  in    the 

{>resence  of  nickel,  the  anhydride  yields  butyro- 
actone  (Eijkman,  Chem.  Zentr.  1907,  i.  1617), 
and  with  sodium  amalgam  and  hydrochloric  acid, 
a-methylbutyrolactone  (Fichter  and  Her- 
brand, Ic). 

The  dimethyl  ester  of  pyrotartaric  acid  is  a 
colourless  oil,  b.p.  197° ;  and  the  diethyl  ester 
boils  at  217*6-218*6°. 

Dimethylmalonic  acid^  P-Isopyrotartaric  acid 
(CH3),C(C02H)2.  Obtained  bv  the  oxida- 
tion of  fenchone  with  nitric  acici  (Gardner  and 
Cockbum,  Chem.  Soc.  Trans.  1898,  708);  by 
the  o.Kidation  of  phoronio  acid  with  nitric  acid 
or  with  potassium  permanganate  in  alkaline 
solution  (Pinner,  Ber.  1882,  685 ;  Anschiitz, 
ibid.  1893,  827  ;  Anschiitz  and  Walter,  Annalen, 

368,  96) ;  by  the  oxidation  of  filicinic  acid,  ob- 
tained from  filicin,  which  is  extracted  from 
Filix  mas  (male  fern)  (Boehm,  Chem.  Zentr. 
1896,  ii.  1036  ;  Daccomo,  Gazz.  chim.  ital.  24,  1, 
617) ;  by  the  oxidation  of  camphor  with  nitric 
acid  (Bredt,  Ber.  1894,  2093).  Prepared  by 
treating  a-cyanttfobutyric  acid  with  hydro- 
chloric acid  (Markownikow,  Annalen,  182,  336)  ; 
by  heating  6 : 6-dimethylbarbituric  acid  with 
caustic  potash  (Conrad  and  Guthzeit,  Ber.  1881 , 
1644) ;  by  the  oxidation  of  aa-dimethylglut- 
aconic  acid  with  potassium  permanganate 
(Henrich,  Ber.  1899,  670;  Perkin,  Chem.  Soc. 
Trans.  1902,  266). 

Dimethylmalonic  acid  is  best  obtained  pure 
from  its  zinc  salt ;  m.p.  190°  (Perkin,  Chem.  Soc. 
Trans.  1903,  1237),  192°-193°  (KoniM  and 
Horlin,  Ber.  1893,  2049) ;  sparingly  soluble  in 
water  and  alcohol,  readily  soluble  in  ether  ; 
decomposes  on  heating  into  carbon  dioxide 
and  wobutyric  acid.  Dimethylmalonylchloride 
yields  a  duodecimolecular  anhydride  on  treat- 
ment with  aqueous  pyridine  ;  it  is  an  amorphous 
white  powder,  m.p.  145°-148°  (Einhom,  Annalen, 

369,  169).  Dimethylmalononitrile  is  prepared  by 
treating  dimethylcyanacetamide  with  phosphoric 
oxide  or  phosphorus  pentachloride  (Hesse, 
Annalen,  18,  723  ;  Errera  and  Berti,  Gazz.  chim. 
ital.  26,  ii.  224),  m.p.  32°,  b.p.  162*5°.  Di- 
methylmalonamide  is  prepared  from  the  methyl 
ester  and  concentrated  aqueous  ammonia 
(Perkin,  Chem.  Soc.  Trans.  1903,  1242  ;  Thome, 
ibid.  1881,  645) ;  from  the  ethyl  ester  and  alco- 
holic ammonia  (Fischer  and  Dilthey,  Ber.  1902, 


851,  855);  from  dimethylmalonylchloride  and 
concentrated  aqueous  ammonia  (Meyer,  Ber. 
1906,  198),  m.p.  269°  (corr.)  (Perkin).  The 
dimethyl  ester  is  a  colourless  liquid,  b.p.  177°- 
178°  (763  mm.) ;  the  diethyl  ester  boils  at  194*6°. 
The  latter  may  be  obtained  by  treating  the  ester 
of  dimethylcyanacetic  acid  with  sulphuric  acid  : 
on  treatment  with  alkali  and  urea,  dimethyl- 
barbituric  acid  is  obtained  (Merck,  Chem.  Zentr. 
1906,  ii.  1141  ;  D.  R.  P.  163200).  The  diethyl 
ester  of  dimethylmalonic  acid  condenses  with 
bromt>obut3rric  ester  in  the  presence  of  zinc  to 
form  the  ester  of  tetramethylacetonedicar- 
boxylic  acid  (Shdanowitsch,  Chem.  Zentr.  1907, 
i.  519).  The  potassium  salt  of  the  monoethyl 
ester  is  converted  by  electrolysis  into  the  diethyl 
ester  of  tetramethylsuccinic  acid  (Brown  and 
Walker,  Annalen,  274,  48). 

EthylmdUmic     acid,      Isopyrotartaric     acid 

CH3CH,*CH(C0,H), 

Prepared  by  boiling  the  ethyl  ester  of  a-cyano- 
butyric  acid  with  potash  (Wislicenus  and  Urech, 
Annalen,  166,  93;  Tuoplew,  ibid.  171,  243; 
Markownikow,  ibid,  182,  329) ;  the  diethyl  ester 
is  produced  by  treating  ethyl  malonate  with 
somum  or  zinc  and  ethyl  iodide  (Daimler,  ibid. 
249,  174  ;  Schukowsky,  Chem.  Soc.  Abstr.  1888, 
1179  ;  Schey,  Rec.  trav.  chim.  16,  366  ;  Michael, 
J.  pr.  Chem.  72,  [2]  637).  Crystallises  in  rhombic 
prisms,  m.p.  111*6°;  readily  soluble  in  water, 
alcohol,  and  ether ;  decomposes  on  heating  into 
butyric  acid  and  carbon  dioxide. 

Ethylmalononitrile  is  prepared  from  ethyl- 
cyanacetamide  and  phosphorus  pentachloride  ; 
it  is  a  odourless  oil,  b.p.  200°  (Hessler,  Annalen, 
1899,  169 ;  Henry,  J.  1889,  637).  EthylmaloH- 
amide  is  prepared  by  the  action  of  sodium 
ethoxide  and  ethyl  Iodide  on  malonamide  (Meyer, 
Monatsh.  28,  1 ;  Conrad  and  Schulze,  Ber.  1909, 
730) ;  by  treating  the  diethyl  ester  with  concen- 
trated aqueous  ammonia  (Freund  and  Gold- 
smith, ibid.  1888,  1246);  m.p.  214°.  The 
diethyl  ester  boils  at  207°;  when  the  sodium 
derivative  of  this  ester  is  condensed  with 
ethylbrommalonate  in  alcoholic  solution,  the 
ethyl  ester  of  ethvlonetetracarboxylic  acid  is 
produced  (Bischoff,'Ber.  1896,  1614). 

GLUTEN.  Wheat«n  flour  differs  from  that 
of  all  other  cereals  in  that  after  it  has  been  made 
into  a  dough  with  a  little  water,  it  is  possible  to 
wash  out  the  starch,  leaving  a  sticky  adhesive 
brown  or  greyish-brown  residue  which  consists 
mainly  of  protein.  This  is  crude  gluten :  on 
drying  it  in  a  water-oven,  a  hard,  brittle  homy 
mass,  not  unlike  glue,  results,  which  has  lost  its 
power  of  becoming  plastic  when  wetted,  and 
strongly  adheres  to  the  substance  on  which  it 
rests.  At  a  higher  temperature,  the  wet  glut<*n 
expands  greatly  until  the  expansive  force 
ruptures  its  vesicles. 

The  flour  of  other  cereals  when  washed  in  a 
similar  way  entirely  disintegrates,  leaving  no 
protein    residue.     The    physical    properties    of 
wheaten  dough  depend  almost  entirely  on  the 
I  gluten,  which  acts  as  a  mechanical  agency  for 
j  binding  the  particles  of  starch  and  for  entangling 
I  the  carbon  dioxide  gas  produced  by  the  fermenta- 
tion :  in  the  oven,  this  gas  expands,  causing  the 
I  dough  to  rise  and  the  gluten  to  remain  distended 
I  untS  the  heat  fixes  it.    yiLi^cu  uy  ^^^^^^^..^ 
'        Crude  gluten  varies  in  colour  from  gfcy  to 
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brown.  BeBides  protein,  it  containB  traces  of 
starch,  fibre,  cholesterol,  fat,  and  a  small 
proportion  of  mineral  matter.  It  is  insoluble 
in  tap  water,  strong  alcohol,  and  ether,  but  dis- 
solves partly  in  distilled  water,  in  dilute  alkalis 
and  more  slowly  in  dilute  acids. 

Gluten,  after  treatment  with  dilute  acids  or 
salts,  has  some  diastatic  action,  which  the 
freshly  prepared  gluten  lacks  (Reychler,  Ber. 
1889,  22,  414 ;  see  oho  Baker,  J.  Soc.  Chem. 
Ind.  1908,  27). 

The  quantity  of  gluten  in  wheaten  flour 
varies  considerably  according  to  its  race  and  the 
country  in  which  it  was  grown.  Further,  the 
best  patent  flour,  milled  from  the  centre  of 
the  grain,  contains  slightly  less  gluten  than  the 
households  flour  from  the  outer  layers  of  the 
same  grain. 

Speaking  very  generally,  the  proportion  of 
gluten  varies  from  8  to  15  p. c,  though  exceptional 
flours  may  have  either  less  or  more  than  this 
amount.  English  flours  as  a  class  have  about 
10  p.c.  or  less  gluten,  Canadian  and  American 
spring  wheat  flours,  e.g.  the  so-called  No.  1 
Manitoba,  contain  13  p.c.  and  upwards.  The 
strength  of  a  flour  depends,  however,  not  so 
much  on  the  quantity  of  gluten  present  as  on 
its  quality.  A  gluten,  though  present  in  satis- 
factory quantity,  may  be  too  tough,  or  hard  and 
brittle,  or  it  may  be  too  elastic  and  have  no 
power  of  retaining  the  gas  in  its  pores. 

Gluten  consists  mainly  of  two  proteins, 
gliadin  and  gluienin,  both  of  which  are  essential 
for  its  formation.  The  gliadin  forms  a  sticky 
network  which  entangles  the  glutcnin  to  make  a 
compact  mass.  The  presence  of  soluble  salts, 
i.e.  electrolytes,  is  also  essential,  but  the  mineral 
constituents  of  the  flour  are  sufficient  for  this 
purpose.  In  distilled  water,  gluten  partly 
dissolves,  the  semi-fluid  residue  having  no 
tenacity.  Pure  gluten  has  of  itself  neither 
ductility  nor  tenacity,  and  the  physical  pro- 

Serties  like  those  of  other  colloidal  substances 
epend  upon   the   electrolytes   present  in   the 
dough. 

The  researches  of  Wood  and  Hardy  (Wood, 
J.  Agric.  Sci.  1907,  2,  139.  267;  Wood  and 
Hardy,  Proc.  Roy.  Soc.  1909,  B,  81,  38;  Sum- 
mary  by  Hardy,  Brit.  Assoc.  Report,  Winnipeg, 
1909)  have  shown  that  any  salt  confers  cohesion 
upon  gluten  ;  any  acid  or  alkali,  when  sufficiently 
dilute,  lessens  or  destroys  it.     Gluten  which  has 


lost  cohesion  owing  to  the  action  of  an  acid, 
may  be  rendered  coherent  again  by  the  addition 
of  suit.     There  is  a  definite  relation  between  the 


concentration  of  the  acid  and  the  amount  of  salt 
required  to  undo  its  action.  As  the  concentra- 
tion of  the  acid  is  increased,  the  amount  of  salt 
needed  to  maintain  cohesion  rises  to  a  maximum, 
and  thence  falls  until  a  point  is  reached  when  the 
acid  alone  is  sufficient.  The  curve  shows  the 
concentration  of  salt  and  acid  needed  just  to 
preserve  cohesion:  it  encloses  an  area  of  no 
cohesion,  whilst  outside  it  is  a  region  of  cohesion. 
The  areas  represent  continuous  changes  as  is 
characteristic  of  colloidal  matter :  a  line  inclined 
upwards  follows  a  system  in  which  there  is 
continual  separation  of  water  and  gluten;  in 
consequence  the  water-holding  power  of  the 
protein  becomes  less  and  less,  the  tenacity 
grows,  and  the  ductility  diminishes. 

Upson  and  Calvin  (J.  Amer.  Chem.  Soc. 
1915,  37,  1295-1304)  have  shown  that  moist 
gluten  absorbs  water  from  acid  solutions  in 
quantity  varying  with  the  nature  and  con- 
centration of  the  acid.  The  presence  of  neutral 
salts  retards  the  absorption  of  water,  and  in 
high  concentrations  may  even  cause  a  loss  of 
water  from  moist  gluten.  If  gluten  which  has 
absorbed  water  in  an  acid  solution  be  trans- 
ferred to  a  salt  solution  it  loses  water  and 
regains  its  original  physical  properties.  Non- 
electrolytes  are  much  less  effective  than  electro- 
lytes in  inhibiting  the  swelling  of  gluten  in 
acid  solutions. 

In  practice,  the  water-holding  capacity,  or 
hydration  ratiOy  of  gluten  is  ox  considerable 
significance.  It  is  measured  by  the  ratio  of  the 
weight  of  the  wet  gluten  immediately  after 
extraction  under  carefully  standardised  condi- 
tions to  its  weight  after  drying.  On  the 
average,  it  is  about  3:1;  that  is,  gluten  carries 
about  twice  its  weight  of  water,  ft  varies  from 
2-6  in  strong  flours  to  above  3  in  very  weak 
flours. 

The  ratio  of  gliadin  to  glutenin  in  different 
wheats  is  not  constant.  It  appears  to  be  about 
50  p.c.  According  to  Shutt  (J.  Soc.  Chem.  Ind. 
1909,  28,  336),  there  is  a  relationship  between 
the  maturity  of  the  grain  and  the  gliadin 
content,  the  more^fully  ripened  wheat  con- 
taining the  higher  proportion. 

Gluten  may  be  estimated  in  flour  as  follows  : 
30  grams  of  flour  are  made  into  a'dough  with 
from  12  to  15  c.c.  of  water,  and  set  aside  for  an 
hour.  The  dough  is  then  worked  between  the 
fingers  in  a  stream  of  running  water  to  wash  out 
the  starch,  being  held  over  a  muslin  screen,  so 
that  any  particles  which  are  dropped  can  be 
recovered.  Finally  the  gluten  is  worked 
vigorously  between  the  fingers  to  remove  the 
last  traces  of  starch.  With  practice  the  washing 
can  be  carried  out  so  as  to  occupy  always  the 
same  time.  The  ball  of  gluten  is  then  placed 
under  water  for  an  hour.  It  is  next  freea  from 
excess  of  moisture  by  working  between  the 
hands  and  wiping  off  excess  of  water  until  the 
moment  when  the  ball  begins  to  stick  :  it  is  then 
removed  to  a  little  square  of  parchment  paper, 
weighed,  and  dried  for  at  least  24  hours  at  100®. 
The  ratio  of  the  wet  and  dry  weights  gives  the 
hydration  ratio.  Consideraole  information  as 
to  the  strength  of  the  gluten  is  gained  by  the 
feci  both  of  the  dough  and  of  the  gluten  between 
the  fingers.  The  method,  though  empirical, 
gives  with  practice  very  trustworthy  results. 

Marchadier  and  Goujon  (J.  Pharm.  Chinu 
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1914,  vii.  10,  191-202)  have  shown  that  the 
abnormal  diminution  in  the  percentage  o/ 
coagulable  gluten  in  wheat  flour  produced  b}' 
mixing  it  with  flour  from  buckwheat,  barley, 
rice,  maize,  &c.,  is  also  produced  by  the  Cid- 
mixture  of  inorganic  substances,  such  lui 
powdered  talc,  magnesia,  or  silica.  This  h 
not  due  to  a  variation  in  the  ratio  gliadin  to 
glutenin,  but  to  a  variation  in  the  sum  of 
these  two. 

Germination,  milling,  preservation  of  the 
flour  either  in  a  moist  state  or  in  a  humid  atmo- 
sphere, and  unfavourable  meteorological  con- 
ditions during  the  growth  of  the  corn,  produce 
a  similar  diminution  in  the  percentage  of  coagul- 
able gluten,  due  in  this  case  to  the  conversion 
of  glutenin  into  gliadin  or  vice  vend.  It  is 
suggested  that  the  diminution  in  all  those  cases 
is  due  to  a  rise  in  the  acidity  of  the  flour  under 
the  conditions  named,  the  coagulation  of  gluten 
being  materially  hindered  by  a  very  slight  rise 
in  the  acidity. 

It  was  at  one  time  customary  to  test  the 
quality  of  the  gluten  in  an  aluerometer.  The 
wet  gluten  was  placed  in  a  tube  provided  with 
a  piston,  heated  to  a  definite  temperature  (150*^), 
and  the  amount  of  expansion  read  off.  This 
test  is  of  very  little  value. 

As  a  check  on  the  gluten  estimation,  the  total 
nitrogen  may  be  determined  by  Kjeldahl's 
method  in  the  flour  and  in  the  crude  dry 
gluten,  and  multiplied  by  5*7  to  express  it  as 
protein. 

Gluten  in  the  form  of  a  light-brown  powder, 
dried  at  a  low  temperature,  is  a  commercial 
product,  being  used  for  the  manufacture  of 
Dread  and  biscuits  for  diabetic  patients  :  it 
usually  contains  from  3  to  5  p.c.  of  starch,  and 
sometimes  a  great  deal  more,  and  should  yield 
a  very  tough  elastic  dough  when  wetted. 

In  the  commercial  process  the  flour  is  made 
into  a  stiff  dough,  placed  in  open  kneading 
machines,  and  kneaded  with  water.  The  starcn 
goes  into  suspension,  the  starch  milk  being 
strained  off  periodically  until  gluten  alone 
remains  in  the  mckchine. 

The  open  kneading  machine  most  used  for 
the  process  consists  of  a  trough  in  which  two 
kneadii^  arms  work  in  opposite  directions. 

In  Germany  wheaten  starch  factories  are 
often  run  directly  in  connection  with  a  bakery. 

The  flour  is  kneaded  out  as  described  and 
60-75  p.c.  pure  etarch  obtained.  The  glutinous 
residues  are  then  used  for  baking. 

Westrup  (Eng.  Pats.  4028, 1908;  8337, 1909) 
proposes  to  test  the  strength  of  flours  by  making 
a  ball  of  15  grams  flour  and  7*5  grams  of  water, 
and  placing  this  under  a  disc  of  plate  glass, 
3}  inches  in  diameter.  A  200-gram  weight  is 
put  on  the  glass  for  30  minutes.  The  dough  is 
pressed  out,  and,  after  hardening  for  24  hours, 
the  circumference  of  the  flattened  cake  is 
measured  by  rolling  it  along  a  scale.  Different 
floucs  are  flattened  to  different  extents. 

Baine  (Eng.  Pat.  14770,  1909)  puts  a  dough 
of  standard  proportions  into  a  cylinder  provided 
with  a  piston.  As  the  dough  rises,  the  piston  is 
pushed  up,  an  arresting  mechanism  prevents  it 
dropping  from  the  highest  point  reacned,  which 
can  be  read  off  later. 

Neither  of  these  methods  appears  to  be  of 
much  practical  value. 


Gliadin.  Wheat  gluten  was  finit  separated 
into  two  constituents  in  1819  by  Taddoi,  wjio 
termed  the  alcohol  soluble  protein  gliadin. 
Subsequently,  Ritthausen  thought  gliadin  to 
consist  of  three  different  proteins,  but  the 
researches  of  Osborne  and  otners  have  made  it 
clear  that  only  one  alcohol-soluble  protein  is 
present  in  wheat. 

The  alcohol-soluble  protein  of  rye  is  ap- 
parently identical  with  that  of  wheat,  and  is 
therefore  also  termed  gliadin.  -  Other  alcohol- 
soluble  cereal  proteins  are  the  hordein  of  barley 
and  zein  of  maize ;  these,  however,  are  quite 
different  from  gliadin.  Osborne  has  proposed 
to  call  this  group  prolaminA. 

The  solubility  of  gliadin  is  a  maximum  in 
70  p.c.  ethyl  alcohol— it  is  nearly  insoluble  in 
water  and  in  absolute  alcohol.  When  de- 
hydrated with  absolute  alcohol  and  dried  over 
sulphuric  acid,  gliadin  is  obtained  as  a  colourless 
friable  substance.  As  precipitated  from  dilute 
alcohol  or  water  and  dried,  it  is  amorphous  and 
transparent,  somewhat  resembling  gelatin,  but 
it  is  more  brittle.  It  turns  sticky  with  distilled 
water,  and  part  dissolves,  still  more  being  dis- 
solved on  boiling.  The  addition  of  the  smallest 
quantity  of  a  mineral  salt  immediately  precipi- 
tates it  completely,  either  from  aqueous  or 
dilute  alcoholic  solution.  The  salts  with  acids 
or  alkalis  are  freelv  soluble  in  water.  They 
are  precipitated  unchanged  on  neutralisation. 

Gliadin  may  be  extracted  both  from  glut«n 
and  from  flour  with  70  p.c.  alcohol.  The  residue 
will  no  longer  form  a  dough  when  wetted  with 
water. 

Gliadin  has  the  composition  0=52*72  p.c, 
H=6*86  p.c.,  N=17*66  p.c,  S=l*03  p.c, 
0=21*73  p.c,  and  gives  6738  calories  per  gram 
on  combustion  (Benedict  and  Osborne,  J.  Biol. 
Chem.  1907,  3,  119).  The  specific  rotation  in 
70  p.c  alcohol  is  —92°  (Matnewson,  J.  Amer. 
Chem.  Soc.  1906,  28,  1482) :  the  same  author 
hai  determined  the  rotatory  power  in  a  number 
of  solvents. 

The  total  nitrogen,  17*66  p.c,  is  distributed 
as  follows  :  as  ammonia  4*33  p.c,  basic  1*09  p.c, 
non-basic  12*17  p.c. 

Osborne  and  Clapp  (Amer.  J.  Physiol.  1906, 
17,  231)  have  made  a  very  careful  determination 
of  the  products  of  hydrolysis  of  gliadin  {see  also 
Abderhalden  and  Samuelv,  Zcitsch.  ph3rsiol. 
Chem.  1905,  44,  276).  their  figures  are  as 
follows  : — 


p.c. 
Glycine       .    absent 

'                               p.c 
t    Tyrosine      .      1*20 

Alanine       .       2*00 

Cystine        .     0*46 

Valine         .       0*21 

Lysine         .  absent 
Histidine     .     0*61 

Leucine       .       5*61 

Proline        -       7*06 

Ai^inine      .     3*16 

Phenylalanine   2*35 

Ammonia    .     5*11 

Aspartic  acid     0*58 

Tryptophan   present 

Glutamic  acid  37*33 

Serine         .       0*13 

Total       65*80 

The  striking  points  in  the  composition  are 
the  absence  of  glycine  and  lysine  and  the  small 
proportion  of  basic  amino  acids,  the  very  lai^e 
quantity  of  glutamic  acid  and  the  high  propor- 
tion of  ammonia  and  proline. 

About  60  p.c.  of  the  total  sulphur  in  gliadin 
is  converted  into  sulphide  on  boiling  with  sodium 
hydroxide. 
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GtOttfllill.  The  Horoml  protoin  of  glut4*n  in 
chanu;teriflecl  by  lacing  innoiublc  in  water,  saline 
rolutioiui,  and  alcohol,  and  remains  after  ex- 
haunt  ive  treatment  of  gluten  with  these  three 
Holvento.  When  freHhly  prepared,  it  is  soluble 
in  O'l  p,c.  potassium  hydroxide  and  0*2  p.c. 
hydrochloric  acid,  and  also  in  very  dilute  sodium 
carlxinatc  and  ammonia.  After  drying  over 
sulphuric  acid,  it  forms  an  amorphous  greyish - 
brown  powder  somewhat  less  soluble  in  these 
reagents.  It  is  precipitated  on  neutralisation. 
The  only  other  cereal  protein  described,  similar 
to  srlutein,  is  the  oryzenin  of  rice  (Rosenheim 
and  Kajiura,  J.  Physiol.  1008,  36,  liv.),  although 
it  is  probable  that  other  seeds  contain  similar 
proteins.      Osborne  groups  these  as  glutelins, 

Olutenin  has  the  composition,  C=52'34  p.c. 
H--6-83  p.c.,  N  =  17-49  p.c,  8=1-08  p.c. 
0  -22 '26  p.c.  ;  heat  of  combustion  5704  calories 
(Benedict  and  Osborne,  J.  Biol.  Chem.  1907,  3, 
1 10).  The  nitrogen  is  distributed  as  follows  : 
ammonia,  3 '30  p.c. ;  basic,  2*05  p.c. ;  non- 
basic,  1 1  '95  p.c. 

According  to  Osborne  and  Clapp,  the  products 
of  hydrolysis  are : 


Glycine 

Alanine 

Valine 

Leucine 

Proline 


p.c. 
0-80 
4-66 
0-24 
5-95 
4-23 


Phenylalanine  1  '97 
Aspartic  acid  6*91 
Glutamic  acid  23-42 
Serine  .       0-74 


p.c. 
4-25 
0-02 
1-76 
4-72 
1-92 
4-01 


Tyrosine 

(cystine 

Histidine 

Arginine 

Lysine 

Ammonia    .      ^  v. 

Tryptophan   present 

59-68 

fSco  the  Discussion  on  Wheat,  Brit.  Assoc. 
Report,  Winnipeg,  1909,  Supplement  to  J.  Board 
of  Agric.  1910,  vol.  17,  No.  3;  se^  also  T.  B. 
Osborne,  Pflanzenproteine,  Wiesbaden.  1910 ; 
.Togo,  Science  and  Art  of  Bread- making,  London, 
11)11.1  E.  V.  A. 

GLYCARBIN.    Syn.  for  glyceryl  carbonate. 

GLYCERIN  {Glyarol,  Oh/cyl  alcohol.  Pro- 
prni/l  alcohol  C-aH^O,  or  ('aK»(OH)a)  occura  in 


combination  with  fatty  acids  in  all  fatty  oils  and 
fats.  Glycerin  was  discovered  by  Scheele, 
when  preparing  lead  plaster  from  olive  oil,  and 
was  tenniDd  by  him  '  principium  duke.*  The 
fatty  oils  and  fats  may  be  regarded  as  salts 
formed  by  the  combination  of  fatty  acids  and 
glvcerol,  with  the  loss  of  three  molecules  of  water. 
Glycerol  being  a  trihydric  alcohol,  and  conse- 
quently behaving  like  a  trihydric  base,  is  able  to 
combine  with  three  radicles  of  fatty  acids,  as  is 
expressed  by  the  following  equation,  in  which 
R  represents  the  acid  ndide  of  any  fatty 
acid: 

yOH  yOR 

C,H^^O-H+3ROH=0,H,f^O  R-f 3H,0 
\0'H  \0.R 

I  This  equation,  when  read  from  right  lo  left, 
I  symbolises  the  process  of  saponification  of  fat^, 
and  expresses  tne  fact,  that  by  the  addition  of 
water  (under  suitable  conditions)  to  the  neutral 
glycerides,  the  latter  arc  resolved  into  three 
molecules  of  fatty  acids  and  one  molecule  of 
I  glycerol  {see  Saponificaiion).  From  the  right 
side  of  the  equation  it  follows  that  glycerol  does 
not  exist  as  such  in  the  fatty  oils  and  fats,  but 
that  it  is  formed  by  the  assimilation  of  three 
molecules  of  water.  Hence  the  sum  of  the 
weight  of  the  fatty  acids  and  glvcerol  is  always 
greater  than  the  weight  of  the  original  fat 
employed.  The  excess  over  100  p.c.  may  be 
gatnered  from  the  following  table  by  adding  up 
the  numbers  given  in  column  4,  and  deducting 
100  from  that  sum  {see  column  5). 

Owing  to  this  complete  analogy  between  the 
formation  of  a  tribasic  salt  and  a  triglyceride, 
the  natural  triglycerides  are  also  termed 
*  neutral  glycyl  esters.' 

The  triglycerides  of  the  most  frequently 
occurring  fatty  acids  are  collated  in  the  follow- 
ing table,  in  which  their  chemical  formulae 
and  molecular  weights  are  given,  as  also  the 
quantities  in  p.c.  of  fatty  acids  and  glycerol 
resulting  from  saponification  of  1(X)  parts  of  the 
glycerides  : — 


Olycorldo 


(Jlyceryl  trlbiityrate  (Bntyrln) 
„    trlcaproate    (Caproln) 

trlcapryUte  (Oaprylln) 
(Cftprln) 


trlcnprate 
trllaurate 


(Laurtn) 


trlmyrlRtate  (MjTlstln) 
tripalmltato  (Palmitln) 


trlRtoarate 
trioloate 


(Stearin) . 
(Olein)     . 


trillnolatc   (LInoHn) 


trilipolenato  (Llnolenin) 

■lciupttnod<      

noaonln) 


trlclupttnodonate(Clupa- 


trirlclnoleate  (RIcInoleIn) 
trlarachldate  (Arachin) 
trlenicate       (Krucin) 


Formula 


Mole- 
cular 
weight 


CaHgCOC^  H,  0)3 
CsHJcOC,  HiiO)3 

CsHgCOCg  HijOa 
(^aHjco-cfoHiIOa 

cJhJcocIJhIJo), 

t'3Ha(OC„H8;0)3 
CaHjCOCigHsBO), 

cX(oc;;h,;o)J 

CaHjCOCigHaiOa 

C5H5(OC,gH„0)3 

CsHj(OCigH„0), 
C,hJ(OC  JH53O,), 

CaH;(0C„H"())3 


302 
386 

470 
554 
638 

722 

806 

800 

884 

878 

872 

866 

932 

974 

1052 


ProdiH 

talne 

mronil 

of  100 

'ts  ob- 
d  on 
lea  t  Ion 
parts 

Gly- 
cerin 

Fatty 
acids 

8?"44 
9015 

30-4'6 
28-96 

91-91 
93-14 
94-04 

19-58 
16-67 
14-42 

94-75 
95-29 

12-74 
11-42 

95-73 
95-70 

10-34 
10-41 

95-67 

10-48 

95*63 

10-55 

95-61 
95-93 
96-09 
96*39 

10-62 
9-87 
9-45 
8-74 

5 

6 

Excess 

1 

over 
100 

Cliief  sources 

parts 

17-90 

MUk  fats 

1411 

Milk  fat«,  cocoa-nut  oil  > 

palm  -nut  oil 

11-49 

If           »t          *t 

9-81 

8-46 

Laurel  oil,  cocoa-nut  oil. 

palm-nut  oil,  dika  fat 

7-49 

Myristlca  fats 

6-71 

Palm  oil,  Cliinese  vege* 
table  tallow,  Japan  wax 
Cacao  butter,  tallow 

7-07 

6-11 

Olive  oil,  lard  oil,  tallow 

oil 
Drying  and  seml-drjMng 

oils 
Drying  oils 

6-15 

6-18 

6  23 

Marine  animal  oils 

5-80 

Castor  oil                        < 

6-54 

Earth-nut  oil 

,y,6i:t5. 

.ylUEff^l*^    J^.^^ 
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From  the  above  formuls  it  appcon  that 
glycerol  Lb  regarded  as  a  trivalent,  or  triatomic 
alcohol,  containing  the  radicle  C,H|  in  com- 
bination with  three  OH  grouns.  Hence,  glycerol 
bears  the  same  relation  to  oroinary  ethyl  alcohol 
as  orthophosphoric  acid  bears  to  nitric  acid. 
Just  as  tribasic  phosjphoric  acid  forms  three 
distinct  classes  of  salts,  with  three  4i^<^'«n^ 
proportions  of  the  same  base,  so  docs  glycerol 
form  three  distinct  classes  of  esters,  viz.  mono- 
glycerides,  diglycerides,  and  triglycerides  {see 
Oils,  Fixed,  and  Fats).  And  just  as  phosphoric 
acid  may  combine  with  two  or  three  different 
bases  -to  form  two  different  classes  of  tribasic 
salts,  so  does  glycerol  lead  to  different  classes  of 
triglycerides.  Each  triglyceride  enumerated  in 
the  foregoing  table  must  be  considered  as 
glycerol  in  which  all  three  hydrogen  atoms  of 
the  three  OH  groups  are  replaced  by  one  and 
the  same  radicfe  of  fatty  acid.  Such  glycerides 
are  termed  simple  triglycerides.  If,  however, 
the  three  hydrogen  atoms  are  replaced  by  two 
or  three  different  fatty  acid  radicles,  mixed 
glycerides  are  obtained. 

Should  a  triglyceride  contain  two  different 
fatty  acid  radicles,  two  isomeric  triglycerides 
may  be  expected;  and  in  the  case  of  a  tri- 
glyceride containing  three  different  acid  radicles, 
three  isomerides  may  be  expected.  This  is 
explained  by  the  following  formulfle  : — 

/ORj  /ORi 

C.Hsf  OR, ;  C.H^f-O-R, 

\0R.  \ORj 

/ORi  /0R|  /ORi 

CjHjf OR,;  CjHs^ORi;  C.H.fOR, 

No-Ra  \0R,  \0-R3 

It  was  formerly  assumed  that  the  natural 
fats  consisted  of  simple  triglycerides ;  modern 
researches,  however,  have  made  it  extremely 
likely  that  simple  triglycerides  occur  in  nature, 
as  a  rule,  in  small  quantities  only,  and  that 
natural  oils  and  fats  are  composed  chiefly  of 
mixed  glycerides.  Thus,  for  instance,  in  tallow, 
only  a  few  p.c.  of  tristearin  have  been  found ; 
hence  tallow  must  be  assumed  to  consist  mainly 
of  mixed  glycerides. 

A  considerable  number  of  mixed  glycerides 
have  been  already  isolated  from  such  natural  oils 
and  fats  as  tallow,  cacao  butter,  Borneo  tallow, 
&o.  The  mixed  glycerides  of  most  frequent 
occurrence  w-hich  nave  been  isolated  hitherto 
are  oleodipalmitin,  stearodipalmitin,  oleopcUmito- 
stearin,  palmitodistearin,  oleodistearin,  and  dioleo- 
stearin. 

Glycerin  has  also  been  found,  in  the  free 
state,  in  the  blood  and  in  fermented  alcoholic 
liquors.  Pasteur  has  shown  that  glycerin  is  a 
constant  product  of  the  alcoholic  fermentation 
of  sugar;  hence  it  is  a  natural  constituent  of 
beer,  wine,  &o.  100  parts  of  sugar  produce  3*5 
parts  of  glycerin.  Until  a  few  vears  ago  these 
latter  sources  of  glycerin  were  of  no  commereial 
importance,  but  the  increasing  value  of  glycerin 
has  made  it  profitable  to  recover  even  this  small 

Sroportion,  and  severaj  processes  have  been 
evised  for  treating  the  vinasses  from  distilleries. 
For  example,  in  Barbet's  process  (Fr.  Pat. 
449961  of  1912)  the  material  is  concentrated, 
mixed  with  calcined  plaster  and  kieselguhr, 
and  the  glycerin  distilled  under  reduced  pressure, 
while  caramelisation  is  prevented  by  tho  action 


of  scrapers  within  the  retort.  Jn  another  pro- 
cess (Eng.  Pat  27300  of  1912)  the  vinos^sts  is 
dried,  treated  with  acid,  and  the  glycerin 
extracted  by  means  of  solvents  such  as  alcohol. 
Increased  quantities  of  gl]^*ceriu  are  obtained 
from  molasses  by  fermentation  with  Sactharo- 
myces  elliisjiHeus  (var.  Steinberg)  in  prweiu^e 
of  sodium  carbonate  and  ammonium  chloride 
at  a  temperature  of  30'''->)2'\  when  from  20  to  25 
p.c.  of  the  sugar  is  converted  into  ttlyceriu, 
and  the  greater  part  of  the  remainder  intf) 
alcohol  and  carbon  dioxide.  The  investigations 
of  Liidecke  on  the  production  of  glycerin  on  an 
industrial  scale  from  the  fermentation  of  sugar 
led  to  a  practical  process  worked  out  by  Oonn- 
stein  ana  Liidecke,  which  was  employed  to  a 
considerable  extent  in  Germany  during  the 
great  war.  The  process  is  based  upon  tlie  fact 
that  the  percentage  of  glycerin  is  increased  if 
the  fermentation  proceedHs  m  presence  of  alkaline 
substances,  particularly  sodium  sulphit<»,  where- 
by it  was  possible  to  obtain  20  parts  of  purified 
glycerin,  27  parts  of  alcohol,  and  3  parts  of 
aldehyde  from  100  parts  of  sugar.  After 
removal  of  the  yeast  by  filtration  and  of  the 
alcohol  and  aldenyde  by  distillation,  the  bulk 
of  the  salts  present  are  precipitated  by  calcium 
chloride  ana  then  by  sodium  carbonate,  the 
liquid  being  afterwards  neutralised  with  hydro- 
chloric acid  and  filtered  from  the  sludge  ;  con  • 
centration  and  distillation  yield  a  glycerin 
suitable  for  technical  purposes  (J.  Soc.  Chem. 
Ind.  1919,  38,  287;  R.  Sohweizcr,  Chira.  et  Ind. 
1921,6,  149). 

The  synthetic  preparation  of  glycerin, 
although  It  has  been  made  the  subject  of 
severalpatents,  has  as  yet  hardly  passed  beyond 
the  theoretical  stage. 

Glycerin  is  obtained  on  a  largo  scale  in  the 
several  saponification  processes  which  are 
practised  in  candle  and  soap  works  {see  Naponi- 
fication).  According  to  tne  process  by  which 
the  commereial  proauct  '  crude  glycerin  *  is 
obtained,  we  differentiate  in  commeree  the 
following  five  qualities  of  crude  glycerin,  vist.  : 
(1)  crude  saponification  glycerin;  (2)  crude 
distillation  glycerin  ;  (3)  Twitchell  crude  gly- 
cerin ;  (4)  fermentation  crude  clycerin ;  (5) 
soap  lye  glycerin,  or  soap  crude  glycerin. 

In  the  stoarine  candle  and  soap  industries, 
glycerin  is  obtained  as  a  dilute  aqueous  solution, 
which  contains  various  impurities,  the  nature 
and  quantity  of  which  depend  on  the  manu- 
facturing processes  themselves.  The  purest 
raw  material  results  from  saponification  by 
means  of  lime  in  open  vessels ;  hardly  inferior 
to  this  is  the  glycerin  obtained  by  '  autoclaving.* 
Less  pure  is  the  raw  material  recovered  from  the 
'  acid  saponification  process,*  *  Twitchell's  pro- 
cess,' and  the  *  ferment  process.*  The  crude 
glycerin  obtained  from  soap  lyes,  notwith- 
standing its  high  proportion  of  inorganic  salts, 
may,  on  the  one  hana,  surpass  in  purity  {i.e.  as 
regards  the  amount  of  organic  impurities)  the 
crude  material  from  the  last-named  processes  ; 
but,  on  the  other  hand,  it  may  be  very  impure  if 
fats  and  oiis  of  low  quality  have  been  saponified 
by  means  of  black-ash  lyes,  as  was  done  until  a 
few  years  ago  in  Lancashire  and  in  Marseillps. 
Modem  i)roce8se8  of  refining  have,  however, 
overcome  a  number  of  difHouHios  caused  by  the 
several  impurities,  so  that  e.g.  chemically  pure 
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glycerol  from  good  soap  lyes  cannot  be  distin- 

fuishod  from  cnemically  pure  glycerol  obtained 
y  lime  saponifieation. "  Crude  glyceriDS  further 
vary  as  regards  quality  in  accordance  with  the 
care  exercised  in  the  manufacture.  Crude 
glycerins  obtained  from  the  acid  saponification, 
the  Twitchell,  and  the  fermentation  processes, 
retain  very  tenaciously  some  oivanic  impurities 
which  hitherto  seem  to  have  dened  all  attempts 
to  remove  them,  as  the  writer  has  ascertained  in 


Fio.  I. 

the  case  of  a  number  of  *  chemically  pure  * 
glycerols  originating  from  these  processes. 

1.  Grade  laponlfleaUon  glycerin.  This  gly- 
cerin represents  the  best  quality  of  crude 
glycerin.  It  is  obtained  from  the  '  sweet  water  ' 
of  the  autoclave  process  {see  Saponification) 
and  as  a  by-product  in  the  process  of  soap 
making  by  double  decomposition. 

The  proportion  of  glycerol  in  the  *  sweet 
waters  *  vanes  from  6  to  16  p.c.     The  metallic 


Fio.  2. 

oxides  contained  in  the  *  sweet  waters  *  are 
neutralised,  and  the  filtered  solution  is  concen- 
trated by  means  of  steam,  either  in  a  Wetzel  pan 
(Fig.  1)  or,  as  is  done  in  modem  works,  in  a 
vacuum  evaporator  of  a  type  identical  with  or 
similar  to  those  shown  in  Figs.  2,  3.  According 
to  the  quantity  of  salts  which  separate  when  the 
bulk  of  water  has  been  driven  off,  a  vacuum 
evaporator  either  of  the  type  a  or  type  b  (Fig.  4) 
is  used.  The  evaporation  is  carriea  on  until  the 
crude  glycerin  contains  about  85-90  p.c.    of 


glycerol  Its  sp.p-.  is  then  from  1  240  to  1  -242, 
corresponding  with  the  commercial  brand  of 
*  28^B6  saponification  crude  '  or  '  candle  crude 
glycerin.'  The  colour  of  this  glycerin  varies 
from  yellow  to  dark-bntwn ;  its  taste  is  sweet. 
With  basic  lead  acetate,  it  gives  but  a  slight 
precipitate.  By  refining  this  crude  glycerin 
with  ch|trcoal,  a  '  refined '  glycerin  (used  for  a 
number  of  commercial  purposes)  is  obtained. 
This  crude  glycerin  contains  up  to  0*3  p.c.  of 
ash,  chiefly  calcium  (or  magnesium  or  zinc) 
sulphate,  and  only  small  quantities  of  oi^anic 
impurities. 

This  crude  glycerin  is  valued  on  the  per- 
centage of  pure  glycerol,  of  ash,  and  of  oi^anic 
impurities. 

The  *  sweet  water'  obtained  in  the  process 
of  soap  making  by  double  decomposition  is 
treated  in  the  same  manner  as  descrioed  above, 
and  yields  a  good  *  saponification  crude/  which  is 
equal  in  quality  to  a  'candle  crude  glycerin/ 
provided  that  the  original  fatty  matter  was 
of  good  quality.  Since  this  process  is  used 
in  small  works  only,  where  chiefly  low-quality 
greases  are  worked  up,  the  crude  glycerin 
thus  obtained  is  apt  to  contain  a  considerable 
amount  of  oi^ganic  impurities,  so  that  it  is 
liable  to  ferment  when  stored.  Within  the 
author's  experience,  such  crude  glycerins  did  fer- 
ment, thus  showing  that  the  oi^anic  substances 
in  low-class  grease  are  not  destroyed  by  treat- 
ment with  lime.  In  the  course  of  the  fermenta- 
tion, trimethylenejglycol  is  formed.  This  crude 
glycerin  is  also  high  in  proportion  of  ash  (the 
author  found  even  as  much  as  1*77  to  6  p.c. 
of  ash),  whereas  the  respective  proportions  of 
glycerol  were  84*3  and  77 '1  p.c. 

A  typical  sample  of  hign  quality  examined 
by  Gnmwood  (1918)  hsMd :  sp.gr.  1*2455; 
glycerol,  89*7  p.c. ;  ash,  0*65  p.c. ;  and  organic 
residue,  0*57  p.c. 

2.  Grade  dlsUllatloii  glycerin.  This  kind  of 
crude  glycerin  is  obtained  from  the  acid  water 
resulting  in  the  so-called  acid  saponification 
processes  {see  Saponification).  It  is  termed 
m  commerce  '  crude  distillation  glycerin '  for 
the  reason  that  the  fatty  acids  obtained  by 
this  process  must  be  distilled  to  3rield  candle 
material.  The  dilute  glycerin  waters  (*  sweet 
waters  ')  are  worked  up  in  the  same  manner  as 
described  under  *  crude  saponification  glycerin,' 
but  owing  to  the  large  amount  of  sulphuric 
acid  used  in  the  process,  a  considerable  quantity 
of .  salts  remain  in  solution  after  the  mineral 
acid  has  been  neutralised  with  lime.  As  the 
concentration  of  the  solution  proceeds^  especially 
when  the  thickened  liquor  approaches  the  sp.gr. 
of  1*240,  calcium  sulphate,  which  is  no  longer 
held  in  solution,  separates  out,  and  is  deposited 
on  the  heating  surface  of  the  evaporating 
apparatus  in  the  form  of  a  hard  crust,  which 
rapidly  diminishes  the  evaporative  power  of  the 
steam,  unless  the  calcium  sulphate  is  removed. 

Hence,  such  tube  evaporators  as  are  repre- 
sented by  vessel  b  (Fig.  4)  are  useless  for  con- 
centrating the  dilute  solution,  and  a  type  of 
evaporator  must  be  employed  which  permits  the 
heating  surface  to  be  continuously  scraped  so  as 
to  keep  it  clean.  An  evaporator  of  tnis  kind, 
designed  by  the  author,  is  shown  in  Fig.  2,  the 
inner  construction  of  which  is  exemplified  by 
Fig.  3. 
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The  finished  crude  distillation  glycerin  con- 
tains considerable  proportions  of  calcium  sul- 
phate, inasmuch  as  the  solvent  power  of  glycerol 
for  calcium  sulphate  {see  below)  is  still  further 
increased  by  the  organic  impurities  which  the 
crude  glycerin  retains.  The  ash  of  this  kind  of 
crude  glycerin  rises  to  as  much  as  2  and  even 
3 '5  p.c.  The  amount  of  organic  impurities  is 
greater  than  in  crude  saponification  glycerin. 
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and  it  may  rise  to  oven  2  p.c,  the  amount 
depending  on  the  lack  of  care  exerciBed  in  the 
manufacturing  process.  The  colour  of  this 
crude  glycerin  is  usually  pale-yellow ;  its  taste 
is  sharp  and  astringent,  and  when  rubbed 
between  the  hands  it  emits  an  unpleasant 
smell.  On  adding  basic  lead  acetate,  a  volumi- 
nous precipitate  is  obtained  ;  hydrochloric  acid 
produces  a  turbidity,  due  to  the  presence  of 
fatty  acids. 

This  crude  glycerin  has  the  sp.gr.  1*240- 
1  '242.  As  a  rule,  it  contains  from  84  to  86  p.c. 
of  glycerol.  The  trade  term  for  this  kind  of 
glycerin  is  '  crude  distillation  glycerin,  28°B6.* 

3.  Crude  glycerin  from  the  Twltcheli  prooess. 
This  kind  of  crude  glycerin  is  obtained  from  the 
acid  water  resulting  in  TwitchelFs  saponification 
process  (see  Saponitioation).  The  sweet  waters 
are  treated  with  lime  op  barium  hydroxide  or 
barium  carbonate,  so  as  to  precipitate  the  dis- 
solved sulphuric  acid  as  completely  as  possible. 
The  purified  liquors  are  concentrated  up  to  a 
sp.gr.  of  about  1  '24  or  more,  in  the  same  manner 
as  described  under  the  two  preceding  headings.* 
The  quality  of  this  crude  glycerin  varies  con- 
sideraoly  with  the  quality  of  the  fatty  material 
from  which  it  has  oeen  obtained.  If  the  raw 
material  is  of  good  quality,  the  glycerin  is  fairly 
good ;  but  even  in  that  case,  owing  to  the  high 
amount  of  ash  it  contains,  and  owing  to  its  un- 
pleasant taste,  it  is  valued  at  a  somewhat  lower 
price  than  is  crude  candle  glycerin.  By  way 
of  example,  the  following  analysis  made  by  the 
author,  may  be  given:   sp.gr.  1*239:   glycerol, 
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84*8  p.c. ;  ash,  0*52  p.c.  A  typical  sample 
analysed  by  Grimwood  (1918)  had:  sp.gr. 
1*2453  ;  glycerol,  87*0  p.c. ;  ash,  1*1  p.c. ;  and 
organic  residue,  1*4  p.c.  Since  the  Twitchell 
saponification  process  is  best  adapted  to  low- 
class  material  (such  as  greases),  the  glycerin 
obtained  from  such  material  contains  so  con- 
siderable an  amount  of  organic  impurities  that 
it  cannot  be  refined  by  itself,  even  for  the  pro- 
duction of  dynamite  glycerin.  Each  special 
make  of  such  glycerin  must  therefore  be  valued 
on  the  basis  of  the  impurities  it  contains. 

4.  Fermentation  crude  glycerin  {see  Saponi- 
pioation).  The  sweet  water  from  the  process 
of  hydrolysis  by  means  of  enzymes  is  rich  in 
proteins  and  other  organic  impurities.  In 
addition  to  the  usual  treatment  described  above , 
it  must  be  filtered  over  char,  which  retains  the 
bulk  of  the  proteins  and  other  organic  impuri- 
ties. Nevertheless,  a  certain  amount  is  still 
retained;  consequently,  the  finished  crude  is 
not  only  dark  in  colour,  but  has  also  a  very 
unpleasant  smell  and  taste,  even  if  the  glycerin 
be  made  from  good  raw  material,  such  as  re- 
fined cotton-seed  oil  or  refined  linseed  oil.  In 
the  infancy  of  the  process,  the  crude  glyceiin 
obtained  thereby  was  practically  unusable.  In 
consequence  of  improvements,  the  amount  of 
impurities  has  been  considerably  reduced,  so 
that  a  sample  examined  in  the  author's  labora- 
tory gave  the  following  somewhat  favourable 
results  :  sp.gr.  1*2369;  ash,  0*49  p.c. ;  organic 
impurities  (proteins,  &c.),  1*64  p.c.  But  the 
difficulties  have  not  yet  been  sufficiently  sur- 
mounted to  make  the  process  satisfactory,  and 
it  is  still  but  little  used.  The  last  two  kinds 
of  crude  glycerin  are  difficult  to  refine  (by  the 
usual  process  of  distillation)  and  must  be  mixed 
in  the  glycerin  still  with  better  kinds  of  crudo 
glycerin. 

5.  Soap  lye  glycerin.  Soap  crude  glycerin. 
Soap  crude.  Since  Chevreul  established  the 
constitution  of  fats  and  oils,  it  has  been  known 
that  the  spent  soap  lyes,  resulting  in  the  manu- 
facture of  soap,  contain,  if  not  the  whole,  a  veiy 
lai'ge  proportion  of  the  glycerol,  combined 
originally  with  fatty  acids  in  the  oils  and  fats 
which  had  been  converted  into  soap  in  the  soap 
pan.  During  the  first  half  of  last  century,  no 
attempt  had  been  made  to  recover  the  glycerol 
from  those  lyes,  not  only  on  account  of  the 
difficulty  attending  this  operation,  but  also  for 
the  reason  that  the  small  demand  for  glycerin 
then  ruling  in  the  market  could  be  readily 
satisfied  by  the  candle  makers'  crude  glycerin. 
When,  at  the  end  of  the  seventies  of  the  last 
century,  a  great  demand  for  nitroglycerin 
(*  dynamite ')  sprang  up,  attention  was  drawn 
forcibly  to  this  source  of  glycerin,  and  serious 
endeavours  were  made  to  recover  the  hitherto 
wasted  product.  Although  as  early  as  1858, 
H.  Reynolds  had  patented  the  main  features 
of  a  process  of  recovery,  features  which 
essentially  reappeared  in  all  subsequent 
processes,  yet  serious  failure  at  first  attended 
all  attempts  at  the  recovery  of  glycerin,  on 
account  oi  the  considerable  amount  of  impurities 
in  the  spent  lyes,  and  most  prominently  on 
account  of  the  large  amount  of  dissolved  salts. 
Modem  processes,  especially  improvements  in 
apparatus  on  the  one  hand,  and  the  rapidly 
growing  employment  in  the  soap  industry  of 
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caustic  soda  of  the  highest  purity,  tended  to 
evolve  a  process  which  is  now  worked  with  more 
or  less  success  in  all  the  large  soap  works,  not 
only  of  Europe  and  America,  but  also  of  Australia, 
Africa,  India,  and  New  Zealand.  The  earliest 
successful  attempts  to  recover  glycerin  from 
soap  lyes  were  made  in  English  soap  works, 
where  the  largest  quantities  of  oils  and  tats  were 
worked  up  in  the  larsest  soaperies  of  the  world  ; 
the  working  up  of  the  soap  lyes  for  crude  gly- 
cerin may  he  said  to  have  established  its  success 
in  Great  Britain  towards  the  middle  of  the 
'eighties  of  the  last  century.  Since  that  time, 
crude  glycerin  recovered  from  soap  lyes,  '  soap 
crude  glycerin,'  has  established  its  great  im- 
portance in  the  world's  commerce. 

The  lyes  obtained  in  the  soap-making 
process  by  boiling  oils  and  fats  in  an  open  pan 
with  caustic  socbi  contain  practically  all  the 
glycerol  which  the  natural  oils  and  fats  are 
capable  of  yielding.  According  to  the  manner 
in  which  the  '  changes  '  are  worked  up  (see  Soap), 
the  spent  lyes  contain  from  5  to  8  p. c.  of  pure 
glycerol.  In  addition  to  glycerol,  the  spent  lyes 
hold  in  solution  the  common  salt  used  in  '  cut- 
ting '  the  soap,  and  also  small  amounts  of  free 
caustic  soda,  sodium  carbonate,  soap,  and 
orsanic  impurities.  The  less  free  caustic  soda, 
sodium  carbonate,  and  organic  impurities  the 
lyes  contain,  the  more  readily  can  the  process  of 
recovery  and  purification  be  carried  out.  In 
case  impure  caustic  soda  lyes  have  been  used 
{see  above),  the  spent  soap  lyes  contain,  in 
addition  to  the  substances  enumerated  above, 
thiocyanates,  sulphides,  thiosulphates,  cyan- 
ides, and  ferrocyanides.  These  impurities  were 
present  in  the  crude  (black-ash)  lyes,  which  were 
used  up  to  a  few  years  ago  to  a  large  extent  in 
the  Marseilles  district.  The  difficulties  caused 
thereby  in  the  recoverv  of  crude  glycerin  have  led , 
favoured  by  the  establishment  of  Solvay's  soda 
works  in  that  neighbourhood,  to  the  almost 
complete  abandonment  of  black-ash  lyes,  so 
that  even  in  Marseilles  the  vast  majority  of 
soaps  are  prepared  with  pure  caustic  lyes.  The 
exact  treatment  of  the  lyes  in  a  soap  works 
depends  on  the  state  of  purity  of  these  lyes,  and 
has,  as  its  object,  the  removal  or  destruction  of 
the  albuminous,  resinous,  and  soapy  matters 
present  in  the  lyes.  This  is  done  by  various 
additions,  such  as  lime  or  hydrochloric  acid,  or 
salts  of  aluminium  and  iron,  which  precipitate 
foreign  substances,  so  that  they  can  be  filtered 
oflf,  whereupon  the  purified  lyes  are  neutra- 
lised and  become  ready  for  concentration.  The 
purified  lyes  are  boiled  down  in  fire- heated 
vessels,  which  are  of  a  conical  shape,  so  that  the 
salt,  as  it  separates,  slides  down  into  a  vessel 
fixed  to  the  bottom  of  the  pan,  whilst  rotat- 
ing gear  keeps  the  heating  surface  free  from 
incrustation.  Such  vessels,  although  in  large 
works  considered  antiquated,  are  still  being 
Uiod  and  even  introduced  in  smaller  works, 
where  the  amount  of  water  available  is  limited 
or  where  water  is  very  dear.  In  the  case  of 
large  works,  the  lyes  are  usually  evaporated  in 
vacu6.  The  first  concentration  of  the  lyes  to  the 
'  salting-point '  (at  which  salt  commences  to 
separate)  is  considered  to  have  been  completed 
when  the  lyes  have  reached  a  sp.gr.  of  44*^Tw. 
at  15'5'^C.  The  percentage  of  glycerol  in  these 
lyes  then  usually  amounts  to   10-16  p.c.     If 


I  evaporation  were  carried  on  beyond  this  *  salting* 
point '  in  a  tube  evaporator,  the  separated  salts 
would  deposit  on  the  tubes,  and  thus  soon  prevent 
the  evaporation  from  proceeding  to  the  desired 
I  stage.  The  author  has  frequentlv  seen  tube 
;  evaporators  which,  after  a  couple  of  days'  work- 
I  ing,  had  become  so  heavily  encrusted  with  salts 
'  that  the  evaporator  had  to  be  stopped  and  '  laid 
I  off '  for  cleaning.  A  lai^e  number  of  patents 
has  been  taken  out,  with  a  view  to  preventing 
the  settling  down  of  the  salts  on  the  evaporator 
tubes.  Lewkowitsoh  overcomes  this  difficulty 
by  providing  the  evaporator  with  suitable 
I  stirring  and  scraping  arrangements,  which 
remove  the  salts  as  they  separate,  the  salts 
falling  down  into  a  vessel  (of  any  desired  shape) 
which  can  be  shut  off  from  the  vacuum  evapo- 
rator, and  emptied  at  will  under  ordinary 
pressure.  After  removal  of  the  salt,  the  vessel 
is  exhausted  and  again  connected  with  the 
evaporator.  An  evaporator  of  this  typo  is 
shown  in  Fig.  2.  The  construction  of  the  rotat- 
ing heating  surface  is  typified  by  Fig.  3.  In 
these  evaporators,  the  soap  lyes  can  be  evapo- 
rated from  their  dilute  stage  beyond  the  *  salting- 
point,'  the  salt  which  falls  out  being  remov^ 
oy  using,  at  given  intervals,  the  vessel  fixed 
to  the  outlet  of  the  evaporating  pan.  This 
vessel,  as  has  been  pointed  out  already,  can  be 
emptied  while  the  contents  are  kept  con- 
tinuously boiling.  In  laise  installations,  the 
lyes  are  concentrated  in  aouble.,  or  triple,  or 
quadruple  effect  vacuum  apparatus.  A  double 
effect,  designed  by  Lewkowitsch  on  the  same 
principle  as  Fig.   2,  is  illustrated  by  Fig.   4. 
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This  figure  shows  a  combination  of  a  tube 
evaporator,  B,  with  an  evaporator  as  illustrated 
by  Fig.  2.  The  first  preliminary  concentration 
up  to  the  '  salting-point '  is  carried  out  in 
vessel  B,  whilst  the  further  concentration  takes 
place  in  vessel  a.  The  salt  which  separates  out 
during  the  process  of  concentration  is  collected 
in  the  vessel  shown  underneath  a,  and  is  removed 
at  fixed   times,   and   washed  in  the   washing 
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machino  shown  in  the  illustration.  The  salt  is 
washed  first  with  purified  lyes  of  low  percentage 
of  glycerol,  and  finally  with  water  to  remove  the 
glycerin  from  the  salt.  The  salt  itself  is  re- 
covered in  such  purity  that  it  can  be  used  imme- 
diately in  the  soapery  in  place  of  fresh  salt  {see 
Soap). 

The  glycerin  solutions  are  boiled  tn  vacuS 
until  the  crude  glycerin  has  reached  a  sp.gr.  of 
1*3.  The  progress  of  concentration  is  con- 
trolled by  the  sp.gr.  test,  or,  equally  well,  by 
taking  out  samples  and  ascertaining  the  boiling- 
point  in  a  porcelain  dish,  by  means  of  a  thermo- 
meter, while  the  contents  of  the  dish  are  kept 
stirred,  so  that  the  salt  may  not  cause  bumping 
of  the  contents  or  cracking  of  the  dish.  The 
glycerin  has  reached  the  sp.gr.  of  1*3  and  the 
percentage  required  by  commerce,  if  the  boiling- 
point  is  150°.  The  crude  glycerin  then  contains 
80  p.c.  of  pure  glycerol,  and  about  10  p.c.  of 
salts,  the  remainder  consisting  of  water  and  a 
small  amount  of  organic  impurities.  If  the 
concentration  is  carried  a  little  further,  crude 
glycerin,  containing  as  much  as  86  p.c.  of  gly- 
cerol, can  readily  bd  obtained. 

The  proportion  of  organic  impurities  in  soap- 
lye  glycerin  varies  considerably,  depending  on 
the  process  of  purification  and  the  care  of  the 
operator.  Some  commercial  soap  crude  gly- 
cerins contain  less  than  1  p.c.  of  organic  im- 
purities (thus  representing  a  better  quality  gly- 
cerin than  *  crude  distil&tion  glycerin,'  crude 
glycerin  from  the  *  Twitchell  process,*  and  crude 
glycerin  from  the  *  fermentation  process  *). 
Other  specimens  of  crude  glycerin,  again,  con- 
tain large  quantities  of  impurities,  consist- 
ing of  fatty  acids,  rosin  acios,  and  of  albu- 
minoid substances,  gelatin,  and  hydrocarbons 
(from  bone  fat),  and  also  trimethyleneglycol  in 
the  lyes  resulting  from  bone  fat  which  has  been 
allowed  to  ferment.  In  the  distillates  from 
such  impure  glycerins,  the  author  even  found 
organic  bases,  amongst  which  he  identified 
picolino  and  lutidine. 

The  following  analyses  by  Grimwood  show 
the  composition  of  typical  samples  of  crude 
glycerin  in  1917-1918  ;— 

Organic 
8p.gr.    Glycerol    Ash   residue 

High  quality  .  1-3097  85^8  9^3  ^68 
Lowquaaty  .  12980  77-2  10-63  3-61 
The  colour  of  *  salt  crude  glycerin  *  is  pale- 
yellow  to  brown,  or  almost  black,  according  to 
its  purity.  The  taste  of  good  '  soap  crude  *  is 
sweet,  qualified,  of  course,  by  that  of  the  common 
salt  contained  therein.  Impure  samples  have  a 
most  unpleasant  garlic-like  taste,  even  if  sul- 
phides be  absent.  This  is  specially  charac- 
teristic of  the  lyes  obtained  in  the  Marseilles 
district  (due  to  the  use  of  *  sulphur  *  olive  oil). 

Soap-lye  glycerin  can  be  rapidly  distinguished 
from  the  crude  glycerins  described  above  by  the 
large  proportion  of  common  salt  which  it  con- 
tains (heavy  precipitate  with  silver  nitrate 
solution)  and  by  its  high  sp.gr. 

soap-lye  glycerin  containing  considerable 
quantities  of  sulphidos,  thiosulpnates,  or  sul- 
phites, is  almost  valueless  to  the  refiner  of  crude 
glycerin. 

Considerable  quantities  of  'crude  glycerin, 
especially  crude  saponification  glycerin,  are  used 


In  the  arts  for  various  purposes,  e.g.  in  the 
manufacture  of  inks.  By  far  the  largest  quan- 
tities of  crude  glycerin  are,  however,  purified 
by  distillation,  and  thereby  converted  into 
'  distilled  glycerin.*  In  commerce,  two  kinds 
of  distilled  glycerin  are  differentiated,  distilled 
slycerin  for  making  nitroglycerin  (dynamite), 
dynamite  glycerin,'  and  chemically  pure 
glycerin,  sometimes  termed  '  twice-  *  or  '  treble- 
distilled  glycerin.* 

Distluod  glycerins  are  obtained,  as  the  name 
implies,  from  crude  glycerin  by  distillation. 
The  distillation  is  carried  out,  either  under 
ordinary  pressure  or  in  a  vacuum.  In  either 
case  the  distillation  is  supported  and  accelerated 
by  the  aid  of  steam.  At  present  vacuum 
distillation,  coupled  with  superheated  steam,  is 
the  combination  mostly  in  vogue.  Some  manu- 
facturers work  off  a  certain  amount  (depending 
on  the  size  of  the  still)  of  crude  glycerin  in  one 
batch.  Other  manufacturers  resort  to  con- 
tinuous distillation,  the  still  being  fed  as  the 
glycerin  distils  off. 

The  successful  distillation  of  crude  glycerin 
does  not  so  much  depend  on  the  kind  of  still 
and  condensers  used  as  on  the  skill  and  care  of 
the  operator.  A  considerable  number  of  special 
apparatus  have  been  patented,  and  are  still 
being  patented,  but  owing  to  the  fact  pointed 
out,  viz.  that  success  depends  more  on  attention 
to  details  than  on  the  particular  apparatus 
employed,  the  details  of  the  modtis  operandi  in 
conducting  the  distillation  are  considered 
valuable  secrets. 

Space  does  not  permit  a  complete  reference 
to  the  patent  literature  or  to  the  illustrations 
accompanying  it.  It  may  therefore  be  generally 
stated  that  some  inventors  introduce  details 
which  neither  contribute  to  cheapening  the 
process  nor  permit  the  realisation  of  the  refine- 
ments claimed.  Some  of  the  apparatus  embody 
a  faulty  principle,  inasmuch  as  not  only  is 
complete  purification  not  effected,  but  even 
partly  purified  distillates  are  contaminated  with 
the  impurities  driven  off  from  a  partially  purified 
batch.  Here  it  may  suffice  to  illustrate  in 
Fig.  6  a  glycerin  distillation  plant  which  the 
author  designed  for  the  distillation  of  crude 
glycerins,  both  of  '  saponification  crude '  and 
soap  crude.'  The  still  shown  is  provided  with 
an  arrangement  for  withdrawing  the  salts  as 
they  separate  out.  The  contents  of  the  still  are 
heated  by  means  of  open  superheated  steam, 
which  carries  off  the  vapours  of  glycerin  into  a 
battery  of  condensing  columns.  Between  the 
latter  and  the  still  itself  is  inserted  a  catch  box 
in  which  the  heaviest  portions  are  condensed, 
while  small  amounts  of  sodium  chloride,  which 
is  carried  over  mechanically  with  the  steam, 
are  simultaneously  deposited.  From  the  end  of 
the  battery  of  columns  a  connection  leads  to  a 
vacuum  pump,  the  distillation  being  carried 
out  in  vacud.  The  glycerin  vapours,  with 
varying  amounts  of  water,  condense  in  the 
several  columns.  In  the  first  columns  little  water 
condenses ;  thus  the  strongest  clycerin,  of 
.sp.gr.  I  25,  is  obtained  therein.  Tlie  following 
columns  yield  weaker  glycerin  liquors  which,  in 
the  end  column,  are  so  dilute  that  the  then 
escaping  vapours  are  practically  free  from 
volatilised  glycerin.  The  distillates  are  drawn 
off  171  vacud,  sampled  and  graded  according  to 
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their  sp.gr.  In  the  figure,  the  veBsels  into  which 
the  glycerin  is  drawn  off  are  partly  shown. 

It  depends  solely  on  the  mode  of  working — 
especially  in  the  case  of  soap-lye  glycerin— ^as  to 
whether  one  distillation  wiU  suffice  to  obtain  a 
satisfactory  product  for  nitrating  purposes,  or 
whether  the  once  distilled  glycerin  must  be  re- 
distilled; In  case  the  distillation  has  not  been 
conducted  carefully,  the  once-distilled  glycerin 
is  so  strongly  contaminated  with  sodium  chloride 
and  organic  impurities  (volatile  fatty  acids  and 
even  pol^glycerols),  that  a  second  distillation 
becomes  imperative. 

The  distilled  glycerin  liquors  collected  from 
the  columns  are  treated  with  char,  if  required, 
in  order  to  remove  some  organic  impurities,  and, 
at  the  same  time,  to  clanfy  the  glycerin  and 


improve  its  colour.  The  collected  and  filtered 
glycerin  liquors  are  finally  concentrated  in  a 
vacuum  evaporator,  up  to  the  desired  8p.ffr. 
For  the  purposes  of  dynamite  glycerin,  the 
8p.gr.  must  be  at  least  1*261  at  15^  Other 
commercial  qualities  of  distilled  glycerin  need 
only  be  concentrated  to  a  sp.gr.  of  1  '250  or  1  '240, 
as  the  case  may  be.  The  dynamite  glycerin 
quality  is  used  exclusively  for  purposes  of 
making  nitroglycerin.  Other  qualities  of  dis- 
tilled glycerin,  especially  those  of  sp.gr.  1*260 
and  1*240,  are  used  for  various  purposes  in  the 
arts,  such  as  for  filling  gas  meters  and  hydraulic 
jacbi,  in  the  manufacture  of  ink,  waterproof 
paper,  toilet  soaps,  *  sizes  '  for  textiles,  and  for 
the  production  of  plastic  masses,  such  as  printing 
rollers,  hectograph  mass,   &c.     The  bulk  of  the 
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distilled  glycerin  is,  however,  employed  in  the 
manufacture  of  high  explosives,  such  as  dyna- 
mite, blasting  gelatine,  cordite,  &c. 

The  yield  obtainable  from  crude  glycerin 
depends,  just  like  the  distillation  itself,  on  the 
care  of  the  operator.  The  losses  incurred  by 
faulty  methods  are  large,  and  range,  within  the 
knowledge  of  the  author,  from  as  much  as  15  to 
even  40  p.  c.  A  larae  proportion  of  the  loss  is 
due  to  destruction  of  glycerol  with  the  formation 
of  volatile  acids  and  acrolein  on  the  one  hand, 
and  to  the  formation  of  polyglvcerols  on  the 
other  hand.  The  polyglycerols  which  are 
formed  in  the  course  of  distillation  should 
remain  in  the  still  itself,  and  are  found  with  the 
still  residue  {see  below,  Olycerin  foots). 

The  commercial  '  distilled  glycerins  *  vary  in 
colour  from  yellow  to  white ;  they  also  vary  in 
their  content  of  glycerol  according  to  their 
sp.grs.,  which  range,  as  a  rule,  between  1  *220  and 
1  '260.  Glycerin,  purified  by  distillation,  should 
contain  a   very  small  amount   of   ash   only ; 


thereby  distilled  glycerins  are  easily  distin- 
guished from  crude  glycerins. 

The  residues  {'glycerin  foots')  remaining  in 
the  still,  in  the  case  of  those  crude  glycerins 
which  contain  small  proportions  of  ash  {see  above. 
Crude  glycerins,  I,  2,  3,  4),  consist  chiefly  of 
polyglycerols  and  of  notable  amounts  of  salts, 
as  the  mineral  matters  originally  contained  in  the 
crude  material  naturally  accumulate  in  the  resi- 
dues. These  residues  are  used  in  the  manu- 
facture of  shoe  blacking.  Claessen  proposed  to 
employ  them  also  in  the  production  of  plastic 
masses,  such  as  printing  rollers,  hectograph 
masses,  sizes  for  textiles,  and  for  waterproofing 
paper. 

The  still  residues  from  soap  lye  crude  contain 
much  larger  amounts  of  salts  than  those  de- 
scribed above.  The  residues  obtained  in  the 
course  of  distilkUion  retain  such  considerable 
amounts  of  glycerol  in  addition  to  polyglycerols, 
salt,  sodium  carbonate,  sodium  acetate,  and 
sodium  salts  of  other  organic  non- volatile  acids. 
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that  the  accumulated  residues  are  worked  up 
for  the  recovery  of  fflycerin.  They  are  boiled 
up  with  water,  and  dilute  hydrochloric  or  sul- 
phuric acid  is  added  to  decompose  the  sodium 
carbonate  and  the  organic  salts.  The  orsanic 
non-volatile  acids  collect  on  the  surface  of  the 
liquid  as  a  resinous  mass,  which  is  removed  in 
any  suitable  manner.  The  liquor  is  then  filtered 
and  concentrated  separately,  or  is  mixed  with 
the  ordinary  soap  lyes.  As  during  the  concen- 
tration of  these  liquors,  acetic  acid  is  volatilised, 
it  is  advisable  to  concentrate  the  lyes  and  distil 
the  recovered  crude  glycerin  separately. 

The  distilled  glycerins  described  above  con- 
tain, as  a  rule,  amounts  of  impurities,  which 
although  small,  are  yet  sufficiently  laige  to  forbid 
the  employment  of  those  distilled  glycerins  for 
pharmaceutical  and  dietetic  purposes.  The '  dis- 
tilled glycerins  '  must  thereiore,  as  a  rule,  be  sub- 
jected to  a  second  distillation.  If  this  distillation 
be  carried  out  with  sufficient  care,  the  distillates 
give,  after  concentration  and  treatment  with 
char,  the  chemically  pure  glycerin  of  com- 
merce. 

At  a  time  when  the  art  of  preparing  ohemi- 
cally  pure  glycerin  was  not  so  far  advanced  as 
it  is  at  present,  some  chemically  pure  glycerin 
was  manufactured  by  allowing  glycerin  to 
crystallise,  and  centrifugalising  the  crystals, 
whereby  the  impurities  were  removed  with  that 
portion  of  glycerin  which  melted  in  the  centri- 
fugal machine.  This  process  has,  however, 
been  abandoned,  not  only  on  account  of  its 
costliness,  but  also  on  account  of  the  inferiority 
of  the  product  as  compared  with  the  best  brands 
of  chemically  pure  glycerin  obtained  by  careful 
distillation,  as  it  was  found  that  the  crystals 
were  apt  to  occlude  impurities. 

The  statements  found  in  chemical  literature 
that  glycerin  only  crystallises  at  —40**,  must  be 
corrected,  in  so  far  as  glycerin,  exposed  for  a 
long  time  to  a  low  temperature  (—6  or  —10°), 
will  gradually  crystallise.  Thus  the  author 
frequently  found  in  very  cold  winters  that 
glycerin,  even  glycerin  ot  *  dynamite  quality  * 
which  had  been  left  imdisturbed  for  some  pro- 
longed time,  had  crystallised. 

Electro-osmotic  processes  of  decolorising  and 
purifying  glycerin  have  been  patented  (Eng. 
Pats.,  144,727,  146,046,  146,866,  1020). 

Chemically  pure  glycerin  is  obtainable  in 
commerce  in  the  following  *  strengths  *  (concen- 
trations) :  chemically  pure  glycerin  of  1  '24 
sp.ffr.,  chemically  pure  glycerin  of  1*26  sp.gr., 
and  chemically  pure  glycerin  of  1  '26  sp.gr. 

The  chemically  pure  glycerin  of  the  highest 
sp.gr.  approaches,  as  nearly  as  is  possible  for 
a  product  made  on  a  large  scale,  the  chemical 
substance  glycerol. 

Glycerol  (pure  glycerin)  is  an  odourless, 
colourless,  viscid  liquid,  having  an  intensely 
sweet  taste.  The  preparation  demanded  by  the 
Pharmacopoeias  of  aifferent  countries  is  the 
purest  commercial  article,  which  consists  practi- 
cally of  glycerol,  containing  a  veiy  small  amount 
of  water.  Glycerol  is  optically  inactive,  and  is 
neutral  to  indicators.  On  exposure  to  an 
intense  cold  for  a  prolonged  time,  it  cr^tallises 
in  rhombic  crystals,  melting  at  20°.  With  the 
help  of  a  few  crystals,  large  quantities  of  glycerol 
can  easily  be  solidified  at  the  temperatyre  of 
the  fre^.ing-point  of  water. 


Glycerin  is  oily  to  the  touch,  and  produces  on 
the  skin,  especially  on  the  mucous  membrane, 
the  sensation  of  heat,  due  to  its  absorbing 
moisture  from  the  tissues.  The  water-absorbing 
power  of  glycerin  is  so  great  that,  on  exposure 
to  the  atmosphere,  it  takes  up  as  much  as  50  p. c 
of  its  own  weight  of  water. 

The  sp.gr.  of  pure  glycerin  has  been  deter- 
mined by  several  observers,  whose  statements 
do  not  agree,  owing,  no  doubt,  to  the  difficulty 
of  removing  the  last  traces  of  water.  The 
most  trustworthy  values  are  the  following  : — 

sp.gr.  16716°= 1-26468; 
8p.gr.  17-6717-6°=  1-2620. 

Kailan  (Zeitsch.  anal.  Chem.  1912,  61,  81) 
obtained  values  of  1  -26414  at  l^°/4°,  and  1  -26082 
at  20°/4°,  which  are  in  close  agreement  with 
those  recorded  by  other  chemists.  The  relation- 
ship between  the  sp.gr.  and  temperature  is 
shown  in  the  following  formula  (Kailan) : — 

Sp.gr.  at  r/4°=l-26413+(16-00-000632. 

Provided  a  specimen  of  chemically  pure 
fflycerin  satisfies  tne  qualitative  tests  described 
below,  the  proportion  of  glycerol  in  it  can  be 
found  by  merely  determining  the  sp.gr.  of  the 
sample.  The  percentage  can  also  be  obtained, 
approximately,  from  the  refractive  index  of  the 
glycerin.  The  table  (p.  438)  by  Skalweit 
(Repertor.  d.  Analyt.  Chemie,  6,  18)  gives  the 
sp.grs.  and  refractive  indices,  for  the  sodium  ray, 
at  16*',  of  mixtures  of  glycerol  and  water  in 
various  proportions. 

Other  tables  for  the  sp.gr.  and  the  refractive 
indices  of  glycerol  solution  are  given  in  Lewko- 
witsch's  Chem.  Technology  of  Oils,  &c.  Lenz 
states  that  the  #bservations  of  the  several 
observers  agree  amongst  each  other  within  a 
few  units  of  the  fourth  decimal,  whilst  the 
differences  in  the  refractive  indices,  correspond- 
ing to  1  p.c.  of  glycerol,  amount  to  13*6  units  of 
the  fourth  decimal.  By  reference  to  the  above 
table,  the  percentage  of  glycerol  in  a  sample 
can  therefore  only  be  determined  accurately  to 
0-6  p.c.  (c/.  Griin  and  Wirth,  Zeitsch.  angew. 
Chem.  1919, 32. 69).  Bosart  (J.  Ind.  Eng.  Chem. 
1921,  13,  944)  has  shown  that  Gerlach's  table  of 
sp.  gr.  at  16°  is  sufficiently  accurate  for  technical 
purposes,  but  that  his  table  of  values  at  20°  is 
inaccurate. 

Where  the  volume  of  glycerin  is  not  enough 
to  permit  the  accurate  determination  of  its 
sp.gr.,  the  refractive  index  can  be  ascertained 
with  the  aid  of  Abbe's  refractometer.  Zeiss's 
immersion  refractometer  has  also  been  applied 
to  the  determination  of  dilute  glycerin  solutions  ; 
but  it  should  be  noted  that  the  immersion 
refractometer  (which  is  used  extensively  for 
the  determination  of  alcohol  in  beer  and  other 
fermented  liquors)  does  not  permit  more  con- 
centrated solutions  to  be  tested  than  those 
containing  26  p.c.  It  is  not  permissible  to 
dilute  concentrated  glycerin  with  a  known 
amount  of  water  to  a  lower  percentage,  and  the  n 
determine  the  refractive  index,  inasmuch  as 
contraction  takes  place  on  mixing  glycerin  with 
water. 

Glycerin  boils  under  760  mm.  pressure  at 
290°,  when  it  undeijgoes  only  slight  decomposi- 
tion.     Under   considerably    reduoed^^Dressurc^ 
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Cf.  Wolff  (ZeitBch.  angew.  Chem.  1919,  32,  1). 

glycerin  difitils  unchanf^ed.  The  viscosity  of 
crude  distilled  glycerin  is  reduced  during  the 
refining  process,  and  viscosity  measurement  is 
therefore  a  rapid  means  of  determining  the  degree 
of  purity  (Kellner,  Chem.  Zentr.  1921,  92,  [ill 
834). 

The  following  table  contains  the  most 
trustworthy  observations  made  under  reduced 
pressures    (cf,    also    Richardson,    Chem.    Soc. 


Trail*.  1886,49.746; 

and  KaiUo,  Zeitfic 

rhem.  1912,51,81): 

— 

Pressure 

Boiling-potnt 

mm- 

'C- 

385-33 

260-4 

347  10 

257-3 

231-87 

250-3 

201-23 

241-8 

100-81 

220-3 

50-00 

210^ 

45-61 

201-3 

30-00 

191-8 

20-46 

183-3 

12-50 

1795 

10-00 

167^ 

6-53 

161-3 

5-00 

156-5 

0-24 

118-5 

0-056 

115-116 

Glycerol  is  miscible  with  water  in  all  propor- 
tions. On  mixing  glycerol  with  water,  a  con- 
traction of  volume  and  an  increase  of  tempera- 
ture take  place.  The  greatest  increase  of 
temperature,  viz.  5"',  is  observed  when  68  parts 
of  glycerol  (by  weight)  are  mixed  with  42  parts 
of  water:  the  greatest  contraction  equals  1*1 
p.c.  (Gerlach).  Glycerin  can  be  completely 
freed  from  water  by  allowing  it  to  stand  in  txicuS 
over  gulphuric  acid  for  some  prolonged  time. 

At  tne  ordinary  temperature,  glycerol  does 
not  volatilise;  at  the  boiling-point  of  water, 
however,  appreciable  quantities  escape  with  the 
water  vapour.  If  glycerol  be  heated  in  an 
open  dish  on  a  water- bath,  a  slight  loss  is  in- 
curred, such  loss  depending  on  the  shape  of  the 
vessel  (whether  deep  or  sh^ow),  the  area  of  the 
surface  exposed,  and  the  frequency  with  which 
the  air  over  its  suiface  is  renewed. 

The  vapour  pressure  of  a  dilute  solution  of 
glycerol  rises  with  the  rise  of  temperature  of  the 
boiling  solution,  so  that  considerable  amounts 
of  glycerol  volatilise  with  the  water  vapour. 
Theoretically,  a  mixture  of  saturated  water  and 
glycerol  vapour,  under  the  ordinary  atmospheric 

Sressure,  cannot  contain  more  than  0*2  to 
-3  p.c.  of  glycerol,  provided  that  the  two 
vapours  are  not  miscible.  Since,  however, 
glycerol  and  water  are  miscible  in  every  propor- 
tion, the  composition  of  the  escaping  vapours 
caanot  be  calculated  according  to  Dalton's 
law,  but  must  be  derived  from  actual  observa- 
tions. Gerlach  determined,  with  the  aid  of  a 
vapori meter,  in  which  the  pressure  of  the 
vapour  was  measured  by  a  column  of  mercury, 
the  vapour  pressures  given  in  the  table  on  p.  439. 
Up  to  a  concentration  of  about  50  p.c,  no 
glycerol  escapes  with  the  water  vapours,  even  if 
the  dilute  solutions  be  kept  boiling  for  a 
prolonged  time.  At  a  concentration  of  about 
70  p.c,  traces  of  glycerol  escape  from  the 
boiling  solution  (Hehner).  The  boiling-point  of 
such  a  solution  is  113-0°  (see  table).  Above  this 
concentration,  noticeable  amounts  of  glycerol 
escape,  so  that  the  quantitative  determination 
of  glycerol  in  an  aqueous  solution  by  evaporating 
it  down  on  the  water-bath  leads  to  faulty  results. 
Even  if  the  concentration  of  glycerol  solutions 
be  carried  out  in  vacud^  considerable  proportions 
of  glycerol  escape  with  the  water  vapour  when 
the  concentration  of  the  solution  exceeds  80  p.c, 
(Lewkowitsch). 
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Vapoub  Tknsions  op  Glycerol  and  of 
Aqueous  Solutions  of  Glycerol  (Gerlacu). 


Glycerol, 
p.c. 

Water,  p.c. 

100 

0 

99 

1 

98 

2 

97 

3 

96 

4 

95 

5 

94 

6 

93 

7 

92 

8 

91 

9 

90 

10 

89 

11 

88 

12 

87 

13 

86 

14 

85 

15 

84 

16 

83 

17 

82 

18 

81 

19 

80 

20 

79 

21 

78 

22 

77 

23 

76 

24 

76 

25 

74 

26 

73 

27 

72 

28 

71 

29 

70 

30 

65 

35 

60 

40 

55 

45 

50 

50 

45 

55 

40 

60 

35 

65 

30 

70 

25 

75 

20 

80 

10 

90 

0 

100 

.  _  

pressure, 


290 

64 

239 

87 

208  ' 

107 

188 

126 

175 

144 

164 

162 

156 

180 

160 

198 

146 

215 

141 

231 

138 

247 

135 

2(i3 

132-5 

279 

130-5 

295 

129 

311 

127-5 

326 

126 

340 

124-5 

355 

123 

370 

122 

384 

121 

396 

120 

408 

119 

419 

118-2 

430 

117-4 

-  440 

116-7 

450 

116 

460 

115-4 

470 

114-8 

480 

114-2 

489 

113-6 

496 

111-3 

553 

109 

565 

107-5 

593 

106 

618 

105 

639 

104 

657 

103-4 

675 

102-8 

690 

102-3 

704 

101-8 

717 

100-9 

740 

100 

760 

Vap.presHure 
at  llW^C. 


Glycerol  is  miscible  with  alcohol  in  all  pro- 
portions. It  dissolves  easily  in  a  mixture  of 
alcohol  and  ether,  but  is  sparingly  soluble  in 
other  alone,  one  part  of  glycerol,  sp.gr.  1-23, 
requiring  about  500  parts  of  ether.  It  is 
therefore  impossible  to  extract  glycerol  from  its 
aqueous  solution  by  means  of  ether.  Glycerol 
is  soluble  in  acetone.  Nine  parts  of  glycerol 
dissolve  in  100  parts  of  ethyl  acetate.  It  is, 
however,  insoluble  in  chloroform,  light  petro- 
leum, carbon  disulphide,  or  benzene ;  it  is  also 
insoluble  in  oils  and  fats  (Lewkowitsch). 

On  heating  glycerol  slowly  in  a  platinum  dish 
to  150°-160°,  it  evaporates  gradually  without 
leaving  a  residue ;  at  150°  it  will  burn  with  a 
bluish  non-luminous  flame  without  emitting  any 
odour.  If,  however,  glycerol  is  heated  rapidly 
in  a  platinum  dish,  it  bums  with  formation  of 
acrolein,  and  yields  a  residue  consisting  of 
polyglycerols. 

The  penetrating  smell  of  acrolein  (which  is 


also  noticeable  when  glycorides  are  burnt,  t.g. 
when  an  oil  lamp  or  a  tallow  candle  has  been 
blown  out)  serves  as  the  most  characteristic 
reaction  for  the  detection  of  the  smallest  quan- 
tities of  glycerol.  For  this  purpose,  it  is  best  to 
mix  the  substance  under  examination  with 
dehydrating  substances,  such  as  potassium 
hycb-ogen  sulphate,  and  heat  rapidly,  when 
acrolein  is  readily  formed.  The  most  delicate 
reagent  for  detecting  acrolein  in  an  aqueous 
solution  is  an  ammoniacal  solution  of  silver 
nitrate  (reduction  to  metallic  silver  with  pro- 
duction of  a  mirror).  With  Schiff's  reagent,  a' 
solution  of  roeaniline  which  has  been  previously 
decolorised  by  sulphur  dioxide,  the  pink  colour 
is  restored.  The  latter  reaction,  however,  is 
loss  delicate  than  the  silver  test. 

Glycerol  has  powerful  solvent  properties  ; 
it  combines  in  this  respect  the  properties  of 
water  and  of  ordinary  alcohol ;  many  substances 
dissolve  even  more  easily  in  it  than  in  either  of 
these  two  latter  liquids.  The  following  table  of 
solubilities  will  serve  to  illustrate  this  : — 

100  parts  of  glycerol  dissolve  at  15°  98  parts 
of  crystal  soda  ;  60  parts  of  borax  ;  50-5  parts  of 
potassium  arsenate  :  60  parts  of  sodium  arsenate; 
50  parts  of  zinc  chloric^ ;  48*8  parts  of  tannic 
acid  ;  40  parts  of  alum  ;  40  parts  of  sine  iodide  ; 
40  parts  of  potassium  iodide  ;  35-2  parts  of  zinc 
sulphate ;  32  parts  of  potassium  cvanide  ; 
30  parts  of  copper  sulphate ;  26  parts  of  ferrous 
sulphate ;  25  parts  of  potassmm  bromide ; 
20  parts  of  lead  acetate  ;  20  parts  of  ammonium 
caroonate  ;  20  parts  of  arsenious  acid  ;  20  parts 
of  arsenic  acid  ;  20  parts  of  ammonium  chloride  ; 
15  parts  of  oxalic  acid  ;  11  parts  of  boric  acid  ; 
10  parts  of  barium  chloride  ;  10  parts  of  copper 
acetate ;  10  parts  of  benzoic  acid ;  8  parts  of 
sodium  bicarbonate;  7-5  parts  of  mercuric 
chloride;  5  parts  of  calcium  sulphide;  3-7 
parts  of  potassium  chloride;  3-5  parts  of 
potassium  chlorate  ;  1  -9  parts  of  iodine  ;  about 
1  part  of  calcium  sulphate ;  0-1  part  of  sulphur  ; 
0*25  part  of  phosphorus. 

An  aqueous  glycerol  solution,  of  the  sp.gr. 
1*114,  dissolves  0-957  p.c.  of  calcium  sulphate. 
Metallic  soaps  (which  are  insoluble  in  water)  are 
to  some  extent  dissolved  by  glycerol ;  thus : 
100  parts  of  glycerol,  sp.gr.  1*114,  dissolve 
0*71  part  of  iron  oleate,  0-94  part  of  magnesium 
oleate,  and  1  *18  parts  of  calcium  oleate. 

Glvcerol  is  completely  oxidised  to  carbon 
dioxide  and  water  by  pot^assium  dichromate  in 
an  acid  solution.  In  a  dilute  aqueous  solution, 
and  in  the  presence  of  caustic  alkali,  potassium 
permanganate  oxidises  glycerol  so  definitely  to 
oxalic  acid  and  carbonic  acid  (under  the  con- 
ditions stated  below)  that  this  reaction  may  be 
used  for  its  quantitative  determination  (provided 
no  other  oi^anic  substance  yielding  oxalic  acid 
be  present). 

I)ry  potassium  permanganate  reacts  violently 
with  concentrated  glycerol.  If  finely  powdered 
potassium  permanganate  be  heaped  up  to  form 
a  small  truncated  cone  and  concentrated  glycerol 
be  poured  into  a  hole  made  on  the  top,  fumes 
escape;  after  a  very  short  time  the  glycerol 
commences  to  froth  and  ignites  spontaneously 
with  violent  evolution  of  gases. 

Glycerol  treated  with  hydrogen  peroxide  in 
presence  of  a  ferrous  salt  yields  glyceric  aldehyde 
CHjOH-CHOH-CHO.     'y' '"""  -y  —  --  ^<3^^ 
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By  gentle  oxidation  with  nitric  acid,  glycerol  , 
yields  glyceric  and  oxalic  acids,  together  with 
formic,  glycollic,  glyoxylic,  and  racemic  acids. 
The  glyceric  acid  so  obtained  is  a  racemic  com- 
pound which  can  be  resolved  into  optically 
active  enantiomorphous  glyceric  acids  (Lewko- 
witBch,  Ber.  1883,  2720). 

A  strong  aqueous  solution  of  glycerol  reduces 
Barreswirs  (Fehling's)  solution  only  slightly. 
On  boiling  the  solution  for  10  minutes,  and 
allowing  it  to  stand  for  24  to  48  hours,  a  red  or 
a  yellow  precipitate  is  obtained.  If,  however, 
the  glycerol  be  diluted  previously  with  10  times 
its  bulk  of  water,  no  reduction  occurs. 

A  mixture  of  glycerol  and  silver  nitrate 
solution  heated  at  the  temperature  of  boiling 
water  with  a  few  drops  of  ammonia,  gives  a 
precipitate  of  metedlic  84lver.  If  ammonia 
solution  be  added  to  glycerol  in  the  cold,  and 
heat  be  then  applied,  as  a  rule  no  reduction  takes 
place  on  adoifig  silver  nitrate,  because  the 
ammonia  escapes  before  the  glycerol  has  been 
heated  sufficiently ;  the  addition  of  caustic  soda 
or  potash,  however,  causes  metallic  silver  to 
separate  slowly.  According  to  Bullnheimer,  1 
part  of  metallic  silver  corresponds  with  11*3 
parts  of  glycerol. 

Glycerol  dissolves  caustic  alkalis,  alkaline 
earths,  and  lead  oxide,  to  form  chemical  com- 
poundis  with  them.  The  compounds  so  formed 
are  termed  metallic  glyceroxides.  Lime,  strontia, 
and  baryta  are  precipitated  nearly  completely 
from  such  solutions  by  carbon  dioxide,  a  small 
quantity  only  of  the  earths  escaping  precipita- 
tion. In  the  presence  of  caustic  alkalis,  glycerol 
also  dissolves  ferric  oxide,  cupric  oxide,  and 
bismuth  oxide,  no  doubt  in  consequence  of  the 
formation  of  soluble  compounds  (metallic 
glyceroxides),  such  as  are  represented  by  mono- 
sodiumcuproglyceroxide  {see  below).  The 
oxides  enumerated  above  are  not  reduced  to 
metals,  or  at  most  only  to  their  lower  oxides. 
The  following  oxides  *  silver  oxide  {cp.  above), 
gold  oxide,  mercury  oxide,  rhodium  oxide, 
palladium  oxide,  and  platinum  oxide  (Ag^O, 
AujOj,  HgO,  RhO,,  PdO,  PtO,),  are  reduced  to 
metals  when  heated  with  alkaline  glycerol  solu- 
tion (Bullnheimer). 

The  great  solubility  of  zinc  sulphate,  as  also 
of  nickel,  cobalt  and  copper  sulphates,  in  glycerol, 
is  explained  by  the  fact  that  these  salts  combine 
with  three  molecules  of  glycerol  to  form  com- 
pounds (Griin,  Ber.  1908,  3465)  of  the  general 
formula : 

(M-3C,H,0,)S04,H,0 
For  these  compounds,  the  name  *  elycerinates  * 
has  been  proposed  by  Griin,  in  order  to  distin- 
guish   them    from    the    metallic    glyceroxides 
described  above. 

QUANTITATTVB  DETERMINATION  OF  GlYOEEEN. 

Here  only  the  determination  of  glycerol  in 
commercial  products  containing  considerable 
quantities  of  it  can  be  considered.  The  deter- 
mination of  glycerol  in  fermented  liquors  fails 
outside  the  scope  of  this  article  {see  Beer, 
Wine,  &c.).  For  a  description  of  its  methods 
for  quantitative  determination,  see  Lewkowitsch, 
Chem.  ?*echn.  1.  For  its  determination  in 
fermentation  glycerin,  v.  Fleischer,  Z.  anal. 
Chem.  1921,  60,  330. 


A  direct  method  for  determining  glycerol 
in  oils  and  fats  by  isolating  it,  has  been  worked 
out  by  Shukoff  and  Schestakoff.  It  is  necessary 
to  operate  with  a  solution  containing  at  least 
40  p.c.  of  glycerol.  If  the  solution  be  more 
dilute,  a  quantity  corresponding  to  about 
1  gram  of  glycerol  is  carefully  evaporated  on 
the  water- bath,  the  concentration  not  being 
allowed  to  reach  so  high  a  degree  that  volatilisa- 
tion of  glycerol  can  take  pla«9  {i.e,  a  concentra- 
tion of  about  60  p.c.  must  not  be  exceeded). 
Before  evaporating,  the  solution  is  rendered 
slightly  alkaline  with  potassium  carbonate. 
The  concentrated  solution  is  then  mixed  with 
20  grams  of  ignited  and  powdered  anhydrous 
sodium  sulphate  and  exhausted  in  a  Soxhlet 
extractor  with  anhydrous  acetone  (previously 
well  dried  over  ignited  potassium  carbonate). 
As  acetone  attaclm  both  cork  and  indiarubber, 
all  connections  must  be  made  with  ground-glass 
fittinss.  The  extraction  requires  several  hours, 
and  the  results,  at  best,  are  only  approximately 
correct. 

As  a  rule,  the  determination  of  glycerol  in 
oils  and  fats  is  carried  out  by  one  of  the  following 
indirect  methods. 

Permangaiiate  proeess.  The  glycerol  solu- 
tion is  made  strongly  alkaline  and  a  concen- 
trated solution  of  potassium  permanganate  is 
added  at  the  ordinary  temperature,  until  the 
solution  -is  blackish.  The  glycerol  is  converted 
quantitatively  into  oxalic  acid,  carbon  dioxide, 
and  water,  according  to  the  following  equation  : 

C3H,03+302=C,H204+COt+3H,0 

This  reaction,  originally  suggested  by  Wanklyn 
and     Fox,     has     been     worked     out     as     a 
quantitative   method   by   Benedikt  and  Zsig- 
mondy.     The  excess  of  permanganate  is  de- 
stroyed by  adding  a  solution  of  sodium  sulphite, 
and  the  oxalic  acid  is  determined  by  precipitating 
it  as  calcium  oxalate.     It  is  essential  that  otber 
substances  which  form  oxalic  acid  on  oxidation 
,  must  be  absent.     (For  a  full  description  of  the 
I  details  of  this  method,  cf.  Lewkowitsch,  Chem. 
I  Techn.)      Other    oxidation     methods    leading 
to  the  complete  combustion  of  glycerol,  can 
i  only  be  employed  in  the  complete  absence  of 
organic  impurities. 

Aeetln  process.    In  case  an  impure  glycerin 

,  be  under  examination  (such  as  the  crude  gly- 

'  oerins  described  above),  it- is  most  convenient  to 

I  determine  the  proportion  of  glycerol  by  the 

Benedikt-Cantor  acetin  process,  which  is  based 

on  the  quantitative  conversion  of  glycerol  into 

triacetin  on  heating  the  solution  with  acetic 

anhydride.     If  the  product  of  this  reaction  is 

then  dissolved  in  water,  and  the  free  acetic 

acid    carefully    neutralised    with    alkali,    the 

dissolved  triacetin  can  be  easily  estimated  by 

saponifying  it  with  a  known  volume  of  standard 

alkali,  and  titrating  back  the  excess. 

Deteuls  of  the  method  are  given  in  the 
Report  of  the  International  Committee  on  the 
Analysis  of  Glycerin  (p.  441). 

Chemieally  pure  glycerin.  The  proportion 
of  glycerol  in  chemically  pure  glycerin  is  beet 
ascertained  by  determining  the  sp.gr.  {see  table 
on  p.  438)  or  by  oxidising  the  glycerol  by  meana 
of  permanganate,  provided  organic  impurities 
be  absent.  This  is  ascertained  in  the  following 
manner :   A  somewhat  dilute  solution  is  mixed 
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with  ,a  cold  ammoniacal  silver  nitrate  solution  ; 
the  solution  should  remain  colourless  even  after 
standing  for  24  hours.  Any  acrolein  present  in 
the  sample  is  detected  by  the  test  described 
above.  Any  polyglycerols,  due  to  faulty 
distillation,  are  determined  by  allowing  an 
accurately  weighed  quantity  of  the  sampe  to 
evaporate  gently  at  160°.  Care  should  be  taken 
not  to  heat  too  rapidly,  otherwise  even  the  purest 
glycerol  may  become  polymerised  with  the 
production  of  the  very  sumtances  that  are  to 
De  detected.  From  the  weight  of  the  residue, 
the  weight  of  ash,  subsequently  found  on  incine- 
ration, must  be  deducted.  The  difference 
(*  the  organic  residue ')  is  a  fair  indication  of 
the  care  with  which  the  glycerol  has  been 
manufactured. 

The    following    table    gives    the    *  organic 
residue '  and  ash  of  a  number  of  '  chemically 

{)ure  glycerins '  examined  in  the  author's 
aboratory ;  they  are  arran£;ed  according  to  the 
amount  of  organic  residue  they  contain  : — 

Organic  Residue  and  Ash  in  Commercial 
Chemically  Pure  Glycerins. 


(Lewkowitsch.) 

No. 

Residue  at  160" 

Ash 

Organic  residue 

p.c. 

p.c. 

p.c. 

1 

003033 

0-00603 

0  0243 

2 

00276 

0  0030 

0  0246 

3 

00377 

0-0050 

0-0327 

4 

0  0498 

00138 

0-0360 

5 

00462 

0-0081 

00371 

6 

0-0509 

0-0066 

0-0443 

7 

0-0666 

00139 

0-0617 

8 

0-0748 

0-4000 

00738 

9 

0-0906 

0-0164 

0-0761 

10 

0  1047 

00190 

0-0867 

11 

01236 

00306 

0-0931 

12 

0-1621 

0-0183 

01438 

13 

0-8060 

0-2090 

0-6970 

From  this  table,  rules  for  the  valuation  of 
commercial  chemically  pure  glycerins  may  be 
derived.  The  first  six  samples  certainly  deserve 
the  name  of  chemically  pure  glycerin,  the  foJlow- 
ing  four  samples  represent  lower  qualities  unfit 
for  pharmaceutical  purposes,  whereas  the  last 
two  samples  are  merely  glycerins,  refined  by 
distillation ;  the  last  sample  would  be  rejected 
as  unsuitable  even  by  dynamite  makers.  Sample 
No.  2  represents  a  chemically  pure  glycenn, 
manufactured  by  the  author  on  a  large  scale 
from  soap-lye  glycerin,  in  1890  (c/.  Lewkowitsch, 
Year-Book  of  Pharmacy,  1890,  382;  c/.  also 
Thorpe,  J.  Soc.  Chem.  Ind.  1896,  720). 

Chemically  pure  glycerin  must  further  be 
free  from  all  but  the  most  minute  traces  of 
arsenic.  This  is  ascertained  by  a  modification 
of  Gutzeit's  test  (c/.  Lewkowitsch,  Chem  Techn. ) 
substituting  mercuric  chloride  for  silver  nitrate. 

According  to  Kebler  and  Fuller  (U.S.  Dept. 
Agric.  Bureau  of  Chem.  Bull.  1912, 160),  glycerin 
of  the  best  quality  should  be  neutral  to  litmus, 
leave  no  ash  on  ignition,  and  have  sp.gr.  of 
about  1-250  at  26  .  It  should  not  emit  any 
odour  when  heated  on  the  water-bath,  or  any 
fruity  odour  when  warmed  with  alcohol  and 
sulphuric  acid.  It  should  not  contain  sulphates, 
chlorides,  oxalates,  metals,  or  sugars,  and  when 
mixed  with  an  equal  volume  of  water  must 
not  reduce  Barreswirs  (Fehling's)  solution.    It 


should  show  at  most  a  yellow  coloration  in 
Hager's  test,  according  to  which  6  c.c.  of  the 
sample  are  mixed  with  5  c.c.  of  26  p.c. 
ammonia  solution,  and  6  drops  of  silver  nitrate 
solution,  and  left  in  the  dark  for  16  minutes 
at  the  ordinary  temperature. 

The  British  Pharmacopoeia  (1914)  requires 
glycerin  to  have  sp.gr.  1*260,  to  leave  no 
appreciable  ash,  to  be  free  from  lead  and 
copper,  and  not  to  contain  more  than  2  parts 
of  arsenic  per  million. 

Distilled  glycerin  (dynamite  glycerin).  The 
proportion  of  glycerol  in  these  products  is  best 
determined  by  the  acetin  method.  *  Dynamite 
glycerin '  is  usually  sold  according  to  a  specifica- 
tion agreed  upon  between  buyer  and  seller.  The 
following  conditions  are  usually  stipulated : 
sp.gr.  not  below  1*261;  absence  of  lime,  magnesia 
and  alumina;  absence  of  more  than  traces  of 
chlorine  and  of  arsenic ;  amount  of  organic 
impurities,  and  total  residue  not  to  exceed  a 
fixed  quantity.  In  addition  thereto,  the 
*  nitration  and  separation '  tests  must  be  satis- 
factory. 

Crude  glycerins.  All  commercial  transac- 
tions are  now  based  on  the  following  Report  of 
the  International  Committee  on  the  Analysis  of 
Crude  Glycerin  (1911),  the  importance  of  which 
demands  that  it  should  be  given  in  full : — 

International  Standard  Methods  (1911). 

*  Analysis  of  Crude  Glycerol.  The  valuation 
of  crude  glycerol  has  in  recent  years  assumed 
greater  commercial  importance  owing  to  the 
increased  value  of  the  commodity.  The  want 
of  uniformity  in  the  methods  and  processes  of 
analysis,  together  with  the  irreffularity  of  the 
results  obtained,  emphasised  the  desirability 
for  the  standardisation  of  crude  glycerol 
analysis  ;  so  with  this  object  in  view  committees 
were  formed  in  America,  France,  Germany,  and 
Great  Britain.  These  committees  worked  in 
the  first  instance  independently,  but  were  ulti- 
mately brought  together,  and  after  a  series  of 
conferences  the  conclusions  arrived  at  by  the 
various  committees  were  summarised,  and 
drawn  up  in  the  form  in  which  they  are  now 
presented.  The  methods  deteuled  in  this  report 
have  the  unanimous  support  of  each  of  the  above 
committees,  and  are  strongly  recommended  by 
them  as  International  Standards. 

'Sampling.  The  most  satisfactoiy  method 
available  for  sampling  crude  glycerol  liable  to 
contain  suspended  matter,  or  which  is  liable  to 
deposit  salt  on  settling,  is  to  have  the  glvcerol 
sampled  by  a  mutually  approved  sampler  as 
soon  as  possible  after  it  is  filled  into  drums,  but 
in  any  case  before  any  separation  of  salts  has 
taken  place.  In  such  cases  he  shall  sample 
with  a  sectional  sampler  (a  suitable  sampling 
apparatus  is  described  in  an  appendix  to  the 
report),  then  seal  the  drums,  brand  them  with  a 
number  for  identification,  and  keep  a  record 
of  the  brand  number.  The  presence  of  any 
visible  salt  or  other  suspended  matter  is  to  be 
noted  by  the  sampler,  and  a  report  of  same  made 
in  his  certificate,  together  with  the  temperature 
of  the  glycerol.  Each  drum  must  be  sampled. 
Glycerol  which  has  deposited  salt  or  other 
matters  cannot  be  accurately  sampled  from  the 
I  drums,   but   an   approximate  sample   can   be 
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olHain^l  hy  meAtw  tA  Xhe:  Reetioiuii  nampl^r. 
whK'h  will  allow  a  f-rmipleie  vertical  M^ion  of 
thr;  glyr^Tol  tr>  lie  takim,  indDding  any  d<^po0it. 
'AnaljfSfS.  fl)  DH^rminaiifmoJ Fr^^Ca^iMk 
Alkali, — Weigh  2f)  f^nui  of  the  Mampie  int^i  a 
M¥)  '',c.  fla«k,  dilute  with  approximately  50  r.c, 
of  frr«hly'lK>iled  dintilled  water,  add  an  exre«fl 
of  neutral  bariam  rhkiride  solntion,  1  c.c.  of 
phenolphthalein  filiation,  make  up  to  the  mark, 
and  mix«  Allow  the  precipitate  to  settle,  draw 
off  6()  <\c,  of  the  clear  liquid,  and  titrate  with 

normal  a^  id  f^  \    (^y'alculate  to  p.c,  of  Nifr{0 

exinting  bm  cauntic  alkali. 

'  (2)  JMp.rminaium  of  Ash  and  Total  Alka- 
linity.— Weigh  2  to  5  gramx  of  the  sample  in  a 
filatinam  diiih,  bum  off  the  glycerol  over  a 
uminouD  Argand  burner,  or  other  8oun*e  of 
heat  giving  a  low- flame  temperature,  the 
Uimpcraturen  being  kept  low  to  avoid  volattliMa- 
tion,  and  the  formation  of  sulphides.  When  the 
maMM  is  charred  to  the  point  that  water  will  not 
lN*come  colr»urf;d  bv  soluble  organic  matter, 
lixiviate  with  hot  distilled  water,  filter,  wash, 
and  ignite  the  residue  in  the  platinum  dish. 
Ri^um  the  filtrate  and  washings  to  tne  dish, 
evaporate,  and  carefully  ignite  without  fanion. 
Weigh  the  ash.  JMssoTve  the  ash  in  distilled 
water,  and  titrate  total  alkalinity,  using  as 
indicator  methyl  orange  cold  or  litmus  boiling. 

'  (3)  Denomination  oj  Alkali  present  as 
Carbonate. — ^Take  10  grams  of  the  sample, 
dilute  with  50  c.c.  distilled  water,  add  sufficient 

I    acid  to  neutralise  the  total  alkali  found  at 

(2),  boil  under  a  reflux  condenser  for  15  to  20 
minutof,  wash  down  the  condenser  tube  with 
distilled     watc;r    free     from    carbon    dioxide, 

N 
and  titrate  back  with   .-  NaOH,  using  phenol- 

Shthalcin  as  indicator,  (calculate  the  p.c.  of 
fa.O.  Deduct  the  Na^O  found  in  (1).  The 
dift()renco  is  the  p.c.  of  Na^O  existing  as  car- 
bonate. 

*  (4)  Alkali  CTtnbined  with  Organic  Acids. — 
The  sum  of  the  p.c.  of  Na^O  found  at  (1)  and 
(3)  deducted  from  the  p.c.  found  at  (2)  is  a 
measure  of  the  Na^O  or  other  alkali  combined 
with  organic  acids. 

*(5)  Determination  of  Aciditt/.—Tako  10 
grams  of  the  sample,  dilute  with  60  c.c.  of  dis- 
tilled   water   free    from    carbon    dioxide,    and 

N 
titrate    with     .     NaOH    and   phenolphthalein. 

Kxpnws  in  terms  of  Na^O  required  to  neutralise 
100  grams. 

'  («)  Determination  of  Total  Residue  at  160°.— 
For  this  determination  the  crude  glycerol 
should  Ih)  slightly  alkaline  with  Na^COa,  not 
oxseeding  the  enuivalent  of  0*2  p.c.  NajO,  in 
order  to  prevent  loss  of  organic  acids.  To  avoid 
formation  of  polyglycerol,  this  alkalinity  must 
not  bo  exceeded. ' 

*  Preparation  of  Glycerol. — Ten  grams  of  the 
sample  are  weighed  into  a  100  c.c.  flask,  diluted 
with    water,   and   the   calculated   quantity   of 

I    \IV\  or  Na,(^03  added  to  give  the  required 

degree  of  alkalinity.  The  flask  is  filled  to  TOO 
CO.,  the  contents  mixed,  and  10  c.c.  measured 
into  a  weighed  Petri  or  similar  dish  2*5  inches 


diameter  and  0-5  inch  deep,  which  shoold  have 
a  flat  bottom.  In  the  case  of  cmde  gijoen^ 
abnormally  high  in  organic  midne  a  ksa  quan- 
tity is  to  be  evaporated,  so  that  the  weight  of 
organic  residue  does  not  materially  exceed 
30  to  40  milligrams. 

'  Eraporatiyn.  of  the  Ghfcerol. — ^The  dish  ia 
placed  in  a  water-batb  (the  top  of  the  160** 
oven  acta  equally  well)  until  moat  of  the  water  has 
evaporated.  From  this  point  the  evaporation  is 
effected  in  the  oven.  Satisfactory  results  are 
obtained  in  an  oven  measuring  12  inches  cube, 

^  having  an  iron  plate  J  inch  thick  lying  on  the 

'  bottom,  to  distribute  the  heat.  Strips  of 
asbestos  millboard  are  placed  on  a  shelf  half- 
way up  the  oven.     On  these  strips  the  dish 

,  containing  the  glycerol  is  placed. 

;  '  If  the  temperature  of  the  oven  has  been 
adjusted  to  160^  with  the  door  closed,  a  tem- 

.  perature  of  130^  to  140^  can  be  readily  main- 
tained with  the  door  partially  open,  and  the 
glycerol,  or  most  of  it,  should  do  evaporated  off 
at  this  temperature.     When  only  a  slight  vapour 

^  is  seen  to  *  come  off,  the  dish  is  removed  and 

,  allowed  to  cool. 

'  An  addition  of  0*5  to   1  c.c.  of  water  is 

I  made,  and  by  a  rotatory  motion  the  residue 

'  brought  wholly  or  nearly  into  solution.  The 
dish  is  then  allowed  to  remain  on  a  water- bath 
or  top  of  the  oven  until  the  excess  water  has 
evaporated  and  the  residue  is  in  such  condition 

I  that  on  returning  to  the  oven  at  160*'  it  will  not 
spit.  The  time  taken  up  to  this  point  cannot 
l>^  definitely  given,  nor  is  it  of  importance. 
Usually  2  to  3  houra  are  required.  From  this 
point,  however,  the  schedule  of  time  must  be 
strictly  adhered  to.  The  dish  is  allowed  to 
remain  in  the  oven,  the  temperature  of  which 
is  carefully  maintained  at  160°  for  one  hour, 
when  it  is  removed,  cooled,  the  residue  treated 
with  water,  and  the  water  evaporated  as  before. 
The  residue  is  then  subjected  to  a  second  baking 
of  one  hour,  after  which  the  dish  is  allowed  to 
cool  in  a  desiccator  over  sulphuric  acid,  and 
weighed.  The  treatment  witn  water,  Ac,  is 
repeated  until  a  constant  loss  of  1  to  1  *5  milli- 
grams per  hour  is  obtained. 

*  Corrections  to  he  applied  to  the  Weight  of 
\  Total  Residue. — In  the  case  of  acid  glycerol,  a 

correction  must  be  made  for  the  alkali  added . 

N 
One  c.c.    I     alkali  represents  an  addition  of 

0*022  gram.  In  the  case  of  alkaline  crudes  a 
correction  should  be  made  for  the  acid  added. 
Doauct  the  increase  in  weight  due  to  the  con- 
version of  the  NaOH  and  Na^COj  to  NaCl. 
The  corrected  weight  multiplied  by  100  gives 
the  percentage  of  total  residue  at  160'^. 

Preserve  the  total  residue  for  the  deter- 
mination of  the  non-volatile  acetylisable  im- 
purities. 

*  (7)  Organic  Residue. — Subtract  the  ash 
from  the  total  residue  at  1 60**.  ( Note.  — It  should 
be  noted  that  alkaline  salts  of  oiganic  acids 
are  converted  to  carbonates  on  ignition,  and  that 
the  CO3  radicle  thus  derived  is  not  included  in 
the  organic  residue.) 

*  (8)  Moisture. — This  test  is  based  on  the 
fact  that  glycerol  can  be  completely  freed  from 
water  by  allowing  it  to  stand  in  vacud  over 
sulphuric  acid  or  phosphoric  anhydride.  Two 
to  three  grams  of  very  bulky  asbestos  freed 
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from  acid  soluble  matorial,  which  has  prcvioui^Iy 
been  dried  in  a  water-oven,  are  placed  in  a 
Binail  stoppered  weighing-bottle  of  about 
15  c.c.  capacity.  The  weighing-bottle  is  kept 
in  a  vacuum  desiccator  furnished  with  a  supply 
of  concentrated  sulphuric  acid  under  a  pressure 
equivalent  to  1  to  2  mm.  of  mercury,  until 
constant  in  weight.  From  1  to  1  '5  gram  of  the 
sample  is  then  carefully  dropped  on  to  the 
asbestos  in  such  a  way  that  it  will  oe  all  absorbed. 
The  weight  is  again  taken,  and  the  bottle 
replaced  in  tlie  desiccator  under  1  to  2  mm. 
pressure  until  constant  in  weight.  At  16°  the 
weight  is  constant  in  about  48  nours.  At  lower 
temperatures  the  test  is  prolonged. 

'  The  sulphuric  acid  m  the  desiccators  must 
be  frequently  renewed. 

*  Aeetln  Process  for  Glyoorol  Determination. 
This  process  is  the  one  agreed  upon  at  a  Con- 
ferenoe  of  Delegates  from  the  American,  British, 
French,  and  German  Committees,  and  has  been 
confirmed  by  each  of  the  above  Ooromitteee  as 
giving  results  nearer  to  the  truth  on  crudes  in 
general,  and  is  the  process  to  be  used  (if  applic- 
able) whenever  only  one  method  is  employed. 
On  pure  glycerols  the  methods  are  identical 
with  those  of  the  dichromate  process.  For  the 
application  of  this  process  the  crude  glycerol 
should  not  contain  over  50  p.o.  water. 

*  The  following  reagents  are  required : — 

*  1.  Best  Acetic  Anhydride. — This  should  be 
carefully  selected.  A  good  sample  must  not 
require  more  than  0*1  c.c.  normal  NaOH  for 
saponification  of  the  impurities  when  a  blank  is 
run  on  7*6  c.c.  Only  a  slight  colour  should 
develop  during  digestion  of  the  blank. 

*  2.  Pure  Fused  Sodium  Acetate. — ^The  pur- 
chased  salt  is  again  completely  fused  in  a 
platinum,  silica,  or  nickel  dish,  avoiding  charring, 
powdered  quickly,  and  kept  in  a  stoppered 
bottle  or  a  desiccator.  It  is  most  important 
that  the  sodium  acetate  be  anhydrous. 

*3.  A  Solution  of  Sodium  Hydroxide  for 
Neutralising,  of  about  N  Strength,  free  from 
Carbonate. — ^This  can  be  readily  made  by  dis- 
solving pure  sodium  hydroxide  in  its  own  weight 
of  water  (preferably  water  free  from  carbon 
dioxide),  and  allowing  to  settle  until  clear,  or 
filtering  through  an  asbestos  or  paper  filter. 
The  clear  solution  is  diluted  with  water  free 
from  carbon  dioxide  to  the  strength  required. 

*4.  Normal  Sodium  Hydroxide,  free  from 
Carbonate. — Prepared  as  above,  and  carefully 
standardised. 

*  Some  sodium  hydroxide  solutions  show  a 
marked  diminution  in  strength  after  being 
boiled  ;  such  solutions  should  be  rejected. 

*  6.  Normal  Acid. — Carefully  standardised. 

*  6.  Phenolphthale'in  Solution, — 0*6  p.c.  phenol- 
phthaleln  in  alcohol  and  neutralise. 

'  The  Method. — Into  a  narrow-mouthed  flask 
(preferably  round- bottomed),  capacity  about 
120  c.c,  which  has  been  thoroughly  cleaned  and 
dried,  weigh  accurately  and  as  rapidly  as  possible 
I '25  to  1'5  grams  of  the  glycerol.  Add  first 
about  3  grams  of  the  anhydrous  sodium  acetate, 
then  7 '5  o.c.  of  the  acetic  anhydride,  and  connect 
the  fiask  with  an  upright  Liebig  condenser. 
For  convenience  the  inner  tube  of  this  condenser 
should  not  be  over  50  cm.  long  and  9  to  10  mm. 
inside. 

'The  flask  is  connected  to  the  condenser 


by  either  a  ground  glass  joint  (preferably)  or  a 
rubber  stopper.  If  a  rubber  stopper  is  used,  it 
<  should  have  had  a  preliminary  treatment  with 
hot  acetic  anhydride  vapour. 
I  '  Heat  the  contents  and  keep  just  boiling 
f or .  1  hour,  taking  precautions  to  prevent  the 
,  salts  drving  on  the  sides  of  the  flask.  Allow 
j  the  flask  to  cool  somewhat,  and  through  the 
I  condenser  tube  add  50  c.c.  of  the  carbon-cUoxido- 
I  free  distilled  water,  heated  to  about  80°,  taking 
care  that  the  flask  is  not  loosened  from  the 
condenser.  The  object  of  cooling  is  to  avoid 
any  sudden  rush  of  vapours  from  the  flask  on 
adding  water,  and  to  avoid  breaking  the  flask. 
Time  is  saved  by  adding  the  water  before  the 
contents  of  the  flask  solidify,  but  the  contents 
may  be  allowed  to  solidify,  and  the  test  pro- 
ceeded with  the  next  day  without  detriment. 
The  contents  of  the  flask  may  be  warmed  to, 
but  must  not  exceed,  80^,  until  the  solution 
is  complete,  except  a  few  dark  flocks  repre- 
senting organic  impurities  in  the  crude.  By 
giving  the  flask  a  rotatory  motion  solution  is 
more  quickly  effected.  Cool  the  flask  and 
contents  without  loosening  from  condenser. 
When  quite  cold  wash  down  the  inside  of  the 
condenser  tube,  detach  the  flask,  wash  off 
stopper  or  ground  glass  connection  into  the 
flask,  and  filter  contents  of  flask  through  an 
acid-washed  filter  into  a  Jena  glass  flask  of 
about  1  litre  capacity.  Wash  thoroughly  with 
cold  distilled  water  free  from  carbon  dioxide. 
Add  2  c.c.  of  phenolphthalein  solution  (F),  then 
run  in  sodium  hydroxide  solution  (C)  or  (D) 
until  a  faint  pmkish -yellow  colour  appears 
throughout  the  solution.  This  neutralisation 
must  DC  done  most  carefully.  The  alkali  should 
be  run  down  the  sides  of  the  flask,  the  contents 
of  which  are  kept  rapidly  swirling,  with  occasional 
agitation  or  change  of  motion,  until  the  solution 
is  nearly  neutralised,  as  indicated  by  the  slower 
disappearance  of  the  colour  developed  locally 
by  the  alkali  running  into  the  mixture.  When 
this  point  is  reached  the  sides  of  the  flask  are 
washed  down  with  carbon-dioxide-free  water, 
and  the  alkali  subsequently  added  drop  by  drop, 
mixing  after  each  drop  until  the  desired  tint  is 
obtained. 

*  Now  run  in  from  a  burette  60  c.c.  or  a 

N 
calculated  excess  of  NaOH  with  -r    acid  (E) 

until  the  pinkish -yellow  or  chosen  end-point 

eolour  just  remains.     A  further  addition  of  the 

indicator  at  this  point  will  cause  a  return  of  the 

pinkish  colour ;  this  must  be  neglected,  and  the 

first  end-point  taken. 

N 
'  From  the  -r  NaOH  consumed  calculate  the 

percentage  of  glycerol  after  making  the  correc- 
tion for  the  blank  test  described  below. 

N 
*  1  c.c.  of  r  NaOH=003009  gram  of  glycerol. 

The  coefficient  of  expansion  for  normal  solu- 
tions is  approximately  0*00033  per  c.c.  for  each 
degree  C.  A  correction  should  be  made  on 
this  account  if  necessary. 

*  Blank  Test. — As  the  acetic  anhydride  and 
sodium  acetate  may  contain  impurities  which 
affect  the  result,  it  is  necessary  to  make  a  blank 
test,  using  the  same  quantities  of  acetic  anhy- 
dride and  sodium  acota^^as  ""fn^b  analysis. 
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Af(4*r   lumtralMing   the   acetic   acid   it  is   not 

necowaiy  to  add  more  than  5  c.c.  of  the   ~ 

alkali  (V),  as  that  repments  the  excen  of 
alkali  uaoaUv  left  after  saponification  of  the 
triaeetin  in  the  glycerol  determination. 

*  Deierminaium  of  the  Olyeerol  Value  of  the 
AeHy«ibl€  Impurities. — ^The  total  residue  at 
160^  is  dissolved  in  1  or  2  c.c.  of  water,  washed 
into  a  clean  aoetylising  flask,  120  c.c.  capacity,  < 
and  the  water  evaporated.  Now  add  anhydrons 
sodium  acetate  and  proceed  as  in  the  glycerol 
determinations  before  described.  Calculate  the 
result  to  glycerol. 

*  Afudysis  of  the  Acetic  Anhydride. — ^Into  a  j 
weighed  stoppered  vessel,  containing  10  to  20  c.c. 
of  water,  run  about  2  c.c.  of  the  anhydride, 
replace  stopper,  and  weigh ;  allow  to  stand,  , 
with  occasional  shaking  for  several  hours,  ; 
till  all  anhydride  is  hydrolysed ;  then  dilute  { 
to  about  ^M)  c.c,  add  phenolphthalein,  and  ; 

titrate  with    .-    NaOH.     This  gives  the  toUl  | 

acidity  due  to  free  acetic  acid  and  acid  formed  I 
from  anhydride. 

'  Into  a  stoppered  weighing-bottle  containing  j 
a  known  weight  of  recently  distilled  aniline 
(from  10  to  20  c.c.)  measure  about  2  c.c.  of  the 
sample  stopper,  mix,  allow  to  cool,  and  weigh. 
Wash  contents  into  about  200  c.c.  of  cold 
water,  and  titrate  acidity  as  before.  This 
yields  the  acidity  due  to  the  original,  preformed, 
acetic  add  plus  one  half  the  acid  due  to  anhy- 
dride (the  other  half  having  formed  acetanilide) ; 
subtract  the  second  result  from  the  first  (both 
calculated  for  100  grams)  and  double  result, 

obtaining  c.c.   r-  NaOH  per  100  gram  sample. 

One  c.c.  NaOH  equals  0  0510  gram  of  acetic 
anhydride. 

'  DiCHBOMATB  PROOKS.S  FOR  GlYCIEBOL  DbTEB- 
HINATION. 

'Reagents  required,  (o)  Pure  Potassium 
DichromeUe  powdered  and  dried  in  air  free  from 
dust  or  organic  vapours  at  1 10°  to  120**.  This  is 
taken  as  the  standard. 

'{h)  Dilute  Dichromate  Solution.— 1 '45Q4 
grams  of  the  above  dichromate  (a)  are  dissolved 
in  distilled  water  and  the  solution  made  up  to 
a  litre  at  15 '6^ 

*  (c)  Ferrous  Ammonium  Sulphate. — Dissolve 
3 '7282  grams  of  potassium  dichromate  (a)  in 
60  c.c.  of  water.  Add  60  c.c.  of  60 p.c.  (by  volume) 
sulphuric  acid  and  to  the  cold  undiluted  solution 
add  from  a  weighing-bottle  a  moderate  excess 
of  the  ferrous  ammonium  sulphate,  and  titrate 
back  with  the  dilute  dichromate  (6).  Calculate 
the  value  of  the  ferrous  salt  in  terms  of  dichro- 
mate. 

*(d)  Silver  Carbonate. — ^This  is  prepared  as 
required ;  for  each  test  from  140  c.c.  of  0*6  p.c. 
silver  sulphate  solution  by  precipitation  with 

about  4*9  c.c.    y  sodium  carbonate  solution 

(a  little  lees  than  the  calculated  quantity  of 

N 

sodium    carbonate   should    be    used;     any 

excess  of  alkali  carbonate  prevents  rapid  settling), 
settle,  decant,  and  wash  once  by  decantation. 


'  (f.)  Subaeeiaie  of  Lead. — Boil  a  pure  10  p.c. 
lead  acetate  solution  with  an  excess  of  lithuge 
for  one  hour,  keeping  the  volume  constant,  and 
filter  while  hot.  Disregard  any  precipitate 
which  subsequently  forms.  Preserve  out  of 
contact  with  carbon  dioxide. 

'  ( / )  Potassium  Ferroeyanide. — ^A  very  dilute 
solution  containing  about  0*1  p.c. 

*The  Method. — ^Weigh  20  grams  of  the 
glycerol,  dilute  to  250  cc,  and  Uke  25  c.c. 
Add  the  silver  carbonate,  allow  tp  stand,  with 
occasional  agitation,  for  about  10  minutes,  and 
then  add  a  slight  excess  (about  5  c.c.  in  most 
cases)  of  the  tasic  lead  acetate  (e),  allow  to 
stand  a  few  minutes,  dilute  with  distilled  water 
to  100  c.c,  and  then  add  0*15  c.c.  to  compensate 
for  the  volume  of  the  precipitate,  mix  thoroughly, 
filter  through  an  air-dry  filter  into  a  suitable 
narrow-mouthed  vessel,  rejecting  the  first 
10  c.c,  and  return  filtrate  if  not  clear  and 
bright.  Test  a  portion  of  the  filtrate  with  a 
little  basic  lead  acetate,  which  should  produce 
no  further  precipitate.  (In  the  great  majority 
of  cases  5  cc.  is  ample.)  Occasionally  a  crude 
glycerol  will  be  found  requiring  more,  and  in  this 
case  another  aliquot  of  26  c.c.  of  the  dilute 
glycerol  should  be  taken  and  purified  with 
6  cc.  of  the  basic  acetate.  Care  must  be  taken 
to  avoid  a  marked  excess  of  basic  acetate. 
Measure  off  25  c.c.  of  the  clear  filtrate  into  a 
glass  flask  or  beaker  (previously  cleaned  with 
potassium  dichromate  and  sulphuric  acid). 
Add  12  drops  of  sulphuric  acid  (1-4)  to  pre- 
cipitate the  small  excess  of  lead  as  sulphate. 
Add  3-7282  grams  of  the  powdered  dichromate 
(a).  Rinse  down  the  dichromate  with  25  c.c. 
of  water  and  .stand,  with  occasional  shaking, 
until  all  the  dichromate  is  dissolved  (no  reduc- 
tion will  take  place). 

*  Now  add  60  c.c  of  50  p.c.  sulphuric  acid 
(by  volume),  and  immerse  the  vessel  in  boiling 
water  for  two  hours,  and  keep  protected  from 
dust  and  organic  vapours,  such  as  alcohol, 
until  the  titration  is  completed.  Add  from  a 
weighing-bottle  a  slight  excess  of  the  ferrous 
ammonium  sulphate  (C),  making  spot  tests  on  a 
porcelain  plate  with  the  potassium  ferroeyanide 
( / ).  Titrate  back  with  the  dilute  dichromate. 
From  the  amount  of  dichromate  reduced 
calculate  the  percentage  of  glycerol. 

'  1    gram    glycerol    equals    7  "4564    grams 

dichromate. 
'  1   gram  dichromate  equals  0*13411  gram 

glycerol. 

*  Notes. — 1.  It  is  important  that  the  con- 
centration of  acid  in  the  oxidation  mixture  and 
the  time  of  oxidation  should  be  strictly  adhered 
to. 

*2.  Before  the  dichromate  is  added  to  the 
glycerol  solution  it  is  essential  that  the  slight 
excess  of  lead  be  precipitated  with  sulphuric 
acid  as  stipulated  in  the  process. 

*  3.  For  "  crudes "  practically  free  from 
chlorides  the  quantity  of  silver  carbonate  may 
be  reduced  to  one-fifth  and  the  basic  lead 
acetate  to  0'5  cc. 

'4.  It  is  sometimes  advisable  to  add  a 
little  potassium  sulphate  to  ensure  a  clear 
filtrate. 

*  Instruotions  for  ealculatUig  Actual  Glycerol 
CfOntent. — 1.  Determine  the  apparent  amount  of 
glycerol  in  the  sample  by  the  acetin  process  i^ 
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described.  The  result  wUl  include  acetjlisablc 
impurities  if  any  be  present. 

*  2.  Determine  the  total  residue  at  160°. 

'  3.  Determine  the  acetin  value  of  the  residue 
at  (2)  in  terms  of  glycerol. 

'  4.  Deduct  the  result  found  at  (3)  from  the 
percentage  obtained  at  (1),  and  report  this 
corrected  figure  as  glycerol.  If  volatile  acetylis- 
able  impunties  are  present,  these  are  included 
in  this  figure. 

'Notes  and  Reeommendations. — Experience 
has  shown  that  in  crude  glycerol  of  good  com- 
mercial quality  the  sum  of  water,  total  residue 
at  160°,  and  corrected  acetin  result,  comes  to 
within  0-5  of  100.  Further,  in  such  "  crudes  " 
the  dichromate  result  agrees  with  the  uncorrected 
result  to  within  1  p.c. 

*In  the  event  of  greater  differences  being 
found,  impurities  such  as  polyglyceroh  or 
trimethylene  glycol,  are  present.  Trimethylene 
glycol  is  more  volatile  than  glycerol ;  it  can 
therefore  be  concentrated  by  fractional  distilla- 
tion. An  approximation  to  the  quantity  can 
ba  obtained  from  the  spread  between  the  acetin 
and  dichromate  results  of  such  distillates, 
trimethyleneglycol  showing  by  the  former 
method  80*69  p.c.  and  by  the  latter  133*3  p.c. 
expressed  as  glycerol. 

*In  valuing  crude  glycerol  for  certain  pur- 
poses it  is  necessary  to  ascertain  the  apppiximate 
proportion  of  arsenic,  sulphides,  sulpnites,  and 
thiosulphates.  The  methods  for  detecting  and 
determining  these  impurities  have  not  formed 
the  subject  of  this  investigation. 

'  Reeommendations  by  Exeeutive  Ck)mmlttee. 
— ^If  the  non- volatile  organic  residue  at  160°  in 
the  case  of  a  soap  lye  "  crude  "  be  over  2*5  p.c. 
— 1.€.  when  not  .corrected  for  carbon  dioxide 
in  the  ash — ^then  the  residue  shall  be  examined 
by  the  acetin  method  and  any  excess  of  glycerol 
found  over  0*5  p.c.  shall  be  deducted  from  the 
acetin  figure. 

*In  the  case  of  saponification,  distillation, 
and  similar  glycerol  the  limit  of  organic  residue 
which  shouM  not  be  passed  without  further 
examination  shall  be  nxed  at  1  p.c.  In  the 
event  of  the  sample  containing  more  than  1  p.c. 
the  organic  residue  must  be  acetylated,  and  any 

glycerol  found  (after  making  the  deduction  of 
*5  p.c.)  shall  be  deducted  from  the  p.c.   of 
glycerol  found  by  the  acetin  test.* 

With  reference  to  this  Report,  Grimwood 
(J.  Soc.  Chem.  Ind.  1913,  32,  1039)  has  shown 
that  the  oven  recommended  therein  does  not 
enable  a  steady  temperature  to  be  maintained. 
In  the  case  of  one  oven  he  found  a  maximum 
variation  of  46°  between  the  temperatures  of 
two  shelves.  In  place  of  the  standard  oven  he 
has  devised  an  electrically  heated  oven  cased 
with  uralite.  He  also  describes  an  accelerated 
method  of  evaporating  the  glycerin,  in  which 
the  vapours  are  removed  by  means  of  an 
electric  fan. 

British  Standard  Speeifleations  for  Soap  Lye 
and  Saponifieatlon  Grade  Glyeerins.— The  follow- 
ing standard  specifications  were  drawn  up  by 
the  British  Executive  Committee  on  Crude 
Glycerin  Analysis,  and  approved  at  a  meeting 
of  glycerin  makers,  buyers,  and  brokers  held  in 
London  on  October  3,  1912  : — 


Soap  Lye  Crude  Glycerin. — ^Analysis  to  be 
made  in  accordance  with  the  International 
Standard  Methods.  Glycerol; — The  Standard 
shall  be  80  p.c.  of  glycerol.  Any  crude  glycerin 
tendered  which  test  81  p.c.  of  glycerol  or  over, 
shall  be  paid  for  at  a  pro  nUa  increase,  calculated 
as  from  the  standard  of  80  p.c.  Any  crude 
glycerin  which  tests  under  80  p.c.  of  glycerol, 
but  is  78  p.c.  or  over  shall  be  subject  to  a  reduc- 
tion of  1^  times  the  shortage,  calculated  at  the 
mo  rata  price  as  from  80  p.c.  If  the  test  faUs 
below  78  p.c.  the  buyer  shall  have  the  right  of 
rejection.  Ash. — The  standard  shall  be  10  p.o. 
In  the  event  of  the  percentage  of  ash  exceecung 

10  p.c,  but  not  exceeding  10*6p.c.,  a  percentage 
reduction  shall  be  made  for  the  excess  calculated 
as  from  10  p.c.  at  pro  rata  price,  and  if  the 
percentage  of  ash  exceeds  10*6  p.c,  but  does  not 
exceed  11  p. c,  an  additional  percentage  reduc- 
tion shall  be  made  equal  to  double  the  amount 
in  excess  of  10*6  p.c.    If  the  amount  exceeds 

11  p.c.  the  buyer  shall  have  the  right  to  reject 
the  parcel. 

Organic  Residue. — ^The  standard  shall  be 
3  p.c.  A  percentage  deduction  shall  be  made  of 
three  times  the  amount  in  excess  of  the  standard 
of  3  p.c.,  calculated  at  pro  rata  price.  The 
buyer  shall  have  the  right  to  reject  any  parcel 
which  tests  over  3*76  p.c. 

Saponification  Crude  Glycerin. — ^Analysis  to 
be  msAe  in  accordance  with  the  International 
Stemdard  Methods.  Glycerol. — ^The  standard 
shall  be  88  p.c.  Any  crude  glycerin  which  tests 
89  p.c  or  over  shall  be  paid  for  at  a  pro  rata 
increase  calculated  as  from  the  standard  of 
88  p.c  Any  crude  glycerin  which  tests  under 
88  p.c,  but  is  86  p.c.  or  over,  shall  be  subject 
to  a  reduction  of  1|  times  the  shortage,  calcu- 
lated at  pro  rata  price  as  from  88  p.c  If  the 
test  falls  below  86  p.c,  the  buyer  shall  have 
the  right  of  rejection.  Ash. — ^The  standard 
shall  be  0*6  p.c.  In  the  event  of  the  percentage 
of  ash  exceeding  0*6  p.c.,  but  not  exceeding 
2*0  p.c.,  a  percentage  reduction  shall  be  made 
equid  to  double  the  amount  in  excess  of  0*6  p.c. 
If  the  amount  of  ash  exceeds  0*2  p.c.  the  buyer 
shall  have  the  right  to  reject  the  parcel. 

Organic  Residues. — ^The  standard  shall  be  1 
p.c.  A  percentage  deduction  shall  be  made  of 
twice  the  amount  in  excess  of  the  standard  of 
1  p.c.,  calculated  at  pro  rata  price.  The  buyer 
shall  have  the  right  to  reject  any  parcel  which 
tests  over  2  p.c. 

Estimation  of  Trimethylene  Glycol. — ^The  pro- 
portion of  trimethylene  glycol  in  crude  glycerin 
may  be  approximately  estimated  by  distillation 
under  reduced  pressure  and  determining  the 
sp.gr.  and  apparent  glycerol  content  (by  the 
acetin  method)  of  the  distillate  (Salway,  J.  Soc. 
Chem.  Ind.  1918,  37,  123T).    From  these  data 


the  amount  of  trimethylene  glycol  may  be 
calculated  by  means  of  the  following  formula, 
assuming  only  glycerol,  water,  and  trimethylene 


glycol  to  be  present : — 

Sp.gr.  =  1  -f  0*00263a:+0*00063y 
Apparent  glycerol  content=a;+0'81v 

If  the  amount  of  trimethylene  glycol  is  less 
than  1  p.c,  it  is  necessary  to  fractionate  the 
glycerol,  and  apply  thef'tests'yte-^the^ractien 
boiUng  at  110°-280^  ^ 
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Esters  of  Glycerol. 


The  most  important  esters  of  glycerol  are 
those  resulting  from  the  combination  of  one 
molecule  of  gTycei[ol  with  three  molecules  of 
fatty  acids.  These  eaters  occur  in  largest 
quantities  in  the  natural  oils  and  fats  which 
represent  a  mixture  of  a  number  of  simple  and 
mixed  triglycerides  {see  Oils,  Fixed,  and 
Fats). 

Glycerol,  being  a  trihydric  alcohol,  is  able  to 
form  mono-acid  and  di-acid  esters,  which  are 
usually  described  as  monoglycerides  and  di- 
glycerides  (although  these  terms  must  be  con- 
sidered incorrect,  For  the  term  *  monofflycerido  ' 
should  more  appropriately  be  applied  to  a  tri- 
glyceride containing  one  and  the  same  acid 
radicle,  and  the  term  '  diglyceride  '  to  a  tri- 
glyceride containing  two  different  acid  radicles). 
The  monoglyceridesh&Ye  the  general  formula  : 

/OH 

CaHsfOR 

\0H 

According  to  the  position  which  the  fatty 
acid  radicle  occupies  in  the  molecule,  two  iso- 
meric glycerides  may  exist,  as  is  explained  by 
the  following  two  formulie,  in  which  R  denotes 
the  fatty  acid  radicle  : — 


yOR 

C,H,fOH 

\0H 


/OH 

CjHjfOR 

\0H 


Compounds  of  this  composition  contain  an 
asymmetric  carbon  atom,  and  may  therefore 
represent  racemic  compounds.  Monoglycerides 
corresponding  to  the  hrst  formula  are  termed 
a-monoglyccrides,  and  those  corresponding  to 
"''*  se(iond  formula  are  termed  )8-monofflycer- 
ides.  X.  .  ""''ond  acid  radicle  enters,  the  so- 
called  diglyccrides  »..  -obtained.  Theoretically, 
two  isomeric  diglyceridos  couiMuning  the  same 
fatty  acid  radicle  are  possible,  as  is  indicated  by 
the  following  two  formulas : — 


/0-R  (a) 
CaHjfoH 

\0-R  (a) 


/0-R  (a) 

C^Hs^O-R  ip) 

\0-H  (a) 


The    compounds    conforming    to    the    first 
formula  are  denoted  aa  (or  symmetric)  fflycer- 
idcs  ;  they  are  prepared  from  aa-dichlorohydrin 
and  the  salts  of  fatty  acids.     The  compounds 
corresponding  to  the  latter  formula  are  termed 
ap  (or  unsymmetric)  glycerides ;  thoy  are  pre- 
pared in  a  corresponding  manner  from   pd\-  \ 
bromohydrin.     a/3  glycerides  contain  an  asym-  < 
metric  carbon  atom  ;    hence  the  synthetically  i 
prepared  a/3  diglyccrides  are  likely  to  represent  ' 
racemic  compounds.     If  one  or  both  of  the  acid  ' 
radicles  were  optically  active  {e.g.  if  derived  from  ' 
ricinoleic,  chaulmoogric,  or  hydnocarpic  acid), 
the  diglyccrides  would  be  optically  active  on 
that  account  alone. 

If  the  two  fatty  acid  radicles  are  different, 
the  existence  of  diglyccrides  having  the  follow- 
ing formulae  is  theoretically  possible  : — 


/OR, 

CaHsfOH 

XoRa 


yOR, 
\0H 


/ORa 
\0H 


These  diglycerides  may  be  termed  *  mixed 
diglycerides.  As  they  all  contain  an  asymmetric 
carbon  atom  they  may  represent  racemic  com- 


pounds. If  one  or  both  acid  radiclee  be  derived 
from  optically  active  fatty  acids,  the  diglyceridoB 
containing  them  will  exhibit  optical  activity. 

The  monoglycerides  and  diglycerides  do 
not  occur  in  nature,  but  very  strong  evidence 
has  been  adduced  that  these  esters  are  formed 
in  the  course  of  slow  hvdrolysis  of  the  natural 
triglycerides ;  hence  they  may  be  found  in 
fats  and  oUs  which  have  become  rancid  by  a 
natural  process  on  exposure  to  air,  light,  and 
moisture. 

Glycerol  also  forms  esters  with  inorganic 
acids,  such  as  sulphuric,  nitric,  phosphoric, 
boric,  and  arsenious  acids. 

A  mixed  triglyceride,  containing  two  acid 
radicles  of  fatty  acids  and  one  of  phosphoric 
acid,  occurs  in  nature  as  Lecithin,  in  which  two 
fatty  acid  radicles  and  one  acid  radicle  of 
phosphoric  acid  are  combined  with  the  glycerol 
rest.  In  the  phosphoric  acid  radicle,  one  of  the 
two  free  OH  croups  is  combined  with  the  base 
choline.  Lecithin  appears  to  be  a  representative 
of  a  whole  group  of  mixed  triglycerides  (occurring 
in  the  liver,  in  the  brain,  &c.),  which  have  been 
termed  bv  Thudichum,  phosphatides,  and  more 
recently  by  Leathes,  phospholipines. 

Mixed  triglycerides  containing,  in  addition 
to  one  or  two  fatty  acid  radicles,  two  or  one 
radicles  of  inoi^ranic  acids  other  than  phosphoric 
acid  have  not  oeen  met  with  in  nature ;  they 
have,  however,  been  prepared  synthetically. 
Representatives  of  such  mixed  glycerides  are 
chlorodilaurin,  chlorodimvristin,  chlorodistearin, 
and  monostearochlorohydrin. 

The  sulphuric  acid  esters  of  glycerol  are  ob- 
tained by  dissolving  glycerol  in  concentrated 
sulphuric  acid.  On  boiling  with  steam,  the 
esters  are  easily  dissociated  into  glycerol  and 
sulphuric  acid.  All  three  possible  glycerol  sul- 
phuric acids,  glyceroltrisulphuric  acid,  glycerol- 
disulphuric  acid,  and  glycerolmonosufphuric 
acid  are  known. 

Glycerylphosphoric  esters  are  obtained  by 
heating  phosphoric  acid  with  glvcerol.  The 
most  important  ester,  commercially,  is  mono- 
glycerolpnosphoric  acid,  which  forms  a  series  of 
salts  (sodium,  lithium,  calcium,  strontium,  iron, 
&c.),  largely  used  in  pharmaceutical  practice 
(especisJly  in  France). 

It  has  been  found  by  Umney  and  Bennett 
(Proc.  Brit.  Pharm.  Conf.  1914,  22)  that  the 
composition  of  commercial  calcium  glycero- 
phosphate varies.  It  should  contain  at  least 
15  p.c.  of  calcium,  and  may  contain  added 
citric  acid  to  increase  the  solubility.  The 
magnesium  salt  should  contain  not  less  than 
10  p.c.  of  magnesium,  and  the  ferric  salt  at 
least  15  p.c.  of  iron,  and  be  soluble  in  2  parts 
of  water.  Sodium  glycerophosphate  crystallises 
with  5  molecules  of  water. 

For  a  method  of  examining  glycerylphos- 
phoric esters,  see  Grimbert  and  BaiUy  (Compt. 
rend.  1915,  160,  207 ;  Bailly,  idem.  1915,  161, 
677). 

Optically  active  glycerophosphoric  acid  may 
be  synthosised  by  aclcUng  phosphorylchloride  to 
a  solution  of  d-a-bromohydrin  in  dry  pyridine 
at  below  —10°.  The  bromine  is  removed  by 
lithium  hydroxide  and  the  product  is  isolated 
as    nearly    pure    lithium    (f-glycerophosphate 

HOCH/CH(OH)CH20PO(OLi)[o]i®=-f3-61° 
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in  aqueous  aolution.  Lithium  /-glycerophos- 
phate has  [a]i^°=— 3-02°  (Abderhalden  and 
Eichwald,  Ber.  1918,  51,  1308). 

Of  great  commercial  importance  are  the 
nitric  esters  of  which  the  most  important  is 
glyceryl  trinitrate,  or  '  nitroglycerin,  prepared 
oy  allowing  glycerin  to  run  into  a  mixture  of  one 
part  of  strongest  nitric  acid  and  two  parts  (by 
weight)  of  concentrated  sulphuric  acicL  Nitro- 
glycerin is  a  heavy  oily  liquid  of  sp.gr.  1*60, 
which  volatilises  at  IGO**  under  a  pressure  of 
15  mm.  Its  most  remarkable  property  of  ex- 
ploding violently  under  certain  conditions  is 
made  use  of  in  high  explosives  and  'smoke- 
less powders,'  such  as  *  dynamite,*  *  blasting 
gelatm,*  *  gelignite,*  &c.  (r.  Explosives). 

The  mono-  and  dinitrates  of  glycerol  and 
their  chlorides  and  ethers  are  employed  as 
ingredients  of  non-freezing  nitroglycerin  blasting 
combinations.  The  dinitrate  of  monochloro- 
hydrin  is  used  in  such  explosives  as  gelatin 
astralit,  gelatin  westfalit,  &c.  The  nature  and 
explosive  character  of  a-methylin  dinitrate 
(glyceryl  methyl  ether  dinitrate)  have  been 
investigated  by  Trevor  Jones  (Chem.  Soc. 
Trans.  1919,  76)  (r.  Explosivbs). 

Glyceryl  arsenite  is  formed  by  dissolving 
arsenious  oxide  in  glycerol  and  heating  to  250  . 
Above  260**  it  decomposes.  It  is  volatile  with 
the  vapours  of  glycerol,  hence,  when  distilling 
glycerin  in  a  current  of  superheated  steam  {see 
above),  the  arsenite  is  either  volatilised  un- 
changed, or  is  hydrolysed  by  the  steam  ;  at  any 
rate  the  distillate  contains  arsenious  acid. 
Glyceryl  arsenite  is  used  in  calico  printing. 

POLYULYCEEOLS. 

When  glycerol  is  heated  rapidly,  poly- 
glycerols  are  obtained.  They  are  formed  by 
the  combination  of  several  molecules  of  glycerol 
with  loss  of  water  :  hence  they  are  formed  on  a 
large  scale  during  the  distillation  of  glycerin, 
when  the  bulk  of  the  polyglycerols  remains 
behind  in  the  still.  The  condensation  of  glycerol 
to  polyglycerol  has  been  effected  by  Louren9o, 
by  heating  glycerol  with  monochlorohydrin. 
(For  the  application  of  polyglycerols  in  the  arts, 
see  above.)  J.  L. 

GLYCERIN-FORMAL.  A  condensation  pro- 
duct of  glycerol  and  formaldehyde. 

GLYCEROLPHOSPHORIC  ACID  and  GLY- 
CEROLPHOSPHATES  r.  Glycerin  (Glycerol). 

GLYCIN  is  the  trade  name  for  the  chloride  of 
p-hydroxyphenylaminoacetic  acid.  It  is  used 
in  photography  as  a  developer  (also  v.  Gly- 
cine). 

GLYCINE.  Olycin,  Qlycocine,  OlycocoU, 
Aminoacetic  acid 

OH,— NH« 
NH.CH.COOH  or    I  I 

CO — O 
(Sakurai,  Chem.  Soc.  Proc.  1894,  90 ;  1896,  38  ; 
Walker,  Chem.  Soc.  Proc.  1894,  94).  Glycine 
was  discovered  in  1820  by  Braconnot  (Ann. 
Chim.  [2]  13,  114)  amon^  the  products  obtained 
by  decomposing  glue  with  sulphuric  acid.  It 
is  obtained  by  decomposing  various  protein 
substances  with  sulphuric  acid  (Spiro,  Zeitsch. 
physiol.  Chem.  28,  187),  and  is  present  as  the 
chief  amino-acid  in  the  sugar  cane  (Shorey, 
J.  Amer.  Chem.  Soc.   1897,  881 ;    1898,  137). 


It  may  be  prepared  by  treating  bromacetic  or 
chloracetic  acids  with  ammonia  (Porkin  and 
Duppa,  Annalen,  108,  112;  Kraut,  Ber.  1890, 
2677  ;  Mauthner  and  Suida,  Monatsh.  11,  374'; 
Goldberg,  Kunz  and  Kraut,  Annalen,  266, 
295) ;  by  treating  chloracetic  acid  with  ammo> 
nium  carbonate  (Nencki,  Ber.  1883,  2828) ;  by 
passing  cyanogen  into  boiling  hydriodic  acid 
(8p.gr.  1*96)  (Emmerling,  Ber.  1873,  1361);  by 
heating  potassium  phthalimide  with  ethyl 
chloracetate  (Gabriel  and  Kroseberg,  ibid,  1889, 
427) ;  by  treating  nitrosomalonic  ester  with 
zinc  and  acetic  acid  (Conrad  and  Schulze,  ibid, 
1909,  729).;  by  boiling  hippuric  acid  with  strong 
sulphuric  acia  (Curtius,  J.  pr.  Chem.  [2]  26, 
145  ;  Dessaignes,  Annalen,  58, 322) ;  by  treating 
glyoxylic  acid  with  ammonium  carbonate  ana 
subsequently  heating  to  120°  with  hydrochloric 
acid  (Erlenmeyer,  junr.,  and  Kunlin,  Ber.  1902, 
2438) ;  by  the  action  of  hexamethylene  amine 
on  potassium  monochloracetate  (Bourcet,  Bull. 
Soc.  chim.  19,  [3]  1005  ;  Auger,  ibid.  21,  [3  ]  5). 
In  order  to  obtain  the  pure  acid,  the  solution 
containing  the  acid,  prepared  by  any  of  the 
above  methods,  is  freed  from  ammonia  (if 
present)  and  freshly  precipitated  copper  hy- 
droxide is  added.  The  copper  salt  of  the  acid 
crystaUises  out ;  this  is  filtered  off  and  decom- 
posed with  sulphuretted  hydrogen.  Another 
method  consists  in  extracting  the  acid  with 
glycerol  and  thus  separating  it  from  the  impuri- 
ties present  (Farbw.  Meister,  Lucius  and 
Bruning,  D.  R.  P.  141976;  Zeitsch.  angew. 
Chem.  1903,  16,  527).  Siegfried  (D.  R.  P. 
188005;  Chem.  Zentr.  1907,  ii.  1466)  adds 
barium  or  strontium  hydroxides  to  the  solution, 
passes  in  carbon  dioxide,  filters  off  the  separated 
solid  and  heats  it  with  water. 

Properties. — Glycine  crystallises  from  water 
in  plates  and  from  dilute  alcohol  in  needles. 
After  drying  at  100^  the  plate  form  begins  to 
decompose  on  heating  at  212°,  whilst  the  needle 
form  remains  unchanged  until  a  temperature 
of  220°  to  230°  is  reached,  when  they  melt  with 
the  evolution  of  sas  at  232°-236°  ;  sp.gr.  11607 
(Curtius,  I.C.).  It  is  soluble  in  4*3  parte  of 
cold  water  and  in  030  parts  of  ethyl  alcohol 
(sp.sr.  0*828),  but  is  insoluble  in  absolute  alcohol. 
Hy&odic  acid  reduces  glycine  to  ammonia 
and  acetic  acid  (Kwisda,  Monatsh.  12,  419), 
whilst  sodium  amalgam  yields  amino-acetalde- 
hyde  (Neuberg,  Ber.  1908,  956 ;  Fischer,  ibid. 
1019).  On  electrolysis,  the  acid  or  the  copper 
salt  yields  ethylenc^diamine  (Lilienfeld,  D.  R.  P. 
147943 ;  Chem.  Zentr.  1904,  i.  133 ;  Kiihling, 
Ber.  1905,  1638;  1907,  757).  Hydrogen 
peroxide  oxidises  glycine  to  glyoxylic  acid  and 
formaldehyde  (Dakin,  J.  Biol.  Chem.  1,  171); 
treatment  with  nitrosyl  chloride  results  in  the 
formation  of  chloracetic  acid  (Tilden  and 
Forster,  Chem.  Soc.  Trans.  1895,  491).  Glycine 
and  its  derivatives  are  used  in  photography  as 
developers,  in  place  of  pyrogallol,  &c.  (Farbw. 
Meister,  Lucius  and  Bruning,  D.  R.  P.  142489 ; 
U.S.  Pat.  767815;  Eng.  Pat.  20377;  J.  Soc. 
Chem.  Ind.  1903,  380),  and  also  for  reducing 
silver  images. 

Derivatives. — AronuUic  glycines  are  prepared 
from  aromatic  amines  and  monohalogenated 
acetic  acids  or  dihalogenated  vinyl  ethers 
(Imbert  and  Consortium  fur  Elektrochemische 
Industrie,   Chem.    Soc.    Abetr.    1908,    i.    075; 


Ui 


GLYCIKE. 


D,  H,  P,  W^yUj,  ahft^MxHumuU  m  prtidiiced 
w)y;n  glyeocoU  ami  alcobolk  anunonia  tfe  heated 
Uig«th«r  ftl  160'.  OlycoorjUanUid^,  w  prepared 
from  chUjTff'  ipt  bromo-  a<cetanjlkk  aad  MDinooia 
(Majert,  Eng.  Pat.  52^;  D.  R.  P.  59121; 
J.  8oc.  Chem.  ImL  1»1«,  3^J;.  The  J?My<  uA^ 
M  prepared  by  the  action  of  waaofm^A  on  chloT' 
acetic  acid,  and  nolMeqiient  treatment  of  the 
crude  dry  prodad  with  absolute  alcohol  and  dry 
hydrogen  chUiride  (Hantzsch  and  MetcaH,  Ber. 
1896, 1684 ;  Hantesch  and  HUberrad,  Otm/.  1900, 
70)  or  by  the  intoaction  of  hezamethylene 
amine  nod  chlotacetic  acid  and  nubserjfient 
trisatment  aa  above  (Auger,  Bull.  8oc.  chim. 
(3)  21,  5).  It  boiU  at  51'5'-52'5''  flO  mm.), 
and  haa  «p.gr.  1*0358  11-8/4"  (.Schmidt,  Ber. 
1905,  200). 

MdhylglyrAne  v.  Si^BCOffiSE. 

Trimdhylgljfcine  r.  Betajke. 

ry/yciw  anhydride  ^^t<j':o^^a^^^*  '^** 
dincovered  by  (jurtiun  (J.  pr.  Chcm.  [2]  37,  173). 
It  iieparatcs  out  from  an  aque^jus  fu>intion  of 
gly<rine  eater  on  long  standing.  It  is  best 
prepared  by  treating  the  hydrochloride  of  the 
ester  with  caustic  htkU  (Fischer,  Ber.  1906, 2893). 
It  is  a  white  crystalline  solid,  which,  on  heating, 
becomes  brown  at  245"  and  melts  at  275^. 

(HyeocoUaminoearbazylic  <icid  Mters  (v.  Ein- 
hom,  Chem.  Zentr.  1901,  i.  1115;  I>.  R.  P. 
108027). 

GLYOOBROM.  8yn.  for  the  glyceryl  eater 
of  dibromohydrocinnamic  acid. 

GLYOOCiiOLEIC  ACID  r.  Cholic  acio. 

OLYOOOOLL  V.  Glycine. 

OLYCOCYAMIRE.  8yn.  for  guanidine  acetic 
acid. 

0LYC06EK  V.  C.'abbouydbates. 

GLYCOL.    Sec  Ethylene  Glycol,  art.  Ethyl. 

GLYCOLLIC  ACID,  Ilydroxyacelie  acid 
(;H,(0H)(J00H 
It  is  prment  aa  the  chief  acid  constituent  in  the 
juice  from  the  sugar  cane  (Shorcy,  J.  Amer. 
<;hcm.  8oc,  1899,  21,  i.  45)  and  is  found  in  the 
calcium  precipitate  formed  in  the  treatment  of 
beet-juice  (Lippmann,  Ber.  1891,  3299).  It  is 
formed  by  the  oxidation  of  glycol  (Wiirtz. 
Annalen,  103,  366) ;  bv  treating  akohol  with 
nitric  acid  in  the  cold  (Drcchsel,  ibul.  127, 
150) ;  by  reducing  oxalic  acid  with  zinc  (For* 
crand,  Bull.  Boc.  chim.  [ii.]  39,  310) ;  by  the 
electrolytic  reduction  of  oxalic  acid  in  dilute 
hydrochloric  or  sulphuric  acifjs,  using  lead 
electrodes  (Roessler  and  Hasslacher  Chem.  Co., 
U.S.  Pat.  837083 ;  1).  R.  PP.  194038,  204787 ; 
J.  Boc.  (;hcm.  Ind.  1907,  167;  1909,  108; 
Rainhold,  Fr.  Pat.  378278 ;  J.  8oc.  Chem.  Ind. 
1907,  1097;  Avery  and  Dales,  Ber.  1899, 
223(() ;  and  by  treating  formaldehyde  with 
equivalent  quantiti<!S  of  potassium  cyanide  and 
calcium  chloride  (Kohn,  Monatsh.  1899,  903 ; 
Franzen,  J.  pr.  (3hem.  [2|,  1912, 133).  GlycoUic 
acid  may  be  prepared  by  boiling  a  concentrated 
solution  of  potassium  chloracctate  fur  24-30 
houtB  in  a  flask  under  a  reflux  apparatus.  The 
product  is  then  distilled  under  reduced  pressure, 
the  temperature  being  kept  below  70^.  The 
residue  is  mixed  with  a  largo  quantity  of  acetone, 
the  solution  filtered  from  the  separated  potassium 
chloride,  and  after  a  short  time  the  glycollic 
acid  separates  from  the  acetone  solution  in 
oolourless  cryKtals.    The  yield  is  about  85  p.c. 


(Coimao,  Chem.  Soe.  Pvoc  18d2,  72;  ef. 
Wftzemaon,  J.  Amer.  Chem.  Soc  1917, 39, 109). 

GlyooUJc  acid  ciyftaHifn  from  water  in 
crystals  bekmgiiig  to  the  monodmie  system  and 
from  acetone  in  those  of  the  oruotliombie 
system  (Coiman,  Lc);  m.pL  78*9°  (Drechsel, 
Ley,  On  healing  to  100^,  glycollic  anhydride 
C«H«Og  is  formed,  and  by  heating  the  calciom 
salt  with  mach  solphoric  acid,  metaf  ormaldefayde 
is  produced.  Oxidation  witli  nitric  acid  yields 
oxalic  acid,  and  lednction  with  zinc  and  sul- 
phuric acid  results  in  the  formation  of  acetic  acid 
(nans,  Annalen,  145, 256).  It  may  be  delected 
by  heating  0*02-0*1  gram  of  the  sabstanoe  with 
0*2  c,c.  ct  water  aikl  2  cc.  of  snl^niic  acid 
(sp.gr.  1  '84) ;  after  gas  has  ceased  to  be  eTolved. 
the  addition  of  one  drop  of  |M;iesol  gires  a  green 
coloration,  or  one  drop  of  codeine  8<4aGon,  a 
yellow  coloration  changing  to  deep  viofet 
(I>enigH  Bull.  Soc.  chim.  1909,  5,  647). 

The  glycollates  of  the  alkaUs  are  deliques- 
cent ;  calcium  glycoliate  (C2H,03),Ca  (with  3  or 
4i  U^O)  and  silver  glycoUate  C,H,0,Ag,|H,0 
are  sparingly  soluble  in  water. 

The  ammonium  salt  may  be  distilled  t'li 
vacud,  the  distillate  consisting  of  the  acid 
ammonium  glycoUate,  boiling  at  160°  under  10 
mm.  pressure  (D.  R.  P.  247240). 

GLYOOSAL.  Trade  name  •for  a  combination 
of  glycerol  and  salicylic  acid  introduced  as  a 
substitute  for  other  salicylates  (p.  SrnTHJriic 

DBCOS). 

GLYCURORIC  ACID 

CHO-HCOHOHCHHCOHHCOH-COOH 
occurs  in  urine  in  combination  with  phenol, 
krcsol,  and  indozyl.    It  is  also  present  in  the 
,  blood.     It  does  not  occur  in  the  free  state,  but 
is  produced  in  the  body  in  considerable  quantity 
after  the  administration  of  certain  substances, 
e.g.  camphor,  menthol,  phenol,  &c.,  in  combina- 
tion with  which  it  is  eliminated.    It  thus  appears 
I  to  furnish  a  material  which  can  be  produced  by 
I  the  body  to  neutralise  the  toxic  properties  of 
I  harmful   substances    before   their   elimination. 
;  It  occurs  also  in  combination  in  plants.    It  is 
I  found  in  combination  with  euxanthone  in  the 
I  urine  of  camels :    the  Mg  salt  of  the  euxan- 
thone-glycuronic  acid  is  the  basis  of  the  pigment 
Indian    yellow.     It    may    be    synthesised    by 
reducing  saccharic  acid  with  sodium  amalgam 
in  acid  solution  (Fischer  and  Piloty,  Ber.  1891, 
521). 

Preparation. — ^It  is  prepared  from  its  com- 
pounds by  boiling  with  acid :  thus,  menthol- 
glycuronic  acid  is  split  by  boiling  with  dilute 
sidphuric  acid;  camphor  glycuronic  acid  is 
boiled  with  hydrochloric  acid  for  2  hours ; 
after  saturating  the  solution  with  PbCO,  the 
precipitated  Icm.  salt  is  decomposed  with  H^S. 

Properties. — Glycuronic  acid  is  a  syrup, 
readily  losing  water  in  a  vacuum,  forming  a 
lactone,    melting   from   170°-175**   (Mann   and 

ToUens,  Annalen,  290,  155).  Rotation  [a]^  = 
+  19*25°.  It  is  oxidised  to  saccharic,  and 
reduced  to  gluconic,  acid.  Distilled  with  HCl, 
it  breaks  up  into  furfurol  and  COt*  a  reaction 
which  may  be  used  for  its  estimation.  Not 
fermented  by  yeast.  It  is  said  to  be  one  of  the 
reducing  substances, J|?,fJj^jBy HllP^feW ^which 
the  sugars  have  been  removed  K^r  yeast 
fermentation. 
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Detection  and  Estimation, — ^With  a  solution 
of  orcin  in  hydroohloric  acid  it  gives  a  sreen 
colour  after  boiling  for  a  short  time.  With 
napltthoresorcin  and  HCl  it  gives  a  blue  sub- 
stance soluble  in  ether,  showing  a  well-marked 
absorption  band  in  the  neighbourhood  of  the 
D  line  and  differentiated  by  its  solubility  in 
ether  from  the  substances  given  under  similar 
ciroumstances  by  the  pentoses  (ToUens,  Ber. 
1908,  1788).  This  reaction  is,  however,  given 
by  other  acids  (Mandel  and  Neubeig,  Biooiem. 
Zeitsoh.  13,  148).  It  gives  a  charaoteristio  jh 
bromphenylhydiazone,  melting  at  236^.  The 
phenylosazone  is  formed  on  heating  a  mixture  of 
1  molecule  glycuronio  acid  with  3  molecules 
phenyl  hydrazine  in  acetic  solution  to  40^  foi 
some  days.  It  melts  at  200'*-205^  The  semi- 
cstfbazone  melts  at  188°. 

GLYCYPHYLLIN  t;.  Gluoosidxs. 

6LYCYRRHETIN,  6LYCYRRHIZIC  ACID, 
OLYCYRRHIZIN  v.  Liquobiob. 

GLYOXYUC  ACID  CHOCO.H  or 

CH(OH),CO,H 

Found  in  very  young  beet-roots  (Lippmann,  Ber. 
1891,  3305),  in  grapes,  unripe  apples,  plums, 
gooseberries,  currants,  and  rhubarb  (Brunner 
and  Chaud,  Ber.  1886,  595;  Bull.  Soc.  ohim. 
[3]  13,  126).  Prepared  by  oxidising  alcohol 
(Debus,  Annalen,  100,  1 ;  Boettinger,  Arch. 
Pharm.  232,  65),  bIvcoI  (Debus,  Annalen,  110, 
316)  or  fflycerol  (Heintz,  ibid.  152,  325)  with 
nitric  acid ;  by  heating  ethyldifihloracetate  with 
water  at  120*^  (Fischer  and  Geuther,  J.  1864, 
316) ;  by  exactly  neutralising  dichloraoetio  acid 
with  potassium  hydroxide  (1:1)  and  heating  with 
solid  potassium  acetate  in  a  reflux  apparatus 
for  an  hour,  filtering  the  liquid  and  boiung  the 
filtrate  for  several  hours  (Doebner,  Am^en, 
311,  129) ;  by  heating  the  silver  salt  of  dibrom- 
or  dichloracetic  acid  with  water  (Debus,  Zeitsch. 
Gbem.  1^66.  188 ;  Perkin  and  Duppa,  Annalen, 
112,  24;  Zeitsch.  Chem.  1868,  424;  Beckurts 
and  Otto,  Ber.  1881,  581) ;  by  heating  one  part 
of  dibromacetio  acid  with  10  parts  of  water 
for  24  houiB  at  135''~140°  (Grimaux,  Bull.  Soc. 
chim.  [11.]  26,  483);  by  reducing  the  esters 
of  oxalic  acid  with  socuum  ama&am  (Bayer 
&  Co.  D.  R.  P.  201895;  J.  Soc.  Chem.  Ind. 
1908,  1176);  by  the  electrolytic  reduction  of 
oxalic  acid,  its  esters  or  its  amide  in  sulphuric 
acid  at  a  low  temperature  (Tafel  and  Frieorichs, 
Ber.  1904,  3187 ;  Wohl  and  Lange,  ibid.  1908, 
3614 ;  Kinzlbeiger  A^  0>.  D.  R.  PP.  163842, 
210693 ;  J.  Soc.  Chem.  Ind.  1906,  392 ;  1909, 
815). 

Glyoxylic  acid  is  a  thick  liquid,  readily 
soluble  in  water,  and  crystallises  in  rhombic 
prisms  by  long  standing  over  sulphuric  acid 
(Debus,  Chem.  Soc.  Trans.  1904,  1382);  the 
crystals  have  the  formula  CsH^O^  (Perkin,  Ber. 
1875,  188).  It  is  a  tautomeric  substance ; '  it 
exhibits  aldehydic  properties  in  condensing  with 
hydroxylamine,  pnenyUiydrasine,  and  semi- 
carbazide  (Elbers,  Annalen,  227,  353 ;  Fischer, 
Ber.  1884,  576 ;  Simon  and  Chavanne,  Compt. 
rend.  143,  904),  but  most  of  its  salts  are  of  Uie 
type  (HO),CHCO,M,  whilst  dialkyl  ethen  of  the 
^rpe  (RO),*CH'CO,H  have  been  prepared. 
Reduction  with  zinc  in  aqueous  solution  yields 
glycollic  acid;  in  acetic  solution,  tartaric  acid 
(Genvresse,  Compt.  rend.  114,  665) :  nitric  acid 
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oxidises  it  to  oxalic  acid,  whilst  potash  simul- 
taneously oxidises  and  reduces  it  with  the 
formation  of  glycollic  and  oxalic  acids :  treat- 
ment with  ammonia  and  subsequent  hydrolysis 
yields  formic  acid  and  glycine  (Erlenmeyer 
and  Kunlin,  Ber.  1902,  2438).  With  hydrogen 
cyanide,  it  forms  a  cyanhydrin  which,  on' 
hj^drolysis,  ^elds  tartronic  acid.  By  warminff 
with  resorcmol  and  a  little  absolute  alcohol, 
dilutins  and  adding  a  few  drops  of  ammonia,  a 
deep  Blue  coloration  is  produced,  rapidly 
changing  to  red  (Boettinger,  Arch.  Pharm.  232, 
1) ;  sulphuric  acid  gives  a  blue  or  violet  colora- 
tion with  glyoxylic  acid  (Hopkins  and  Cole, 
Proc.  Roy.  Soc.  68,  21).  The  phenylhvdrazono 
melts  at  137°,  and  is  used  for  identifying  the 
acid.  It  condenses  with  carbamide  to  form 
allantoin  and  with  guanidine  to  form  in  the 
cold  glyoxylic  guanidide  and  on  warming  to 
100°,  iminoallantoin  (Doobner  and  G&rtner, 
Annalen,  315,  1 ;  317,  157 ;  Simon  and  Chav<* 
anne,  Ck>mpt.  rend.  143,  51 ;  Kaess  and  Gruss* 
kiewicz,  Ber.  1902,  3604).  For  other  condensa- 
tions V.  Boettinger,  Arch.  Pharm.  232,  549, 
704;  233,  100,  199;  Bouffault,  Compt.  rend. 
148,  1270.  For  salts  v.  Debus,  Chem.  Soc. 
Trans.  1904,  1382.  Glyoxylic  acid  acts  as  a 
hydrolysinff  agent  towards  cane  sugar  and 
starch,  ana  prevents  fermentation  of  products 
thus  formed  as  it  acts  on  veast  as  a  poison 
(Boettinger,  Areh.  Pharm.  233, 287 ;  Bouveault, 
Bull.  Soc.  chim.  [iii.]  19,  78).  For  physioloffical 
action  in  the  body,  v.  £ppinger,  Beitr.  chem. 
Physiol.  Path.  6,  492 ;  Almagia,  ibid.  7,  459 ; 
Schloss,  ibid.  8,  445 ;  Granstorm,  ibid.  11,  132 ; 
Dakin,  J.  Biol.  Chem.  1, 271 ;  Hof  bauer,  Zeitsch. 
pbysiol.  Chem.  52,  425 ;  Adler,  Arch.  exp.  Path. 
Pharm.  46,  207. 

GHEUNOL  C|,Hi404,  the  white  deposit  in 
the  cells  of  the  *  (Colonial  Beech '  (Umelina 
Leichhardtii,  F.  v.  M.),  separating  from  hot  water 
in  needle  prisms  or  plates.  M.p.  in  the  cr^tal- 
line  state  122°  (corr.).  After  cooling  sobdifles 
to  a  transparent,  resin-like  substance  which 
melts  at  62°-63°.  When  powdered  the  m.p. 
begins  to  rise,  soon  reaches  120°-121°,  [a]])+ 
123*3°  in  chloroform.  Soluble  in  1470  parts 
of  water  at  22°.  Nitric  acid  converts  it  into 
a  dinitro-  compound  C|,H,|0«(NOs)i,  m.p. 
128°-129°.  Sodium  acetate  ana  acetic  anhydriae 
transform  it  into  a  monoacetyl  derivative, 
m.p.  110°.  With  bromine  water  forms 
C„H„04Br 

Zeisel  determinations  indicate  the  presence  of 
two  methoxy-groups,  and  this  is  confirmed  by 
the  production  of  veratric  acid  when  the  sub- 
stance is  oxidised  by  a  solution  of  chromic  acid 
in  glacial  acetic  acid,  or  by  alkaline  perman- 
ganate. When  fused  with  potassium  hydroxide 
at  a  temperature  not  exceeding  200°,  phenolic 
substances  are  formed,  whilst  at  210°-225°, 
protocatechuio  acid  is  produced,  together  with 
smcJl  quantities  of  a  volatile  acid  (M.  G.  Smith, 
J.  Roy.  Sci,  New  S.  Wales,  1913, 46,  187). 

GNEISS  V.  Gbanitb. 

GNOSCOPINE  V.  Ofium. 

GOA  POWDER  V.  Chbysabobin. 

GOETHTTE  or  GdlHITE.  Uydratcd  ferric 
oxide,  Fe,0,'H,0  or  PeO(OH),  crystallised  in 
the  orthorhombic  system  and  isomorphous  with 
the  corresponding  aluminium  and  manganese 
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mineralB  diaspore  and  mangaiiite.  It  is  included 
with  limonite  under  the  term  *  brawn  iron-ore,* 
and  when  fibrous  and  nuuuiTe  the  two  are  not 
readily  distinguished,  especially  as  they  haTO 
the  same  colour  and  streak.  Gk!ethite,  however, 
contains  more  iron  (Fe^O,  89-9,  Fe  62*9  p.c.)  and 
less  water  (101  p.o.)  thanUmonite(2Fe20«*3H,0). 
Crystals  of  go^hite  are  not  tmoommon ;  limo- 
nite, on  the  other  hand,  though  sometimes 
fibrous  and  cr3^8talline,  is  never  orystalliBed. 
The^  are  prismatic,  acicular,  platy,  or  scaly  in 
habit,  and  have  a  perfect  cleavage  in  one  direc- 
tion (parallel  to  the  orachy-pinaooid).  Beniform 
and  stalactitic  masses  with  a  radiating  fibrous 
structure  also  occur.  Sp.gr.  4'0-4'4,  of  crystals 
4*37 ;  H.  &~6l.  The  colour  is  yellowish-brown 
to  brownish-Slack,  with  usually  a  brilliant 
lustre  on  crystal-faces.  Thin  crystals  and 
splinteiB  are  blood-red  by  transmitted  li^ht. 
The  colour  of  the  streak  or  powder  is  yellowish- 
brown.  Analyses  often  show  the  presence  of 
small  amounte  of  manganese  oxide  Mid  silica. 
Several  varieties  are  distinguished.  The  acicular 
forms,  usually  with  a  radial  grouping,  are 
known  as  needle  iron-ore.  The  needles  may  be 
very  fine  and  olosdy  packed  together,  giving  the 
appearance  of  plush,  as  in  8ammdbien&  or 
Sammelen  (velvet-ore),  also  known  as  pr»bm- 
mite,  from  Przibram  in  Bohemia.  Another 
form  occurring  as  extremdy  thin  scales  with  a 
reddish  colour  is  known  as  Rnbinglimmer  or 
Pyrrhoaiderite ;  cmd  a  scaly-fibrous  or  plumose 
form  as  lepidocrocite,  Unegite  is  acicular 
goethite  embedded  in  ameth^t  from  Lake 
Onega,  Bussia.  This  material  is  cut  as  a  gem- 
stone  under  the  name  '  Cupid's  darts '  (fi&hes 
d'amour).  As  an  enclosure  in  other  gem- 
minerals  it  is  represented  in  avanturine  and 
sun-stone.  Meeabite  is  an  ochreous  variety 
abundant  amongst  the  iron  ores  of  the  Mesabi 
Bange  in  the  Lake  Sujperior  district  of  Minnesota. 
The  name  goethite  is  after  the  poet  Goethe. 
The  modes  of  oocurrence  of  goethite  are  the 
same  as  for  limonite,  and  it  is  present  in  many 
limonitic  iron  ores.  Fine  groups  of  crystaLs 
were  formerly  obtained  in  abundance  in  the 
Bestormel  iron  mines  at  Lanlivery  and  in  the 
Botallack  mine  at  St.  Just  in  Cornwall.  Larger, 
but  less  perfect,  crystals  are  known  from  the 
Pike's  Peak  district  in  Colorado.       L.  J.  S. 

GOLD.    Sym.  Au  (Aurum).    At.wt.  197*2. 

Historical, — Gold  cannot  have  escaped  the 
observation  of  the  men  of  the  Stone  Age,  but  it 
could  have  been  of  little  use  to  them  except  for 
ornamentation  until  they  had  discovered  the 
art  of  melting.  Flint  daggers  with  gilt  handles 
have  been  found  in  Egypt,  and  gold  was  well 
known  in  that  country  about  3600  B.O.,  when  its 
value  in  relation  to  silver  was  fixed  by  law.  It 
was  first  used  for  coinage  in  Lydia,  about  700  B.o. 
in  the  form  of  electrum,  a  native  alloy  of  gold 
and  silver. 

The  earliest  method  of  obtaining  gold,  other 
than  that  of  collecting  it  by  hfmd,  was  by 
washing  with  water  on  sloping  rocks.  Sheep- 
skins were  spread  out  for  entangling  the  particles 
of  metal  and  helping  in  its  collection.  Over 
2000  years  ago,  the  methods  of  ore-crushing  by 
hammers  and  also  by  means  of  pestles  and 
mortars  were  adopted  in  Egypt  to  release  gold 
contained  in  solid  rock.  The  powdered  ore  was 
washed  on  sloping  tables.    The  use  of  sieves  is 


also  attributed  to  the  Egyptians.  Heavy 
pestles  or  stamp^s,  requiring  water  power  or 
the  united  efforts  of  several  men  to  raise  them, 
were  not  employed  until  much  later.  Stamp 
batteries  for  crushing  ore  were  established  at 
Joachimsthal  in  1519,  and  sieves  set  at  the  outiet 
of  the  mortars  were  described  by  Agricola  in 
1566  and  were  seen  by  Jars  in  the  Harte  in  1767. 

The  use  of  mercury  for  separating  gold  from 
other  materials  by  amalgamation  was  described 
by  Pliny  and  referred  to  by  Theophilus  in  the 
111^  century  in  his  description  of  the  extraction 
of  sold  from  the  sands  of  the  Bhine.  The 
method  used  in  tide  Tyrol  of  stirring  crushed  ore 
with  luge  quantities  of  mercury  in  circular 
bowls  is  of  great  antiquity,  but  the  practice  of 
charging  mercury  together  with  unorushed  ore 
into  the  mortars  of  stamp  batteries  and  catching 
the  gold  amalgam  on  copper  plates  was  not 
mentioned  before  1850. 

The  chlorination  process  off  cold  ore  trea*!- 
ment  originated  in  1848,  and  tiie  cyanide 
process  was  invented  by  MacArthur  and  Forrest 
m  1887.  The  methods  of  refining  ^old  by  the 
cementation  process  and  by  cupellation  are  very 
ancient.  Nitric  acid  for  refining  was  in  use  in 
Venice  in  the  15th  century  and  was  not  super- 
seded by  sulphuric  acid  until  the  19th  century. 
The  electrolytic  refining  process,  invented  in 
1888,  has  now  replaced  the  sulphuric  acid  process 
in  the  United  States. 

Gold  orw.  Gold  is  widely  disfaibuted  in 
nature.  It  ooc&v  in  minute  traces  in  all  ores 
of  silver,  copper,  lead,  antimony,  and  bismuth. 
It  has  been  detected  in  igneous  and  metamorphio 
rocks  in  idmost  every  case  in  which  a  careful 
search  for  it  has  been  made,  and  sedimentary 
rocks  are  seldom  quite  free  from  it.  The  com- 
paratively small  quantities  of  gold  in  limestones 
which  have  been  formed  in  dear  water  far  from 
land,  appear  to  indicate  the  land  as  the  place  of 
origin  of  the  gold,  but  it  is  also  present  in  sea 
water. 

Gold  occurs  in  quantities  large  enough  to  pay 
for  extraction  in  many  quartE  veins  or  lodes  in 
rock  formations.  The  gold  is  disseminated  in 
the  quarts  and  is  accompanied  bv  brown  oxides 
of  iron  in  the  upper  portions  of  tne  deposits  and 
by  sulphides  in  the  deep-seated  portions.  It 
usiuUly  occurs  as  native  gold  and  even  when  it 
is  contained  in  pvrites  or  other  sulphides,  it  is 
present  in  the  nee  state.  Native  gold  also 
occurs  in  many  secondary  or  detrital  p  placer ') 
deposits,  such  as  river  gravels,  sea  beaches,  &c., 
in  the  form  of  nuggets,  grains,  and  flakes.  The 
auriferous  beds  of  conglomerate  in  the  Transvaal 
are  of  this  character.     . 

Native  goki  occurs  in  the  form  of  rounded, 
irregularly  shaped  nuggets,  pellets,  grains,  &c., 
which  show  crystalline  structure  when  polished 
and  etched  but  rarely  exhibit  regular  crystal 
faces  or  angles  externally.  It  always  contains 
some  silver  and  copper,  and  other  metals  are 
also  generally  present  in  smaller  proportions. 

Telluride  of  gold  is  found  in  laige  quantities 
in  Western  Australia,  Colorado,  and  Transyl. 
vania,  and  has  been  reported  from  many  other 
localities.  There  is  only  one  true  compound  of 
gold  and  tellurium,  which  corresponds  with  the 
formula  AuTe,,  and  contains  43*6  p.c.  of  gold ; 
but  several  compounds  consisting  of  various  mix- 
tures of  tellurium  with  gold  and  silver  and  other 
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metals  have  been  recognised  as  mineral  species. 
The  best  known  of  these  are  (1)  calaveriUj  which 
has  the  composition  AaTe,,  (2)  aylnaniU  or 
graphic  tellunum  which  appears  to  be  a  variable 
mixture  of  AuTe,  and  A^sTe^,  (3)  peteite,  a 
telluridfi  of  silver,  Ag^Te,  with  part  of  the  silver 
replaced  by  gold,  and  (4)  nagyagiU  or  fdiated 
tellurium,  wmch  contains  some  lead. 

Auriferous  telluride  is  usually  dark  grey  or 
black  in  colour,  but  occasionally  is  silver-grey. 
Sometimes  it  oontSiins  an  admixture  of  metaluc 
^old  which  gives  it  a  brassy-vellow  colour.  It 
is  soft  and  brittle  but  Its  density  is  high,  usually 
between  8  and  9.  When  heated  in  air,  it 
oxidises,  fuming  and  giving  ofl  TeO^,  and  fuses 
below  a  red  heat.  If  the  roasting  process  is 
continued,  most  of  the  tellurium  is  removed  and 
the  sold  is  left  in  the  form  of  spherical  pellets 
which  have  solidified  from  fusion.  Galaverite 
may  contain  as  much  as  44  p.o.  of  gold,  but 
part  of  this  is  usually  replaced  by  silver.  A 
specimen  of  sylvanite  from  Cripple  Creek, 
Colorado,  contained  gold  7 '64  p.c.,  silver 
32*39  p.c.,  tellurium  69*96  p.c.  <F.  C.  Smith),  and 
a  specimen  of  petzite  from  California  contained 
25*6p.c.  of  gola  and  41  '86  p.c.  of  silver. 

Efxtraetlon  of  gold  frotai  Its  ores.  The 
metallurgical  treatment  of  gold  ores  is  usually 
simple  and  cheap  and  owing  to  this  circum- 
stance and  to  the  high  value  of  the  metal,  ores 
containing  very  small  proportions  of  gold  can 
be  workfid  at  a  profit.  Thus  the  ores  of  the 
Witwatersrand,  now  being  worked,  contain,  on 
an  average,  only  about  6  or  7  dwt.  of  sold  per 
ton,  or  little  more  than  0*001  p.c.,  ana  in  the 
case  of  auriferous  gravel  a  ton  rarely  contains 
more  than  a  few  grains  of  gold. 

Washing  aur^erous  graveL — The  gold  oocor- 
ring  in  placers  is  obtained  by  washing  awav,  with 
the  aid  of  water,  the  lighter  gravel  from  the  gold 
disseminated  through  it.  A  large  number  of 
appliances  and  machines  are  in  use  for  this 
purpose.  Generally  the  laiser  stones  are  re- 
moved by  some  form  of  sieve  and  the  finer 
material  is  carried  by  a  shallow  stream  of  water 
through  inclined  troughs  (*  sluice-boxes  *)  or 
over  sloping  tables,  ^he  heavy  pcuticles  of 
gold  sink  to  the  bottom  of  the  stream  and  are 
cauffht  by  the  rough  surface  of  blanketing  or 
plush  or  in  crevices  which  are  formed  by  the 
supply  of  *  riiBes  '  of  various  kinds.  Sometimes 
the  riffles  consist  of  wooden  strips  or  poles, 
sometimes  of  iron  rails  or  sheets  of  *  expanded ' 
metal.  Meroury  is  sprinkled  in  the  stream  and 
accumulates  in  the  crevices,  where  it  assists  in 
oatching  the  gold  by  amalgamating  with  it 
The  gold-amalgam,  recoverea  in  the  periodical 
*  clean-up,'  is  strained  through  canvas  to  re- 
move the  excess  of  mercury  and  afterwards 
retorted. 

The  gravel  is  mined  in  various  ways,  accord- 
ing to  ciroumstanoes.  It  may  be  raised  by  the 
spade  and  thrown  into  the  stream,  or  when  in 
high  banks  it  may  be  broken  down  and  washed 
away  by  jets  of  water  ('  hydraulic  mininff '). 
Gravels  cemented  by  infiltration  are  crusned 
before  being  washed.  Of  late  years,  dredgers 
have  been  largely  used,  originally  to  recover  the 
gravel  from  river  beds  and  more  recently  on  dry 
alluvial  '  flats.'  In  the  latter  case,  the  dredger 
floats  in  a  pond,  and  travels  slowly  across 
country,  scooping  away  the  ground  in  Hont  and 


stacking  it  behind  after  it  has  been  wa«had. 
Placer  mining  is  now  of  less  relative  importance 
than  formerly  owing  to  the  exhaustion  of  many 
of  the  known  deposits. 

Stamp  haUery. — ^Auriferous  quarts  is  usually 
treated  oy  crushing  in  stamp  batteries  and 
amalgamation.  The  residue  or  tailing  is  subee* 
qnentiy  treated  in  various  ways,  especially  by 
tne  cyanide  process.  In  recent  years,  especially 
in  the  United  States,  the  use  of  meroury  has 
been  discarded  in  manv  cases  in  favour  of  the 
cyanide  process,  and  the  use  of  other  crushing 
machines  instead  of  stamps  is  also  increasing. 

Stamps  are  heavy  iron  or  steel  pestles  which 
aie  liftea  and  let  udl  in  iron  mortars.  They 
have  gradually  increased  in  weight,  the  50  lb. 
stamps  of  100  yearn  ago  having  become  the 
900  lb.  stamps  of  the  nineties  and  the  1800  or 
2000  lb.  stamps  which  have  been  installed  in 
the  Transvaal.  The  height  of  drop  is  usually 
about  7  or  8  inches  ana  the  number  of  drops 
per  minute  about  100.  Water  and  ore  are 
ted  into  the  mortar  continually  and  the  fall 
ol  the  stamps  splashes  the  mixture  against 
a  wire  screen  or  perforated  metal  pUte  set 
in  the  side  of  the  mortar.  The  finely  com- 
minuted material  passes  through  the  screen 
and  usually  falls  directly  upon  gently  sloping 
amalgamated  copper  plates.  Sometimes  mer- 
cury is  iodi  into  the  battery  with  the  ore  and 
amalgamated  plates  are  fastened  to  the  inside 
of  the  mortar,  out  these  practices  are  becoming 
less  common  and  are  impossible  with  modem 
heavy  stamps.  It  is  now  considered  advanta- 
geous to  remove  the  amalgamated  plates  to 
another  building  at  some  diHt>iMiee  from  the  stamp 
battery  in  order  to  avoid  excessive  vibration. 
Stamps  are  usually  in  batteries  of  five«  working 
side  by  side  in  a  single  mortar,  but  the  Nissen 
stamp  has  a  separate  mortar  for  each  stamp  and 
has  other  distinctivo  features. 

The  pulp  from  the  battery  is  often  farther 
reduced  m  size  by  passing  through  a  tube-mill, 
a  revolving  cylinder  hau-filled  with  pebbles, 
and  in  that  case  a  coarser  mesh  is  usea  in  the 
battery  screens.  No  screens  are  used  in  tube- 
mills.  Amalgamated  plates  are  placed  at  the 
outlets  of  the  tube-mills,  and  those  between  the 
battery  and  the  tube-mills  are  sometimes 
omitted.  Other  machines  are  occasionally  used 
for  fine  grinding,  as,  for  example,  amalgamating 
pans  (9U  article  Silvjeb  for  description  of  these 
machines).  Roller  mills,  such  as  the  Huntington 
mill,  are  sometimes  used  instead  of  stamps  for 
crashing  soft  or  brittle  ores,  or  as  intermediate 
grinders.  In  the  Huntington  mill,  four  rollers 
with  vertical  axes  run  aronnd  in  an  iron  pan, 
and  are  pressed  against  its  periphery  by  centri* 
fugal  force. 

In  some  of  the  most  modem  ^old  extraction 
works  in  the  Transvaal,  the  ore  is  broken  to  a 
maximum  size  of  about  1}  inch  in  rock-breakers 
of  the  reciprocating  type  in  which  the  jaws 
alternately  advance  and  recede.  Gyratory  rock 
crushers  are  also  used.  The  ore  is  then  passed 
to  the  stamp  battery  and  crushed  by  neavy 
stamps  through  coarse  screens  up  to  ^  incn 
aperture,  the  maximum  dimensions  of  ore 
wnich  can  be  advantageously  treated  in  tube- 
mills.  Under  these  conditions,  the  amount  of 
ore  crushed  per  stamp  per  day  is  as  much  as 
20  tons  against  4  or  5  tons  in  adjoining  mills 
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where  lighter  stampe  and  finer  eievefi  are  used. 
Such  ooaive  material  as  that  indicated  above 
cannot  be  passed  over  amalgamated  plates,  as 
these  woula  be  scoured  free  from  mercury,  &c., 
and  it  is  acoordinffly  passed  direct  to  (inverted) 
cone  classifiers,  where  the  coarse  particles  settle 
in  water  and  are  reteuned,  whilst  the  fine  material 
is  carried  away  in  the  overflow,  and  sent  to  the 
cvanide  works.  A  diaphragm  guards  the  axis  of 
the  cone  so  that  the  settlement  of  the  sands 
takes  place  round  the  periphery.  The  under- 
flow or  discharge  from  the  apex  of  the  cone, 
containing  the  coarse  material,  including  all  the 
coarse  free  gold,  is  fed  into  tube-mills  together 
with  some  of  the  water  from  the  overflow.  On 
issuing  from  the  tube-mill,  the  pulp,  which  now 
contains  only  a  small  proportion  of  material  too 
coarse  to  pass  through  a  00-mesh  sieve  (aperture 
O'OOS  inch),  is  slightly  diluted  with  water  and 
then  passed  over  amalgamated  plates  where 
the  coarse  free  gold  is'  extracted.  The  tailinc 
from  the  plates  is  discharged  into  the  stream  of 
pulp  commg  from  the  battery  and  asain  passes 
to  the  cone  classifiers,  the  oversize  being  thus 
returned  to  the  tube-miU.  The  material  passing 
through  the  tube-mill  contains  much  less  water 
(say  2  parts  of  water  to  1  of  ore)  than  that 
comine  irom  the  battery  and  that  going  to  the 
cyani(&  works.  The  last-named  pulp  is  in  a 
very  finely  divided  state  and  coAtams  no  coarse 
free  gold.  It  is  thus  in  a  suitable  condition  for 
treatment  by  cyanide. 

C!la8sifierB  other  than  simple  cones  are  also 
in  use  in  various  parts  of  the  world,  such  as  the 
Dorr  classifier  in  North  America,  and  their  work 
is  assisted  in  some  mills  by  concentrators  such 
as  Wilfley  tables.  The  sulphide  obtained  by 
concentration  is  usually  rich  in  gold  and  is 
treated  either  by  cyaniding  or  by  smelting  with 
lead  ore.  Formerly  such  material  was,  in  many 
cases,  ground  with  mercury  in  pans,  or  treated 
by  chlorination,  but  these  methods  have  been 
discarded. 

Amatgamation  depends  on  the  property 
poaaessed  by  mercury  of  *  wetting  *  gold  when 
Drought  in  contact  with  it.  Inbattery  amal- 
gamation, the  crushed  pulp  flows  in  a  thin 
stream  over  sloping  tables  covered  with  sheet 
copper,  the  surface  of  which  has  been  amal- 
gamated by  rubbing  with  mercury.  Particles  | 
of  gold,  silver,  or  amalgam,  on  coming  in  contact  | 
with  the  amalgamated  surface  adhere  to  it  and 
so  the  plate  becomes  covered  with  amalgam  of 
the  precious  metals.  In  order  to  increase  the 
chances  of  contact  between  the  gold  and  the 
plates,  little  falls  or  steps  down  of  2  or  3  inches 
in  height  are  sometimes  made  between  the 
upper  and  lower  parts  of  the  inclined  tables. 
It  has  been  found  that  the  catching  powers 
of  the  plate  improve  as  amalgam  of  the  precious 
metals  accummate  on  it,  and  it  is  accordingly 
usual  to  electroplate  the  copper  with  silver 
before  amalgamating  it  or  to  dress  it  with 
silver-amalgam  or  even  with  gold-amalgam. 
The  surface  is  kept  bright  and  untarnished  by 
cleaning  with  cyanide,  and  additional  mercury 
is  sprinkled  on  if  the  amalgam-surface  becomes 
hard  and  dry  from  the  accumulation  of  silver 
and  gold.  The  excess  of  amalgam  is  brushed 
^ff  at  intervals  and  squeezed  in  canvas  bags  to 
>arate    the    surplus    mercury.      The    pasty 

gjgam    retained    by    the    canvas    is    then 


I  retorted  and  the  residue  melted  with  suitable 
I  fluxes  and  cast  into  bars. 

Gold  will  absorb  about  six  times  its  weight 
I  of  mercury,  forming  a  silver- white  solid  amalgam 
containing  about  13 '5  p.c.  of  gold,  but  in  ore 
treatment,  time  does  not  admit  of  the  complete 
saturation  of  the  ^old  with  mercury,  which 
slowly  penetrates  mto  the  solid  metal  by 
diffusion.  The  result  is  that  the  gold-amalgam 
collected  in  cleaning-up  in  a  gold  mill  consists  of 
little  ^  nuffgets  *  of  gold  immersed  in  a  bath  of 
mercury  oy  which  their  outside  layers  are 
saturated.  When  the  mixture  is  strained 
through  canvas,  the  excess  mercury  passes 
through  carrying  some  gold  in  solution  and 
leaving  behind  most  of  the  gold  with  its  adherent 
mercury.  If  the  gold  is  very  finely  divided,  the 
penetration  by  mercury  is  more  nearly  complete, 
and  the  percentage  of  gold  in  the  solid  amalgam 
smaller  than  if  the  partidee  of  gold  are  com- 
paratively large.  The  composition  of  the 
amalgam  is  also  affected  by  the  extent  to  which 
other  metals  are  present,  as  these  also  form  solid 
amalgams  with  mercury  and  reduce  the  value  of 
the  product.  Gfenerally  speaking,  squeezed 
amalgam  resulting  from  the  treatment  of  gold 
ores  contains  from  20  to  60  p.c.  of  gold.  It  may 
also  contain  silver,  copper,  iron,  &c.,  in  varying 
proportions. 

One  of  the  c^ffioulties  in  amalgamation  is 
the  '  flourinff '  or  '  sickening  *  of  mercury,  due 
chiefly  to  the  presence  of  arsenic  or  ceortain 
other  impurities  in  the  ores.  The  mercury  is 
broken  up  into  a  number  of  excessively  minute 
globules  which  have  the  appearance  of  flour, 
and  is  then  swept  away  in  the  stream  of  ore  and 
water  and  lost  m  the  tailing.  Impure  mercury 
containing  lead,  zinc,  &c.,  is  easily  floured,  as 
the  base  metals  oxidise  and  form  a  coating  over 
the  surface  of  the  globules  of  mercury,  thus 
preventing  them  from  coalescing.  The  remedy 
IS  to  purify  the  foul  mercury  by  distillation,  but 
in  the  treatment  of  certain  ores  it  soon  again 
becomes  impure.  The  violent  action  of  stamps 
on  mercury  when  it  is  fed  into  the  mortars  also 
causes  its  excessive  subdivision,  and  it  is  now 
unusual  to  feed  mercury  into  the  mortars,  the 
practice  being  in  any  case  permissible  only  with 
light  stamps. 

Another  difficulty  is  caused  bv  the  dis- 
coloration of  the  copper  plates,  which  become 
covered  by  a  film  of  oxide  or  carbonate,  with  the 
result  that  their  catching  powers  are  impaired. 
The  attack  on  the  plates  is  generally  caused  by 
acidity  of  the  water  due  to  oxidation  of  iron  sul- 

C'  'de,  &c.,  in  the  ore.  Sometimes  the  difficulty 
been  met  by  the  addition  of  caustic  lime  to 
the  ore  in  order  to  keep  the  pulp  neutral  or 
alkaline.  Stains  on  the  plates  are  removed  by 
brushing  with  a  solution  of  potassium  cyanide. 
Plates  which  have  been  coated  with  electro- 
deposited  silver  are  more  easily  kept  in  good 
condition  than  others. 

The  treatment  of  ore  by  passing  it  over 
amalgamated  plates  removes  omy  a  part  of  the 
gold,  the  percentage  varying  with  the  ore.  In 
many  cases  from  50  to  70  p.c.  of  the  gold  can  be 
recovered  in  this  way,  very  few  ores  being  com- 
pletely *  free-milling,'  t.e.  yielding  all  their  gold 
to  mercury.  Some  ores  are  hlghfy  *  refractory,' 
yielding  little  when  subjected  to  amalgamation, 
and   these   are   treated   by   cyaniding   or   by 
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smelting.  Concentration  by  flotation  has  also 
been  applied  successfully  to  gold  ores  and  pre- 
vious amalgamation  is  then  unnecessary  in  some 
eases.  The  tailing  is  usually  worth  treatment 
by  cyanide. 

Tke  cyanide  process. — ^The.  tailing  from 
amalgamation  contains  some  finely  divided 
gold  which  escapes  extraction  by  mercury  but 
is  usually  readily  soluble  in  solutions  of  the 
cyanides  of  the  alkali  metals.  The  solvent 
action  of  cyanide  on  gold  is  ver^  slow  and  re- 
quires the  presence  of  an  ozidismg  agent  such 
as  free  oxygen.  It  may  be  expressed  by  the 
following  equation,  which  represents  the  sum 
of  the  chemical  actions  : — 
4Au+8KCN+0,+2H,0=4KAu(CN),+4KOH 

The  potassium  aurocyanide  formed  in  this 
way  remains  dissolved  in  the  water.  The 
oxygen  required  is  dissolved  in  the  cyanide 
solutions  from  the  air  in  contact  with  it.  If 
the  oxygen  is  exhausted  owing,  for  example,  to 
the  cyanide  solutions  remaining  for  some  time 
in  contact  with  ore  containing  readily  oxidisablo 
sulphide  or  organic  matter,  dissolution  of  the 
gold  is  stopped,  and  it  is  necessary  to  aerate  the 
pulp.  Very  dilute  solutions  of  cyanide  are  used, 
containing  from  about  0*5  p.c.  to  as  little  as 
0*001  p.c.  of  potassium  oyamde. 

Crushed  ore  or  tailing  is  treated  in  laige  vats 
(containing  as  much  as  400  tons  of  ore)  with 
false  bottoms  provided  with  filter  beds.  Cyanide 
solution  is  run  on  to  the  ore  and  allowed  to 
percolate  through  it.  Fresh  solution  is  added 
from  time  to  time  and  finally  the  ore  is  washed 
with  water.  The  solutions  pass  through  the 
filter  by  which  they  are  clarified  and  are  con- 
veyed to  the  precipitation  boxes,  where  the  gold 
ifl  separated,  as  described  later. 

Some  ores  are  not  amalgamated  before  treat- 
ment with  cyanide.  In  these  cases,  it  may  be 
advantageous  to  crush  in  cyanide  solution 
instead  of  water,  and  the  method  is  used  at 
the  Black  Hills,  Dakota,  and  in  many  other 
mills  in  America.  At  first  the  ore  was  crushed 
in  stamp  mills  as  already  described,  but  other 
forms  of  crushers  have  passed  into  use  in  the 
last  few  years.  Among  these  may  be  men- 
tioned :  (a)  the  Hardinge  mill,  a  conical  or  pear- 
shaped  mill  half-filled  with  steel  balls,  working  on 
the  principle  of  the  tube-mill ;  (6)  the  Maroy 
mill,  a  short  tube- mill  containing  steel  balls, 
or  rods,  working  without  screens ;  (c)  Chilian 
mills,  which  resemble  mortar  mills,  the  crushing 
beinff  effected  by  edge-runners  rolling  round  a 
circmar  iron  pan;  {d)  pairs  of  rolls  between 
which  the  ore  passes. 

There  are  numerous  modifications  in  the 
cyanide  process  necessitated  by  the  conditions 
or  introduced  as  improvements.  Of  these,  the 
variations  in  mechanical  treatment  are  the 
most  important  and  complex.  DifiSculties  in 
leaching  crushed  ore  are  caused  by  the  presence 
of  '  slime  *  or  impalpable  particles  which  render 
the  ore  impervious  to  the  passage  of  liquids, 
unless  it  is  treated  in  thin  layers.  To  avoid  this 
difficulty,  the  crushed  ore  is  divided  into  sand 
and  slime  in  *  classifiers,*  by  taking  advantage 
of  the  difference  in  the  rate  of  settlement  of  the 
particles  in  water.  The  *  sand  *  consists  of  the 
particles  which  settle  readily  in  water.  It 
is  e^ily  leached,  liquids  passing  through  it 


under  the  action  of  gravity  with  great  rapidity. 
It  is  sometimes  separate  from  the  excess  of 
water  contained  in  it  (*de- watered  or  'thick- 
ened *)  by  means  of  filters,  and  is  treated  by 
simple  leaching  as  indicated  above.  The 
'slime*  does  not  readily  settle  in  water,  and 
cannot  be  leached  directly  except  under  high 
pressure. 

The  classification  may  be  effected  by  merely 
running  the  stream  of  pulp  into  a  large  vat 
filled  with  water,  when  the  sand  settles  and 
fills  the  vat  and  the  slime  is  carried  off  in  the 
overflow.  Either  the  sand  is  cyaiyded  where 
it  setUes  or  it  is  drained  and  transferred 
to  another  vat  for  the  purpose,  thus  becoming 
well  mixed  and  aerated.  Another  method  of 
separation  is  by  the  use  of  '  spitzlatten  *  or 
pointed  troughs,  in  which  a  rismg  current  of 
I  water  carries  off  the  slime,  the  neavy  sand 
I  falling  through  the  water  and  beinf  discharged 
at  the  apex  of  the  trough.  Cone  cGtssifiers  and 
other  modem  appliances  have  already  been 
mentioned  in  connection  with  tul>e-mills. 
Various  devices  are  in  use  for  the  even  distri- 
bution of  the  sand  in  filling  the  treatment 
vats. 

The  treatment  of  slime  is  becoming  the 
most  important  part  of  the  cyanide  process. 
In  '  all-sliming  *  methods,  the  sand  is  reground 
until  it  can  be  included  with  the  slime,  so  that 
no  separate  treatment  is  required.  In  many 
cases  the  sold  is  not  completely  laid  open  to 
attack  untu  the  ore  is  ground  to  slime  and  the 
recognition  of  this  fact  has  led  to  a  wide  adoption 
of  the  all-sliming  policy.  The  slime  is  treated 
by  agitation,  especially  in  Pachuca  tanks,  in 
which  a  column  of  pulp  mixed  with  air  rises  in  a 
large  pipe  placed  in  the  tank,  and  overflows  at 
the  top.  The  gold  is  dissolved  and  the  ore 
separated  from  the  cyanide  solution  by  (1)  de- 
cantation,  (2)  filtration,  or  (3)  counter-current 
decantation. 

(1)  In  the  decantation  process,  the  slime  is 
thickened  by  settlement  fuid  decantation,  often 
with  the  aid  of  dissolved  lime  (by  which  the 
slime  is  ooacrulated),  and  is  then  agitated  with 
dilute  cyanide  solutions  and  washed  by  decanta- 
tion in  conical  vats.  Slime  is  usually  aerated 
by  the  passage  of  compressed  air  which  is  forced 
through  perforated  pipes  at  the  bottom  of  the 
vats,  thus  serving  to  agitate  the  pulp  at  the 
same  time.  The  addition  of  about  0*25  p.c.  of 
oxides  of  manganese  tfnd  iron  to  the  slimed  pulp, 
and  the  use  of  air-agitation  on  the  same  charge 
(Adair-Usher  process)  has  been  widely  adopted 
in  the  Transvaal. 

(2)  In  slime  filtration,  the  thickened  pulp  is 
agitated  with  cyanide  solution  and  filtered  with 
the  aid  of  a  vacuum  (as  in  the  Oliver,  Moore« 
Ridgway,  and  Butter's  filter  m-esses),  or  by 
direct  pressure  (as  in  the  Merrill,  Burt,  and  other 
filter  presses).  Even  a  thin  layer  of  slimed  ore 
offers  great  resistance  to  the  passage  of  liquids, 
and  an  enormous  area  of  futering  surface  is 
required  for  operations  on  a  large  scale.  This  is 
obtained  by  using  a  number  of  parallel  filter 
plates  or  leaves  placed  near  together.  A 
vacuum  is  formed  in  the  narrow  space  between 
two  leaves  and  the  liquid  filters  mto  it.  The 
slimed  ore  gradually  forms  a  cake  on  the  filter 
surface  and  is  washed  with  clear  water  in  that 
position.    After   being   washed,   the   cakes   of 
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slime  are  detached  by  blowing  air  through  in 
the  reverse  direction  or  by  other  methods. 

(3)  Counter-cnmnt  deoantation.  This  il  a 
continuous  process,  the  slimed  ore  settling 
through  a  rising  current  of  solution  (or  wash- 
water)  and  being  withdrawn  at  the  bottom  of 
the  vat  for  transference  to  the  top  of  tl^e  next 
vat.    The  solution  enters  at  the  bottom  of  the 


rat  and  overflows  at  the  top,  so  that  it  moves 

tlM 

series  of  vats. 


in  the  reverse  direction  to  the  ore  through  the 


The  gold  contained  in  p3rrites  or  other  sulphide 
is  less  readily  soluble  than  ordinary  free  gold, 
owing  to  the  absorption  of  oxygen  by  the  sul- 
phide. When  the  sulphide  is  separated  as 
concentrate  by  the  use  of  travelling-belt  vaaners, 
Wilfley  tables,  or  other  machines,  this  dis- 
advantage becomes  serious,  and  such  material, 
as  has  been  mentioned  above,  is  sometimes 
shipped  to  smelting  works  instead  of  being 
treated  by  cyanidation. 

Ores  may  also  contain  'cyanicides'  by 
which  potassium  cyanide  is  destroyed  as  such. 
Acidity  of  the  ore  due  to  oxidation  of  sulphide 
is  not  uncommon  and  this  is  corrected  by 
washins  with  alkali  before  the  cyanide  solution 
is  appbed,  or  by  crushing  the  ore  with  lime. 
Certain  cupriferous  ores  destroy  so  much  cvanide 
that  they  cannot  be  treated  profitably  Sy  the 
process. 

The  treatment  of  tellnride  ore  by  cyanide 
presents  great  difficulties,  as  potassium  cnranide 
acts  very  slowly  on  telluride  of  gold.  Either  the 
ore  must  be  roasted  in  order  to  expel  the  tel- 
lurium before  cyaniding,  or  an  addition  of 
bromooyanogen  must  be  made  to  ordinary  KCN. 
The  mixture  readily  dissolves  tellnride  of  gold. 
If  coarse  free  sold  is  present  in  the  telluride  ore, 
it  IB  extracted  by  amalgamation.  In  Western 
Australia,  the  telluride  ores,  after  treatment  in 
various  ways,  which  involve  roasting  the  con- 
centrate or  the  whole  of  the  ore,  regrinding  in 
tube-mills,  classification,  agitation  with  cyanide, 
Ac,  are  almost  univei^pally  filter-pressed. 

Precipitation  of  gold  m>m  cyanide  solutions 
may  be  effected  by  zinc  shavings  contained  in 
long  boxes  divided  into  compartments  by  means 
of  partitions  which  force  the  solution  to  flow 
through  the  zinc  upwards  and  downwards 
alternately.  The  zinc  is  coated  with  lead  by 
immersing  the  shavings  in  a  solution  of  lead 
acetate,  in  order  to  expedite  the  precipitation, 
especially  in  weak  solutiorOi.  The  zinc  dissolves 
in  the  cyanide  solution  and  graduallv  wastes 
away.  The  sold  is  precipitated  chiefly  in  the 
form  of  black  slime.  Oxygen  in  the  solution 
delays  precipitation  and  may  even  reverse  the 
action.  This  difficulty  is  overcome  by  the  Crowe 
or  vacuum  process  of  de-acrifying  cyanide  solu- 
tions preparatory  to  precipitation  (Morg.  and  Sci. 
Press.  Aug.  23, 1919,  p.  257).  In  '  cleaning  up,' 
the  zinc  is  washed  free  from  cyanide  and  digested 
in  sulphuric  acid  or  sodium  disulphate,  until  all 
action  has  ceased.  The  residue  now  freed  from 
zinc  is  washed,  filtered,  dried,  and  fused  in  pots 
with  borax,  manganese  dioxide,  or  nitre,  and 
sodium  carbonate.  After  castins,  the  bullion  is 
separated  from  the  slag  and  sold  to  refineries. 
An  sJtemative  method  is  to  smelt  the  gold-zinc 
slime  with  litharge,  charcoal,  Ac,  and  to  cupel 
the  base  lead-bullion  produced  (Tavener  pro- 
cess.     In    modem    practice,    precipitation    is 


often  effected  with  zine^dust  which  is  agitated 
with  the  clear  cyanide  solution.  The  precipi- 
tated ffold  is  separated  by  filter  pressure  ana  is 
smelted  at  once  without  previous  add  treatment. 
Another  method  of  precipitation  is  bv  means  of 
finely  ground  charcoal,  which  is  subsequently* 
burnt,  leaving  the  gold  in  the  ashes.  The 
effective  agent  is  supposed  to  be  carbon  monoxide 
contained  in  the  olwrcoal  (Edmands,  Bull.  Inst. 
Mng.  and  Met.  Feb.  1918). 

Smehing, — Gold  ores  containing  appreciable 
quantities  of  lead  or  copper  are  usually  smelted 
tor  the  production  of  these  metals,  from  which 
the  gold  is  subsequently  extracted.  Other  gold 
ores  are  sometimes  useful  as  fluxes  in  the  smelting 
operations  {see  articles  Cofpeb  and  Lead). 

Refining.  Qold  extracted  from  ores  is 
usually  impure  and  unfit  for  use  in  the  arts  until 
it  has  been  refined.  Preliminary  refining  or 
*  toughening  *  operations  are  often  carried  out 
either  at  the  nfineries  or  at  the  gold  mills  before 
the  bullion  is  sold.  Sometimes  the  gold  is  melted 
in  crucibles  with  oxidisine  agents  such  as  nitre, 
or  a  blast  of  air  is  directed  on  the  surface  of  the 
molten  metal  or  even  passed  through  it.  The 
base  metals  are  oxidisea  and  form  a  droes  which 
is  skimmed  off  'with  the  help  of  bone  ash,  or 
borax  is  added  to  form  a  fusible  slag  with  the 
oxides  o^  the  metals.  In  the  Transvaal,  the 
gold  precipitate  obtained  in  the  cyanide  process 
is  often  refined  by  cupellation  with  excess  of  lead 
(Tavener  process).  Toughened  bullion  contains 
little  except  gold,  silver,  and  copper. 

In  London  and  on  the  Continent  of  Europe, 
gold  bullion  is  usuallv  refined  by  '  parting  *  with 
sulphuric  acid.  In  this  process,  an  aUov  of  gold 
and  silver  is  prepared  by  melting  gold  buOion 
with  '  dor6 '  silver  (t.^.  silver  containing  small 
quantities  of  gold)  or  Mexican  dollars  or  occa- 
sionally with  refined  silver  if  no  other  is  available. 
The  parting  alloy  usually  contains  from  20  to 
30  p.c.  of  gold  and  a  few  p.c.  of  copper.  If  a 
higner  proportion  of  gold  is  present,  some  silver 
remuns  undissolved  and  is  retained  by  the  gold. 
The  copper  assists  the  dissolution  of  the  silver. 

The  alloy  is  granulated  by  being  poured  into 
water  while  still  molten  and  the  granulations  are 
boiled  in  concentrated  sulphuric  acid  of  sp.grr. 
1*85  in  cast-iron  kettles.  The  amount  of  acid 
used  is  four  or  five  times  the  weight  of  the 
granulations,  but  only  about  half  this  amount  is 
added  at  first.  The  sulphur  dioxide,  which 
is  formed  in  large  quantities,  is  carried  away 
throuffh  leaden  pipes.  Silver  sulphate  is  re- 
tained in  solution  in  the  hot  concentrated  acid, 
but  tends  to  be  precipitated  when  the  acid  is 
cooled  or  diluted.  When  the  evolution  of  sul- 
phur dioxide  is  at  an  end,  the  liquid  is  trans- 
ferred to  a  settling  pot,  and  fresh  acid  added. 
After  three  boilings  in  acid,  the  *  brown  sold ' 
residue  is  washed  with  boiling  water,  dried, 
melted  with  nitre,  and  cast  into  ingots  of  about 
400  ozs.  each  in  open  moulds. 

The  acid  solution  of  silver  is  poured  into 
large  lead-lined  tanks  containing  hot  water  and 
sheet  or  scrap  copper,  and  is  heated  by  means 
of  steam  and  stirred  until  the  precipitation  of 
the  silver  is  complete.  The  silver  precipitate  is 
washed,  dried,  and  compressed  into  cakes  by 
hydraulic  power  before  being  melted.  The 
solution  is  alternately  concentrated  by  evapora- 
I  tion  and  allowed  ^  coot,  successive  crops  of 
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crystals   of   copper  eulphate   being   obtained, 

01  which  the  firat  is  the  purest.  As  an  altema- 
tiye  the  copper  is  removed  from  its  solution  by 
electrolysis.  The  gold  produced  by  sulphuric 
acid  parting  is  usually  from  906  to  d99  fine, 
and  Uie  precipitated  silver  is  about  996  or  998 
fine.  Formerly  nitric  acid  was  used  at  Phila- 
delphia as  an  adjunct  to  the  sulphuric  acid  pro- 
cess before  the  introduction  of  the  electrolytic 
process. 

In  the  United  States,  in  Canada,  and  in  some 
refineries  in  London  and  Germany,  gold  is 
refined  by  electrolysis.  Two  processes  are  used 
successively.  In  the  Moebiua  process,  a  parting 
alloy  containing  not  more  than  30  p.c.  of  gold 
and  at  least  70  p.c.  oi  silver,  copper,  lead,  &o., 
is  electrolysed  m  a  solution  containing  about 

2  p.c.  of  nee  nitric  acid  and  3  p,c.  of  silver  in 
the  form  of  nitrate.  Silver,  copper,  and  some 
other  metals  are  dissolved  at  the  anodes,  and 
silver  is  deposited  at  the  cathodes  which  consist 
of  rolled  sheets  of  pure  silver.  The  current 
density  is  7  '6  amperes  per  square  foot  of  cathode 
surface  at  PhiliMelpma,  and  as  much  as  20 
amperes  per  square  foot  at  Denver.  The  silver 
is  deposited  in  a  coherent  form  on  the  cathodes 
with  the  help  of  a  little  gelatin  in  the  electrolyte 
and  is  subsequently  stripped  off.  The  gold 
remains  undissolved  at  the  anodes  and  retains 
some  silver.  ^The  copper,  lead,  zinc,  &c., 
accumulate  in  the  electrolyte,  which  is  kept  in 
condition  by  the  addition  of  silver  nitrate  and 
by  frequent  renewal  The  gold  anodes  are 
sometimes  boiled  in  sulphuric  acid,  but  if  th^ 
contain  as  much  as  950  parts  of  gold  per  1000, 
they  may  be  melted  at  once  and  cast  into  anodes 
for  treatment  by  the  Wohlwill  process. 

In  the  WohtwiU  process,  the  anodes  contain 
not  more  than  50  parts  of  silver  per  1000  and  a 
few  parts  per  1000  of  base  metals.  By  the  use 
of  a  *  pulsating'  current  (a  combination  of  a 
direct  and  an  lutemating  current),  it  is  claimed 
that  material  containing  a  ereater  proportion  of 
silver  can  be  treated,  as  Uie  silver  cnloride  is 
automatically  detached  from  the  anodes.  The 
electrolyte  contains  from  2  to  10  p.c.  of  hydro- 
chloric acid  and  from  2*5  to  6  p.c.  of  chlonde  of 
gold.  It  is  heated  to  a  temperature  of  fiO""  to  70°. 
The  higher  strengths  are  in  use  at  Denver,  where 
a  high  current  density  of  60  amperes  per  square 
foot  is  used.  If  the  hydrochloric  acid  is  in- 
sufficient in  amount,  or  if  the  electrolyte  is  not 
hot  enough,  or  if  too  high  a  current  density  is 
used,  some  chlorine  is  given  off  at  the  anodes 
and  a  corresponding  amount  of  gold  remains 
undissolved.  The  anodes  are  made  of  such 
thickness  (4  to  12  mm.)  that  they  can  be  dis- 
solved in  from  24  to  36  hours  under  the  con- 
ditions of  treatment.  The  cathodes  consist  of 
fine  gold  and  the  deposit  on  them  is  almost  pure 
gold,  so  that  copper,  lead,  zinc,  tellurium,  &c., 
accumulate  in  the  solution,  to  which  it  is  neces- 
sary to  add  gold  chloride  at  frequent  intervals. 
The  residue  at  the  anodes  consists  chiefly  of 
silver  chloride,  but  any  platinum  that  may  be 
present  remains  there  and  some  gold  is  also  left 
undissolved.  The  anode  mud  is  boiled  in 
sulphuric  acid  which  converts  the  AgOl  into 
AgtSO^. 

The  gold  and  silver  refined  by  electrolysis  are 
of  high  quality.  They  can  easily  be  made  over 
099  mie  and  are  always  free  from  lead  and  other 


deleterious  elements  which  are  occasionally  left 
in  small  quantities  in  the  gold  refined  by  sul- 
phuric acid,  rendering  it  unfit  for  use  in  the  arts. 

Chhrine  process.  In  Atlstralia  and  Canada, 
gold  is  refined  by  the  passage  of  a  stream  of 
chlorine  gas  through  the  molten  metal,  a  method 
invented  by  Miller  in  1867.  The  chlorine  is 
conveyed  through  a  clay  pipe,  which  is  inserted 
in  the  metaL  Zinc,  iron,  Ac,  are  ohloridised 
first  and  are  sometimes  removed  by  a  current 
of  oxygen  before  chlorine  is  passed  through. 
Silver  is  attacked  last,  and  the  end  ol  the  opera- 
tion, is  recogpused  by  the  appearance  of  a 
chitfacteristio  *  flame,*  denoting  that  the  chlorine, 
which  in  the  earlier  stages  is  completely  absorbed, 
has  begun  to  pass  unchanged  through  the 
metal.  The  fused  chlorides  are  baled  out  into 
moulds  and  the  refined  gold  stiired  and  cast 
into  ingots.  The  chlorides,  which  contain  from 
5  to  10  p.o.  of  gold,  are  remelted  and  small 
quantities  of  sodium  bicarbonate  are  added 
without  stirring.  Some  silver  is  reduced  at 
the  surface  of  the  charge,  and  falling  through 
tiie  chlorides  carries  down  the  f;old  wiui  it.  An 
alloy- is  thus  produced,  contaimng  from  40  to  60 
p.c.  of  gold,  which  is  again  passed  through  the 
refining  process.  The  slabs  of  silver  cmoride 
are  boiled  in  water  to  free  them  from  the 
chlorides  of  copper,  zinc,  &c.,  and  the  silver  is 
then  reduced  by  means  of  iron  and  hydrochloric 
acid.  The  refined  gold  is  about  996  fine.  The 
method  is  inconvement  if  a  laige  proportion  of 
silver  is  present  in  the  bullion  to  be  refined. 

PropwtlfiS  of  gold.  The  characteristic  yellow 
colour  of  gold  is  made  redder  by  the  presence  of 
copper  and  paler  by  the  presence  of  silver.  In 
'Certain  proportions  the  effect  of  one  of  the  two 
metals  neutralises  that  of  the  other.  Molten 
gold  is  green  in  colour,  and  very  finely  divided 
gold  is  usually  of  some  shade  of  purple,  as  in 
the  case  of  gold  which  has  been  volatilised  and 
condensed. 

Gold  is  the  most  extensible  of  all  metals,  and 
can  be  reduc^ed  by  hammerinc  to  a  thickness  of 
0-00008  mm.  Its  malleability  and  ductility  are 
reduced  by  the  presence  of  impurities,  of  which 
bismuth,  lead,  and  tellurium  have  the  most 
striking  effects.  Gold  containing  0*25  per  1000 
of  bismuth  is  brittle.  The  melting-point  of 
pure  sold  is  1064°,  but  if  0*2  p.c.  of  tellurium  is 
contained  in  it,  it  softens  at  432°,  the  melting- 
point  of  the  eutectic  of  gold  and  tho  compound 
AuTe,.  The  presence  of  most  other  metals 
reduces  the  melting-point  of  gold,  but  platinum 
raises  it  and  silver  does  not  materially  affect  it, 
unless  it  amounts  to  at  least  30  p.c.  of  the  alloy. 
The  density  of  cast  gold  is  about  19*3,  but  that 
of  precipitated  gold  is  higher,  varying  up  to  20*72. 

Gold  is  unaffected  by  the  air  at  all  tempera- 
tures and  can  be  melted  and  solidified  without 
being  changed.  In  large  pieces,  it  is  not 
perceptibly  attacked  by  alkalis  or  by  nitric, 
sulphuric,  or  hydrochloric  acid,  but,  when 
finely  divided,  it  is  slightly  soluble  in  boiling 
Hd  and  in  boiling  HNO,.  It  is  freely  soluble 
in  a^ua  regia  or  other  mixtures,  evolving  one 
of  the  halogens,  and  more  slowly  by* cyanide 
solutions  in  the  presence  of  air.  Its  compounds 
are  generally  formed  with  difficulty  and  decom- 
posed very  easily  with  the  isolation  of  the  metal. 

Alloys  of  gold.  The  gold-copper  alloys  are 
harder,  more  fusible,  of  higher  tensile  strength, 
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and  less  malleable  and  ductile  than  pure  gold. 
The  metals  are  miscible  in  all  proportions  when 
molten  and  on  solidification  separate  only  to  a 
sliffht  degree.  The  first  additions  of  copper  to 
gold  cause  a  rapid  lowering  of  the  melting-point, 
the  minimum  of  884°  being  reached  at  the  aUo^ 
containing  gold  82  p.c,  copper  18  p.c.  Thjs 
alloy  is  somewhat  brittle,  breaking  imder  the 
hammer  with  a  conchoidal  fracture,  and  is  un- 
suitable for  the  manufacture  of  wares.  The 
densities  of  the  alloys  when  cast  are  as  follows  : — 
Proportion  of  gold  Density 

100      p.c.  19-30       . 

91-66  „  17-35 

900     „  1717 

76-0     „  14-74 

68-3     „  12-69 

260     „  10-03 

When  the  alloys  are  rolled  or  hammered,  the 
densities  are  higher,  and  the  densities  of  gold 
wares»  which  consist  of  triple  alloys  of  gold, 
silver,  and  copper,  are  also  higher. 

Oold-silver  alloys  are  soft,  malleable,  and 
ductile  and  all  their  properties  are  intermediate 
between  those  of  gola  and  silver.  The  colour  is 
dominated  by  the  silver,  the  alloy  containing 
37 '6  p.c.  of  gold  being  only  just  distinguishable 
in  colour  from  pure  silver.  Alloys  containing 
not  less  than  65  p. c.  of  silver  are  almost  com- 
pletely parted  by  boiling  nitric  or  sulphuric  acid, 
the  silver  being  dissolved  and  the  gold  left 
behind  as  a  brown  sponge  or  powder.  The  gold 
obstinately  retains  about  O'l  p.c.  of  silver,  and 
on  continued  boiling  in  strong  nitric  acid,  some 
gold  is  dissolved  whilst  the  proportion  of  silver  is 
reduced  very  slowly.  The  presence  of  copper 
facilitates  the  action  of  the  acid  but  does  not 
alter  the  final  result. 

Amalgams  or  alloys  of  gold  and  mercury  are 
formed  at  ordinary  temperatures  by  direct  union 
of  the  two  metals.  Mercury  dissolves  0*11  p.c. 
of  gold  at  0""  and  0126  p.c.  at  lOO*',  and  gold 
absorbs  about  6  times  its  weight  of  mercury, 
forming  a  silver-white  solid  alloy  containing 
about  13-5  p.o.  of  sold.  At  440*"  most  of  the 
mercury  is  removed  oy  volatilisation,  the  residue 
containing  about  75  p.c.  of  gold.  At  a  bright 
red  heat,  almost  aJl  the  remainder  of  the  mercury 
is  distilled  off.  In  the  alternative,  the  mercury 
can  be  removed  by  dissolving  it  in  nitric  acid. 
Parravano  (Gazz.  chim.  ital.  1918,  48,  ii.  123) 
states  that  gold  amalgams  contain  at  least  two 
compounds  Au^Hg,  and  Au,Hg  (c/.  Paal  and 
Steyer,  KoUoid  Zeitsch.  1918,  23, 145). 

OM'iron  alloys  are  hard  but  malleable  and 
ductile.  Alloys,  containing  between  16  and 
20  p.c.  of  iron,  are  used  in  jewellery  in  France 
under  the  name  or  gris.  Their  colour  is  grevish- 
yellow  and  they  melt  at  temperatures  higher 
than  that  of  pure  gold.  Or  bleu  contains  26  p. c. 
of  iron.    It  melts  at  a  temperature  of  1 160°. 

Gold  forms  a  brittle  purple  compound  with 
aluminium,  containing  21*6  p.c.  of  aluminium 
and  having  the  formula  AuAl,  assigned  to  it. 
The  compound  AuZn,  containing  26  p.c.  of  zinc, 
is  of  a  pale  lilac  colour  and  is  also  brittle.  There 
are  many  other  intermetallic  compounds  con- 
taining gold,  usually  brittle  substances  of  a 
silver-white  or  greyish  colour.  Zinc  removes 
gold  from  molten  lead,  forming  the  compound 
AuZug,  and  aluminium  has  the  same  property, 
the  compound  formed  being  AuAlj. 


Uses  of  gold.  Gold  is  used  in  the  form  of  its 
alloys  with  copper,  silver,  &o.,  in  the  manu- 
facture of  coin,  plate,  and  jewellery.  Gold  leaf 
is  used  for  gilding  by  hand  and  potassium  auro- 
cyanide  is  used  in  gold  plating  baths.  Gold 
is  also  used  in  photography  (in  the  form  of 
sodium  chloro-aurate) ;  in  dentistry  (as  alloys) ; 
in  medicine  (as  the  chloride) ;  and  in  the 
manufacture  of  mirrors  for  reflecting  purposes. 
In  the  form  of  purple  of  Cassius,  and  as  leaf  it 
is  used  for  colouring  glasses,  glazes,  and  enamels. 
The  aid  of  a  flux  is  employ^  in  its  application 
in  glazing  and  a  mixture  of  the  composition 
30  parts  precipitated  gold,  15  of  black  mercuroUs 
oxide,  2-5  of  Da9ic  bismuth  nitrate,  and  0-3  of 
melted  borax  is  recommended.  The  addition 
of  3  parts  of  silver  carbonate  produces  a  greenish 
tint.  After  firing  the  gold  has  a  matt  surface 
and  must  be  polished  with  bloodstone  or  agate. 
A  cheaper  process,  which  does  not  require 
polishing  after  firing,  is  in  the  use  of  *Glanz 
gold '  or  '  Meissen  gold,*  a  preparation  of  gold 
solution  with  an  oixanic  medium  such  as 
tun>entine,  lavender  ou,  and  a  balsam  or  resin. 
Gold  lace  consists  of  excessively  fine  strips  of 

fold  twined  round  silk  and  contains  about 
-6  D.C.  of  gold  by  weight. 

Manufaciure  of  coin. — ^The  standards  of  fine- 
ness of  916*6  (British  Empire,  Turkey,  and 
Portugal),  and  900  (most  other  countries)  are 
used  generally  for  current  coin,  the  exception 
being  Egypt  where  the  standard  is  875.  The 
alloy  is  principally  copper,  but  small  quantities 
of  silver  are  present  in  most  coins,  the  proportion 
being  higher  in  old  ones.  Fine  gola  was  used 
for  coinage  for  a  time  in  Ancient  (Greece  and  also 
in  Rome,  under  the  Republic,  but  copper  was 
afterwards  added  to  reduce  the  cost.  Fine  gold 
is  still  used  for  some  medals.  It  is  now  uni- 
versally admitted  that  the  alloy  with  copper  is 
better  than  pure  gold  for  coinage,  owing  to  its 
lower  melting-point,  which  is  advantageous  in 
the  manufacture,  and  its  greater  hardness, 
which  enables  it  to  resist  defacement  better  and 
perhaps  to  be  less  readily  abraded.  The  only 
disadvantages  of  the  alloy  with  copper  are  that 
it  blackens  when  heated  and  is  made  brittle  by 
the  presence  of  a  minute  proportion  of  lead  or 
tellurium.  Fine  sold  is  not  affected  until  the 
proportion  of  lead  is  five  or  six  times  as  high 
(0*16  p.c.  as  against  0*026  p.c.). 

In  the  manufacture  of  coin,  refined  gold  is 
melted  with  copper  in  graphite  crucibles  and 
cast  into  bars  in  upright  (closed)  iron  moulds. 
Charges  of  about  2600  ozs.  are  used  at  the  Royal 
Mint  and  the  fuel  is  ordinary  illuminating  gas 
with  a  blast  of  air.  Naphtha  ffas  or  oil  are  in 
use  at  some  other  mints,  but  solid  fuel  has  now 
been  discarded  generally.  The  loss  of  gold  in 
melting  is  about  0*2  per  1000,  about  half  of 
which  IS  volatilised  and  can  be  recovered  by  the 
use  of  suitable  condensing  chambers.  The 
remainder  is  in  the  *  mint  sweep.' 

After  being  assayed,  the  gold  bars  are  rolled 
down,  blanks  or  discs  are  cut  out  by  punches, 
and  the  blanks  annealed  in  gas  furnaces,  air 
being  excluded.  The  blank  is  placed  in  a  collar 
and  struck  between  dies  by  means  of  a  lever 
press.  A  single  blow  suffices  for  the  production 
of  each  coin,  the  design  on  each  side  being  im- 

Eressed  simultaneously,  while  the  metal  is  forced 
kterally  by  the  pressure  into  the  corrugatiops 
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of  the  collar.  Finally,  the  coins  are  weighed 
singly  on  automatic  balances  which  reject  those 
outside  the  limits  of  weight  allowed  by  law. 

Oold  wares. — ^The  alloys  used  in  the  manu- 
facture of  gold  wares  consist  of  gold,  silver,  and 
copper.  The  wares  are  usuaUy  made  from 
roUed  plates  which  are  cut  out  by  punches  and 
struck  between  dies.  The  pieces  are  fitted 
together  by  hand,  usually  by  means  of  soldering. 
Solders  generally  contain  less  gold  than  the  parts 
which  have  to  oe  joined  together.  Decorative 
work  is  carried  out  by  haAd-hammering,  en- 
graving, chasing,  &c.  •  The  wares  are  '  coloured ' 


or  nickled  by  a  process  which  removes  the  silver 
and  copper  from  the  surface  and  leaves  a 
coating  oi  pure  gold,  afterwatds  burnished.  In 
pickling,  the  wares  are  heated  to  redness  in  air 
and  the  blackened  surface  is  removed  by  boilii^ 
in  dilute  sulphuric  or  nitric  acid,  after  which 
the  colour  is  improved  by  immersion  in  hot 
mixtures  of  nitre,  common  salt,  alum,  &c.  The 
standards  of  gold  wares  authorised  by  law  in  the 
United  Kingdom  are  22-carat  {i.e.  containing 
22  parts  of  gold  out  of  24)  18-,  15-,  12-,  and  9- 
carat.    Other  standards  are  in  use  abroad. 

Imitation  gold  wares  sometimes  consist  of 
alloys  of  copper  with  aluminium,  zinc,  &c.,  and 
sometimes  of  a  thin  plate  of  gold  laid  on  a 
bar  of  base  metal  and  rolled  out  K)r  use  in  manu- 
facture. Electro-plating  is  carried  out  in  baths 
containing  potassium  aurocyanide  with  anodes 
of  pure  gold.  The  bath  is  used  hot  and  the 
anode  is  of  about  the  same  dimensions  as  the 
article  to  be  gilded.  Gold  chloride  is  added  to 
the  bath,  as  required,  to  keep  it  at  the  strength 
of  about  one  ounce  of  gold  to  the  gaUon  (6'85  g. 
of  gold  per  litre).  In  Japanese  art,  alloys  of 
copper  containing  a  small  proportion  of  gold  are 
used  to  enable  a  beautiful  pu^e  patina  to  be 
produced  on  the  surface.  The  alloys  are 
known  as  Shakudo  and  Shtbuichi. 

OM  leaf  contains  from  90  to  98  p.c.  of  gold, 
the  rest  being  silver  and  copper.  The  metol  is 
cast  into  little  flat  bars  which  are  rolled  out  with 
frequent  annealings  until  about  0'33  mm.  thick. 
The  strip  of  gold  is  then  cut  into  pieces  of  1  inch 
square  and  these  are  interleaved  with  vellum  ', 
and  beaten  with  a  16-lb.  hammer  to  4  inches 
square.  They  are  again  cut  up  and  beaten  out 
between  gold-beaters*  skins.  The  book  of  25 
leaves,  each  about  3J^  inches  (8*25  cm.)  square, 
contains  from  4  to  10  grains  (0*26  to  0'65  gram) 
of  gold.  The  leaves  are  from  000008  to  0*0002 
mm.  thick. 

Prodvjciion  of  gold. — ^The  annual  production 
of  gold,  after  remaiiling  nearly  stationary  at 
5,000,000  or  6,000,000  ozs.  for  many  years,  began 
to  rise  rapidly  in  1 891  and  amounted  to  22,850,000 
ozs.  of  tne  value  of  97,100,000^.  in  1915.  It  is 
now  declining,  partly  owing  to  the  exhaustion 
of  some  of  the  mines,  and  partly  owing  to  the 
rise  in  prices  which  has  made  the  working  of  the 
poorer  mines  unprofitable.  Many  countries 
contribute  to  the  output,  and  of  these  the 
Transvaal,  United  States,  Australia,  Mexico, 
Rhodesia,  India,  and  Canada  between  them 
are  responsible  for  90  p.o.  of  the  world's 
production.  The  British  Empire  produces  over 
60  p.c.  of  the  total  amount.  The  world's  stock 
of  gold  is  estimated  at  1,800,000,0001. 

Bibliography. — A  full  bibliography  of  gold  is 
Ibppended  to  the  Metallurgy  of  Gold,  by  T.  K. 


Rose,  0th  edit.,  London,  1915.  The  following 
are  among  the  most  important  treatises  on  the 
metallurgy  of  gold  puolished  of  late  years : 
The  Stomp  MiUing  of  Gold  Ores,  by  T.  A. 
Rickard,  New  York  and  London,  3rd  ed.,  1901 ; 
Ore  Dressing,  by  R.  H.  Richards,  New  York, 
1903  ;  Gyaniding  Gold  and  SUvor  Ores,  by  H.  F. 
Julian  and  E.  Smart,  London,  1904;  Gold 
Dredging,  by  0.  0.  Longridge,  London,  1905; 
Rand  Metallurgical  Practfoe.  T.  K.  R. 

GOKPOUNDS   OT  G0U>. 

Two  oxides  are  known,  the  monoxide  or 
suboxide  Au^O,  and  the  sesquioxide  or  peroxide 
Au,0,  (Bullnheimer,  Chem.  Zentr.  1897,  i.  522  ; 
Vanino,  Ber.  1905,  38,  462).  Auroauric  oxide 
(AuO)n  is  formed  by  the  partial  decomposition 
of  auric  hydroxide  at  160°. 

The  "hydroxide  Au(OH),  is  best  pre- 
pared by  heating  a  solution  of  gold  chloride 
with  magnesia,  and  washing  the  residue  with 
nitric  acid.  It  may  be  obtained  pure  by  re- 
ducing potassium  auribromide,  KAuBr4,  with 
sulphurous  acid,  and  then  warming  with  dilute 
potassium  hydroxide. 
.  It  possesses  a  yellow,  olive-green,  or  brown 
colour  (according  to  the  method  of  preparation) 
while  damp,  and  becomes  brownish  or  clack  on 
drying.  When  warmed  with  alcoholic  potash, 
metoUic  gold  is  precipitoted  in  minute  scales, 
used  in  miniature  paiiUing. 

The  hydroxide  is  soluble  in  potash,  with  for- 
mation of  a  very  unstoble  potassium  aurate. 
The  solution  may  be  used  in  electrogilding. 

The  alkali  earth  aurates  have  also  been 
obtained.  Thev  are  stoble  when  dry,  but 
decompose  readily  in  solution  under  the  in- 
fluence of  heat  or  light.  With  organic  matter 
they  yield  explosive  powders  (Meyer,  I.e.). 
When  a  sheet  of  gold  is  used  as  a  positive 
electrode  in  sulphuric  or  nitric  acid,  a  reddish- 
brown  explosive  powder,  probably  a  hydroxide  of 
gold,  is  formed  (Hampe,  Chem.  2<eit.  14,  1778). 

When  acted  upon  by  ammonia,  the  oxide 
produces  a  green  or  brown  fulminate  allied  to 
that  of  silver.  The  fulminate  may  be  obtained 
as  a  buff-coloured  precipitote,  containing  some 
ammoniacal  subchloride  of  gold,  on  addition  of 
ammonia  to  gold  chloride  solution.  For  a 
description  of  the  explosive  nitrogenous  com- 
pounois  of  gold  obtoined  from  aunc  hydroxide 
and  the  salts  of  gold  by  the  action  of  ammonia 
or  ammonium  carbonate,  see  Weitz  (Annalen, 
1915,  410, 117). 

Anrous  sulphide  Au^S  is  formed  when  sul- 
phuretted hydrogen  is  passed  into  an  acidified 
solution  of  gold  cyanide  or  chloride.  It  is  a 
brown  powder,  soluble  in  water  when  moist,  and 
forms  double  salts  with  potassium  and  sodium 
sulphites  (Ditte,  Compt.  rend.  1895,  120,  320 ; 
Antony  and  Lucchesi,  Gazz.  chim.  itol.  1896,  26, 
ii.  350). 

Anroanrie  sulphide  Au^S,  is  formed  by 
passing  sulphuretted  hydrogen  into  a  cold 
neutriu  solution  of  gold  chloride  (Antony  and 
Lucchesr,  Gazz.  chim.  ital.  1889,  19,  545  ;  1891, 
21,  ii.  209;  Christy,  J.  Soc.  Chem.  Ind.  1897, 
332). 

Aurie  sulphide  Au^Ss  is  obtained  as  a 
deep  yeUow  precipitote,  by  treating  anhydrous 
lithium  aurichloride  with  sulphurottod  hydrogen 
at  —  lO''  (Antony  and  Lucchesi,  Gazz.  ohira.  itol. 
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1890,  20,  601,  and  i.c.).  It  is  a  graphiiio 
amorphous  powder,  tp-cr.  8*754  and  dew>mpo0e8 
at  107''-200^  into  its  elements.  Caustic  aUulis 
and  hydro-  and  poly-  sulphides  of  ammonia 
decompose  it  with  deposition  of  metallic  gold. 
The  three  sulphides  form  colloidal  solutions  in 
alcohol. 

When  finely  divided  sold  is  heated  with 
sulphur  and  potassium  carbonate,  a  double  sul- 
phide of  potassium  and  gold,  which  resists  a  red 
neat  and  is  soluble  in  water,  is  obtained.  It  is 
employed  for  the  production  of  Burgos  lustre  in 
gilding  chjna. 

Various  gold  sodium,  potassium,  and  ammo- 
nium sulphites  and  thiosulphites  have  been  ob- 
tained (Antony  and  Lucchesi,  <.e.).  The  sulph- 
ites, K,[Au(80,)4],6H,0 ;  Na,[Au(80a)4],14H,0 ; 
Au,(SOa)j,4NH„4H,0 ;  and 

Au(SO,),K„2NH„2H,0 

are  described  by  Pritze  (Zeitsch.  anoig.  Ghem. 
1908,  59,  198),  whilst  the  compound  AuS.'NHa 
has  been  prepared  by  Hofmann  and  Hochtlen 
(Ber.  1903,  36,  3090  ;   1904,  37,  245). 

Thiosulphate  of  gold  and  sodium 
Au,StO,'3Na,S,Oa,4H,0 
orystaUises  in  colourless  needles,  freely  soluble 
in  water.  It  is  formed  by  the  action  of  sodium 
thiosulphate  on  gold  chloride.  This  salt 
exists  in  combined  fixing  and  toning  photo- 
graphic baths. 

Anrous  ehloiide  AuCl  is  formed  by  heating 
the  trichloride  at  HO^'-ISO*'.  It  is  a  yellowish 
powder,  sp.gr.  7'4,  which  combines  with  chlorine 
at  ordinary  temperature  forming  auric  chloride 
and  decomposes  into  its  elements  at  about  186^ 
(Rose,  Chem.  Soo.  Trans.  1896,  881,  905; 
Campbell,  Trans.  Faradav  Soc.  1907,  3, 103).  It 
is  insoluble  in  water,  but  decomposed  by  it 
with  the  formation  of  auric  cnloride  and 
metallic  gold.  It  dissolves  in  a  solution  of 
potassium  bromide  forminff  metallic  gold  and 
potassium  aurichloride  and  bromide  (Lengfeld, 
Amer.  Chem.  J.  1901,  26,  324).  Liquid  ammonia 
reacts  on  aureus  chloride  forming  AuCl,12NH, 
which  loses  ammonia  on  warming  and  yields 
AuCl,3NH„  which  when  heated  to  180"*  is  decom- 
posed with  formation  of  ammonium  chloride  and 
gold  (Meyer,  Compt.  rend.  1906,  143,  280). 

Aurio  ehloiide  or  triehloride  AuCl,  is  pre- 
pared by  dissolving  gold  in  oqtM  regia  and 
evaporating  the  solution  to  dryness  at  a  tem- 
perature below  120°,  the  hydrochloric  acid  being 
always  kept  in  excess  over  the  nitric  acid 

Au-f-HNO,+4HCl=HAuCl4+2H,0-|-NO 
The  residue  is  dissolved  in  water  and  filtered 
from  the  aureus  chloride  which  is  always  pro- 
duced, and  the  solution  is  evaporated  on  the 
water- bath.  Large  orange-coloured  efflorescent 
cryatols  of  the  hydrated  chloride  AuCl„2H|0 
are  thus  produced. 

According  to  Thomson,  the  chloride  is  best 

Erepared  as  follows.  Powdered  gold  is  converted 
y  the  action  of  chlorine  into  the  dark  red 
crystalline  dichloride,  and  a  little  water  is  added 
to  convert  it  into  a  mixture  of  mono-  and  tri- 
chlorides. The  mass  is  heated  gently  to  decom- 
pose the  former,  and  the  residue  is  dissolved  in 
water,  filtered  from  the  reduced  metal,  evapo- 
rated and  heated  to  160°,  with  production  oi  a  , 
brown    crystalline    mass    of    the    anhydrous ' 


chloride.  The  chloride  is  also  formed  when  gold 
is  treated  with  fnmixtt;  hydrochloric  acid  in  the 
presence  of  a  tn^e  of  manganous  chloride  and 
the  mixture  is  exposed  to  light  (Berthelot, 
Compt.  rend.  1904,  138,  1297). 

If  gold  is  treated  with  liquid  chlorine  in  a 
sealed  tube  at  the  ordinary  temperature,  the 
metal  is  converted  into  a  crystaUme  red  mass* 
bat  when  heated  at  100",  the  gold  dissolves 
entirely,  forming  a  deep  yellow  solution  from 
which,  on  cooling,  auric  chloride  separates  in 
wine-rod  hygroscopioucrystais. 

Between  170''  and  240^"  auric  chloride  dis- 
sociates  into  auxous  chloride  and  chlorine 
(Meyer,  Compt.  rond.  1901, 133, 815 ;  Rose,  l.c.). 

Ijnder  the  influence  of  heat  or  light,  auric 
chloride  is  decomposed  in  solution,  thus  : 

AuCl,-h2HjO=AuCl+2Ha+H,Oj  ^ 

and  3AuCl=2Au+ AuClj  (Sonstadt,  Chem.  News, 
1898,  77.  74;  Chem.  Soc.  Proc.  1898.  179; 
L5we,  Dingl.  poly.  J.  279.  167).  Manganous 
and  uranous  sulphate  and  also  man^anouB 
chloride  reduce  sM  chloride  in  the  dark,  pre- 
cipitating metckUio  gold.  The  process  is  ac- 
celerated in  the  former  case  by  heat,  in  the  two 
latter  by  sunlight  (Oechsner  de  Ck>ninck,  Bull. 
Acad.  Rov.  Belg,  1902,  316). 

Gold  chloride  is  also  reduced  by  charcoal  thus : 

4Aua.+6H,0-f  3C=4Au-f  12Ha+3CO, 
(Avory,  J.  Soc.  Chem.  Ind.  1908,  255;  Hay 
and  Tennent,  Amer.  Chem.  J.  1909, 31, 461) ;  by 
acetylene  (Mathews  and  Wattera,  J.  Amer.  Chem. 
Soc.  1900, 22, 108) ;  and  b^  sulphuretted  hydro- 
gen under  certain  conditions  (Schneider,  Ber. 
1891,  24,  2241 ;  Antony  and  Lucchesi,  Gaz£. 
chim.  ital.  1889,  19,  545). 

When  heated  to  200°,  the  trichloride  is  re- 
solved into  a  mixtun  of  aureus  chloride  and 
gold.  At  a  higher  temperature  the  whole  of  the 
chlorine  is  siven  off. 

Auric  cidoride  is  freely  soluble  in  water, 
alcohol,  and  ether.  It  forms  a  crystalline  com- 
pound, AuCl„HCl,4H.O,  with  hycfroohloric  add, 
and  forms  double  cmorides  with  the  alkali 
metals  and  with  oisanic  bases  (Lainer,  Monatsh. 
11,  220).  Aurio  chloride  combines  with  silver 
chloride  in  presence  of  ammonium  chloride  to 
form  a  purplish-brown  salt,  in  orthorhombic 
crystab,  3Aga,4Aua«,8NH4Cl,  readUy  decom- 
posed by  water  with  the  formation  of  chloro 
aurio  acid  and  silver  chloride  (Pollard,  Chem. 
Soo.  Trans.  1920,  99). 

Auric  chloride  and  the  sodium  and  potassium 
salts,  such  as  NaCl,AuCl,,2H,0,  are  employed 
for  toninff  silver  prints  in  photography  (Kebler, 
J.  Franldin  Inst.  1900,  150,  235;  Johnson,  J. 
Soc.  Chem.  Ind.  1901, 210).  Other  alkali  double 
chlorides  are  described  by  Wells  and  Wheeler 
(Amer.  J.  Sci.  f3]  44,  157). 

Gold  chloride  forms  salts  with  pyridine,  such 
as  CtHsN,AuCl„  (CsHsN)sAuCl,  (Francis, 
Compt.  rend.  1903, 136, 1557).  Aurophosphorous 
chloride  (AuPCl,)Cl  and  complex  oigamo  com- 
pounds of  phosphorus  and  gold  chloride  at^e 
described  by  Levi  Malvano  (Atti  R.  Aocad. 
lancei,  1908,  [v.]  17,  i.  847)..  The  acetates  and 
succinates  are  used  in  photography  (Meroier, 
Brit.  Joum.  Phot.  39,  354). 

Chloroaurie  leld  AuCl,.HCl,  prepared  by  the 
action  of  chlorine  on  gold  suspended  in  hydro- 
chloric acid  (Lengfelcf,  Amer.  Chem.  J.  1901, 
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20)  324),  reaots  with  silver  nitrate,  fonning  a 
brown  precipitate,  Au(0H),,4Ag01,  which,  with 
ammonia,  forms  sold  fulminate,  Au(0H),NH2 
or  AuN,2H,0+H20.  Qold  fulminate  is  verv 
explosive  when  dry,  and  when  heated  with  potash 
forms  a  flocculent  brownish-black  product, 
probably  Au(H0)s'NHAu(0U)«,  which  is  still 
more  explosive  (Jacobson,  Oompt.  rend.  1908, 
146,  1213;  c/.  Weitz,  Annalen,  1915,  410, 
117).  Chloroaurio  acid  forms  salts  such  as 
KAuBr4,  &c.  (Lengfeld,  {.c). 

By  the  action  of  aurochloric  acid  on  sodium 
azoimide  an  orange  crystalline  very  explosive 
compound  is  obtained  (Gurtius  and  Rissom, 
J.  pr.  Chem.  1898,  [ii.]  68,  261). 

Chloroauric  acid  gives  a  brurht  yellow  colour 
with  a  hydrochloric  acid  solution  of  o-tolidine. 
This  solution,  which  forms  a  delicate  colour  test 
for  the  presence  of  free  chlorine  in  water,  hM 
been  shown  by  Pollard  (Analyst,  1919,  94)  to 
form  a  delicate  test  for  the  presence  of  gold; 
1  part  of  gold  in  20  million  parts  of  water  can 
thus  be  detected  in  a  depth  of  10  cms.  of  liquid. 

Aurous  bromide  AuBr  is  a  greenish-yellow 
powder,  which  is  formed  by  heating  auribromic 
acid  at  1 15°.  Its  properties  are  very  similar  to 
those   of    the  oorEesponding   chloride   (Meyer, 

Aarie  bromide  AuBr,  is  formed  by  the  action 
of  dry  bromine  on  powdered  gold ;  when  heated 
it  dissociates  forming  the  monobromide  (Meyer, 
Ck)mpt.  rend.  1909,  148,  346).  According  to 
Lengifeld  {I.e.),  aurous  bromoaurate  Au^Br^ 
also  exists.  Bromoauric  acid  and  bromo- 
aurates  have  also  been  prepared. 

Aureus  Iodide  can  be  prepared  by  the  action 
of  excess  of  pure  iodine  on  metallic  gold  above 
50°,  the  excess  of  iodine  being  then  removed  by 
careful  sublimation  (Meyer,  Oompt.  rend.  1904, 
139,  733).  It  is  also  formed  by  the  action  of 
hydriodic  acid  on  gold  oxide.  It  is  a  white 
powder,  turning  green  in  air  and  decomposing 
at  190°  ;  it  is  also  decomposed  by  solvents  such 
as  chloroform.  With  liquid  or  gaseous  am- 
monia, it  forms  AuI,6NH,  and  AuIjNHj  (Meyer, 
ibid.  1906,  143,  280).  Auric  iodide  probably 
does  not  exist. 

Gh)ld  fluoride  has  been  described  by  Lenher 
(J.  Amer.  Chem.  8oc.  1903,  26,  1136). 

Gold  ehromate  can  be  obtained  by  treating 
silver  ehromate  with  auric  chloride :  Au2(Cr04)3 
is  obtained  in  solution,  whilst  the  ehromate 
Au2(Cr04)3Cr0s  crystaDises  from  the  mother 
liquor  (Orloff,  Chem.  Zeit.  1907,  31,  1182). 

When  solutions  of  sodium  aurate  and  ehrom- 
ate are  mixed,  sodium  aurochromate  containing 
excess  of  ehromate  is  obtained,  the  solution  of 
which  forms  an  excellent  toning  bath,  giving 
purple- bluish  tones.  It  is  neutral  and  can  be 
kept,  and  the  yellow  colour  allows  the  toning  to 
be  done  in  daylight  (Mercier,  Chem.  Zeit.  Rep. 
24,  272  ;  J.  Soc.  Chem.  Ind.  1900,  1038). 

Gold  oarblde.  Au^C^  is  formed  by  passing 
acetylene  into  aurous  thiosulphate.  It  is  very 
explosive  when  dry  and  is  decomposed  by  hydro- 
chK)ric  acid,  forming-  acetylene  and  aurooa 
chloride.  Treated  with  water  it  yields  gold  and 
carbon  (Mathews  and  Watters,  I.e.). 

The  following  gold  salts  have  also  been  ob- 
tained: arsenates  (Stavenhagen,  J.  pr.  Chem. 
1895,  [2]  51, 1) ;  selenates  and  tellurates  (Lenher, 
J.  Amer.  Chem.  Soc.  1902,  24,  354,  356,  918); 


various  alkyl  gold  chlorides  (Pope  and  Gibson, 
Chem.  Soc.  Trans.  1907,  2061) ;  thiocarbamides 
(Motr,  ibid.  1906,  1345);  mercaptides  (Herr- 
mann,  Ber.  1905,  38,  2813),  and  other  complex 
organic  compounds  (Dunstan  and  Shepheard, 
Chem.  Soc.  Proc.  1893,  212  ;  Weisand,  Zettsch. 
angew.  Chem.  1906, 19, 139 ;  Averkiefif,  J.  Russ. 
Phys.  Chem.  Sot}.  1908,  40,  840). 

The  thio-  cojnpounds  of  certain  resins  and 
ethereal  or  fatty  oils  or  thioacids,  vield 
compounds  with  gold  which  are  soluble 
in  most  organic  solvents  and  which  can  be 
employed  in  the  ceramic  enamel  and  glass 
industries  for  the  deposition  of  the  finest  layers 
of  bright  metal  on  various  substances  (Pertsch, 
Frdl.  1894-97,  1324). 

According  to  Odenheimer  (J.  Soc.  Chem.  Ind. 
'1892,  600),  textile  fabrics  padded  or  printed 
with  a  gold  salt  and  then  treated  with  a  reducing 
agent  assume  a  beautiful  grey  colour,  the  process 
being  accelerated  by  heat  or  sunlight.  The  shade 
depends  on  the  nature  of  the  reducing  agents 
employed  and  on  the  strength  of  the  gold  solu- 
tion. When  these  grey  falmcs  are  subjected  to 
heat  between  rollers,  red,  purple,  or  pink  colours 
are  obtained,  depending  on  the  original  shade  of 
grey.  The  high  price  of  gold  is  no  disadvantage 
in  this  process  as  only  a  very  minute  quantity 
of  gold  solution  is  required.  Thus,  for  a  beauti- 
ful pearl-grey  on  half  silk,  the  cost  is  only 
Id.  per  lb.  of  material  dyed. 

Gold  eyanldes  (see  Elbctboplatino  and 
Ctawidbs). 

GOLD,  MANNHEIM.  A  brass  contoining 
80  p.c.  of  copper  and  20  p.o.  of  zinc. 

GOLD,  MOSAIC.  A  fine,  flaky  veUow  form 
of  tin  disulphide ;  is  used  in  the  arts  to 
imitate  bronze  under  this  title,  and  is  preferably 
prepared  as  follows.  A  mixture  of  7  parts  of 
sulphur,  6  parts  of  ammonium  chloride,  and  18 
parts  of  a  powdered  amalgam  containing  2  parts 
of  tin  to  1  part  of  mercury,  is  heated  gently 
until  the  smell  of  sulphuretted  hydrogen  is  no 
longer  perceptible.  The  heat  is  then  raised  to 
low  redness,  and  a  mixture  of  merourous  chloride, 
ammonium  chloride,  and  cinnabar  sublimes, 
while  the  mosaic  gold  alone  remains.  A  fine 
product  is  also  obtained  by  heatinff  a  mixture 
of  5  parts  of  stannous  sulphide  and  8  parts  of 
mercuric  chloride. 

The  essentia]  point  is  that  tin  must  be  present 
in  a  volatile  form ;  stannous  chloride  itself  may 
be  used. 

A  pale-yellow  mosaic  gold  is  produced  by 
heating  50  parts  crystalline  stannous  chloride 
with  25  parts  flowers  of  sulphur;  a  reddish- 
yellow  product  is  obtained  on  heating  together 
50  parts  50  p.c.  tin-amalgam,  25  parts  stannous 
chloride,  35  parts  ammonium  chloride  aXd 
36  parts  of  sulphur.  57  p.c.  of  the  tin  taken  is 
obtained  as  the  sulphide  (Lagutt,  Zeitsch.  angew. 
Chem.  1897,  557). 

The  temperature  should  not  be  too  high, 
as  the  stannic  sulphide,  when  strongly  heated, 
loses  one  equivalent  of  sulphur  and  becomes 
black. 

Mosaic  gold  is  insoluble  in  nitric  and  hydro- 
chloric acids,  but  dissolves  in  aqua  regia  and  in 
alkaline  hydroxides. 

A  brass,  introduced  by  Hamilton  and  Parker 

;  (Edinb.  J.  of  So.  1826),  and  containing  52  to  56 

p.c.  of  zinc,  is  also  known  by  this  name.    A 
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mixture  of  equal  partfl  of  zinc  and  copper  is 
fused  at  the  lowest  possible  temperature,  and 
zino  is  slowly  added,  with  constant  stirring, 
until  the  desired  colour  is  produced.  The  colour 
passes  from  a  brassy  yellow  to  a  purple  or  violet, 
and  finally  becomes  perfectly  white.  The  mass, 
when  cooled,  has  tne  colour  of  gold,  and  is 
said  to  be  not  liable  to  tarnish. 

GOLD,  ORANGE,  v.  Azo-oolqusino  hattsbs. 

GOLD  PURPLE  {PurpU  of  Caasius).  This 
compound  is  obtained  as  a  fine,  flocculent 
purple  precipitate  on  addition  of  a  solution  of 
stamious  chloride  containing  stannic  chloride, 
to  a  dilute  neutral  solution  of  sold  chloride. 
The  presence  of  the  stannic  chloride  is  essential, 
as  pure  stannous  chloride  produces  only  a  brown 
precipitate. 

A  very  fine  product  is  obtained  by  adding 
stannous  chloride  to  ferric  chloride  until  the 
solution  is  of  a  pale  green  colour,  and  employing 
the  mixture  to  precipitate  the  gold  solution. 
According  to  another  process,  1  part  of  tin  is 
dissolved  in  the  minimum  of  hydrochloric  acid, 
and  2  parts  of  the  tin  are  dissolved  in 'a  cold 
mixture  of  3  parts  of  nitric  acid  and  1  part  of 
hydrochloric  acid,  the  solution  being  finally 
heated  to  ensure  conversion  of  all  the  tin  into 
stannic  chloride.  A  solution  of  7  parts  of  gold 
in  a  mixture  of  6  parts  of  hydrochloric  acid  and 
1  part  of  nitric  acid  is  diluted  with  3,600  parts 
of  water,  and  the  solution  of  the  stannic  chloride 
is  added,  the  stannous  chloride  being  then  added 
in  drops  until  the  required  colour  (from  violet 
to  purple  or  brown)  is  obtained  (Baisson). 

According  to  Pelletier,  a  purple  of  Cassius  of 
constant  composition  is  obtained  as  follows. 
A  solution  of  as  much  gold  chloride  as  contains 
20  grains  of  gold  is  diluted  to  700  or  800  cc, 
and  tin  filings  are  introduced.  The  liquid 
speedily  becomes  brown  and  turbid,  and  finallv 
deposits  the  purple,  which  is  washed  and  drieoL 
It  is  said  to  contain  32*75  p.c.  of  stannic  oxide, 
14*62  p.c.  of  stannous  oxide,  44*77  p.c.  of  aurous 
oxide,  and  7*86  p.c.  of  water. 

Purple  of  Cassius  may  also  be  obtained  in 
great  beauty  by  treating  an  alloy  of  gold  2  parts, 
tin  3*5  parts,  and  silver  15  parts,  with  nitric 
acid  to  remove  the  silver  and  oxidise  the  tin. 

Zsigmondy  (Annalen,  301,  361)  prepares 
purple  of  Cassius  by  mixing  200  c.c.  of  gold 
chloride  (3  fframs  Au  per  litre)  with  250  c.c. 
stannous  chloride  (3  grams  Sn  per  litre)  and 
4  litres  of  water.  After  3  davs,  the  purple  is 
deposited,  leaving  a  liquid  free  from  gola  and  tin. 
The  precipitate  thus  prepared  contains,  after 
ignition,  40*3  p.c.  gold  and  59*7  p.c.  stannic 
oxides. 

According  to  Moissan  (Compt.  rend.  1005, 
ill,  977),  wnen  ffold-tin  alloys  are  distilled  in 
air,  a  finely  divided  mixture  of  stannic  oxide, 
lime,  and  gold  is  obtained,  having  the  colour 
and  properties  of  purple  of  'Cassius.  Similar 
deposits  of  varying  tint  can  be  obtained  by 
substituting  for  lime  other  oxides  such  as 
zirconia,  siuca,  magnesia,  or  alumina. 

Schneider  (Zeitsch.  anorg.  Chem.  1893,  5, 
80)  obtained  an  aqueous  solution  of  gold  purple 
by  treating  an  alloy  of  gold,  tin,  and  silver  with 
concentrated  nitric  acid.  When  the  resulting 
black  powder  is  washed  with  ammonia,  a  ruby- 
red  coloured  solution  is  obtained,  which  is 
dialysed  until  it  contains  no  more  ammonia. 


It  contains  0*5800  gram  of  gold  and  5*4048 
grams  of  stannic  oxide  per  litre. 

Potassium  cyanide  decolorises  the  solution 
and  stannic  acid  separates.  With  mercury,  the 
solution  becomes  brownish-red  and  gold  is 
extracted;  whilst  with  excess  of  hydrochloric 
acid,  the  solution  becomes  violet  and  yields 
finely  divided  gold  on  dialysis.  According  to 
this  author,  the  soluble  form  of  purple  gola  is, 
possibly,  a  mixture  of  the  hydrosols  of  gold  and 
stannic  acid. 

This  body,  which  is  used  in  the  manufacture 
of  artificial  gems  (v.  Gems,  Imitation  and 
oouNTKiurBiT),  and  for  imparting  a  red,  rose,  or 
pink  colour  to  porcelain  or  enamel,  varies  in 
colour  from  a  violet  to  a  purplish-red  or  brown. 
The  dry  precipitate  is  insoluble  in  strong  or 
dilute  alkalis,  out  when  moist  the  purple  dis- 
solves in  water  in  the  presence  of  very  small 
quantities  of  acids  and  alkalis.  Salts  and  excess 
of  alkalis  and  acids  precipitete  the  purple  from 
these  solutions. 

While  moist,  it  ia  also  soluble  in  ammonia 
with  production  of  a  purple  colour,  from  which 
the  precipitate  is  redeposited  on  addition  of  an 
acid  or  on  boilinf ,  and,  in  the  latter  case,  is  not 
again  soluble.  The  ammoniacal  solution  precipi- 
tetes  gold  on  exposure  to  Uffht.  The  purple  does 
not  pass  througn  the  memorane  of  a  dislyser. 

When  dried  and  triturated,  the  purple  of  Cas- 
sius acquires  a  metallic  lustre.  No  gold  is  re- 
moved irom  it  by  the  action  of  mercury.  It 
retains  water  at  100^,  but  gives  it  up  and  ac- 
quires a  brick-red  colour  when  ignited,  and  loses 
its  colour  at  the  melting-point  of  gold,  but  with- 
out evolution  of  oxygen. 

On  adding  a  greater  quantity  of  mercurous 
chloride  to  a  solution  of  auric  chloride  than  that 
required  for  the  reaction 

3HgCH-AuCla=3HgCl,+Au, 

the  characteristic  colour  of  purple  of  Cassius  is 
obtained.  If  barium  sulphate  suspended  in 
water  is  previouslv  mixed  with  the  mercurous 
chloride,  the  sulphate  takes  up  the  gold  and 
becomes  the  colour  of  the  puipfe.  Antony  and 
Lucchesi  (Gazz.  chim.  ital.  1896,  ii.  195)  therefore 
regard  true  purple  of  Cassius  as  being,  not  a 
compound,  but  merely  stannic  acid  mechanically 
covered  with  gold. 

The  constitution  of  this  substance,  of  which 
the  composition,  as  found  by  analysis,  is  very 
variable,  is  not  yet  estabUshed.  Benselius, 
judging  from  the  researches  of  Figuier,  con- 
sidered it  to  be  a  hydrated  stannate  of  gold  and 
tin.  Macquer  looked  upon  it  as  a  mixture  of 
stannic  hydroxide  and  metallic  gold  ;  and  Proust 
considered  it  to  be  a  mixture  of  aurostannous 
stannate  and  stannic  hydroxide. 

Zsigmondy  regards  the  purple  as  a  mixture 
of  colloidal  gold  and  colloidal  stannic  acid ;  the 

Sold  acquiring  the  property  of  dissolving  in  veiy 
ilute  acids  througn  the  presence  of  the  stannic 
acid  which  is  soluble  in  them.  A  mixture  of 
colloids  may  thus  behave  as  a  chemical  in- 
dividual where  the  properties  of  one  of  the  con- 
stituents may  be  completely  hidden. 

Debray  (Compt.  rend.  76,  1025),  and  also 
MoiBsan  (U.),  look  upon  it  as  allied  to  the  lakes, 
and  as  consisting  of  gold  combined  with  stannic 
acid,  in  the  same  way  as  the  colouring  matter 
of  the  lake  is  combiped  with  alumina,  the  gold 
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being  insoluble  in  mercury,  as  the  colouring 
matter  is  insoluble  in  water.  Debray  has  pre- 
pared the  purple  by  boiling  freshly  precipitated 
stannic  hydroxide  with  a  mixture  oi  gold  omoride 
and  potassium  oxalate.  The  action  of  ammonia 
on  the  purple  is  similar  to  its  action  on  stannic 
hydroxide,  both  beins  soluble  while  moist,  but 
becoming  insoluble  when  anhydrous. 

The  fact  that  the  ammoniacal  solution  pre- 
cipitates gold  is  in  favour  of  the  view  that  the 
gold  is  present  in  the  metallic  state,  as  ammonia 
is  not  £nown  to  precipitate  precious  metals  by 
action  on  their  oxides. 

Debray  has  also  produced  a  purple  by  re- 
placing the  stannic  hydroxide  by  alumina. 

Muller  (J.  pr.  Chem.  [ii.]  30, 252)  has  prepared 
purples  by  several  processes  without  the  use  of 
tin.  A  pale  rose  (containing  0*1  p.o.  of  gold)  to 
deep  carmine  pigment  is  produced  by  igniting  a 
well  washed  and  dried  mixture  of  magnesium 
oxide  and  gold  chloride.  A  similar  result  is 
obtained  by  heating  the  mixture  in  a  current  of 
hydrogen. 

Lime,  calcium  carbonate,  calcium  phosphate, 
barium  sulphate,  and  lead  and  zinc  oxides  give 
similar  but  less  satisfactory  results. 

The  most  intense  purple  is,  however,  ob- 
tained by  reducing  a  nuxture  of  aluminium 
hydroxide  and  gold  chloride  with  alkaline  arrape- 
sugar  solution.  The  mixture  is  agitated  and 
heated  until  of  a  bright  scarlet  colour,  but  the 
colour  must  not  be  allowed  to  reach  a  puralish 
red,  or  the  resultant  product  will  be  of  inferior 
brilliancy. 

Similar  but  less  brilliant  purples  than  those 
with  magnesia  and  alumina  are  obtained  with 
tin.  As  much  stannous  chloride  as  corresponds 
with  0  grams -of  stannic  oxide,  is  dissolved  in 
200  c.c.  of  water,  and  the  solution  is  rendered 
alkaline  by  addition  of  potassium  carbonate. 
Grape  sugar  solution  is  added,  and  the  mixture 
is  diluted  to  300  litres,  and  is  warmed  until  of 
the  best  colour. 

These '  methods  of  preparation  uphold  the 
view  that  the  gold  is  present  in  the  metallic  state. 

Red,  blue,  violet,  and  green,  colloidal  solu- 
tions of  gold  can  be  readily  prepared.  Colloidal 
solutions  of  gold  can  be  formed  by  the  addition 
of  gold  chloride  solution  to  water,  containing 
«mall  quantities  of  the  following  substances : 
turpentine  oil,  pinene,  rosemary  oil,  or  potassium 
carbonate  with  formaldehyde,  pinene,  turpentine 
oil,  or  alcohol.  The  formation  of  the  colloidal 
solution  can  be  accelerated  by  adding  to  the 
gold  chloride  solution  a  few  drops  of  gold 
solution  alreadv  in  the  colloidal  state.  The 
colour  of  the  solutions  depends  on  the  tempera- 
ture and  the  concentration  (Vanino  and  Hartl, 
Ber.  1905,  38, 463  ;  1906, 39, 1696 ;  Zsiffmondy, 
Zeitsch.  physikal.  Chem.  1906,  56,  66 ;  Henrich, 
Ber.  1903, 36,  609  ;  Garbowski,  ibid,  1216).  Col- 
loidal gold  can  also  be  precipitated  by  the  action 
of  formaldehyde  or  acetaldehyde  on  gold  chloride 
in  the  presence  of  sodium  hydroxide  (Zsig- 
mondy,  Annalen,  1898,  301,  29  ;  Zeitsch.  Chem. 
Ind.  KoUoide,  1907,  i.  272)  or  potassium 
carbonate  (Thomas,  J.  pr.  Chem.  1909,  80,  518). 

Carey  Lea  (Zeitsch.  anorg.  Chem.  1897,  13, , 
447)  obtained  a  beautiful  green  solution  by  , 
mixing  a  10  p.c.  sodium  hyposulphite  solution  | 
with  1  CO.  of  gold  chloride  solution  (10  c.c.  { 
c=  1  gram  gold)  and  a  drop  of  sulphuric  acid.    As  , 


soon  as  the  solution  beginis  to  darken,  30  c.c.  of 
water  are  added.  Gradually,  a  bluish-black 
precipitate  of  metallic  gold  separates;  after 
nitration,  the  green  solution  again  becomes 
turbid.  If  the  solution  Ib  shaken  and  aUowed  to 
remain,  a  precipitate  of  gold  is  deposited  on  the 
sides  of  the  vessel,  which  is  yellowish  brown  by 
reflected  light  and  bright  blue  by  transmitted 
light. 

Humic  acid,  added  to  gold  chloride,  produces 
colloidal  gold  solutions  of  various  colours, 
depending  on  the  conditions  of  the  experiment 
(Ehrenbeorg  and  Pick,  Zeitsch.  chem.  Ind. 
KoUoide,  1909,  6,  30). 

When  1  litre  of  water  containing  1  gram  of 
auric  chloride  and  made  just  alkaline  with 
sodium  carbonate,  is  boiled,  and  then  poured 
into  300  C.C.  of  a  cold  solution  of  catechol 
(pyrocatechin)  containing  11  grams  per  litre,  a 
red  coloration  is  produced,  rapidly  turning  to 
violet.  On  mixing  10  such  preparations  and 
just  acidifving  with  sulphuric  acid,  the  liquid 
becomes  blue  and  deposits  a  blue  powder  which 
is  washed  with  water,  then  with  f^cohol,  is  dis- 
solved in  ammonia  and  can  be  reprecipitated  by 
sulphuric  acid.  The  substance  manifests  acid 
properties,  forming  salts  with  some  of  the  heavy 
metals  (Henriot,  Compt.  rend.  1904,  138, 
1044). 

A  stable  solution  of  colloidal  gold  of  thera- 
peutic value  is  obtained  by  reducing  with 
atoxyl  (p-aminophenylarsinate)  a  gold  chloride 
solution  made  faintly  alkaline  with  sodium 
hvdrogen  carbonate.  Similar  solutions  are 
also  obtained  by  reduction  with  sodium  sul- 
phanilate  or  naphthionate.  When  evaporated 
to  dryness  in  a  vacuum,  a  grey  residue  is  ob- 
tained which  dissolves  completely  in  water, 
forming  a  characteristic  ruby-red  solution  of 
colloidal  gold  (Poulenc  Fr^res,  D.  R.  P.  206343). 

Red  to  purple  colloidal  solutions  may  be 
obtained  by  passing  carbon  monoxide,  pure,  or 
mixed  with  carbon  oioxide,  through  a  solution  of 
auric  chloride  in  conductivity  water,  containing 
0002-0*05  p.c.  gold  (Donau,  Monatsh.  1905,  26, 
626).  Similar  solutions  have  also  been  obtained 
by  reducing  very  dilute  solutions  of  gold  chloride 
with  phenymydrazine  hydrochloride  (Gutbier  and 
Resenschek,  Zeitsch.  anonr.  Chem.  1904,  39, 
112),  hydrazine  hydrate  (Qutbier,  ibid,  1902, 
31,  448),  hydroxylamine  hydrochloride  (ibid. 
1902,  32,  347),  or  with  sodium  lysalbate  or 
protalbate  (Paal,  Ber.  1902,  36,  2236),  quinol, 
gallotannic  acid,  p-oxyphenylaminoacetic  acid, 
1:2: 4-diaminophenol  and  other  photographic 
developers.  Some  of  these  colorations  are  so 
intense  that  they  may  be  used  as  delicate  tests 
for  gold  (Saul,  Analyst,  1913,  54) ;  also  by  the 
action  of  AapergUlua  oryzcs  on  0*01  gram  gold 
chloride  in  100  c.c.  water  (Vanino  and  Hartl,  v)id. 
1904,  37,  3620).  An  electric  discharge  between 
gold  poles  also  gives  reddish-purple  or  dark  blue 
solutions,  which  can  be  filtered  without  change 
and  retain  their  colour  for  months  (Bredig, 
Zeitsch.  ansew.  Chem.  1898,  951 ;  Bpedig  and 
Reinders,  Zeitsch.  physikal.  Chem.  1901,  37, 
323).  Various  other  methods  of  preparing 
colloidal  gold  solutions  and  precipitates  have 
been  proposed  (Schottlander,  Cnem.  Zentr.  1894, 
ii.  409;  Brunck,  Annalen,  1903,  327,  240; 
Donau,  Monatsh.  1904,  25,  545 ;  Whitney  and 
Blake,  J.  Amcr.  Chem.  Soc.   1904,  26,  1339; 
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Vanino  and  Uartl,  Chem.  Zentr.  1907,  i.  1099 ; 
Vanino,  ibid,  1908,  i.  446 ;  Daa^,  J.  Pharm. 
Chim.  1900,  29,  241;  Doerinckel,  Zeitsch. 
anorg.  Chem.  1909,  63,  344;  Hartwagner, 
KoUoid.  ZeitBch.  1916,  16,  79;  Zsigmondy, 
Elektroohem.  1916,  22,  102). 

Qold  chloride  solution,  with  water  glass  and 
formalin  heated  on  the  water-bath  gives,  accord- 
ing to  quantity,  bright  red,  olaret-red,  blue, 
or  even  green  colloicbl  solutions.  Vezy  small 
amounts  of  gold  gave  a  rose-red  coloration 
( Kuspert,  Ber.  1902,  35, 4070). 

Accoiding  to  Stenbeig  (Ann.  Phvsik.  1908, 
[iv.]  26, 329),  the  various  colours  of  colloidal  sold 
solutions  are  due  to  the  difference  in  form  of  the 
particles.  Distinct  forms  of  particles  exist  for 
the  red  and  Uue  solutions  ;  the  violet  colour  is 
produced  by  a  mixture  of  these,  whilst  green 
solutions  are  due  to  the  condensation  of  the  par- 
ticles which  give  rise  to  the  red  and  blue  colour. 

The  liquid  hydrosols  of  gold  are  decolorised 
when  shaken  with  animal  cEarcoal,  barium  sul- 
phate, powdered  porcelain,  amorphous  silica, 
fibres  of  filter  paper  or  with  electrolytes,  but  if 
gum  arable  or  gelatin  is  present,  this  reaction  is 
prevented  or  dmiinished  (Donau,  Monatsh.  1906, 
26,  525).  An  electric  current  in  the  presence 
of  various  electrolytes  changes  the  red  colloidal 
solutions  into  blue  (Blake,*  Amer.  J.  Sci.  1903, 
[iv.]  16,  483). 

Silk  and  cotton  fibres  treated  with  tannin  or 
stannous  chloride  and  pyrogallol,  are  coloured 
red  and  blue  respectively,  on  addition  of  gold 
chloride.  This  colour  is  destroyed  by  concen- 
trated acids,  free  halogens,  and  reducing  agents, 
but  not  by  dilate  acicb  or  alkalis. 

GOLD,  YELLOW,  v,  Viotobia  ykllow. 

GOLDEN  YELLOW  v.  Naphthalene. 

GOIIAINE.  Trade  name  for  a  solution  of 
iodoform  and  camphor  in  sesam^  oil. 

OOMART  RESIN  v.  Olbo-bbsins. 

GOOSEBERRY.  The  fruit  of  Ribes  grosdu- 
laria  (Linn.).  There  are  manv  varieties,  differ- 
ing in  shi^,  size,  texture,  and  colour. 

They  are  largely  used,  both  immature  and 
ripe,  in  cookery,  as  raw  fruit  and  in  jam  making. 
The  average  oompoeition,  deduced  from  34 
analyses,  is  given  by  Konig  as  follows  : — 

Free  Invert  Saccha-  Other  carbo- 
Water  Protein  acid  sugar    rose       hydrates  Fibre  Ash 
83-6      0-6    1-4    71      0-9  06       3-6   04 

The  acidity  is  chiefly  due  to  malic  acid. 

H.  L 

OORNBROL.  Trade  name  for  an  essential 
oil  prepared  from  the  leaves  of  Melaleuca 
leucadendron  (Linn.)  (Nat.  Ord.  Myrtacea)  of 
New  Caledonia,  simUar  to,  if  not  identical  with, 
oil  of  Cajuput  {q.v,  under  art.  Oils,  Essential). 
Known  also  as  Niaoul  oil. 

GORSE,  caUed  also  FURZE  and  WHIN. 
Ulex  turtyptBus  (linn.).  A  plant  belonging  to 
the  leguminosa,  and  therefore  capable,  by  the 
aid  of  symbiotic  bacteria,  of  fixing  atmospheric 
nitrogen.  i 

It  will  grow  in  soils  poor  in  mineral  matter,  ' 
and  has  been  strongly  recommended  as  a  fodder  ' 
plant,  for  littering,  and  as  a  green  manure.  It  is 
estimated   that   a   crop   of   20,000   kilos,    per 
hectare  may  be  obtained,  and  that  this,  in 
feeding  value,  is  equal  to  8000  kilos,  of  hay. 


Average  composition,  according  to  Girard 
(Ann.  Agion.  1901,  27,  5) : 

N-freo 

extract     GeUuloae      Ash 
260  14-6  1-6 


Water     Protein      Fat 
62-7  4-6  0-9 


The  N-fiee  extract  includes  about  1-4  p.c. 
sugar,  9  p.c.  pentosans,  and  1*6  p.c.  pectin. 
The  ash  contains : 


E,0 
271 


GaO 
11-7 


MgO 
4-3 


Fe,0, 
2-4 


PiO, 


6-7 


SO. 
4-7 


With  hones  the  digestion  coefficients  ob- 
tained were  as  follows  :  Ash  40,  fat  22,  protein 
56,  cellulose  43,  sugar  100,  total  non-nitrogenous 
matter  55.  With  sheep  the  figures  were  lower. 
Only  the  tender  young  shoots  are  zeadilv 
eaten  by  animals,  unless  the  material  be  weU 
crushed,  so  as  to  soften  and  break  the  prickles. 

Experiments  in  1899  and  1901  by  Voelcker 
(Jour.  Koy.  Agric.  Soo.  for  these  years)  showed 
that  with  sheep,  gone,  properiy  comminuted 
by  special  machinery,  could,  with  advantage, 
replace  a  portion  of  the  roots  used  in  feeding. 
Not  more  than  9  or  10  lbs.  of  gorse  per  head,  per 
week,  however,  could  be  used.  H.  I. 

GOSLARITE,  ZinovUriol,  or  While  vUHoi, 
Hydrated  zinc  sulphate  Zn804,7UsO,  crystal- 
lised in  the  orthomombic  system  and  isomor- 
pbous  with  epsomite.  It  results  from  the 
weathering  of  zinc-blende,  and  usually  forms 
white  encrustiiu^  masses,  or  sometimes  aggreeates 
of  fine,  silky  fibres.  Being  readily  soluble  in 
water  it  is  not  of  common  occurrence,  but  is 
occasionally  found  in  the  old  galleries  of  zinc 
mines.  Oonsiderable  quantities  were  at  one 
time  obtained  from  the  Rammelsberg  mine  near 
Goelar  in  the  Harz  Mountains.  Varieties  are 
ferro-goslarite  and  cupro-goslarite. 

L.  J.  S. 

GOSSYPITRIN  V.  Gluoosidss. 

GOSSYPOL.  A  toxic  principle  contained 
in  cotton  seed  and  present  in  glands  in  all 
parts  of  the  cotton  plant  but  the  woody 
tissues ;  gives  a  blood-red  solution  in  sulphuric 
acid,  and  a  blue  coloration  when  its  Mudiids 
solution  is  exposed  to  ihe  air.  Is  found  in 
commercial  cold-pressed  cotton-seed  oil  to  the 
extent  of  1-5  p.c,  but  not  in  the  '  hot-pressed  * 
oil,  as  the  goesypol  is  then  oxidised  and  most  of 
it  remains  m  the  cake  (Carruth,  J.  Amer.  Chem. 
Soc.  1918,  40,  647). 

GOUDANG  WAX  v.  Waxbs. 

GOULARDS  EXTRACT,  LOTION,  WATER. 
Solutions  of  basic  lead  acetate. 

GRAHAMITE.  A  variety  of  bitumen  allied 
to  gilsonite  (g.v.). 

GRAIN  LAC  V.  Lac  resins,  art.  Resiks. 

GRAIN  OIL  V.  Fusel  oil. 

GRAIN  TIN  V.  Tin. 

GRAINS   OF  PARADISE  v.  Cooculus  nt- 

DICUS. 

GRANITE.  An  acid  igneous  rock  consisting 
of  a  granular  (hence  the  name)  holocrystalline 
aggregate  of  quartz,  felspar,  and  mica.  It 
contains  about  65-75  p.c.  of  silica,  which  is 
present  partly, as  free  silica  (quartz  forming 
30-50  p.c.  of  the  rock),  and  partly  in  combina- 
tion in  the  silicates.  The  felspar  (36-68  p.c.)  is 
generally  a  potash -felspar,  usually  orthodase, 
out  sometimes  microcline;  it  may  also,  espe- 
cially in  the  *  soda  granites,'  be  a  soda-beanng 
orthoclase,  anorthocTase,  or  a  plagioclase  (albite 
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to  oiigocslftse).  The  mioa  (5-18  p.c.  of  the  rock) 
is  usiuJly  of  two  kinds,  a  white  mica,  muBCovite, 
and  a  Uack  mica,  biotite.^  The  one-mica 
granite  biotite-granite  is  sometimes  djatrngnkhed 
as  gianitite.  Less  frMuently,  hornblende  or 
angite  may  partly  or  wholly  take  the  place  of 
mica,  as  in  hcnrnblende-^^ianite  and  augite- 
granite.  In  other  varietieSy  especially  those 
altered  by  pneumatolytic  asendes,  tourmaline 
may  be  present.  Granites  differ  widely  in  their 
general  appearance  and  character,  due  to 
variations  in  their  coarseness  of  grain,  the 
oocasionai  presence  of  larger  porphyritio  crystals 
embedded  in  a  finer-grained  ^roundmass,  the 
colour  of  the  felffpars  (doll  white  to  pink),  the 
lack  or  predommance  of  the  dark-coloured 
minerals,  oiotite,  and  h<»nUende.  Sp.gr.  2*6- 
2'S ;  weight  per  cubic  foot,  160-175  lb. ;  crush- 
ing strength,  1000-2000,  or  sometimes  eyen 
3000,  tons  per  square  foot.  D^ree  of  porosity 
y^  low,  0'2-0*3  p.c  The  grain  of  tne  rock 
is  sufficiently  coarse  for  the  individual  minerals 
to  be  distinguishable  by  the  unaided  eye.  -  It 
varies  from  fine  (^ined  in  aplite  (a  variety 
composed  of  only  quartz  and  mlspar)  to  vny 
coarse  grained  in  pegmatite  and  graphic  granite 
(the  latter  chancterised  by  an  mtmiate  inter- 
growth  of  quarts  and  febpar).  At  times 
granite  displays  a  mora  or  less  pronounced 
foliated  structure  (gneissoee.  granite),  passing 
imperceptibly  into  gneiss.  This  rock  has  the 
slime  mineral  and  chemical  composition  as 
granite,  and  to  a  certain  extent  can  be  employed 
K>r  the  same  purposes. 

The  following  analyses  are  of :  I,  Coarse- 
grained,  red  biotite-granite  from  Peterhead, 
Aberdeen  (J.  A.  Phillips,  1880).  II,  Fine- 
grained,  bluish-grey  musoovite-biotite-granite 
from  Rubislaw,  Aberdeen  (W.  Mackie,  1901). 
Ill,  Biotite-mnite  with  large  porphyritic 
crystals  of  red  felspar  from  Shap,  Westmorland 
(J.  B.  Ck>hen,  1891).  IV,  Grey  mnsoovite- 
Motite-granite  from  Gready  near  Luxullian, 
ComwJl  (J.  A.  Phillius,  1880).  V,  Dark  red, 
medium-grained  homblende-biotite-granite  from 
Mount  Sorrel,  Leicestershiro  (0.  K.  Baker). 
VI,  Average  of  nine  analyses  of  the  grey,  two- 
mica  granites,  of  Leinster,  8.E.  Ireland  (S. 
Haughton,  1855).  For  a  large  collection  of 
analyses  of  granite,  t;.  J.  Roth,  Beitr&ge  z. 
Petrographie  d.  plutonische  Gesteine,  Berlin, 
1873-84 ;  H.  S.  Washington,  U.S.  GeoL  Survey, 
Prof.  Paper,  1917,  No.  99. 


I. 

11.      ni.     IV. 

V.       VI. 

StO,     . 
A1,0,   . 

73-70 

69-01  68-55  69-64 

6716  72-08 

14i4 

17-74  16-21  17-35 

16-19  14-46 

IV^* : 

0-43 

0-97    2-26    1-04 

3-82    2-40 

1-49 

2-05  n.d.     1-97 

—       — 

KnO     . 

trace 

—     0-45    trace 

—      

CaO      . 

1-08 

1-96    2-40    1-40 

2-69     1-76 

MgO     . 

trace 

0-48    1-04    0-21 

1-68    0-10 

K,0     . 

4-43 

3-94    4-14    4-08 

6-38    4-80 

Na,0    . 

4-21 

2-73    408    3-51 

2-43    3-01 

P1O5     . 

trace 

—      —     trace 

—     — 

H.O     . 

0-61 

118    n.d.    0-72 

102    0-91 

100-39  10005  9913  9992  10017  9962 
Sp.gr.    .       2-69      2-61    269    272      266    263 

^  These  minerals  carry  part  of  the  potash,  each  of 
theod  containing  about  10  p.c.  KjO.  The  bulk  of  the 
potash  is,  however,  carried  oy  the  felspar,  pure  potash- 
felspar  containing  lO'O  p.c.  K,0. 


Granites  are  of  wide  distribution  as  rock- 
masses  of  connderaUe  magnitude.  They  are 
extensively  developed  and  quarried  in  Cornwall 
and.  Devon,  where  they  occur  as  a  series  <^ 
bosses  protruding  through  the  killas  or  day- 
slate.  The  largest  of  these  intrusions  are, 
raooeeding  westwards,  those  of  Dartmoor, 
Brown  Willy  or  Bodmin  Moor,  St.  AusteU  or 
Hensbarrow,  Cam  Menelez  or  Penryn,  and  the 
Land's  End  or  Penzance  districts.  In  addition 
to  these  principal  exposures  there  are  numerous 
smaller  masses.  The  granite  of  Devon  and 
Cornwall  is  usually  grey  and  coarse-grained,  but 
red  granite  also  occurs,  as  at  Trowlesworthv 
in  the  western  part  of  Dartmoor.  Although 
used  locally  since  prehistoric  times,  Cornish 
granites  wen  not  s]^matioally  quarriea  until 
eariy  in  the  eighteenth  century;  one  of  the 
first  quarries  to  be  developed  was  the  De  La^ 
quarry  near  Bodmin,  which  supnlied  the 
material  for  the  exterior  of  the  Eddystone 
lighthouse  in  1756.  Dartmoor  granite  was 
sent  to  London  in  1817  for  the  construction 
of  WatetkM)  Bri(i^,  and  in  1831  for  London 
Bridge.  The  granites  of  SootUnd  are  of  great 
industrial  importance.  Aberdeen  granite  was 
first  brought  to  London  for  pavinc  in  1764,  but 
the  great  development  of  thie  trade  dates  from 
about  1850.  The  Aberdeen  stone,  valued  for 
monumental  work,  is  of  a  grey  or  blue  tint; 
whilst  that  of  Peterhead  is  usually  of  a  fine 
pink  c(dour.  The  Boss  of  Mull  in  Argyllshire 
famishes  a  handsome  pink  granite,  yielding 
blocks  of  exceptional  size.  Granite  is  also 
quarried  in  Kirkcudbrightshire,  the  grey  stone 
of  Dalbeattie  being  well-known  in  commerce. 
Ireland  is  rich  in  granites.  The  very  laise 
Leinster  mass,  in  the  counties  of  Dublin,  Wick- 
low,  Wexford,  and  Cariow  was  quarried  as 
eariy  as  1680.  Other  important  occurrences 
are  in  the  Bfoume  Mountains  in  Co.  Down,  and 
in  Co.  Galway  and  Co.  Donenl.  Other  British 
occurrences  are  in  the  SciUy  Islands,  Jefsey 
and  Guernsey,  Lundy  Island,  Malvern  Hills, 
Mount  Sorrel  in  Leicestershire,  Skiddaw,  Esk- 
daie,  and  Shap  in  the  Lake  District,  the  Sam 
district  in  North  Wales,  Foxdale  and  Dhoon 
in  the  Isle  of  Man;  and  in  Scotland  many 
other  localities  in  addition  to  those  mentioned 
above. 

Granite  is  extensively  used  as  a  building 
and  paving  stone,  and  owing  to  its  massive 
charsicter  and  durability  it  is  especially  useful 
where  massive  constructive  wois  is  required, 
as  in  the  foundation  of  buildings,  in  docks,  sea- 
walls, pieiB  of  bridges,  lighthouses,  Ac,  Taking 
a  hiffh  polish,  whioi  is  retained  on  exposure  to 
weatner,  and  being  suitable  for  carvmg,  it  is 
much  in  demand  for  ornamental  and  monu- 
mental work.  Refuse  from  the  quarries  is 
dressed  as  paving  setts,  curb  stones,  or  crashed 
and  screened  for  road  metal,  railway  ballast, 
and  granite  chips.  Partly  weathered  granite 
from  near  the  surface,  especially  when  covered 
by  a  soil  rich  in  humic  acids,  shows  dull  cloudy 
felspars  and  the  darker  silicates  have  a  rusty 
appearance,  and  the  rock  itself  is  often  quite 
crumbly.  This  surface  weathering  may  some- 
times extend  to  considerable  depthis,  and  under 
certain  conditions  china-stone  or  china-clay 
may  result.  The  solid  fresh  rock  is,  however,^ 
little  affected  by  weathering  processes  when 
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employed  as  a  buildiiig  stone.  The 
portaot  cane  d  disintegntkn  under  these 
conditioDS  is  that  dne  to  toe  uneqiuil  depee  of 
ezMiisioii  sod  eoDtnctkm  of  the  diiferent 
duoobIs  with  chsoges  d  tempeimtme ;  co«ne-  ' 
grained  gnnites  heing  mote  afiected  by  this 
sgeocy  Uiso  the  finer-enined  Tarieties.  The 
handsome  coane-gramed  BapakiTi  granite  of 
Finland  Ucks  dniability  on  thk  acooant. 
Granite  has,  howerer,  the  defect  that  it  does  | 
not  lesist  fire  wdL  The  cracking  and  scaling 
of  the  smfaoe  is  doe  to  the  presoice  of  vast 
nnmbeis  of  microscopic  caTities»  containing 
water  and  liquid  carbon  dioxide,  in  the  onartz. 
Stone  containing  nodnks  and  specks  of  iron- 
pyrites  should  Be  ayoided,  since  this  mineral 
resdilv  decomposes,  producing  free  acid  and 
nnskhtly  brown  stains.  Of  special  rarieties 
used  to  ornamental  purposes  mention  may  be 
made  of  luznllianite,  and  orbicular  or  spheroidal 
granite.  The  former,  from  Lnxnllian  in  Corn- 
wall, consists  of  lane  poiphyritic  crystals  of 
pink  felspar  set  in  a  olack  matrix  of  tourmaline 
and  quartz.  A  good  set  of  laige  polished  blocks 
and  slabs  of  orbicolar  sranite  from  several 
localities  is  displayed  in  toe  Mineral  Gallery  of 
the  British  Mosenm  (Natural  History).  Granite 
was  used  as  an  ornamental  stone  by  the  ancient 

ptians  and  the  Romans. 

iranite  rocks  are  always  divided  naturally 
by  joints,  which  nsnally  nm  in  three  directions, 
approximately  at  right  angles,  thus  enabling 
the  rock  to  be  quarried  in  roughly  cuboidaJ 
blocks.  These  are  sometimes  of  considerable 
size,  providing,  for  exampAe,  the  obelisks  up  to 
100  feet  in  length  obtained  by  the  ancient 
Egyptians  in  the  quarries  of  pink  hornblende- 
biotite-granite  at  Assouan  (— Syene)  in  Upper 
Egypt.  The  blocks  aro  split  up  by  'plug  and 
feather  *  wedges,  the  splitting  takJdng  place  more 
readily  in  certain  directions,  known  to  the 
quarrymen  as  the  *  rift '  or  '  grain  *  of  the 
stone.  This  is  sometimes  due  to  the  presence 
of  flow  structure  in  the  rock  with  a  parallelism 
of  the  flakes  of  mica,  but  at  other  times  it  is 
apparently  due  to  the  effect  of  stresses.  When 
the  surface  is  required  to  be  dressed  smooth. 


Bg^. 


it  is  '  fine-axed  *  by  continual  tapping,  at  right 
angles  to  the  face,  with  a  special  form  of  axe. 
Slabs  aro  cut  by  diamond  saws,  and  columns 


up  to  8  feet  in  <liameter  aro  turned  in  the  Uthe 
inth  diamond-set  tools.  The  polishing  of 
granite  is  effected  by  cast-iron  planes  worked 
over  the  smoothed  surface,  first  with  sand  and 
water,  and  then  with  emery,  the  final  polish 
being  given  with  putty  powcfer  applied  on  thick 
felt.  In  this  way  even  elaborate  mouldings  aro 
polished.  The  name  granite  is  sometimes 
mcorroctly  applied  as  a  trade-name  to  stones  of 
other  kinds,  e.a.  *  black  granite  '  to  a  gabbro  or 
other  dark-coloured  igneous  rock  of  granitic 
texture,  *  Petit  ^pmit '  to  a  bhick  Belgian 
marble  spotted  with  white  encrinites,  *  Mendip 
granite  *  to  a  limestone,  and  *  Jngleton  granite  * 
to  a  conglomerate. 

Veins  of  metalliferous  ores  frequently  occur 
in  connection  with  granite  maAes,  either  in 
the  granite  itself  or  at  its  junction  with  the 
BuiTOunding  rocks.  Tin  oro,  in  particular,  is 
almost  always  found  only  in  association  with 
granite.  The  pegmatite  veins  occurring  in 
connection  with  granite  often  carry  various  gem- 


stones  (toiinnalioe»  heryi^  Ac)  and  me-eaith 
minenk. 

Btftrtmcea, — G.  F.  Hams,  Granite  and  our 
Granite  IndustiwB,  London,  1888.  J.  Watson, 
British  and  Foreign  Building  Stones,  CambcM^ey 
1911.  J.  A.  Howe,  Geolofnr  of  Bnikling  Stones, 
London,  1910.  G.  P.  Mer^  Stones  for  Bnllding 
and  Decoration,  Srd  ed..  New  York,  1903. 
On  the  granites  of  the  eastern  United  States, 
V.  T.  N.  Dale,  BulL  U.&  GeoL  Survey,  1907, 
No.  313;  1908,  No.  354;  1909,  No.  404;  1911, 
No.  484.  L.  J.  & 
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GRAPE.  The  berry  of  Vitia  vinijtra  (Linn.). 
There  are  many  varieties  differing  in  size,  shape, 
colour,  and  composition. 

Konilg  gives  as  the  average  percentage 
composition — 


Nitroflnioas  Free 
Water  substances  acid 
791  0-7  0-7 


Invert  Other  ctfbo- 
angar  hydrates  Fibre  Ash 
15-0         1-9     21     0-5 


The  suffar  (glucose)  in  p^icular  is  liaUe  to 
considerable  variation,  ranging  from  9  to  18  or 
19  p^. 

This  variation,  as  well  as  that  in  the  acidity 
—due  to  tartaric  acid  or  acid  potassium  tar- 
trate—is  influenced  not  only  by  the  variety, 
but  also  by  the  climate  and  soil ;  a  wet  winter 
and  a  hot,  dry  summer  being  generally  favour- 
able to  the  production  of  sweet  srapes,  suitable 
for  wine  making,  whilst  much  rain  during 
the  ripening  period  dilutes  the  juice  and  leads 
to  the  bursting  and  consequent  injury  of  the 
berries. 

The  proportion  of  skin  and  seeds  shows  con- 
siderable variation  in  different  varieties,  averag- 
ing about  2*2  p.c.  of  the  whole  fruit,  and  of  this 
the  seeds  usually  constitute  about  one-fourth. 
The  skin  contams  tannin,  and,  according  to 
Malvezin  (C^mpt.  rend.  1908,  147,  384),  a 
yellow  colouring  matter,  which,  on  oxidation 
either  by  exposure  to  air  in  aqueous  solution, 
or  by  the  action  of  an  enzyme,  present  in  red 
but  absent  in  white  grapes,  changes  to  a  red 
substance. 

Sostegni  (Gazz.  chim.  ital.  1902,  32,  ii.  17) 
states  that  the  red  colouring  matter  is  a 
tannin  derived  from  protocatechuic  acid  and 
has  the  formula 

C,H,(OH),COCeH,(OH)0-C^,(OH),. 

According  to  Willst&tter  (Sitzungsber.  K. 
Akad.  Wiss.  Berim,  1914,  12,  402),  the  autho- 
cyanin  of  grapes — anin,  is  obtained  by  digesting 
grape-ski]^  with  acetic  acid  and  aculing  ether 
to  the  extract.  The  picrate  of  oenin  forms  long 
red  prisms,  the  chloride,  prisms  with  a  green 
glance.    (Enin  is  a  monoglucoeide  of   oenidin. 

The  skin  and  seeds  of  grapes,  m  a  moist  con- 
dition, were  analysed  by  Balland  (Rev.  intern, 
falsif,  1900, 13,  92),  who*  found  them  to  have  the 
following  percentage  composition — 

Nitrogenous    Soluble  carbo-  Crude 

Water  »ubstances  Fat  hydrates      fibre  Ash 

Skin    .  76-5       1*6       0-9        18*4        21  0-6 

Seeds  .  38*7       5-6       86        18-9      27-6  07 


Witt] 
grapes, 
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The  aah,  aceoidmg  to  Konlg,  oontaiiis — 


o    2 


FerecBt.  o(   -^    o  ^    cT      * 

ashiBdnr^J*0      wl*     ^ 

snhstaiiod     MSco     Sh      o^odSS 

Wliole  tnOi 8-93  53*0  S*?    «'9  3*8  1*2  21*3  5*0  36  1*8 

Skin  .408  442  1*9  21*0  5'7  1*5  170  3*7  3-0  0*6 

Seeds  .  2*81  28*7  —  33*9  8«  0*6  24*0  2*5  11  0*3 

About  0-2  PLC  of  mangMieae  oxide  is  alao 
lamally  prBsent. 

Bc»ic  add  has  been  found  in  rapes  (Cimmp- 
ton,  Amer.  CShem.  J.  11,  227;  BaomMt,  Ber. 
21,  3290).  Salioj^c  add  also  oooore,  eniedally 
in  the  stalks  (Mastbanm,  CSiem.  Zdt.  1903,  27, 
829). 

Dried  grapes  constitttte  raisins  and  cuirants 
and  are  extensively  used.  Their  average  com- 
position, as  given  by  Konig,  is  respectively — 

Baialiis        Currants , 
Water      .  .         .245  25*4 

Nitrogenous  substances      .2*4  1*2 

Pat  ....    0*6  — 

Free  acid  .1*2  1*5 

Invert  sugar     .  .  50*3  61*8 

Cane  sugar        ...     2*0  — 

Other  carbohydrates  .1*3  5*9 

Crude  fibre  and  seeds  .     7*0  2*4 

Ash  ....     1*7  1*8 

American  analyses  give  considerably  less 
water  and  more  ash  than  these  figures. 

H.  L 

GRAPE  FRUrr  {Pomeio,  Shaddock).  The 
fruits  of  various  sub- varieties  of  Ciinu  dfcumana 
(Murr.),  indigenous  in  Java,  only  some  of 
which  are  edible.  All  contain  a  bitter  principle 
(naringin,  q,v.),  and  the  non-edible  varieties 
yield  the  oil  of  bitter  oranse  or  *neroli-oir 
{we  Orange  Flower  Oil,  Art.  On^,  Essential). 
By  steam  distillation  the  rind  yields  from  1  to 
5  p.c.  of  a  clear  yellow  oil  with  an  odour  like 
citral,  [»]jj  20°= 1*476- 1*4786;  optical  activity 

in  100  mm.  tube  at  20''=+72'5  and  +78*6; 
sp.gr.  0*845-860  at  20°.  It  contains  (2-limonene, 
90-92  p.c, ;  citral,  3-5  p.c. ;  a-pinene,  0*5-r6 
p.c. ;  geraniol,  1-2  b.c.  ;  linalool,  1-2  p.c. 

Qrape  frait  is  the  richest  of  all  the  citrus 
fruits  m  pectin  and  pectose  materials ;  the 
average  of  recoverable  pectin  being  considerably 
above  10  p.c.  of  the  peel  weight. 

GRAPE  SEED  OiL  is  obtained  from  grape 
seeds  {Vitis  vinifera  [Linn.])  b^  expression  or 
by  extraction.  As  yet  the  oil  is  only  of  local 
importance,  and  is  expressed  only  for  local 
consumption,  although  it  has  been  estimated 
that  the  waste  seeds  from  the  manufacture  of 
oil  in  Italy  would  yield  about  18,000  litres  of 
oil  per  annum.  In  Italy  and  in  the  south  of 
France  (and  even  in  south  Germanv)  it  is  said 
to  be  used  as  an  edible  oil.  The  cold-expressed 
oil  has  a  solden-yellow  colour,  and  is  free  from 
odour.  If  the  seeds  have  been  stored  for  some 
time  the  expressed  oil  is  dark,  and  acquires  a 
slightly  bitter  flavour.  The  chemistry  of  this 
oil  is  not  fully  known,  as  the  dala  obtained  by 
the  several  observerB  who  examined  grape  seed 
oil  are  verv  conflicting.  At  first  it  was 
credited  with  a  very  high  acetyl  value,  and 
was  compared  in  this  respect  with  castor  oil,  so 
that  its  use  for  the  manufacture  of  Turkey  red 
oil  had  been  proposed.  More  recent  examina- 
tions have  shown  that  grape  seed  oil  has  a 
very  high  iodine  value,  so  tnat  the  oil  would 
Vol.  ni.— T. 


seem  to  beloog  to  the  semi-diying  or  drving 
oils.  The  diacrepancice  in  the  recorded  va1nf« 
are  probably  due  to  the  oils  yielded  by  the  see<fe 
of  grapes  of  different  varieties  diffmng  in  their 
characteivtics.  For  example,  a  genuine  speci- 
men of  grape  seed  oil  examined  by  Piuis  had 
an  iodine  vahie  of  96,  and  an  acetyl  value  of 
143,  whereas  another  oil  of  undoubted  purity 
examined  by  dell'  Acqua  had  an  iodine  VMue  m 
143,  and  an  acetyl  viJue  of  17*8. 

AniM  (Compteerend.  192K  172«  1413)  sepa- 
rated the  hydroxy  fatty  acids  by  fractional  crys- 
tallisation of  the  lithium  s  ilts  from  dilute  alixthol. 
The  average  composition  of  the  mixeil  fatty 
acids  was :  solid  acids,  12*5,  liquid  acids,  ^2*5, 
and  visoous  hydroxy  acids,  25*0  p.c.  The  low 
moleo.  weight  (277)  of  the  hydroxy  fatty  acids 
did  not  support  the  view  that  they  consisted  of 
rlcinoleic  add. 

The  oil-ciJce  irom  the  expressed  seeds  is 
f  airiy  rich  in  proteins  and  potassium  phosphate. 
A  sample  examined  by  Paris  (Stas.  sper.  Agrar. 
Ital.  1911,  44,  669)  contained  9*12  p.c.  of 
proteins,  4*25  p.o.  of  fat,  and  3*15  p.o.  of  ash, 
which  contained  14*33  p.c.  of  phosphoric 
anhydride  and  22*33  p.c  of  potaasium  oxide. 

GRAPmO  TELLURIUM  v.  TxLLURnm. 

GRAPHITE,  a  form  of  carbon  crystallised 
in  the  rhombohedral  system,  known  also  as 
piumboffOy  and  populariy  as  Hack  leatL  It  occuni 
usually  as  compact  and  crystalline  masses,  but 
occasionally  as  six-sided  tabular  crystals  which 
cleave  into  flexible  laminie  parallel  to  the  basal 
plane.  It  is  iron-black  or  steel-grey  in  colour, 
:  with  metallic  lustre,  and  has  a  spfgr.  of  2*25. 
In  consequence  of  its  softness  (H.^l)  and  the 
ease  with  which  it  produces  a  metallic  streak 
when  rubbed  on  paper,  it  is  laigely  used  in  the 
manufacture  of  pencils,  whence  the  name 
*ffraphite  *  civen  to  it  by  Werner,  from  ypi^u 
(I  write).  It  was  formeriy  called  moiybdiBna, 
and  confused  with  molybdenite  (MoS.),  a 
mineral  which  also  gives  a  metallic  mane  on 
paper.  (On  the  history  of  these  names,  and 
of  plumbago,  v,  J.  W.  Evan.^,  Trans.  Philological 
Soc.  1908,  133.)  Graphite  seems  to  have  been 
first  recognised  as  a  distinct  mineral  by  Qesnor, 
who  figured  a  lead  pencil  in  1506  (Roscoe). 
Scheele  in  1779  showed  that  graphite  was  a 
kind  of  mineral  carbon,  since  it  could  be  con- 
verted into  carbon  dioxide  by  the  action  of 
nitric  acid.  As  the  carbon  is  usually  associated 
with  more  or  lees  iron,  the  older  mineralogists 
described  the  mineral  as  a  *  carburet  of  iron,* 
but  Vanuxem  demonstrated  that  the  iron  is 

? resent  as  ferric  oxide  and  not  as  a  carbide, 
'he  ash  left  on  the  combustion  of  graphite 
usually  contains,  in  addition  to  the  feme  oxide, 
silica,  alumina,  and  lime. 

Exposed  on  platinum  foil  to  the  flame  of  the 
blowpipe,  graphite  bums,  but  often  with  more 
difficulty  than  diamond.  When  heated  with  a 
mixture  of  potassium  dichromate  and  sulphuric 
acid,  it  disappears.  In  order  to  obtain  per- 
fectly pure  graphite,  the  mineral  is  first  ground 
and  washed  to  remove  earthy  matter,  and  then 
treated,  according  to  Bro<fie's  method,  with 
potassium  chlorate  and  sulphuric  acid ;  on  sub- 
jecting the  resultinff  product  to  a  red  heat,  pure 
carbon  is  obtained  in  a  remarkably  fine  state  of 
division. 

8r 
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The  following  analvses  are  Beleoted  from  a 
Uige  number  by  C.  M^e  (Oompt^  rend.  64, 


I 

n 

81-08 

7-30 

11-62 

m 

IV 

Carbon    . 
Volatile  matters 
Ash 

91-55 
1-10 
7-36 

79-40 

5-10 

16-50 

78-48 

1-82 

19-70 

100-00 

100-00 

100-00 

100-00 

I.  Very  fine  Cumberland  graphite,  Bp.gT. 
2*345.  n.  Graphite  from  Pasean,  Bavana, 
Bp.gr.  2-303.  in.  Crystallised  graphite,  from 
Ceylon,  sp.gr.  2350.  iV.  Graphite  from  Buck- 
ingham, Cuiada,  sp.gr.  2-286. 

Graphite  when  used  for  pencils  is  frequently 
mixed,  m  a  powdered  state,  with  pure  day,  and 
the  mixture  consolidated  by  hydraulio  pressure. 
It  is  also  sometimes  mixed  with  sumhur  or 
with  antimony  sulphide.  Brookedon  nnt  sug- 
gested the  use  of  the  hydranlio  press  as  a 
means  of  obtaining  from  powdered  ffraphite  a 
homogeneous  and  coherent  mass,  wSioh  could 
be  readily  sawn  into  pieces  of  convenient  sice. 
The  finest  pencil  lead  was  yielded  by  the 
ancient  mine  at  Borrowdale  m  Cumb^land, 
where  it  occurred  in  pipes,  strings*  and  irregular 
masses,  or  *sops,'  associated  with  a  dyke  of 
diorite  and  with  intrusiye  masses  of  diaMse,  in 
the  Cambro-Silurian  volcanic  series  known  as 
'the  green  slates  and  porphjn^es.'  The  Cum- 
berland gra]^hite  was  formerly  termed  *  wad,*  a 
name  sometimes  applied  also  to  native  oxide  of 
manganese.  (For  description  of  the  old  Borrow- 
dale workings  v.  J.  C.  Ward  in  GeoL  Survey 
Mem.  on  Lake  District,  1876.)  A  small  amount 
of  graphite,  about  100  tons  per  annum,  is 
obtain^  from  the  Craigman  mine,  near  Cumnock 
in  Ayrshire ;  here  the  mineral  usually  exhibits 
a  columnar  structure,  and  it  has  been  produced 
by  the  baking  action  of  dykes  of  igneous  rock 
on  seams  of  coal  (t;.  Special  Reports  on  the 
Mineral  Resources  of  Great  Britain,  Mem.  Geol. 
Survey,  vol  v.  2nd  ed.  1917). 

Excellent  graphite  is  found  in  Siberia,  espe- 
cially at  the  Maninoskoi  mine,  in  the  Tunkinsk 
Mountains,  Government  of  Irkutsk.  This  de- 
posit, discovered  in  1838,  occurs  in  gneiss,  asso- 
ciated with  diorite;  it  has  been  laigelj|r 
worked  by  M.  Alibert  to  supply  Faber's  pencil 
factory.  In  1860  graphite  was  discovered  in 
granite  near  the  river  Nizhne  Tunffusska,  and 
workings  were  undertaken  by  M.  Sicbrov.  (For 
Russian  graphite  v.  N.  Koksharov,  Materialien 
z.  Mineruogie  Russlands,  1862,  4,  153,  where 
analyses  are  given.) 

The  best  quality  of  graphite  found  in  laige 
quantities  is  that  from  Ceylon.  The  mineral 
is  widely  distributed  through  the  western  and 
north-western  provinces  of  the  island,  and  is 
obtained  from  a  large  number  of  small  pits, 
there  being  but  few  mines  of  any  size.  The 
output  amounts  to  about  30,000  tons  per  annum, 
witn  a  value  of  rather  over  half  a  million  pounds 
sterliiu^.  In  1916  the  output  was  33,400  tons, 
valued  at  £1,500,000,  of  which  80  p.o.  was 
imported  by  America.  (On  the  graphite 
deposits  of  Ceylon  v.  A.  K  Coomaraswamy, 
Mmeralogical  Survey  of  Ceylon,  1903,  etc. ; 
Quart.  J.  Geol.  Soc.  1900,  56,  590.)    In  India, 


graphite  is  found  at  several  localities,  chiefly 
in  tne  Madras  Presidency,  the  best  coming  from 
Travancore,  but  even  tms  is  far  inferior  to  that 
from  Cevlon. 

In  tne  United  States,  graphite  is  widely 
diffused,  but  rarely  in  sufficient  quantity  to  be 
worked.  The  principal  locality  is  Ticonderoga, 
in  Essex  Co.,  New  York,  where  the  Dixon 
Crucible  Co.  have  worked  a  schist  containing 
about  10  p.c.  of  craphite.  It  has  also  been 
worked  to  a  limited  extent  near  Raleigh,  North 
Carolina ;  at  Stourbridge,  Mass. ;  at  Cumber- 
land Hill  in  Rhode  L  ;  and  at  Sonora  in  Cali- 
fornia. The  graphite  *  ores  *  are  crushed  or 
stamped,  and  then  washed,  whereby  the  flakes 
of  graphite  are  readily  separated  from  the  denser 
matrix.  In  the  Laurentian  gneiss  of  Canada, 
graphite  is  of  frequent  occurrence,  and  has 
occasionally  been  worked,  as  at  the  Buckingham 
Mines.  The  mineral  is  usually  found  in  veins 
and  nodular  masses,  or  finely  disseminated 
through  bands  of  limestone.  It  is  widely  dis- 
tributed in  the  gneissic  rocks  of  Madagascar, 
and  is  there  mined  at  a  number  of  localities. 
In  1917  the  French  colony  exported  over 
33,000  tons,  divided  almost  equally  between 
Fiance  and  England.  Graphite  is  also  exten- 
sively mined  at  several  places  in  Korea,  where 
the  deposits  have  the  form  of  beds,  nests,  stocks, 
and  veins  in  gneiss  and  metamorphosed 
PaUeozoio  sediments. 

In  Europe,  extensive  deposits  of  graphitic 

schists  occur  in  the  Eastern  Alps  ana  in  the 

mountainous    region    between    Bohemia    and 

Bavaria  (Bdhmerwald)      These  are  extensively 

mined   in-  Moravia,    Styria,    and   particularly 

in    the  east    of    Bohemia,   where    the   annual 

output  reached  50»000  tons  :    but  the  material 

is  of  inferior  quality,  containing  often  50  p.c. 

of  ash.    Considerable  amounts  are  also  obtained 

in  the  north  of    Italy,  but  the   weU-known 

locality  at   Passau  in   Bavaria  is  now  little 

worked.    (On  Alpine  Occurrences  of  Graphite  v. 

£.  Weinschenk,  Abh.  bayer.  Akad.  Wiss.  1898, 

19,509,521;  1901,21,279.) 

I        Daubr6e  has  obtained  graphite  artificially 

by  decomposing  carbon  disul]^de  in  contact 

with   metallic   iron   at   a   high   temperature ; 

while  H.  Sainte-Claire  DeviUe  prepsrod  it  by 

passing  va]pour  of   carbon  tetracmoride  over 

;  fused  cast  iron.    Crystalline  graphite  is  often 

formed  in  blast  furnace  slag  during  iron  smelt- 

I  ing,  and  is  known  to  workmen  as  kish ;  and  it  is 

!  present  in  grey  pig  iron.  Considerable  quantities 

I  of  graphite  are  now  produced  commercially, 

I  together   with    carborundum,    in    the   eleotno 

I  furnace.    The  artificial  production  of  graphite 

(as  well  as  various  properties  of  the  natural 

mineral)   is   dealt  with   by  H.   Moissan  (The 

Electric    Furnace,    London,    1904).      Graphite 

also  occurs  in  certain  meteoric  irons,  sucm  as 

that  of  Toluca  in  Mexico.    A  cubic  form  of 

sraphitic  carbon,  discovered  in  a  meteoric  iron 

from  Youndegin,  Western  Australia,  has  been 

described    by    Fletcher    under    the    name    of 

CUfUmiU  (Min.  Mag.  1887,  7,  121). 

In  consequence  of  its  refractory  character, 
graphite  is  laigely  used  in  the  manufacture  of 
crucibles,  retorts,  twyers,  and  other  objects  re« 
quired  to  withstand  high  temperatures.  -For 
crucibles,  the  powdered  mineral  is  misred  with 
Stourbridge  fire-clay,  and  made  into  a  paste 
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with  water ;  the  kneaded  iiiabs  id  allowed  to  lie 
for  many  wteeks  before  the  cnioible  is  moulded  ; 
the  TeBsel  when  moulded  is  slowly  dried,  and 
carefully  fired  in  a  seggar. 

As  a  lubrioatinff  asent  japraphite  is  highly 
valued,  since  it  dimmishes  fnction  and  tends  to 
keep  the  moving  surfaces  cool.  To  obtain  the 
best  results  the  powdered  mineral  should  be 
carefully  selected  and  sized.  For  steam  cylin- 
ders it  is  used  dry;  for  heavy  bearmgs  it  is 
mixed  with  grease ;  and  for  light  bearings  with 
oil.  Made  into  a  paint  with  Unseed  oil,  it  has 
been  advantageously  employed  as  a  coating  for 
metal  work.  Qrapnite  is  also  used  dry  for 
polishing  stoves  and  other  objects  of  cast  iron, 
the  thin  flakes  forming  a  lustrous  ooatinc  which 
protects  the  metal.  Blasting  powder  ana  heavy 
ordnance  powders  are  likewise  glazed  with 
graphite,  for  though  it  slightly  diminishes  the 
ezplosive  force  of  the  powder  it  protects  it  from 
damp.  Being  a  ^ood  conductor  of  electricity, 
grapbite  is  used  m  electrotypinff,  as  originally 
suggested  by  Murray ;  the  moulds  upon  which 
the  metal  is  to  be  deposited  receiving  a  conduct- 
ing surface  by  being  coated  with  finely  divided 
graphite. 

For  the  method  of  rapidly  analysing  graphite 
in  use  at  the  Pittsburgh  Laboratory  of  the 
U.S.  Bureau  of  Mines,  see  U.S.  Bureau  of  Mines 
Bull.  112,  1920,  43;  J.  Soc.  Chem.  Ind.  abstr. 
1920,  70  A. 

E.  Bonath,  Bcr  Graphit,  eine  chemisch- 
technische  Monoffraphi^s,  Leipzig  and  Wien, 
1904 ;  Graphite,  its  Occurrence  and  Uses,  Bull. 
Imp.  Inst.  London,  1906,  4,  363 ;  1907,  5,  70 ; 
F.  Cirkel,  Graphite,  its  Properties,  Occurrence, 
Refining,  and  Uses,  Dept.  of  Mines,  Ottawa, 
1907,  Publ.  No.  18;  H.  S.  Spence,  Graphite, 
Dept.  of  Mines,  Ottawa,  1920,  Publ.  No.  511 ; 
A.  Haenig,  Der  Graphit,  eine  technische  Mono- 

fraphie,  Wien  and  Leipzig,  1910 :  O.  Stutzer, 
He  wichtigsten  Lagerstatten  der  *  Nicht-Erze,* 
Berlin,  1911.  L.  J.  S. 

GRAPHITIC  ACID  and  GRAPHITIC  OXIDE. 
Prepared  by  Balbiano  from  natural  and  Acheson 
graphite  varied  in  composition  between  C^jH^O, 
and  CnHfij,  and  on  being  heated  in  vacud 
yield  carbon  monoxide  and  dioxide,  together 
with  methane  and  water.  They  are  regarded 
as  absorption  compounds  of  graphite,  water, 
and  carbon  monoxiae  and  dioxide,  and  not  true 
chemical  compounds  as  assumed  by  Brodle 
'cj,  Kontschtitter  and  Haenni,  Zeiteck  anoi^. 
em.  1919,  105,  121). 

GRASSES.  The  term  *  grass  *  is  used  by  the 
agriculturist  to  denote,  not  only  plants  which 
belong  to  the  graminece,  but  also  other  pasture 
or  meadow  plants,  or  even  certam  weeds 
common  on  ciutivated  land. 

The  true  grasses  are  characterised  by  a 
somewhat  low  content  of  nitrogenous  substances, 
and  by  the  richness  of  the  ash  in  silica  and  its 
poverty  in  lime  and  magnesia,  whilst  clovers 
and  otner  leguminous  crops  possess  the  exactly 
opposite  features.  H.  I. 

GREASES.  The  term  '  grease  *  was  applied 
originally  to  all  kinds  of  fats  having  a  buttery 
consistence.  At  present,  however,  the  term 
*  grease  *  vs  restncted  to  low-class  material, 
chiefly  obtained  from  waste  products,  such  as 
kitchen  srease,  ship's  grease,  tripe  tallow, 
slaughter-house     grease     C  tankage       grease), 
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bone  grease,  skin  grease,  greases  from  carcase* 
rendering  establishments,  and  garbage  fats.  All 
these  greases  must  be  looked  upon  as  varieties 
and  (or)  mixtures  of  lard,  tallow,  bone  fat, 
horse  fat,  fish  stearines,  &c. 

Greases  are  characterised  by  a  dark  colour, 
by  a  high  peroentaffe  of  free  fatty  acids,  and  a 
oorrespondmgly  high  proportion  of  unsaponifiable 
matter.    They  have  also  an  objectionable  odour. 

BUek  grease  is  the  durk,  almost  black,  fatty 
matter  which  is  recovered  from  cotton  seed 
mucilaee,  on  decomposing  the  latter  with 
mineral  acids  (see  Cotton  Seed  Oil).  This  black 
grease  is  used  in  the  manufacture  of  low-class 
candle  materials,  after  a  purification  by  distilla- 
tion with  superheated  steam,  and  further 
treatment  of  the  distillate  in  the  same  manner  as 
in  working  up  the  fatty  acids  in  the  candle 
industry  (MS  Saponification).  J.  L. 

GREBR  ALIZARIN  v,  Maddbb. 

GREEN  CINNABAR.  A  mixture  of  chrome 
yellow  and  Prussian  blue. 

GREEN  EBONY.  Green  ebony  is  a  yellow 
dyewood  formeriy  employed  to  some  extent  in 
this  country,  but  is  now  almost  entirely  replaced 
by  other  colouring  matters.  It  is  a  native  of 
Jamaica  or  West  India,  and  is  obtained  from 
the  Excoecaria  glanduhda  (Siv.)  or  Jacaranda 
ovaiifolia  (R.  Br.).  The  trunk  of  the  tree  is 
about  6  inches  in  diameter ;  the  wood  is  very 
hard,  and  of  an  orange-brown  colour  when 
freshly  cut,  and  stains  the  hands  yellow.  Refer- 
ences to  this  dyestuff  are  meagre,  and  it  does 
not  appear  to  have  been  ever  largely  einployed. 
Bancroft  (Philosophy  of  Permanent  Colours, 
1813,  ii.  106)  states  that  green  ebony  contains  a 
species  of  colouring  matter  very  similar  to  that 
of  the  CMorophora  tineioria  (Gaudich)  (Old 
fustic),  and  is  sometimes  employed  in  its  stead ; 
and  O'Neill  (Dictionary  of  Calico  Printing  and 
Dyeing,  1862)  mentions  that  it  is  used  in  (weing 
greens  and  other  compound  shades.  Untu 
recently  it  had  a  limited  sale  in  Yoriahire  as  a 
dye  for  leather,  but  appears  to  have  entirely 
passed  out  of  use  as  ar  woollen  dyestuff.  It  is 
now  little  used  in  silk  dyeing,  but  was  formerly 
employed  for  greening  blacks. 

Green  ebony  contains  two  crystalline  colour- 
ing matters,  which  are  distinguished  by  the 
fact  that  whereas  one,  excoecarin,  is  not  pre- 
cipitated by  lead  acetate  solution,  the  second, 
jaoarandin,  is  completely  deposited  by  this 
reagent  (Perkin  and  Briggs,  Cnem.  Soc.  Trans. 
1Q02,  81,  210). 

Exccecarin  CisHnOs,  crystallises  in  lemon- 
yellow  needles,  sparingly  soluble  in  cold  alcohol, 
and  melting  with  eTOrvescence  at  219^-221**. 
It  is  soluble  in  aqueous  and  alcoholic  alkaline 
solutions  with  a  violet-red  coloration,  and  these 
liquids,  on  exposure  to  air,  are  rapidly  oxidised, 
and  assume  a  brown  tint. 

Excoecarin  does  not  dye  mordanted  fabrics, 
but  is  a  substantive  dyestuff  in  that  it  has  a 
weak  but  decided  affimty  for  the  animal  fibres 
with  which  it  gives,  preferably  in  the  presence 
of  tartaric  or  oiuJic^id,  yellow  shades.  Benzoyl' 
excceearin  Ci,H,Oc(C7H50)s,  consists  of  colourless 
needles,  m.p.  168°-17P,  and  exccacarindimethyl 
ether,  Ci^liioOiiCHi^)^,  of  yellow  needles,  m.p. 
1 17^-1 19^  On  fusion  with  alkali  exccecann 
gives  hydroquinonecarbotylic  acid  ^_^ 

(CO,H  J  OH  :  OH=l72  :  5)""  ^d)^^ 
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and  a  subBtance  melting  at    124°,  which  is 
probably  hydrcUAuquinane 

(CH,:OH:OH=l:2:5) 

By  the  action  of  bromine  upon  a  solution  of 
excoecarin  in  alcoholic  potassium  acetate 
excoBcarone  OisHioOs^flat  copper-coloured  needles 
or  leaflets,  melting  at  about  250°,  is  produced, 
and  this  by  the  action  of  sulphurous  acid  is 
reconverted  into  excoecarin.  With  alcoholic 
quinone  solution  excoscarin  gives  the  compound 
GeH40,*Ci,H|.0s,minute  green-coloured  leaflets, 
melting  with  decomposition  at  190°,  and  from 
this  smphurouB  acid  also  regenerates  excoBcarin. 
From  these  results  it  appears  evident  that 
excoecarin  contains  free  hydEroquinone  hydroxyls. 

Jacarandin  Cj^HitOt,  yellow  plates  or 
leaflets,  m.p.  243^-245°,  dissolves  sparingly  in 
alcohol  ana  the  usual  solvents  to  form  pale 
yellow  liquids  having  a  green  fluorescence. 
With  caustic  alkali  solutions  it  gives  oranffe-red 
liquids;  with  alcoholic  lead  acetate  a  Bright 
orange-coloured  precipitate ;  and  with  alcoholic 
ferric  chloride  a  darJk  ffreenish-black  solution. 
It  dyes  mordanted  woolen  fabrics  the  following 
shades : 

Chromium       Aluminium  Tin  Iron 

DiillyeUow-    Orange-brown    Bright  golden     Deep 

brown  yellow  olive 

Acetyljacarandin  OxJB.x^OJ(pJB,Jd)^,  pale- 
yellow  needles,  melts  at  192°-194°,  and  when 
digested  with  boiling  alcoholic  potassium  acetate 
gives  the  salt  (Ci4Hi,0,;Ci4Hii08)K,  yellow 
needles.  Benzoyljacarandin  Ci4Hto06(0;fi50)j|, 
forms  yellow  prismatic  needles,  m.p.  167°-169°. 

As  indicated  by  Bancroft  ({.c.)  the  colours 
given  by  green  ebiony  are  similar  in  character 
to  those  3nelded  by  old  fustic.  Employing 
mordanted  woollen  cloth  the  following  shades 
are  produced : 

Chromium       Aluminium        Tin        Copper      Iron 

Bull  yellow-     Dull  brown-     Golden       Pale       Olive 

brown  yellow         yellow      brown     green 

With  40  p.c.  of  the  dyewood  the  iron  mordant 

£'ves  greener  and  brighter  shades  than  with 
rger  amounts,  in  which  case  a  browner  colour 
is  produced.  Possibly  from  this  green  shade, 
and  the  extremely  haird  and  compact  nature  of 
the  wood,  the  name '  green  ebony  *  has  originated. 

GREEN,  EMERAIiD,  v.  OmtOMnTM. 

GREEN,  GUIGNET*S,  v,  Chromiuh. 

GREEN  SMALT,  Gobalt  green,  v.  PiaicxNTS. 

GREEN  ULTRAMARINE,  Chromium  aeaqui- 
oonde,  v.  Chbojoum. 

GREEN  VITRIOL,  Ferrous  9ulphaU,  v.  Iron. 

GREENALTTE.  A  hydrated  iron  silicate 
occurring  in  the  form  of  green  granules  in  sedi- 
mentarv  rocks,  and  closely  resembling  glauconite 
(q,v,)y  from  which  it  differs  in  oontainiuff  no 
potassium.  The  composition  varies  somemat ; 
one  analysis  gives  the  formula 

Fe,"(Fe",Mg),(Si04),-3H,0 
It  occurs  abundantly  on  the  Mesabi  Range  in 
the  Lake  Superior  district  of  Minnesota,  and 
bv  its  alteration  has  given  rise  to  ferruginous 
cherts  and  immense  deposits  of  iron  ore  (C.  K. 
Leith,  Monograph  U.S.  Geol.  Survey,  1903, 
xliii.).  L.  J.  8. 

GREEN-EARTH.  (Ger.  QrHnerde),  A  term 
loosely  applied  to  a  varietv  of  eaithy  minerals 
of  a  bluish-green,  or  dark  olive-green  colour 


occurring  as  alteration  products  in  basic  igneous 
rocks.  It  includes  more  particularly  the  species 
cdadoniU  (or  seladonite),  and  various  indefinite 
members  of  the  chlorite  group,  e,g,  deleesite, 
ohlorophieite,  kirwanite,  viridite,  ftc.  Many  of 
these  are  of  indefinite  composition  and  probably 
mixtures.  They  are  often  met  with  as  a  green 
lininff  in  the  amygdaloidal  cavities  of  altered 
basaltic  rocks,  and  form  the  'skin*  of  agates 
and  other  secondary  minerals  filling  these 
cavities.  Crystals  of  augite  in  the  same  rocks 
are  sometimes  complet^y  altered  to  a  soft 
aggregate  of  green-earth  still  preserving  the 
sharp  outlines  of  the  original  orystaU.  Sunilar 
pseudomorphs  after  hornblende  also  occur. 
Lamr  irre^rtdar  masses  fill  cavities  and  fissures 
in  these  rocks.  The  well-known  green-earth  of 
Monte  Baldo  near  Verona  is  referable  to  cela- 
donite.  An  analysis  of  material  from  this 
locality  gave :  8iO„64-84;  TiO„0*I0;  Al,Os, 
1-22  ;  Fe,0„  1916  ;  FeO,  4-39 ;  MnO,  028  ; 
CaO,  0-24;  MgO,  6-34;  K,0,  976;  Na,0, 
0-82 ;  H,0,  3-77=99-9  (C.  W.  Giimbel,  1896). 
This  composition  is  very  similar  to  that  of 
glauconite,  with  which  celadonite  is  perhaps 
identical,  differing  only  in  its  state  of  aggregation 
and  mode  of  origin  and  occurrence.  This 
celadonite  green-earth  is  woriced  oommercialiy 
as  a  pigment  on  both  sides  of  the  Tyroleee- 
Italian  Dorder ;  and  similar  material  could  be 
obtained  from  many  other  localities. 

L.  J.  S. 

GREENLAND  SPAR  v,  Cbyloitb. 

GREENOCKITE.  Cadmium  sulphide  CdS, 
orystallised  in  the  hexagonal  system  with 
hemimorphio  development  and  isomorphous 
with  wurtzite  (ZnS).  This  and  the  stUl  rarer 
cadmium  oxide,  and  otavite  (basic  carbonate), 
are  the  only  minerals  that  contain  cadmium 
as  an  essential  constituent.  Instinct,  though 
small,  crvstals  are  found  only  in  Scotland,  in 
the  neighbourhood  of  Glasgow.  They  occur 
veiy  sparingly  with  prehnite  in  amygdaloidal 
basalt  m  the  Bishopton  railway-tunnel  and  the 
Boyleston  onarrv  at  Barrhead  in  Renfrewshire, 
and  in  the  jBowung  quarry  in  J>nmbartonshire. 
They  are  honey-  to  orange-yellow,  transparent 
to  translucent,  and  have  a  resinous  to  adaman- 
tine lustre;  the  streak  is  orange-  to  reddish- 
yellow.  Sp.gr.  4-8-4-9;  H.  3-5j.  Traces  of 
cadmium  are  often  present  in  zinc-blende  (up 
to  1*5  p.c.,  and  in  the  ores  of  the  Joplin  district 
in  Missouri  averaging  0*358  p.c),  and  with  the 
weathering  of  this  mineral  cadmium  sulphide 
remains  as  a  thin,  powdery,  canary-yellow 
coating  ('  cadmium-ochre  *),  or  it  may  impart  a 
tinge  of  colour  to  tiie  secondary  zinc  minerals 
hemimorphite  and  smithsonite  (*  turkey-fat  ore  *). 
In  this  form  the  mineral  is  known  from  many 
localities,  though  never  in  large  amount.  Bcdng 
colloidal,  it  does  not  agree  with  the  definition 
of  greenocldte  as  given  above ;  *  and,  again,  the 
possible  existence  of  a  cubic  form  of  cadmium 
sulphide  is  suggested  by  the  isomorphous 
presenoe  of  this  constituent  in  zinc-bknde, 
although  this  modification  has  not  been  prepared 
artificially  The  new  name  xanthochroite  (A.  F. 
Rogers,  1917)  has  therefore  been  su|[flnested  for 
this  colloidal  form  of  cadmium  sulphide.  Hemi- 
morphic  hexagonal  crystals  of  cadmium  sulphide 
have  been  prepared  artificially,  and  they  are 
not    uncommon    as    furnace    products.    The 
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artificial  crystaLs  have  sp.g 
refraotive  indioes  Cj^j^  2 '52$ 


'.  4*820  and  the  high 
,  cujfa  2-506. 

L.  J.  S. 

GREENSAMD  v.  Glauconitx. 

GREENSTONE  v.  Diabasx  and  Jadb. 

GRENAT  BROWN  v.  iM>-PnspuBio  agio. 

GREY  ANTIMONY  ORB»  Antimony  sulphide, 

V.  AHTDfONT. 

GRET  OIL.  A  miztoie  of  lanoline.  yaaeline, 
and  metallic  mercuiy.  Used  in  the  treatment 
of  syphilia. 

GRIFA.  Trade  name  for  lithium  acetyl- 
salimrlate. 

GRIGNARD  REAGENT.  Grignard,  in  1901, 
showed  that  magnesium  reacts  with  alkyl  and 
aryl  halides  in  presence  of  ether  at  ordinary 
temperatures  forming  compounds  of  the  type 
R.Mg.X  (where  R  is  an  aryl  or  alkyl  radicle  and 
X  a  halogen  radicle)  which  are  synthetic 
reaffents  of  great  value  and  capable  of  extensive 
application. 

For  a  disottsaion  of  the  probable  constitution 
of  these  magnesium  compounds,  see  Meisenheimer 
and  Casper,  Ber.  1921, 54  [b],  1666.  Chem.  Soo. 
Abstr.  1921,  i.,  654. 

GRINDEUA.  (B.P.)  The  dried  leaves  and 
flowering  tops  of  Orindelia  camporum  (Greene). 

GRISERlN.  Trade  name  for  the  iK>dium  salt 
of  iodo-hydrozv-quinoline-sulphonic  acid.  Used 
in  treatment  of  tuberculosis. 

GRI-SHI-BU-ICHI.  Japanese  name  for  an 
alloy  of  copper  and  silver  ot  a  rich  grey  colour. 

GRISOuTINE.  An  explosive  oonsistinff  of 
a  mixture  of  nitroglycerin,  nitrocelliuose, 
ammonium  nitrate,  and  laeeelguhr. 

GROSSULARITE  v.  Gabkbt. 

GROTAN.  A  chlorinated  creeol  used  as  a 
bactericide. 

GRONUNGITE  V,  Tbtbadymitx. 

GUACAMPHOL,  GUAIACETIN,  GUAIA- 
FORM,  GUAIAKINOL,  GUAIAMAR,  GUAIASA- 
NOL,  GUATANNIN  v.  Synthbtio  drugs. 

GUAICHINOL.  Trade  name  for  quinme 
dibromcmiaicolate. 

GUAIACENE  v.  Otuiiacum,  art.  Rbsins. 

GUAIACIG  ACID  v.  Guaiacum,  art.  Rbsins. 

GUAIAOOL  (Manomeihoxucatechol) 
0HC,H40Me 

is  a  constituent  of  guaiacum  resin  (Herzig  and 
Sohi£f,  Monatsh.  1898,  19,  95),  and  occuis  in 
beechwood  tar,  from  which  it  can  be  separated 
by  treating  the  fraction  of  the  tar  that  comes 
over  at  200^-205°  with  ammonia  to  remove 
acids;  it  is  then  again  fractionated,  and  the 
lower  boiling  fraction  is  dissolved  in  ether  and 
treated  with  potassium  hydroxide.  The  potas- 
sium salt  of  guaiacol  is  filtered,  washed  with 
ether,  and  recrystallised  from  alcohol,  after 
which  it  is  decomposed  with  sulphuric  add, 
and  the  ffuaiaool  redistilled.  (For  other 
methods  ot  separation,  cf.  D.  R.  PP. 
87971,  56003,  100418,  Chem.  Zentr.  1899, 
i  764.)  Guaiacol  is  prepared  from  o-anisidine. 
500  ^rams  o-anisidine  are  dJazotised,  and  the 
solution  of  the  diazo  salt  is  then  poured  into  a 
boiling  solution  of  600  grams  of  copper  sulphate 
in  600  CO.  of  water.  The  guaiacol  is  then 
separated  by  distillation  in  steam  (D.  R.  P. 
167211 ;  Prdl.  1905-7,  128;  c/.  aUo  D.  R.  P. 
05339 ;  J.  Soc.  Chem.  Ind.  1898,  269,  314). 
Pure  guaiacol  can  be  obtained  by  dissolving 


catechol  (55  parts)  in  ethyl  alcohol  (2000  parts) 
and  adding  nitrosomonomethyl  urea.  The 
mixture  is  cooled  to  0°  and  20  parts  of  sodium 
hydroxide  dissolved  in  a  small  quantity  of 
water  is  added,  drop  b^  drop,  with  constant 
stirring.  The  solution  is  filtered,  the  alcohol 
distilled  off,  and  the  residue  is  fractionated  in 
vacud  (D.  R.  P.  189843 ;  Frdl.  1905-7, 1151). 

Guaiacol  is  also  prepared  bv  heating  an 
equimolecular  mixture  of^  catechol,  potash,  and 
potassium  methyl  sulphate  in  tightly  closed 
vessels  at  170°-180°,  or  by  heating  catechol  and 
methyl  iodide  in  methyl  alcohol.  A  weak  base, 
such  as  sodium  carbonate  or  sodium  hydrogen 
carbonate,  is  gradually  added  to  a  mixture  of 
catechol,  with  the  alkali  or  alkali  earth  salts  of 
methylsulphuric  acid  in  the  presence  of  veratrole 
as  diluent  at  160''-180''  (Zollinger  and  Rohling, 
D.  R.  P.  305281 ;  Chem.  SocTAbst.  1918,  i.  497). 
Thompson  (£ng.  Pat.  5284,  1893)  suggests  the 
purification  of  guaiacol  by  treatment  with  a 
oeadng  mixture. 

Guaiacol  has  a  characteristic  odour  and 
crystallises  in  long  vitreous  transparent  prisms, 
which  appear  rose-red  in  sunlight ;  m.p.  28'5^, 
b.p.  202-47738  mm.  (Freyss,  Oiem.  Zeit.  1894, 
18,  565);  sp.gr.  1140  at  25^  When  quite 
pure  it  is  non-caustic  and  non-poisonous  (B6hal 
and  Choay,  Compt.  rend.  1893,  116,  197; 
Kuprianow,  J.  Soc.  Chem.  Ind.  1895,  57). 

it  is  soluble  in  most  o^anic  solvents,  and 
to  a  less  extent  in  water.  With  a  trace  of  ferrio 
chloride  its  alcoholic  solution  gives  a  blue 
colour,  which  becomes  emerald-green  on  the 
addition  of  more  ferric  chloride.  Guaiacol  also 
gives  a  blue  colour  with  traces  of  hydrogen 
peroxide  (Denigte,  J.  Pharm.  Chim.  1901,  31). 

Guaiacol  is  employed  in  pharmacy  as  an 
expectorant  and  intestinal  antiseptic;  also  in 
pulmonary  tuberculosis  in  cases  of  typhoid  and 
other  fevers,  and  for  the  relief  of "^  superficial 
neuralgia. 

Kuprianow  (Centralbl.  f.  Bakteriol.  1894,  15, 
933,  981)  has  suggested  the  use  of  pure  guaiacol 
in  the  internal  treatment  of  cholera,  since  he 
found  that  a  solution  of  1  in  500  of  this  reagent 
completely  prevents  the  development  of  the 
cho]pra  badllus. 

Guaiacol  should  be  preserved  in  amber- 
ooloured  bottles  protected  from  the  light,  and 
should  only  be  used  in  pharmacy  when  quite 
pure. 


Tests.— {I)  2  o.c.  of  guaiacol  mixed  with 
4  C.C.  of  light  petroleum,  should  separate  at 
once  into  2  G^yers.  (2)  1  c.c.  of  guaiacol  should 
dissolve  in  2  c.c.  of  N.  sodium  hydroxide  when 
heated ;  on  cooling  the  mixture  should  conceal 
to  a  white  saline  mass,  which  gives  a  clear 
solution  with  20  c.c.  of  water.  (3)  1  o.o.  of 
guaiacol  treated  with  10  c.c.  of  N.  sulphuric  acid 
should  give  a  pure  yellow  colour.  For  other 
tests,  V,  Marfon,  J.  Soc.  Chem.  Ind.  1891,  487 ; 
Fonzes  Diacon,  Bull.  Soc.  chim.  1898,  19,  191 ; 
Gu6rin,  J.  Pharm.  Chim.  1903,  [vii.]  17,  173. 

Guaiacol  can  be  estimated  approximatelv 
by  conversion  into  catechol,  by  neatiiig  witn 
water  in  a  current  of  hvdrobTOmic  acid;  or 
0*5  gram  of  the  guaiacol  is  dissolved  in  a  little 
water,  10  c.c.  of  alcohol  added,  and  the  solution 
made  up  to  1000  cc,  and  20  c.c.  of  this  solution 
are  mixed  in  a  test-tube  with  1  cc.  of  sodium 
nitrite  solution  (1 :  100),  and  1  cc.  dilute  nitrio 
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aoid  ( 1 :  200).  A  charaoteiiatio  red-brown  colour 
is  produced,  which  ia  compared  within  about 
10  minutes  with  the  oo£irations  given  by 
suitable  standard  solutions  (Adrian,  Zeitsch. 
anal.  Chem.  1901, 40,  624). 

Guaiaool,  when  treated  with  hydrogen 
cyanide,  in  the  presence  of  sodium  or  zinc 
chloride,  yields  vanillin  (Roesler,  D.  R.  P. 
189037 ;  ftdl.  1906-7,  1280 ;  Guyot  and  Gry, 
Compt.  rend.  1909,  149,  928 ;  BulL  8oo.  chim. 
1910  [iv.]  7,  902). 

Oiaiacol  numondphonic  adds  can  be  obtained 
by  treating  guaiaool  with  sulphuric  acid  at 
30^-60**,  the  ortho-  and  para*  acids  formed 
being  separated  by  converting  them  into  the 
basic  salts  of  the  alkaline  earths,  or  of  the 
heavy  metals,  the  ortho-  salts  being  readily 
soluble  in  water,  whereas  the  para-  salts  ace 
insoluble  or  sparingly  sohible.  By  the  action 
of  sulphuretted  hydic^en,  or  some  suitable  add, 
the  salts  ace  then  converted  into  their  respective 
acids  (D.  R.  P.  188506;  FrdL  1905-7,  936; 
D.  R.  P.  132607;  Frdl.  1000-02,  1113;  HUde, 
J.  pr.  Chem.  1902,  [ii.]  65,  96;  Lami^  and 
Perxin,  Bull.  Soc.  ohim.  1003  [iiL]  29,  1228; 
Rising,  Ber.  1906,  39,  3686 ;  Paul,  ibid.  2773, 
4093 ;  Gmhom,  Ft.  Pat.  391601,  1908 ;  J.  Soc. 
Chem.  Ind.  1908,  1176;  Andr«,  J.  Pharm. 
Chim.  1898,  7,  324). 

The  most  striking  di£ference  between  the 
ortho-  and  the  para-  acids  is  their  action  with 
oaldum  or  barium  chloride,  with  which  the  para- 
add  yields  a  white  predpitate,  whereas  the 
torho-  remains  unchanged.  With  nitric  acid  the 
para-  acid  forms  yellow  dinitroguaiacol  (m.p. 
122°),  whilst  the  ortho-  aoid  merely  gives  a 
dark  red  coloration.  It  is  important  that 
when  the  ortho-  aoid  is  used  therapeutically,  it 
should  be  free  from  the  para-  compound,  as  the 
latter  gives  rise  to  secondary  reactions  (Ellis, 
J.  Soc.  Chem.  Ind.  1906,  336). 

The  alkali  guaiacol  sulphonates  are  employed 
as  drugs  (Alpers,  U.S.  Pat.  692688;  J,  Soc. 
Chem.  Ind.  1902,  364).  Tagliavini  has  pro- 
pared  salts  of  the  sulphonates  with  antipyrotio 
and  analgesic  bases  (Boll.  Chim.  farm.  1909, 
48,  6). 

Carbonyl  chloride  condenses  with  the  alkali 
guaiacol  sulphonates  in  •.llmlinft  solutions,  giving 
derivatives  such Bapoteunum caiitanatodiifuaiacM 
diiulphanaU  CO[OCftH,(OMe)SO,K]s,  and  poUu- 
sium  carbonatodiguaiacol  aulphonate 

CeH4(0Me)0C0,CeH,(0Me)S0,K 
(Einhorn,  D.  R.  P.  203754, 1909). 

Ouaiacci  ^sulphonic  acid  is  obtained  by 
sulphonating  an  acetyl  derivative  of  guaiacol 
witn  or  without  the  addition  of  dehydrating 
agents,  the  resulting  acetyl  guaiacol  sulphonic 
acid  is  h^drolysed,  neutralisecC  and  the  resulting 
acid  is  isolated  as  such,  or  in  the  form  of  its 
salts  (D.  R.  P.  212389 ;  J.  Soc.  Chem.  Ind.  1909, 
1005).  The  corresponding  carbonaU 
(MeOC,H,SOaH),CO, 
is  formed  by  treating  guaiacol  carbonate  with 
sulphuric  acid  in  the  cold  until  the  product  is 
soluble  in  water.  It  melts  at  116''-117'',  with 
evolution  of  carbon  dioxide  (D.  R.  P.  216050 ; 
J.  Soc.  Chem.  Ind.  1909,  1223). 

Triphenyl  guanidin^  guaiacol  afulphfmaie  is 
obtained  by  the  action  of  triphenyl  guanidine 
sulphate  on  barium  guaiaool  sulphonate.    It 


crystallises  in  leaflets,  m.p.  50°,  and  can  be 
used  a  a  local  annsthetic  (Goldschmidt,  Chem. 
Zeit.  1901,  25,  628). 

A  number  of  important  compounds  of  o- 
ffuaiacol  sulphonic  acids  with  alkaloids  are 
described  by  Schaefer  (J.  Soc.  Chem.  Ind.  1910, 
928).  They  are  used  in  medicine  and  aro  also 
of  scientific  interest.  The  alkaloid  salts  are 
pronaied  by  neutralisiitg  the  guaiaool  suljthonio 
ada  with  the  required  alkaloid,  and  purifying 
the  product  by  nitration  and  recrystaUisation, 
or  the  amorphous  salt  is  obtained  by  evapora- 
tion at  low  temperature  or  in  vacuS,  The  salts 
may  also  be  obtained  bv  double  decomposition 
between  a  soluble  altuloid,  and  a  readily 
soluble  salt  of  the  aoid  in  molecular  proportions, 
using  alcohol,  water,  &c.,  as  a  solvent.  Most 
of  uie  alkaloid  salts  are  non-crystalline  or 
crystallise  with  difficulty.  The  most  important 
of  the  salts  described  by  Schaefer  are : 

Quinine  guaiacol  oisulphonate  (guaiaquin) 
[C,Hg(OHMOMe)SO  JEI]„C,  JB,4N,0,  is  a  yeUow- 
ish  crystalline  powder,  soluble  in  water,  alcohol, 
and  mlute  acias.  The  solution  is  coloured  blue 
by  a  drop  of  ferric  chloride  solution.  It  softens 
at  about  80'',  and  becomes  tiquid  at  130^ 

Codeine-oi^uaiacol  ndphonate 

C,H,(0H)(0Me)80,H,Ci,H,iN0, 

m.p.  164'''165'',  is  a  well-crvstallised  neutral 
salt.  It  is  readily  soluble  in  not  water  and  in 
(dcohol,  but  almost  insoluble  in  ether  and 
chloroform.  It  gives  the  characteristic  blue 
coloration  of  o-guaiacol  sulphonic  acid  with 
ferric  chloride,  and  when  its  aqueous  solution  is 
treated  with  an  alkali,  codeine  is  predpitated. 
Other  opium  and  cinchona  compounds,  as  wdl 
as  compounds  with  strychnine,  bruclne,  atropine, 
hyoscine,  hyosoyamine,  and  cocaine,  are  de- 
scribed. 

Guaiaool  iron  and  lithium  sulphonates  have 
been  prepared  (Schaefer,  Eng.  Pat.  21747, 1899). 

QuaiakinoltmUnine  derivative  of  bromo-gvaia- 
coif  C,oH,4N,0„2HBr,CeH4(OH)(OMe),  forms 
fine  ciystfldline  yellow  scales,  readily  soluble  in 
water.  It  is  said  to  be  practically  non>toxic, 
and  its  aqueous  or  alcoholic  solution  is  readily 
absorbed  by  the  skin  (Pharm.  J.  1901,  66,  132  ; 
Schaefer,  :^.  Pat.  8227,  1897). 

OuacamjXol,  the  camphoric  acid  ester  of 
ffuaiaool  C^Hi4(C0'0CcH4'0Me)s,  obUined  by 
the  action  of  camphoric  acid  chloride  on  sodium 
derivative  of  guaiacol.  Forms  white,  odourless, 
tasteless  neemee,  and  has  been  recommended  for 
the  relief  of  night  sweats  in  phthisis. 

Ouaiacol  hemoaU  (benzosol,  benzoyl  guaiacol) 
CcH4*CO*OCcH4-OMe  is  prepared  bv  heating  an 
alcoholic  solution  of  potassium  derivative  of 
guaiacol  with  the  reqwsite  amount  of  benzoyl 
chloride,  and  purifying  the  substance  by  crystal- 
lisation from  alcoliol.  It  is  a  colourless,  odour- 
less, tasteless  powder,  almost  insoluble  in  water, 
readily  soluble  in  oxganic  solvents.  It  has  m.p. 
56°,  and  is  used  in  Qie  treatment  of  pulmonary 
tuberculosis  (£ng.  Pat.  5366,  1890;  J.  Soc. 
Chem.  Ind.  1891,  383;  Walzer,  Chem.  Zdt. 
Rep.  1891,  15,  165). 

Ouaiacol  einnamate  (styracol,  cinnamyl 
(guaiacol)  C,HT'C0'0CcH4'0Me  is  formed  bv  the 
mteraction  of  molecular  weights  of  guaiacol  and 
cinnamyl  chloride.  It  forms  colourless  needle* 
shaped  crystals,  m.p.  130°,  which  are  employed 
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in  oatarrhal  affectiona  of  the  digestive  tiacts, 
and  in  the  treatment  of  phthiiis. 

Qoaiaool  oombinee  with  tannin  and  oinnamio 
acid  to  f  onn  a  compound  which  Ib  laid  to  be  of 
use  in  medicine.  It  meits  above  300**,  is  inaoluhle 
in  most  oi]ganic  solvents,  and  dissolves  in  aUuJis 
and  also  in  pyridine,  from  which  the  pvridJne 
derivative  crystallises  in  well-shaped  rhombic 
needles  (D.  R.  P.  133299 ;  Frdl.  Nissel.  190(M)2, 
1111). 

Ouaiacol  valerate  04H,*GOOOcH4OMe,  a 
yellowish  oily  liquid,  b.p.  245''~265'',  is  used  in 
medicine  under  the  name  of  geoaoU  (Rieok, 
J.  Soc.  Chem.  Ind.  1897,  632).  It  is  prepaied 
by  the  action  of  valeiyl  chloride  on  s<KUum 
derivative  of  guaiacol. 

Quaiacoi  alkylate  (guaiacol  salol) 
C,H4(0H)C00C,H40Me 
is  a  white  crystalline,  odourless,  tasteless 
powder ;  m.p.  65^  It  is  formed  by  the  aoUon 
of  phosphorus  ozychloride  on  a  mixture  of 
sodium  euaiacol  salicylate,  and  is  used  as  an 
intestinal  antiseptic. 

Guaiacol  succinaU  G|H4(C0'0CcH4'0Me).  is 
formed  by  the  action  of  phosphorus  ozychlonde 
on  a  mixture  of  ^^iacol  and  succinic  acid  in 
molecular  proportions.  It  forms  fine  silken 
crystalline  needles ;  m.p.  136^ 

Ottaiamar^  the  glyceryl  ether  of  guaiacol 
CcH4(OMe)00,H70„  Js  formed  by  the  action  of 
anhydrous  slyoerol  on  guaiaooL  It  is  a  white 
crystalline  body,  m.p.  76®,  soluble  in  water  and 
in  most  onranic  solvents.  It  has  a  bitter 
aromatic  taste,  and  is  employed  in  medicine  as 
an  antiseptic  for  internal  and  external  applica- 
tion (J.  Soc.  Chem.  Ind.  1900,  371 ;  1902,  1346). 

Cfuaiasanol  (diethylglyoocoUguaiacol  hydro- 
chloride) MeO,C«H40'CO'CH,N£t|,HCi,  m.p. 
184**,  is  non-poisonous,  and  said  to  possess  slight 
anaesthetic,  antiseptic,  and  deodorising  proper- 
ties (Einhom,  Chem.  Zeit.  Bep.  1900,  24,  ^3 ; 
J.  Soc.  Chem.  Ind.  1900,  464).  By  the  action 
of  the  monochloracetic  esters  of  phenols  with 
secondary  amines  of  the  fatty  series,  many 
compounds,  similar  to  the  above,  have  been 
prepared  (Einhom  and  Heinz,  Arch.  Pharm. 
240  [B]  631 ;  D.  R.  P.  105346).  They  are  non- 
poisonous,  odourless,  and  strongly  antiseptic 
substances. 

Quaiaperdl  (piperidine  derivative  of  guaiacol) 
is  prepared  by  dissolving  85  parts  of  piperidine 
and  i^  parts  of  guaiacol  in  benzene  or  light 
petroleum,  and  allowing  the  solution  to  evapo- 
rate (Tunnidiffe,  Chem.  Soc.  Trans.  1898,  145). 

Valuable  albuminous  products  said  to  oe 
applicable  in  medicine  for  tuberculous  and  other 
cases  are  obtained  by  the  interaction  of  ffuaiacol 
with  egg  or  other  albumin  in  aqueous  or  tucoholic 
solution  (D.  R.  P.  162656 ;  Frdl.  1905-7,  931). 

Guaiacol,  when  treated  with  ethoxyacetyl 
chloride,  bromide,  or  iodide,  reacts  thus  : 
MeOC4H40|H4CliCOCH,OEt 

->MeOCeH4COOCH,OEt. 
Tho  product  is  a  colourless,  odourless  oil ; 
b.p.  150710  mm.  The  corresponding  methoxy 
derivative  boils  at  170''-171710  mm.,  and  has 
very  similar  properties  to  the  ethoxy  derivative. 
Both  substances  are  non-poisonous,  and  can  be 
used  therapeutically  as  external  remedies 
(1>.  R.  P.  171790;  J^rdl.  1905-7,  933). 

Ouaiaform   (geoform)   is   produced   by   the 


condensation  of  guaiacol  (2  mols.)  with  formalde- 
hyde (1  mol.).  It  is  a  tasteless,  yellow,  non- 
irritant,  and  non-toxic  powder,  but  on  keeping 
it  acquires  the  vanilla  navour.  It  is  insoluble 
in  water,  but  readily  soluble  in  ether,  benzene, 
or  alcohol  (Ehlert,  Pharm.  J.  1902,  68,  61). 

Ovaiacol  caHnnuUe  ^^^'^'^>00  is  pre- 

pared  by  passing  phosgene  into  a  solution  of 
ffuaiacol  in  sodium  hydroxide.  The  substance  is 
filtered  off,  washed  with  sodium  hvdroxide  solu- 
tion, and  lecrystallised  from  iJcohol.  It  is  a  white 
crystalline  powder,  m.p.  84'*-87",  of  neutral 
reaction,  and  almost  (^ourless  and  tasteless, 
soluble  in  most  oisanic  solvents,  but  insoluble 
in  water.  Its  alcoholic  solution  yields  no 
charaoteristic  colour  with  feme  chloride.  When 
taken  internally  its  action  is  very  similar  to  that 
of  guaiacol,  but  it  is  less  liable  to  derange  the 
stomach.  It  is  employed  as  an  en)ectorant  in 
the  treatment  of  tuberculosis  and  bronchitis, 
and  also  as  an  intestinal  antiseptic  in  the 
treatment  of  typhoid  fever  ana  intestinal 
indu^estion  (D.  R.  PP.  99067,  58129,  117346,  of 
1901;  D.  R.  P.  224160;  Einhom,  Chem.  Zentr. 
1910,  ii.  618). 

Ouaiacol  ehhroearbonate  is  a  colourless  oil ; 
b.p.  112725  mm.  It  is  prepared  by  the  inter- 
ad^on  01  antipyrine,  carbonyl  cmoride,  and 
guaiacol  (D.  R.  P.  117624  of  1901 ;  Einhom, 
D.  R.  P.  224108,  1910;  Chem.  Zentr.  1910,  ii. 
517). 

Guaiacol  carhoxyUc  add  C«H,(OH)(OMe)CO,H 
is  formed  by  the  action  of  carbon  dioxide  on 
•sodium  derivative  of  euaiacol,  previously  heated ; 
the  product  is  heatea  for  some  time,  and  is  then 
acidified  with  hydrochloric  acid,  tho  free  acid 
being  recrystallised  from  water  or  dilute  alcohol. 
It  is  a  white,  odourless  crystalline  powder; 
m.p.  148''-160^  It  has  a  bitter  taste,  is  readily 
soluble  in  hot  water,  and  its  aqueous  solution 
is  coloured  blue  by  ferric  chloride.  The  acid 
and  its  salts  have  been  recommended  as  anti- 
septics and  antirheumatics  (Pharm.  J.  1890, 977). 

Guaiacol,  when  oxidised  with  laccase,  yields 
0(C,H,-OMe),0 
tetraguaiacoquinone  |  I ,  a  fine  crystal- 

0(CeH,OMe),0 
line  powder,  m.p.  135'*-140^,  having  a  purplish- 
red  colour  witk  a  faint  sreen  metaUic  lustre.  It 
is  insoluble  in  water,  but  gives  mahogany-red 
solutions  with  chloroform  and  with  acetic  acid. 
It  also  forms  coloured  solutions  in  alkalis  (Ber- 
trand,  Compt.  rend.  1903,  137,  1269). 

Ditnethyumino  e-guaiacylamyl  ether,  the  corre- 
sponding piperido  derivative  and  the  piperido- 
y-guaiacyrpropyl  ether  are  formed  by  the  inter- 
action of  a  hslogen  hvdrocarbon  alkyl  ether  of 
guaiacol  with  a  secondary  amine,  thus  : 

a:(CH,),OR+NHMe,=Me,N(CJH,).OR;  or 
«(CH,),OR+NHC4Hjo=C,HioN(CHJ,0-R 

(where  x^halogen).  They  are  employed  in 
medicine  as  ansethetics  (D.  R.  P.  184986; 
Frdl.  1905-7,  1060). 

Hexamethylenetelramineiriguaiacol  crystallises 
in  brilliant  needles,  which  become  soft  at  80"", 
and  melt  to  a  turbid  liquid  at  about  95^.  When 
distilled  in  steam  it  yields  guaiacol  (Eng.  Pat. 
24072,  1908;  J.  Soc.  Chem.  Ind.  1909,  490). 

Chloroacelyl  guaiacol  0MeCeH40C0-0H,Cl  is 
prepared   by   treating   a   mixture   of  guaiacol 
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monociiloroacetio  acid  and  pyridine  with  phos- 
phorus ozychloride.  It  forms  white  needles, 
m.p.  58''-60''  (Einhom  and  Hentz,  Z.e.). 

Guaiacol  chloroformic  etAer  is  a  colourless  oil ; 
b.p.  112725  mm.  (D.  R.  P.  117624;  Frdl. 
1900-02,  1165). 

Benzyl  guaiacol  ia  a  yellow,  beautifully 
fluorescent  oil ;  b.p.  269**-2707430  mm.  (Bosco- 
grande,  Chem.  Zentr.  1898,  i.  207). 

Onaiacol  picrate  forms  oranf  e-red  needles ; 
m.p.  80°.  Many  other  guaiacol  derivatiTes  have 
been  prepared,  some  of  which  have  been  recom- 
mended for  use  in  medicine  (Eng.  Pat.  6856, 
1894 ;  Ruhemann,  Chem.  8oc.  Trans.  1902, 421 ; 
D.  R.  P.  120558 ;  Frdl.  1900-02,  111?  ;  J).  R.  P. 
157355 ;  Frdl.  1902-04,  616 ;  Knapp  and  Suter, 
Chem.  Zentr.  1904,  i.  391 ;  Moureu  and  Lazennec, 
Compt.  rend.  1906,  142,  894;  Bischoff,  Ber. 
1906,  39,  3846;  Gattermann,  Annalen,  1907, 
357, 313 ;  Foumeau,  J.  Pharm.  Chim.  1910,  [vii.] 
1,  55,  97  ;  Manchot,  Ber.  1910,  43,  949 ;  Wohl 
and  Berthold,  ibid.  2175 ;  Hoffmann,  D.  R.  P. 
255924;  Chem.  Zentr.  1910,  ii.  1105). 

A  number  of  azo  derivatives  of  guaiacol  are 
described  by  Leons^di  (Atti  R.  Accad.  Lincei. 
1907  [v.]  16,  ii.  639) ;  some  nitro  and  amino 
derivatiyes  by  Reverdin  and  Crepienz,  Ber. 
1903,  36,  2257;  1906,  39,  4232;  Pftul,  ibid. 
2773 ;  Kuhling,  ibid,  1905,  38,  3007 ;  Fichter 
and  Schwab,  ibid.  1906,  39,  3339 ;  PoUecoff  and 
Robinson,  Chem.  8oc.  Trans.  1918,  113,  645. 

Thiogtiaiacol  and  ihioguaiacol  zanthaU  have 
been  prepared  by  Mauthner  (Ber.  1906,  39, 
1347). 

Guaiacol  forms  mono-,  di-,  tri-,  and  tetra-. 
halogen  derivatiyes  (Cousin,  Ck>mpt.  rend.  1898, 
127,  759 ;  Tassily  and  Lerride,  tbid.  1907,  144, 
757  ;  Bull.  I^oc.  chim.  1908,  [iy.]  3, 124 ;  Mameli 
Gazz.  chim.  ital.  1907,  37,  ii.  366 ;  Robertson, 
Chem.  Soc.  Trans.  1908,  791).  The  iodo  de- 
rivatiyes are  said  to  be  applicable  to  medicine 
(Mameli  and  Pinna,  Chem.  Zentr.  1907,  ii.  2044). 

Guaiacol  phosphite,  m.p.  75'5°«  is  a  white 
crystalline  powder,  with  a  piquant  non-caustic 
taste  and  slight  odour,  soluole  in  most  onranic 
solvents,  but  only  sparingly  in  water  (BoUard, 
D.  R.  P.  95578 ;  J.  Soc.  Chem.  Ind.  1897,  632 ; 
Ellis,  Eng.  Pat.  27527,  1896).  Its  medicinal 
properties  are  similar  to  those  of  guaiacol. 

Another  guaiacol  phosphite,  m.p.  59°,  is 
described  by  Dupuis  (Compt.  rend.  1910,  150, 


Chtaiacd  phoaphaie  (CcH|0Me),P04  is  pre- 
pared by  the  interaction  of  phosphorus  ozy- 
chloride and  sodium  derivative  of  guaiacol.  It 
forms  colourless  crystals ;  m.p.  98°,  insoluble  in 
water  and  alcohol,  but  soluble  in  ether,  chloro- 
form, and  acetone.  It  is  used  as  an  intestinal 
antiseptic  and  in  hectic  fever. 

A  number  of  other  phosphorus  compounds 
of  guaiacol  are  described  by  Auger  and  Dupuis 
(Compt.  rend.  1908,  146,  1151),  and  by  Dupuis 
{ibid.  1910,  150,622). 

Quaiacci-cacodylate  AAULefi^'Qfi.Jd}Ae  is  a 
white  hygroscopic,  crystalline,  very  unstable 
salt  (Astruc  and  Murco,  J.  Pharm.  Chim.  12, 553). 

6UAIAC0NE  V.  Ouaiacum,  art.  Rbstns. 

6UAIAC0NIC  ACID  v.  Guaiacum,  art.  Resins. 

GUAIACUM  V.  Rbsins. 

6UAIAMALTIN.  Trade  name  for  a  mixture 
of  potassium  sulpho-guaiaoolate  and  malt 
eztrskct. 


6UAIAPER0L.  An  addition  product  of 
guaiacol  and  piperidine  C9H,iN(C7HgO|),. 

GUAIAREIIC  ACm  C„H,40«  an  opticaUv 
active  unsaturated  acid,  related  to  eugenol, 
contained  inguaiacum  resin  and  resins. 

GUAIATm)L.  A  condensation  product  of 
catechol  and  ethyl  alcohol  C«H40C,H4'0H. 

6UAIENB  2'3-dimethyl  naphthalene,  ob- 
tained by  dry  distillation  of  guaiaoum  resin. 
V.  Ouaiacum,  art  Resiks. 

GUAIOL  V.  Ouaiacum,  art.  Rbsins. 

GUANIPINE  HN :  C(NH2),  occurs  in  small 
quantities  in  etiolated  vetch  seedlings,  3 
kilos,  of  dried  material  yielding  1  gram  of  the 
nitrate  (Sohulze,  Ber.  1892,  25,  658) ;  in  beet 
juice  (Lippmann,  ibid.  1896,  29,  2651;  in 
Boletus  Edulis  (Winterstein,  Landw.  Vers. -Stat. 
79,  80,  541) ;  and  in  the  developing  embryo 
chick  (Bums,  Bio-Chem.  J.  1916,  10,  263). 
Guanidine  and  methyl  guanidine  are  found 
in  the  blood  and  urine  in  cases  of  tetania  para- 
thyreopriva  (Bums  and  Sharpe,  Quart.  J.  Esp. 
Physiol.  1917,  10,  203). 

Guanidine  was  fint  prepared  by  Strecker 
(Annalen,  1861,  118,  159)  by  oxidising  guanine 
with  potassium  chlorate  and  hydrochloric  acid ; 
and  it  is  obtained  in  small  quantity  by  oxidising 
egg  albumen  with  potassium  permanganate,  or 
gdatin  with  barium  or  calcium  permanganate 
(Lossen,  J.  Pharm.  Chim.  [iii.]  31,  32 ;  Kutscher 
and  Kickgraf,  Sitzungsber.  K.  Akad.  Wiss. 
Berlin,  1903,  28,  624) ;  it  is  formed  synthetically 
(1)  by  heathig  biuret  and  hydrogen  chloride  at 
160°'170°  (Finckh,  Annalen,  1862, 124,  332) ;  (2) 
from  ohloropicrin  and  alcoholic  ammonia  at 
100°  (Hofmann,  Ber.  1868,  1,  145);  (3)  from 
ethyl  orthocarbonate  and  aqueous  ammonia  at 
150°  (Hofmann,  Annalen,  1866,  139,  111);  (4) 
from  carbonyl  chloride  and  ammonia  (Bouchardt, 
Zeitsoh.  Chem.  1870,  58) ;  (5)  from  ammonium 
chloride  and  alcoholic  cyanamide  at  100°  (Erien- 
meyer,  Annalen,  1868^  146,  259);  (6)  from 
cyanogen  iodide  and  alcoholic  ammonia  at  10Q° 
(Bannow,  Ber.  1871,  4,  161) ;  (7)  by  the  action 
of  aqtui  regia  on  dicyanodiamide,  when  a  quan- 
titative yield  of  the  nitrate  is  obtained  (Ulpiani, 
D.  R.  P.  209431);  reduction  of  tetranitro 
methuie  3rields  guanidine  hydrochloride  (Rak- 
shit,  J.  Amer.  C^em;  Soc.  1914,  36,  1221 ;  see 
also  Stabler,  Ber..  1914,  47,  909). 

Guanidine  is  usually  prraared  by  heating 
ammonium  thiocyanate  for  20  hours  at  180°- 
190°,  treating  the  fused  mass  with  water  and 
allowing  the  guanidine  thiocyanate  to  ciystallise 
from  the  solution ;  it  is  then  purified  by  animal 
charcoal  and  recrystallised  trom  alcohol  and 
water.  The  thiocyanate  is  converted  into  the 
carbonate  by  treating  the  concentrated  aqueous 
solution  with  one  equivalent  of  potassium  car- 
bonate, the  solution  is  evaporated  and  the 
residue  extracted  with  hot  alcohol  in  which  the 
guanidine  carbonate  is  insoluble,  and  this  is 
afterwcurds  recrystallised  from  water  (Delitsch, 
J.  pr.  Chem.  1871,  [ii.l  9,  2;  Volhard,  ibid.  15; 
Krall,  Chem.  Soc.  Trans.  1913,  103,  1378; 
Sharpe,  J.  BioL  Chem.  1917, 28, 399).  According 
to  Goldberg,  Siepermann,  and  Flemming 
(D.  R.  P.  1898, 97820),  a  better  yield  of  guanidine 
salts  is  obtained  when  the  ammonium  thio- 
cyanate is  mixed  with  wood  charcoal  and  the 
oxide  or  salt  of  a  heavy  metal,  and  the  mizturo 

heated  in  a  current  of  ammonia^^ 

y  y  ^ 
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(1)  2NH4CNS+ZnO 

=CH»N,.HCNS+ZiiS=H,0 ; 

(2)  2NH4CNS+ZnO+PbCl, 

=2NH,+2CH,N„Ha+ZnS+PbS+H,0 ; 
or  guanidine  thiocyanate  can  be  prepared  by 
heatmg  the  thiocyanate  of  a  heavy  metal  under 
preflsnie  in  an  atmoephere  of  ammonia  at  180° 

Pb(CNS),+2NH,=PbS+CH,N,3CNS. 

Levene  and  Senior  (J.  BioL  Chem.  1016,  25, 
623)  recommend  the  preparation  of  guanidine 
sulphate,  starting  with  dicyanodiamide,  and 
Schmidt  (Arch.  Pharm.  1916, 254, 626)  prepares  it 
from  thio  urea  and  from  cyanamide  {see  J>.  R.  P. 
1909,  242,216  and  1912,  267,380) ;  preparation 
from  dicyanodiamide  or  its  equiyalents  (lid- 
holm,  Ber.  1913,  46,  156 ;  Caro,  Zeitsch.  angew. 
Chem.  1910,  23,  2405). 

According  to  Werner  and  Bell  (Chem.  Soc. 
Trans.  1920,  117,  1133),  the  best  method  of 
preparation  consists  in  heating  an  intimate 
mixture  of  dicyanodiamide  and  dry  ammonium 
thiocyanate  to  120°  for  some  hours,  treating 
the  melted  mass  with  water,  filtering,  and  con- 
centrating the  solution,  and  recrvstalliBing  the 
product;  90  p.o.  yields  are  thus  obtained. 
For  further  detads  the  original  memoir  must 
be  consulted. 

Guanidine  is  a  deliquescent  ciystalline  solid, 
readily  soluble  in  alcohol  or  water ;  it  is  volatile 
and  strongly  alkaline,  absorbs  carbon  diospde 
from  the  air  and  forms  cmtaUine  salts.  The 
thermal  value  of  the  basic  nmction  of  guanidine 
is  +32*1  Cal.,  intermediate  between  that  of 
barium  hydroxide  4-31-7  Cal.  and.  sodium 
hvdrozide  +36-4  Cal.  (Matignon,  Compt  rend. 
1892, 1 13, 1432).  Guanidine  is  decomposed  into 
ammonia  and  urea  on  boiling  with  ba^ta  water 
or  dilute  sulphuric  acid  (Ossikowsky,  Bull.  Soc. 
chim.  1872,  [ii]  IS,  161 ;  Baumann,  Ber.  1873, 
6,  1376) ;  and  is  completely  decomposed  into 
carbon  dioxide  and  ammooia  by  heatii^r  with 
concentrated  acids  rir  alkalis.  GuanicBne  is 
decomposed,  evolvinc  two-thirds  of  its  nitrogen, 
when  mixed  with  sodium  hypochlorite  or  hypo- 
bromite  'Fenton,  Chem.  Soc.  Trans.  1879,  14). 
The  salts  of  guanidine,  like  the  free  base,  part 
with  their  nitrogen  quantitatively  unless  the 
hydrogen  of  the  amino  group  has  been  sub- 
stituted by  -COMe,-COPh  or  -CONH, 
(Cordier,  Monatsh.  1912,  33,  759;  ibid,  1914, 
35,  9 ;  c/.  Kossel  and  Cameron,  Zeitsch.  physiol. 
Chem.  1911-12,  76,  467). 

When  guanidine  hydrochloride  is  heated  at 
180°,  ammonia  is  evolved  and  higuanide  is  formed, 
the  reaction  being  similar  to  the  formation  of 
biuret  from  urea : 

2HN :  C(NH,) 

=NH,-hHN :  C(NH,)NHC(NH,)NH 

In  its  physiological  action,  guanidine  is 
highly  toxic ;  doses  smaller  than  poisonous  ones 
are  in  rabbits  excreted  unchanged  in  the  urine 
(Pommerrenig,  Beitr.  Chem.  Physiol.  Path. 
1902,  i.  561 ;  Garino,  Arch.  d.  Farm,  sperim, 
22,  229,  from  Chem.  Zentr.  1916, 1 1, 1047).  The 
injection  of  guanidine  hydrochloride  into  a 
rabbit  is  followed  by  symptoms  which  are 
almost  identical  with  those  of  tetanus  produced 
by  extirpation  of  the  parathyroid  glands 
(Watanabe,  J.  Biol.  Cliem.  1918,  33,  253; 
34,  51,  G5,  73;  30,  531).    Guanidine  acts  on 


fron*  muscles,  producing  spontaneous  twitchinjg 
and  affecting  their  contractility,  and  it  is 
supposed  that  the  ffuanidine  acts  by  com- 
binmff  with  two  different  substances  in  the 
musde,  one  of  which  is  responsible  for  the 
twitching,  and  the  other  for  the  changes  in 
contractSity  (Camis,  J.  nhysiol.  1909,  39,  73 ; 
Fuhner,  Areh.  F.  exp.  Pathol,  u.  Pharm.  65, 
401-27 ;  Lwigley,  J.  of  Physiol.  1916,  50,  419  ; 
Meighan,  J.  of  Physiol.  1917,  51,  51).  Although 
guanidine  does  not  appear  to  be  a  nonmd 
oxidation  product  of  azginine  in  the  body 
(Pommerrenig,  /.c),  it  is  found  amoi^  the 
products  of  pancreatic  auto-digeetion  (Kutscher 
and  Otori,  Zeitsch.  physioL  Chem.  1904, 43,  93). 
Small  quantities  of  guanidine,  O'l  per  thousand, 
are  injurious  to  cmorophyllous  plants,  whilst 
fungi  utilise  it  as  a  source  of  nitrogen  but  not 
of  carbon  (Kawakita,  Bull.  Coll.  Agr.  Tokyo, 
1904,  6,  181 ;  Kossawitz,  Chem.  Zentr.  1913, 
1,  1279). 

Many  salts  of  guanidine  give  a  yellowish- 
white  flocculent  precipitate  with  Neasler^s  re- 
agent, which  can  thus  be  used  as  a  test  for  small 
quantities  of  the  salts  of  the  base;  a  0*05  p.c. 
aqueous  solution  of  suanidine  nitrate  gives  a 
bulky  precipitate  and  a  0*01  p.o.  solution  is 
rendered  turbid  (Schulze,  Ber.  1892,  25,  661). 
22*8  piurts  of  guanidine  phosphotungstate  are 
soluble  in  100  parts  of  a  mixture  of  acetone  (4 
vols.)  with  water  (3  vols.)  (Wechsler,  2SeitsclL 
physiol.  Chem.  1911,  73,  141;  Drummond, 
Biochem.  J.  1918,  12,  5).  Another  test  for 
guanidine  is  the  development  of  a  deep  yellow 
to  orange-red  coloration  with  alkali  hypo- 
chlorites (de  Coninck,  Compt.  rend.  1898, 126, 
142).  Certain  guanidine  derivatives  i>recipitate 
colouring  matter  (Suida,  Zeitsch.  phvsiol.  Chem. 
1910,  68,  381).  Guanidine  is  usiuJIy  estimated 
as  the  picrate,  the  salt  being  collected  on  a  Gooch 
asbestos  filter,  dried  at  110°  and  weighed 
(Vozarik,  Zeitsch.  ancrew.  Chem.  1902,  15,  670J ; 
or  it  can  be  convertea  into  the  strongly  alkaline 
carbonate  and  titrated  with  standard  acid 
(Giossmann  and  Schiick,  Chem.  Zeit.  1906,  30, 
1205). 

Guanidine  forms  crystalline  salts  with 
mineral  and  with  organic  acids ;  it  also  forms 
characteristic  double  salts.    The  hydrochloride 

CH^„HC1 
forms  double  salts  with  mercuric  chloride 

CfijN„Ha,2HgCl, 
(Byk,  J.  pr.  Chem.  [ii.]  20,  233);  with  gold 
chloride  CH5Na,HCl,AuC]„  deep  yeUow,  spar- 
ingly soluble  needles  (Hofmann,  Ber.  1868,  1, 
146) ;  with  pUUinie  chloride  (CHBN„Ha),3Cl4, 
yellow  needles,  soluble  in  water,  sparingly  so  in 
alcohol  (Strecker,  Annalen,  1861, 118, 160) ;  with 
pkUinic  iodide  (Datta  and  Ghosh,  J.  Amer.  Chem. 
Soo.  1914, 36, 1017).  The  nitrate,  CHsN„HNO„ 
crystallises  in  laige  plates,  m.p.  214°,  10*75  parts 
dissolve  in  100  parts  of  water  at  15*9°.  The 
compound  with  silver  nitrate  CH,N„AgNOa 
crystallises  in  needles,  whilst  the  compounds 
with  palladous  trichloride  and  tribromide  are 
brown  or  red  crystals  (Gutbier  and  Fellner, 
Zeitsch.  anorg.  Chem.  1916, 95, 169).  The  nilriU 
CH,Ns,HNOt  forms  glittering  prisms,  mup. 
76°-78'5°  (Loesen,  Annalen,  1891,  265,  129). 
The  sulphate  (CH;»N3)„H,S0«  crystaUises  in  the 
regular  system  and  is  soluble -in  water  (Bodewig» 
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J.   1876,  763);    it  forms  a  doable  salt  with 
aluminiiim  mdphaU 

(CH,Ng)„H,804,Al,(S04)„12H,0 
orystaUifling  in  Uarge,  woll-developed  hexagonal 
prisms  belonmng  to  the  scalenohe(ual  class  of  the 
rhombohedral  system,  and  having  sp.gr.  1*806 
at  13-5''  (ferrabosohi,  Pzoo.  Camb.  PhU.  Soc. 
1908,  14,  471).  The  carbanaU  (CH4N,),3«C0, 
forms  octahedral  or  tetragonal  prisms ;  sp.  gr. 
1'238-1'251  (Sc(ir6der,  Ber.  1880,  13,  1072). 
The  meiaphoiphaU  CHsN^HPO,  forms  a  fine 
crystalline  precipitate  (Pohl,  Zeitsch.  physioL 
Chem.  1889,  13,  296).  Goadinium  molybdo- 
arsenate  (CN^«)j:As(M0|07)i].  yellow  oiystals, 
(Rosenheim,  Weinbeig,  Poisker,  Zeitsoh.  anozg. 
Chem.  1913,  84,  217).    The  pertkramak 

(CH,N,),CrO„H,0 
forms  small  brownish-yellow,  double-refracting 
prisms,  and  Yields  the  usual  blue  solution  witE 
ether  and  duute  sulphuric  acid  (Hofmann  and 
Buchner,  Ber.  1909,  42,  2773).  The  chlorate, 
white  crystals,  decomp.  148®  (l>Rtta,  Qioudhury, 
J.  Amer.  Chem.  Soc.  1916,  38,  1079).  The 
ihiocyanaU  CH«Na,HCNS  has  m.p.  118"*,  and 
100  jMurts  of  water  dissolve  73  puts  at  0%  or 
134*9  parts  at  15°  (Engel,  Bull.  Soc.  ohim.  1886, 
44,  424).  For  preparation  of  tiie  tiuocyanate 
from  ammonium  thiocvanate  «ee  Krall  (Chem. 
Soc.  Trans.  1913,  103,^1378).  The  ploitifuflhio' 
cyanaU  (CHsN,).,H2pt(CNS),  forms  beautiful 
red  crystals  that  blacken  at  170''-175''  (Guareschi, 
Chem.  Zentr.  1891,  ii.  620).  The  platinibromide 
C.HitMoPlBrC^  lustrous  red  crystals  of  com- 
mcated  structure  (Gutbiera  Bansch,  J.  pr. 
Chem.  1913,  [ii],  88,  409-24).  The  cyanumU 
(CH,N,)^(CNHO),  forms  sUky  needles  (Bam- 
berger, Ber.  1887,  20.  71).  The  dioxaiaU 
CH;N„C,Hj04,H,0  is  sparingly  soluble  (Strec- 
ker,  i.c.).  The  picraU  CH,N„C,H,(NOJ,OH 
is  a  sparingly  soluble,  yellow,  crystalline  salt, 
1  part  dissolves  in  2630  parts  of  water  at  9"",  and 
it  does  not  melt  at  280''  (Emioh,  Monatsh.  1891, 
12,  24).  According  to  von  Cordier  (Chem. 
Zentr.  1906,  i.  340),  guanidine  picrate  exhibits 
stereoisomerism.  The  salt,  as  usually  prepared, 
forms  dark  yellow  plates  that,  owing  to  repeated 
twinning,  have  a  hook-like  structure,  but  when 
guanidine  prepared  by  decomposing  methyl- 
guanidine  sulphate  with  barium  hydroxide  is 
xised,  the  picrate  orvstallises  in  rosettes  of  bright 
yellow  needles.  The  two  forms  are  identicia  in 
composition,  8p.pr.,  temperature  of  decomposi- 
tion, and  electric  conductivity,  but  differ  in 
colour,  crystalline  form  and  solubility,  100  parts 
of  water  dissolve  0-037  part  of  the  plates  at  0°, 
0061  at  20**,  and  0-674  at  80^  The  solubility  of 
the  needles  is  0 043,  0*060,  0800  at  these  tem- 
peratures  respectively.  One  form  cannot  be 
converted  into  the  other  by  crystallisation,  and 
the  author  suggests  that  they  are  stereoiso- 
merides,  the  plates  being  the  stable  modification, 
NH,-C-NH,-G,H,OyN„  and  the  needles  the  bbile 

NH 
NH,-C-NH,CeH,0;N,.     The  henzenesulphamtc 

HN 
has  m.p.  200°,  the  p-iolnene'Sulphonale,  m.p. 
206°,  and  the  a-  and  P-naphthaleneeidphanat^, 
m.p.  267°  (Remsen  and  Gamer,  Amer.  Chem.  J. 
1001,  25,  173).  The  ^•nitroacelylarUhfanHaU 
has  m.p.  247°  (corr.)  (Bogert  and  Klaber,  J. 


I  Amer.  Chem.  Soc.  1908,  30,  807).    The  acekUt 
I  CH|Ka*C|H40s    forms    shiiLing    needles,    oLp. 
229^-230^  (Ostrogovioh,  Gasz.  chim.  ital.  1807, 
27,  L  223).    The  picnUmaU  CHsN,-C,»H,0sN4 
1  is  soluble  in  alcohol  (Schenck,  S^itsch.  physiol. 
Chem.  1906,  44,  427).    A  number  of  salts  of 
guanidine  {guoMdinium  salts)  ^th  iso-   and 
hetero-poly  acids  have  been  prepared  (Gutbier, 
'  Mehler  and  Ottensteln,  Zeitsoh.  anorg.  CJhem. 
'  1914,    89,    313,    333,   343 ;     Rosenheim   and 
JGarfunkel,  Ber.   1911,  44,    1865;    Rosenheim 
I  and  Felix,  Zeitsoh.  anoig.  Chem.  1913,  79,  292 
,  Rosenheim  and  Schwer,  ibid,   1914,  89,  224 
I  Rosenheim  and  Traube,  ibid.   1916,  91,   76 
Rosenheim,  Zeitsch.  elektro.  Chem.  1911,  17, 
694). 
I      AUyl  Halonyl  Gnanidlae 

HN :  C<^;^>CH-CH,CH :  CH,-2H,0 

m.p.  266°-266^,  crystallises  from  acetic  acid  in 
hexagonal  plates  (Johnson  and  Hill,  Amer. 
Chem.  J.  1911,  46,  637). 

For  guanido-glyoylglycine  and  the  introduc- 
tion of  guanidine  mto  the  polypeptide  molecule 
(MS  dementi,  Gacz.  ehim.  ital.  1916,  46,  66-^9, 
and  276-280). 

Gnanamlnas*  When  the  fuanidine  salts  of 
the  first  seven  of  the  fatty  acia  series  are  heated 
at  220^-230°,  water  and  ammonia  are  eliminated 
and  heterocydio  bases  called  guananUnea  are 
formed :  these  are  well-charaoterised  orystaUina 
compounds.    Formoguanamine 

melts  and  decomposes  at  a  hiffh  temperature  ; 

acetguanamifu  0H9'<>^k*C(NH  )^^  ™®^^  '^^ 
266° ;  propianogrtanamine  blackens  at  300° ; 
cmanihoffuanamine  melts  at  130°  (Nenoki,  Ber. 
1874,  7, 1684 ;  Haaf,  J.  pr.  Cham.  1891,  [ii.]  43, 
76). 

Cymoguaiildlne  (dicyandiamide) 


^^•^<NH-CN 


results  from  the  polymerization  of  oyanamide ; 
it  can  be  prepared  from  calcium  or  sodium 
oyanamide  (Chem.  Zentr.  1906,  11,  1630), 
m.p.  206°.  It  is  a  neutral  body.  Ammonia 
converts  it  into  diguanide;  dilute  acids  into 
guanyl  urea.  Heated  with  hydrazine  hydro- 
chloride in  alcoholic  solution  it  gives  guanazde 

/NHNH 
NH :  Cv  I  m.p.  206°  (Ber.  27  R.683). 

\NH-C:NH 
A  mixture  of  cyanoguanidine  and  acetamidine 
hydrochloride  gradually  heated  to  230°  yields 
4  :  6-diamine-2-methvl-l :  3  :  6  triazine  dihydro- 
chloride,  and,  similarly,  cyanoguanidine  and 
benzamidine  yield  the  corresponding  phenyl 
derivative,  m.p.   226°;    or  the  same  triazine 


derivatiyes  may  be  obtained  on  heating  cvano- 
guanidine  with  aceto  nitrite  in  a  sealed  tube  for 
three  hours  at  226°~230°,  or  with  benzo  nitrite 
for  four  or  five  hours  at  190°-200°  (Ostrogovich, 
Atti.  R.  Accad.  Lincei,  1911,  [v.],  20,  1,  182,  and 
249. 

When  cyanoguanidine  is  heated  with  an 
ethereal  solution  of  thioaoetio  acid  until  the 
evolution  of  hydrogen  sulphide  ceases,  6-thiol- 
2-immo-4-methyl-l :  3  s  6-triasine  is  formed  ; 
small  colourless  needles  which  decompose  withont 


GUANIDINE. 


475 


melting  (OBtiogovich,  ibid.  1912,  [v.],  21»  1, 
213. 

CblorOKUailldiiie  CH4CIN|«  obtained  by  the 
action  of  bleaching  powder  eolation  on  s uanidine 
carbonate  in  ice  water,  f omui  a  pale  yellow 
crystalline  powder  that  decompoaeB  at  150^ 
(KamensU,  Ber.  1878,  11,  1603). 

BrewMignanWIne  CH^BrNi,  formed  from 
e^nimoiecalar  proportions  of  bromine  and  gnani- 
dme  carbonate,  orvstallises  in  yellow  needles. 
By  the  action  of  3  mols.  bromine  on  1  mol. 
guanidine  carbonate,  the  eomptmnd 

CH,N,HBrBr, 

is  formed,  crystallising  in  dark  red  prisms.  The 
corresponding  iodine  compound  GHsKa'HI'Ii 
crystallises  m  prisma  the  colour  of  iodiiM 
(Kamenski,  Ic), 

mtroguanidlne  NH : C(NH ^NHNO.  was 
first  prepared  by  Jonsselin  (Compt.  rend.  1877, 
86,  648;  1879,  88,  814,  1086)  bv  the  action  of 
fuming  nitric  acid  and  nitric  oxide  on  guanidine 
nitrate,  and  called  by  him  nitrosQguanidine. 
Pellizzari  (Gaa.  chim.  ital.  1891,  21,  ii.  406) 
showed  that  it  was  the  nt^ro  compound,  and  his 
results  were  confirmed  by  Thiele  C^oinalen,  1892, 
270,  1),  who  also  prepued  it  by  the  action  of 
fuminff  nitric  acid  ana  sulphuric  acid  on  guani- 
dine thiocyanate.  It  crystallises  from  water  in 
colourless  needles,  melts  and  decomposes  at 
230**  with  evolution  of  ammonia ;  it  dissolyes  in 
372-376  parts  of  water  at  19*3'',  or  in  1 1  purts  of 
boiling  water.  The  heat  of  combustion  at  con- 
stant i^ressure  is  -f  210*3  Gal.  and  the  heat  of 
formation  from  its  elements  is  +22  Gal.  (Matig- 
non,  Compt.  rend.  1892,  114,  1432).  The  silver 
derivative  0H3N4OsAg  is  colourless  and  almost 
insoluble  in  water ;  the  nitnUe  €H40tN4'HNO,  is 
crystalline  and  melts  at  147^ ;  the  hydrochloride 
OEfiJSi'RCi  crystallises  in  plates  or  prisms. 

Nitrofonaiildlne  NH : C({im[|)NHNO  is  ob- 
tained by  the  partial  redaction  of  nitroffuanidine 
with  sine  dust  and  sulphuric  acid,  it  forms 
vellow  needles,  explodes  violently  at  160^-166^, 
u  soluble  in  alkalis  and  reprecipitated  by  carbon 
dioxide ;  it  also  gives  the  laebermann  reaction. 
The  alkali  solutions  give  a  beautiful  purple 
coloration  with  ferrous  salts.  The  eUver  salt 
CH,0N4Ag  is  a  colourless  explosive  precipitate ; 
the  copper  saU  (CH,0N4),Cu  is  reddish-orown, 
and  the  nickel  ealt  (CH,0N4)2Ki  is  vermUion- 
red  (Thiele,  Annalen,  1893,  273,  133).  Accord- 
ing  to  Hantzsch,  Schumann,  fkigler  (Ber.  1899, 
32,  675,  1703),  nitrosoguanidine  is  a  true  nitros- 
amine  and  its  constitution  is  represented  by  the 
formula  NH :  C(NH,)NHNO,  since  it  has  a 
neutral  reaction,  yields  mainly  nitrous  acid  and 
not  nitrojgen  when  decomposed  by  acids,  and 
does  not  interact  with  phosphorus  pentachloride 
or  acetyl  chloride.  On  the  other  hiuid,  Whiteley 
(Chem.  Soc.  Trans.  1903,  31)  and  Tschugaeff 
(Ber.  1906,  39,  3383)  consider  that  the  coloured 
metallic  derivatives  are  salts  of  the  tautomeric 
diazo-hydrate  form  HN  :  C(NH,)N :  NOH. 

Am&ogiuuildiiM  HN :  C(NH,)NHNH,,  is  ob- 
tained  by  reducing  mtroffuanidine  with  zinc 
dust  and  acetic  acid  at  4(r  until  a  test  portion 
develops  no  coloration  with  ferrous  sulphate 
and  an  alkali  (Thiele,  Annalen,  1892,  270.  23. 
The  mixture  is  filtered,  the  filtrate  evaporated 
till  it  is  only  feebly  acid,  and  the  aminoguanidine 
bicarbonate  precipitated  iu  the  cold  by  adding 


a  concentrated  solution  of  alkali  bicarbonate 
(D.  R.  P.  69241).  Also  prepared  by  heating  an 
alcohoUc  solution  of  hydrasinAhydrochloride, 
and  oyanamide  in  a  refloz  apparatos  (Pellinari 
and  Cfuneo,  Oass.  chim.  itaL  1894,  24,  i.  460 ; 
Pellizzari  and  Gaiter  (Gazz.  chim.  itaL  1914, 
44, 1 1,  72).  A  yield  of  81  p.c.  of  the  theoretical 
is  obtained  by  the  electrofytic  reduction  of  the 
nitro  compound,  suspended  in  water  slightly 
acidified  with  sulphuric  acid,  using  a  tin  cathode 
and  a  current  density  of  260  amperes  per  square 
metre  and  a  temperature  of  10°  (Boehringer  and 
Sohne,  D.  B.  P.  167637) ;  c/.  also  Ponzio  and 
Gastaldi  (Gazz.  chim.  itaL  1914,  44,  1,  267). 

Aminoguanidine  Ib  ciystalline,  soluble  in 
water  or  alcohol,  decomposes  on  boiling  with 
dilute  acids  or  alkahs,  yielding  first  semicarba- 
zide  and  finally  ammonia,  carbon  dioxide,  and 
hydrazine  (Curtius,  Ber.  1896, 29,  769).  For  the 
toxicity  of  guanidfaM  aad  its  amino  derivatives, 
V.  Garino  (Arch.  Farm.  sper.  1916,  22,  329). 
AmiQQguanidine  forms  crystalline  salts  with 
mineral  acids:  the  hifdrochhride  CH«N4.HC1 
forms  large  prisms,  m.p.  163°;  the  hydro- 
bromide,  prismatic  needles,  m.p.  149^  (decomp.) ; 
the  double  salt  with  pbtinic  chloride 

(CH4N4.Ha)„Pta4 
is  a  yellow  precipitate,  m,p.  146^-146°;  the 
nitrate  CIH4N4.HN0t  forms  large  shining  pbtes, 
m.p.  144"*;  100  parts  of  water  dissolve  12*01  parts 
at  16*9<';  the  eulphaU  (GH4N4)|.H,S04,H,0 
crystallises  in  needles,  m.p.  207^-208'';  the 
biwi^fMie  GH4N4,HaS04  orystalHses  in  large 
plates,  m.p.  Ifil"" ;  the  picrate  GH«N«,G4H,07Na 
18  precipitated  as  yellow  needles  from  hot  water. 
The  copper  compounds  Gu(GHsN4)B,2HNOa  and 
Chi(GH4N4)|,  H1SO4  are  violet  orystalline  pre- 
dpiUtes;  the  &Kar«onate  GH.N4,H.G0|  (Thiele, 


Annalen,  1898,  302,  832)  melts  at  172°  and  is 
almost  insoluble  in  cold  water. 

Acetaminoguanidine  CH^JPfifi)  forms  a 
crystalline  nitrate,  m.p.  86°-90°  and  picrate ; 
/ormylaminoguanidine  nitrate 

HNO„HtN-G(NH)NHNH-GHO 
melts  at  143°,  the  picraU  melts  at  193°  ;  oanlyU 
aminoguanidine  l6n : G(NH,)NHNHGOGO,H 
melts  at  23r-232°  (Thiele  and  Manchot,  Anna- 
len, 1898,  803,  87). 

Aminoguanidine  and  its  alkyl  and  arvl 
derivatives  contain  the  grouping  — NH;NIis, 
present  in  hydrazines,  and  semioarbasidek  and 
Uke  them  readily  form  condensation  products 
wiUi  aldehydes,  ketones,  sugars,  and  ketonic 
acids;  these  are  usually  well  characterised 
crystalline  compounds,  forminfl  crystalline  salts 
with  mineral  and  organic  acids.  For  the  con- 
densation products  with  aldehyde,  chloraldehyde, 
chloral,  v.  Thiele  and  Dralle  (Annalen,  1898, 
302,  278) ;  with  benzaldehyde,  v.  Thiele  (ibid. 
1892,  270,  1),  Wedekind  (Ber.  1897,  30,  444) ; 
with  diacetyl,  ace^lacetone,  acetonylacetone, 
V,  Thiele  and  Dralle  (2.e.);  with  galactose, 
glucose,  and  lactose,  v.  Wolf!  (Ben  1895,  28, 
2613);  with  glyoxylic  acid,  v.  Thiele  and 
DraUe  (/.c),  Doebner  and  G&rtner  (Annalen, 
1901,  315,  1) ;  with  pyruvic  add,  v.  Wedekind 
and  Bronstein  (ibid,  1899,  307,  297).  For  the 
preparation  ana  properties  of  alkyl  and  aryl 
substituted  derivatives  of  aminoguanidine,  v. 
Pellizzari  and  Guneo  (Gazz.  chim.  itaL  1894,  24, 
i.  460),  Pellizzari  and  Rickards  (ibid.  1901,  31, 
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i.  526).  Sodium  nitrite  and  ii  solution  of 
aminoguanidine  dinitrate  yield  a  ^-nitroso 
hydramne  derivatiye 

NH,-C(NH)NHNHN=NC(:NH)NH-NHNO 
which  is  extremely  stable.  The  sulphate 
(CtH7Nio)tS04,  crystaUises  in  long  colouriess 
prisms.  Hofmann,  Hock,  Kirmreuther  (Anna- 
len,  191 1»  380,  131). 

Dlaminogaaiiidine  HK  . C(NH:NHt),  does 
not  exist  in  the  free  state;  its  hydrcBromide 
0H7Ne,HBr  is  formed  by  the  action  of  cyanogen 
bromide  (1  moL)  on  hydrazine  (2  mols.) ;  it 
crystallises  in  plates,  m.p.  167®;  the  picraief 
GH7N.,0«H|0;N»  melto  at  191"";  the  hydro- 
chloride  at  ISd"" ;  the  nitraU  at  liS'' ;  the 
^tJiochioride  at  172^-173'' ;  all  the  salts  reduce 
Fehling  solution  and  ammoniaoal  silver  nitrate 
solution.    Dibenzylidenediaminogwinidine 

HN :  C(NH-N :  CHPh), 
yellow  ciystals,  m.p.  180°  ;  diaaUcylidenediamino 
ffuanidine  AH  :  C(AH-N :  CH-C,H40H),  yellow 
prisms,    m.p.    201°~203® ;     the    hydnmrcmide 
melta  at  240*^.     Dibenwyldiaminoguanidine 

NH ;  C(NHNHCeH,CO), 
m.p.  210**-21P  ;  the  hydrobromide  melts  at  243°, 
and  the  hydrochloride  at  230°,  the  nitraU  at 
211°-212°  (Pellizzari  and  Cantoni,  Gazz.  chim. 
itaL  1905,  35,  L  291);  Pellizzari  and  Gaiter 
(/.c.) ;  Gaiter  ^ibid,  1915,  45,  450). 

Triamlnogiuuiidine  NH,N :  0(NH'NH,). 
does  not  exist  in  the  free  state ;  its  salts  may  oe 
obtained  by  heating  concentrated  solutions  of 
the  salts  of  either  guanidine  or  its  amino,  or  its 
diamino  deriTative  with  hydrazine  hydrate. 
The  salts  readily  react  with  aldehydes.  The 
nitrate  colourless  needles.has  m.p.  210°  (decomp.) ; 
the  hydrochloride,  m.p.  231° ;  tribemyUdenetri- 
anUnogvanidine,  small  yellow  needles,  m.p. 
198° ;  triaminogtuinidine&iocyanatef  m.p.  136  ; 
the  picraU  CHgN^CgHjO^N,,  m,p.  171*  Pelliz- 
zari and  Gaiter  (^c). 

Dfliydroxyguanldine  hydrobromide 
HN :  C(NHOH)„HBr 
is  formed  by  the  interaction  of  cyanogen  bromide 
and  hydroxylamine  in  methyl  alcohol  and  ether 
at  —  20°  ;  it  forms  colourless,  flat,  hygroscopic 
needles  that  decompose  at  95°  (Wieliuid,  Ber. 
1905,  38,  1445). 

Mottaylguanidine  HN :  C(NH,)NHMe  has 
been  isolated  from  extract  of  muscle  (Gulewitsch, 
SieitsolL  physio].  Chem.  1906,  47,  471 ;  Me  also 
Ewins  (Bio-Chem.  J.  1916, 103) ;  for  its  presence 
in  urine  of  dogs  see  Koch  (J.  of  BioL  Chem.  1913, 
15,  313)),  and  is  prepared  by  boiling  creatine 
with  mercuric  or  lead  oxide  and  cUluto  sul- 
phuric add  (Dessaignes,  Annalen,  1854,  92, 
407 ;  1856,  97,  340).  It  can  be  synthesised 
from  methylamine  hydrochloride  and  cyana- 
mide  (Erlenmeyer,  Ber.  1870,  3,  896).  It  is 
a  strongly  alkaline,  volatile,  crystalline  sub- 
stance, and  liberates  ammonia  and  methylamine 
on  heating  with  potassium  hydroxide.  *  The 
aurichloride  CjH7N^Ha.Aua,  melts  at  198°- 
200°;  the  pkUiniMoride  (C,H-N8,HCl)„PtCl4 
melts  at  194°-195°  (Schenok,  Arch.  Pharm.  1909, 
247,  466).  The  oxalaU  (C,H,N4)„C,H,04,2H,0 
is  crystalline  and  soluble  in  water.  The  pieraU 
crystallises  from  water  in  two  distinct  modifica- 
tions (Gulewitsch,  Lc).    The  picrolonale 

C,H,N„CxoH,05N4 


melts  at  291°  (Wheeler  and  Jamieson,  J.  Biol- 
Chem.  1908,  4,  HI).  Eleven  methylated 
guanidines  are  possible:  three  of  these,  oon- 
taining  the  grouping  NMe :  C(NHt)N=have 
not  b^  obtained;  S-aPy-Trimethytgwrnidinep 
is  formed  whenever  the  conditions  are  in  any 
way  favourable  (Schenck,  Arch.  Pharm.  1911, 
249,  463  ;  ibid.  1912,  250,  306 ;  Zeitsch.  physiol, 
Chem.  1912,  77,  328). 

For  other  tdkyl  and  aryl  substituted  deriva- 
tives of  guanidine,  some  of  which  have  thera- 
peutic properties,  v,  Strakoech  (Ber.  1872,  5, 
692)  ;  Tatarinow  (J.  1879,  401);    Noah  (Ber. 

1890,  23,  2196) ;  Hofmann  {ibid,  1869,  2,  601) ; 
Fischer  {ibid,  1897,  30,  2414) ;  Alway  and  VaU 
(Amer.  Chem.  J.  1902,  28,  158) ;  K&mpf  (Ber. 
1904,  37,  1681) ;  Beidel  (D.  R.  PP.  1892,  66550, 
1898,.  104361);  Schmidt  (Arch.  Pharm.  1911, 
249,  465,  and  473;  ibid.  1912,  250,  311). 
For  acyl  derivatives  see  Traube  (Ber.  1910,  43, 
3586) ;  Pierrou  (Compt.  rend.  1910,  151,  1364) ; 
Wheeler  and  Johnson  (Amer.  Chem.  J.  1901, 
26,  417).    Formyl  guanidine 

NH,C(NH)NHCHO 
has  m.p.  178°  (decomp.);  acetyl  guanidine, 
m.p.  185° ;  acetyl  guanidine  hydrochloride, 
m.p.  145°  (Komd6rfer,  Arch.  Pharm.  1903, 
241,  449,  gives  m.p.  142°) ;  benzoyl  phenyl- 
guanidine  C,H,CONHC( :  NH)NHPh,  m.p.  91°- 
92°  m-Tolylbenzoylguanidine 

CH,-C,H4NHC( :  NH)NHC0C,H5 
begins  to  soften  71°,  the  hydrochloride  melts 
at  170°. 

Guanidine  forms  condensation  products  with 
dicarboxylic  adds  (Traube,  Ber.  1893,  26,  2551 ; 
Ruheman  and  Stapleton,  Chem.  Soc.  Trans.  1900, 
805;  Kaess  and  Gruszkiewicz,  Ber.  1902,  35, 
'3600) ;   with   B-kekmic  acids  (Jaeger,  Annalen, 

1891,  262,  365) ;  with  Bdikeiones  (Evans,  J.  pr, 
Chem.  1892,  45,  489;  Wense,  Ber.  1886,  19, 
761);  with  malononitrile  (Merck,  D.  R.  PP. 
165692, 165693) ;  with  ethyl  cyanacetaU  (Traube, 
D.  R.  P.  1900,  115253). 

Guanidine  forms  compounds  with  sugars 
containing  3  mols.  of  sugar  and  1  mol.  of  guani- 
dine; these  exhibit  mutarotation  and  have  a 
lower  optical  activity  than  the  sugars  from 
which  they  are  derived  (Morrell  and  Bellars, 
Chem.  Soc.  Trans.  1907, 1010).        M.  A.  W. 

GUANINE,  2'afnino-6'Oxypirine^ 

nh-<:jo 
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i     i: 
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CH 


was  discovered  by  Unger  in  guano  in  1844 
(Annalen,  51,  395  ;  58,  18  ;  59,  58),  and  though 
Hoppe-Seyler  failed  to  find  it  in  the  excrement 
of  u)wls  and  geese,  Haeter  obtained  it  from  the 
excrement  of  a  heron  {Ardea  cinerea)  fed  on  fish 
and  flesh  (Med.  Chem.  Untersuch.  1871,  582) ; 
Will  and  Gorup  Besanez  found  it  in  the  excre- 
ment of  a  spider,  in  the  organ  of  Bojanus  of  the 
mussel,  and  in  the  green  gland  of  the  crayfish 
(cp.  Weinland,  Zeit.  Biol.  25,  390) ;  and  Pedle 
found  0*0068  gram  of  guanine  per  litre  in  the 
urine  of  a  pig  led  on  bran,  and  in  an  unhealthy 
condition  (Annalen,  1876,  183,  141).  In  addi- 
tion  to  its  occurrence  among  the  excretoiy 
products  of  the  animal,  guanine  is  fairly  widely 
distributed  throughout  the  tissues;    thus  it 
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18  found  in  the  liver,  Smorodinzeff    (Zeitsoh. 

Shynol.  Chem.  1912, 80, 231 ;  in  muBoie  (Bennett, 
.  Biol.  Chem.  1912,  11,  221);  and  it  ooours, 
together  with  hypozanthine,  in  the  protamine 
from  sahnon  roe,  forming  6-8  p.o.  of  the  ripe 
organ  (Piccard,  Ber.  1874,  7,  1714) ;  it  occurs 
in  the  pancreas,  spleen,  tiyer,  and  muscle 
of  the  ox,  in  quantities  vaiying  from  0*020  to 
0-746  p.c.  (Braginsky,  Zeitsch.  physioL  Chem. 
1883,  8,  395 ;  Kossel,  ibid,  404 ;  Schindler,  ibid. 
1889,  13,  432) ;  and  it  is  found  in  the  skin  of 
fishes  (Ewald  and  Kruckenberg,  Chem.  Zentr. 
1883,  705 ;  see  Heller,  Intern.  Zeitech.  BioL 
3,  106  for  possible  connection  between  bio- 
luminescence  and  guanine).  Guanine  is  widely 
spread  throughout  the  vegetable  kingdom, 
Schiitzenberger  found  it,  together  with  other 
purine  bases,  in  yeast  extract  (Compt.  rend. 
1874,  78;  Chem.  Zentr.  1877,  73);  Drummond 
and  Funk  in  rice  polishings  (Bio-Chem.  J.  1914, 
8,  598).  Schulze  and  Bosshard  isolated  it,  to- 
gether with  hypoxanthine  and  xanthine,  from 
young  potato  tubers,  sugar  beet,  leaf  buds  of 
plane  and  maple,  bark  of  plane,  from  lupins,  red 
clover,  vetch,  young  grass,  and  oats  (Zeitsch, 
physiol.  Chem.  1884,  9,  420) ;  and  v.  lippmann 
obtained  it  from  beet  juice  (Ber.  1896, 29,  2645) ; 
molasses  residues  boiled  with  copper  sulphate 
and  sodium  hydroxide  yield  about  0*04  p.c. 
guanine  pentoside 

C,H,04,C,HjNjO-2HjO 

(Andrlik,  Zeitsch.  Zuckerind.  Bohm.  1911,  35, 
437).  This  is  identical  with  the  guanosine 
obtained  from  nucleic  acid  (Levene  and  Jacobs, 
Ber.  1909,  42,  2474;  Biochem.  Zeitsch.  1910, 
28,  127) ;  and  with  vemine  (guanine-<2-ribose), 
lof^"— 8-4*»  (Schulze  and  Trier,  Zeitech.  physiol. 
Chem.  1911-1912,  76,  145;  Smolensk!,  Chem. 
Zentr.  1912,  2,  769).  According  to  Levene 
and  Mandel  (Biochem.  Zeitsch.  1908,  10, 
215 ;  see  also  Jones  and  Richards,  J.  BioL  Chem. 
1915,  20,  25),  guanine  is  one  of  the  cleavage 
products  of  nucleic  acid,  when  the  hydrolysiB 
is  e£fected  by  acetic  acid  in  the  presence  of  lead 
acetate  at  150° ;  c/.  Levene  and  Jacobs  (J.  BioL 
Chem.  1912,  377) ;  Scaffidi  (Biochem.  Zeitsch. 
47,  215) ;  it  is  found  among  the  products  of 
steam-heated  soils,  Lathrpp  (J.  Amer.  Chem. 
Soc.  1912,  34,  1260). 

Guanine  exists  in  guano  partly  as  the 
calcium  compound,  partly  in  substances  like 
nudein ;  from  these  it  is  liberated  by  boiling  for 
4  hours  with  dilute  sulphuric  acid,  the  liqmd  is 
cooled  and  filtered,  and  the  filtrate  made 
alludine  with  sodium  hydroxide  and  again 
filtered.  The  guanine  and  uric  acid  are  pre- 
cipitated in  the  filtrate  by  the  addition  of 
ammoniacal  silver  solution,  the  precipitate 
washed  with  cold  and  hot  water,  and  then 
decomposed  by  hot  dilute  hydrochloric  acid,  the 
silver  chloride  filtered  o£f,  the  filtrate  decolorised 
with  animal  charcocd,  and  the  guanine  pre- 
cipitated by  ammonia,  a  small  quanti^  of  urea 
in  hot  nitnc  acid  is  added,  and  the  mixture  set 
aside  to  crystallise.  The  guanine  nitrate  now 
free  from  uric  acid  is  dissolved  in  dilute  sodium 
hydroxide  and  the  guanine  precipitated  by  the 
addition  of  ammonium  chloride,  tois  last  opera- 
tion removing  the  xanthine  (Wulff,  Zeitsch. 
physioL  Chem.  1893,  17,  468).  It  may  be 
precipitated     as     the     phoephotungstate— for 


the  solubility  of  this  in  a  mixture  of  acetone 
and  water,  see  Wechsler  (Zeitsch.  physiol.  Chem. 
1911,  73»  141). 

FiBoher  (Ber.  1897,  30,  559)  has  shown  that 
guanine  is  2-amino-6-oxypurine  from  the  fact 
that  fmino-^'Urie  acid 

HN :  C<^|:^g>CHNH-CONH, 

obtained  synthetically  by  Traube  (Ber.  1893, 
26,  2551)  from  guanidine  and  ethylmalonate, 
yields,  on  treatment  with  hydrochloric  acid 
(sp.gr.  119),  at  120'',  the  same  2-amt7io-6 : 8- 

.NH-COCNHv 
dioxypurine  NHjC^  ||         >C0    as    is 

^N CNH^ 

obtained  from  bromoguanine  C5H4BrON5  (FLscher 
and  Reese,  Annalen,  1883,  221,  342)  by  the 
action  of  hydrochloric  acid  at  130°.  Fiuther, 
a  synthetic  guanine,  identical  in  every  way  with 
the  natural  product,  is  obtained  when  6-aEy- 
2 :  ^-dickUjTfypurine  is  heated  with  alcohoUc 
ammonia,  and  the  resulting  cMorogvanine 
reduced  by  means  of  ^rdriodic  acid  (Fischer, 
Ber.  1897,  30,  2226).  The  synthetical  produc- 
tion of  guanine  has  also  been  effected  by  Traube 
(Ber.    1900,    33,    1371)    from    2 1  ^-diamino-^- 

hydroxy-pyrimidine  H,N  C<^^^^|>N,  ob- 
tained by  the  condensation  of  guanidine  and 
ethyl  c3ranoacetate  in  the  presence  of  sodium 
ethoxide.  The  nitroso  derivative  of  this  com- 
pound yields,  on  reduction  with  ammonium 
sulphide,  2:4:  S-triamino-Mydroxupyrimidine^ 
which,  when  heated  with  an  equivalent  amount 
of  sodium  formate  and '^10  times  its  weight  of 
anhydrous  formic  acid,  is  converted  into  guanine. 
A  sunilar  syntfietic  production  of  guanine  from 
2-cyanainino-4faininO'6-hydroxypyriinidine 

obtained  by  the  condensation  of  dicyanodia- 
mide  and  ethyl  cyanoacetate  in  the  presence  of 
sodium  ethoxide,  forms  the  subject  of  certain 
patents  of  Merck  (D.  R.  PP.  1905,  158591, 
162336). 

Guanine  is  an  amorphous  powder,  insoluble 
in  water,  alcohol,  or  ether,  but  soluble  in 
acids  or  alkalis,  formiog  salts  of  a  di-add  base, 
or  dibasic  acid  respectively.  It  can  be  obtained 
in  the  form  of  small  rhombic  cr3r8tals  when  the 
freshly  precipitated  compound  is  dissolved  in  a 
large  excess  of  ammonia  at  30°-35°,  and  the 
filtered  solution  allowed  to  evaporate  slowly 
(Drechsel,  J.  pr.  Chem.  1881,  24,  44) ;  or  in 
crystals  resembling  those  of  creatinine  zinc 
omoride,  when  a  warm  dilute  alkaline  solution 
(1 :  2000)  is  mixed  with  about  one- third  its 
volume  of  alcohol,  acidified  with  acetic  acid  and 
allowed  to  cool  (Horbaczewski,  Sieitsch.  physioL 
Chem.  1897,  23,  226). 

The  adxninistration  of  guanine  as  food  to 
rabbits  produces  neither  increase  in  purine 
excretion  nor  pathological  changes  in  the 
kidney ;  but  subcutaneous  or  intravenous  injec- 
tions of  guanine  dissolved  in  caustic  soda,  cause 
a  great  increase  of  purine  substances,  especially 
uric  acid,  in  the  urine  (Schlttenhelm,  Chem. 
Zentr.  1902,  L  1306  ;  Schittenhelm  and  Bendix, 
Zeitsoh.  physioL  Chem.  1905,  43,  365 ;  Ewald, 
Zeitsch.  exp.  PaUi.  u.  Ther.  2,  348),  and  di- 
minishes the  arterial  blood  pressure  (Desgrez 
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and  Dorl^ans,  Compt.  rend.  1912,  154,  1100; 
Benelli,  Aroh.  farm.  sper.  17,  193-215);  see 
also  Desgrez  and  Dorl^ans  (ibid,  1913,  157, 
946)  for  the  effect  of  introduoing  guanine  in 
preeenoe  of  adrenaline. 

Guanine  ia  converted  to  the  extent  of 
60-70  p.o.  into  xanthine  when  heated  with 
excess  of  25  p.c.  hydrochloric  acid  for  32  hours 
(Fischer,  Ber.  1910,  43,  805);  and  undergoes 
profound  decomposition,  vidding  ammonia, 
carbon  dioxide,  formic  acio,  and  glycocoU  on 
prolonged  treatment  with  concentrated  hydro, 
chloric  acid  at  180''-200''  (Wulff,  Zeitsch. 
physioL  Chem.  1893, 17, 468).  A  micro-or^[anlsm 
belonging  to  the  class  of  coccus  bactena  and 
found  in  the  excrement  of  pigeons,  flourishes  in 
a  culture  containing  guanine,  which  is  decom- 
posed into  urea,  guanidine,  and  carbon  dioxide 
(Ulpiani  and  Cingolani,  AttL  R.  Aooad.  Lincei, 
1905,  [v.]  14,  ii.  596) ;  it  is  assimilated  by  a 
number  of  moulds  as  a  source  of  nitrogen  and 
carbon  (Kossowicz,  Chem.  Zentr.  1913,  1,  1297 
from  2ieitsch.  G&hrungs  physiol.  aUg.  landw. 
Techn.  Mykologie,  1912,  2,  84). 

The  following  derivatives  of  guanine  have 
been  described : 

Salts.    (1)  With  bases,  the  sodium 
Na,OC5H,N,0,6H,0 ; 
barium  C5H,N(0Ba ;  and  copper 

CjHftNBOCu.O  and CgHjN.CuO 
derivatives.  (2)  With  acids,  the  hydrochloride 
C,H,N,0,Ha,IljO,  forms  double  salts  with 
zinc,  cadmium,  mercury,  or  platinic  chloride ; 
hydrobromide  C5H,N50,HBr,2jH,0 ;  hydriodide 
C5HrN50,HI,2  JH,0  forms  a  double  salt  with  bis- 
muth iodide ;  nitrates  C5H,N5aHNO„liHjO  ; 
C5H,N60,2HNO„2H,0 ; 

3C,H,N»0,4HNO„4H,0 ;  and 
3C5H5N6O,5HN0g,5jH,0 ; 
sulphaU  (0sH|N(O)sH|SO4,2H,O ;  oxalate 
3C5H,N40,2C|H,04 ;   tartrate, 

3C5H5N50,2C4H,0, ; 
dichromate  CjHjNsOjHiOjO, ;  picraie 

CjH,N,0,C,H,N,07,H,0 ; 
pkt&tontiif^  C,H,yiO,f!CTT.n,N^:  ftnkyanide 
(C^HjN4<>)4jr3Fc(CN),.gHaU  ;  iuiroftirkyanide 
(C^H^,O)L>K,(CN),N0Fp,13.H30  ;  m-iaphos- 
pMe  Cj,H£NaO,HPO,,xHiO.  (3)  Wifh  salts, 
mercuric  thhride  C\ It  ^ N sO^ HgCt  j ,2 J  H, 0  ;  silver 
niiraii  CiHaNjOpAgNOj,  the  fiilv^  picrate 
ctrnpauml  C'sHjAgNaO.CiKjN.O^imaO  U  in- 
soluble  in  qold  WBt4?r ;  (Cp.  Unger,  l.c. ; 
fcJtrecker,  Annalen,  118,  162;  Bflik&»  J.  pr. 
Chem.  [ii.]  47,  539;  Neubauer  and  Kemer, 
Annalen,  103,  268;  Wulff,  Zeitsch.  physiol. 
Chem.  1893, 17,  468 ;  Levene,  Biochem.  Zeitsch. 
1907,  4,  320).    Ouanine-d-glucoside 

C5H4N,0,C.H„08, 
m.p.  298""  (oorr.)  (Fischer  and  Helferich,  Ber. 
1914,  47,  210). 

Alkyl    derlvatlvai.    I'Methylgtianine 
NMe-CO— C-NHx 

ill      I      ."^C^.  forms  a  heavy,  colour- 
NH,):N-C-Ny^ 
less,  crystalline  powder  which  chars  without  melt- 
ing (Traube  and  Dudley,  Ber.  1913,  46,  3839). 

NH-CO-CNMes 
7-methylguanine,  I  ||  ^CH, 

C(NH,):N-C— N.^^ 


crystallises  in  slender,  colourless  needles  which 
decompose  about  390"".  1 : 7-dimeihylguanine 
NMe  .  CO  -  CNMcv 

I  II  ^^CH,      ciystaUises      with 

C(NHJ«N-C-N^ 

water  of  crystallisation,  becomes  anhydrous  at 
100"*  and  melts  at  343^-345°  (oorr.) ;  1 :  l-di- 
meihylauanine  meihiodide  ciystallises  in  large 
colourless  plates,  m.p.  330^-333''.  TrimMyU 
ffuanine  nteihiodide  ciystallises  in  colouriess, 
slender  needles,  m.p.  295''-d00''  (deoomp.) 
(Fischer,  Ber.  1897,  30,  2400;  Traube  and 
Dudley,  Ber,  1913,  46,  3839). 

Aeyl  d6rlvatl?6l.    Acetylgmnine 
C5H4N,0(C,H,0) 

is  crystalline,  sparinffly  soluble  in  water,  alcohol* 
or  ether,  and  may  oe  heated  at  260^  without 
change.  Propionylguanine  CtH40N,(C,H50)  is 
crystalline,  and  renudns  unchanged  when  heated 
at  260**.  Bemoylffuanine  C,H40N,(C7HjO)  is 
also  cr3r8talline  (cp.  also  Bayer  &  Co.,  D.  R.  P. 
213711).    • 

Azo  derivativai.  Guanine  and  other  purine 
bases  that  are  not  substituted  in  position  7 
react  with  diazobenzenesulphonic  acid  to  form 
coloured  azo  compounds,  in  which  the  *N :  NR 
group  is  attachea  to  carbon  atom  8.  Guanine 
and  p-dichlorodiazobenzene  ohloride  yidd  a 
dark  red  dye,  which  forms  8-aminoguanine  when 
reduced.  The  amino  compound  does  not  itself 
couple  with  diazo  compounds,  but  can  be 
diazotised  at  40°,  and  then  yields  a  violet  dye 
with  an  alkaline  solution  of  R  salt  (Burian,  Ber. 
1904,  37,  696,  708;  Hans  Fischer,  Zeitech. 
physioL  Chem.  1909,  60,  69).  This  reaction  has 
been  applied  by  Amatore  de  Giaoomo  (Zeitsch. 
wiss.  Mikroscop.  1910,  27,  257)  to  a  micro- 
chemical  method  for  demonstratinff  the  presence 
of  guanine  in  the  renal  system  of  b&ds. 

Bromoguanine  C,H4N|0Br  is  a  white  ciystal- 
line  powder,  almost  insoluble  in  water,  alcohol, 
or  etner.  It  forms  crystalline  salts  with  acids, 
e,g.  C5H4NBOBr,HCl,  and  also  unites  with  lead 
or  silver  to  form  crystalline  compounds,  which, 
when  heated  with  methyl  iodide  at  100°,  yield 
bromocaffeine.  Nitrous  acid  converts  bromo- 
guanine into  bromoxanthine  (Fischer  and  Reese, 
Annalen,  1883,  221,  336). 

NH-CH,C-NHv 

Deoxygtianine  \  ||         VJH   is 

H,N-(!j=:N — C-N-^ 
obtained  when  guanine  is  electrolytically  re- 
duced in  60  p.c.  sulphuric  acid  solution,  it 
crystallises  in  microscopic  needles,  melts  and 
decomfNoses  at  204°,  and  has  strongly  basic 
properties,  combining  with  atmospheric  carbon 
dioxide.    It  is  oxidised  by  bromine  to  2-amtno- 

N :  CHCNHv 
purine  \  \\        ^CH,  a    crystalline 

H,N-C=N-C-N^ 
base  more  readily  soluble  than  its  isomeride, 
adenine, 

Guanine-Mononudeotide,  goanylle  aeid,  has 
been  obtained  from  yeast-nucleic  acid  as  a  white 
amorphous  powder,  [ajo— 2*4°.    Its  bmcine  salt 

CioHuO,N«P,2(C„H„04NJ,7H,0 
has  m.p.  203°  (Read,  J.  Biol.  Chem.  1917,  31, 
47 ;  Jones  and  Read,  ibid.  337 ;  Feulgen,  Zeitsch. 
physiol.  Chem.  1919,  106,  249;  ibid,  1920,  108, 
147;  ibid,  1920,  HI,  257).  Levene  has  obtained 
the  crystalline  acid   CioH,40^,P,JH,0  from 
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the  brncine  salt,  this  has  [a]^** --7*6''  in  aqueous 
solution ;  it  yields  the  brncine  salt 
C,A,0„N,P,7H,0 


m.p. 


[af"  -260°  in   36  p.o.    alcohol 


(J.  Biol.  Chem.  1919,  40,  171). 

Teste.  Wann  dilute  solutions  of  guanine 
hydrochloride  give  with  a  saturated  solution  of 
.piorio  add,  an  orange-red  crystalline  insoluble 
precipitate;  xanthine  and  hypozanthine  give 
a  sinmar  reaction  in  vety  concentrated  solutions 
only  (St.  Gapranica,  Zeitsch.  physioL  Chem. 
1880,  4,  233).  It  can  be  detected  in  animal 
tissue  by  treating  it  with  a  solntion  of  diaso- 
benzenesulphonic  acid  (sensitiTe  to  euanine) 
when,  on  addition  of  sodium  hydrozide  (after 
about  ten  minutes),  a  red  colour  appears  (de 
Giaoomo,  Zeitsch.  wiss.  Mikroscop,  1910, 27,257). 

When  guanine  nitrate  solution  is  evaporated 
it  leaves  a  yellow  residue,  soluble  in  potassittm 
hydrozide  with  a  yellow  coloration.  On 
evaporating  the  yellow  solution  to  dryness,  it 
affords  first  a  purple,  then  a  violet  coloration, 
and  on  ezposure  to  air  the  original  colour  returns 
(Brucke,  Montash.  1886,  7,  617). 

IMlmatfoii.  The  formation  of  the  insoluble 
picrate  has  been  recommended  by  Wulff 
(Zeitsch.  physiol.  Chem.  17,  468)  for  the  estima- 
tion of  guanine  M.  A.  W. 

GUANO  V.  Fbrtiusbbs. 

GUANOSDIE,  identical  with  Vemin 
CioHi,0»N^2H,0 
a  compound  of  guanine  and  <2-ribo8e,  occurs  in 
certain  plants,  and  forms  one  of  the  products  of 
hydrolysis  of  nucleic  acid;  it  decomposes  at 
23r'^and  has  [a]|^-60'62°  (Levene  and  Jacobs, 
Ber.  1909,  42,  2469 ;  Sohulze,  Zeitsch.  physioL 
Chem.  1910,  66,  128 ;  Schulze  and  Trier,  ibid, 
1910,  70,  143). 

GUAHYUC  ACID,  guanine-mononucleotide, 
V.  Guanine. 

GUANTLURBA,    Dieyandiamidine,    v.    Di- 

OTANDIAinDB. 

GUARA.  A  tanninff  material,  identical  with 
casoalotte,  consisting  of  the  ground  fruits  of  a 
variety  of  divi  found  in  South  and  Central 
America,  containing  a  pyrogalloltannin  closely 
resembling  the  ti^nnins  of  sumach  or  myro- 
balans.  It  contains  from  43*6  to  .48*4  p.c.  of 
tannins,  23*1-26*8  non-tannins,  17*7-22*0  6f 
insoluble  matter,  and  9'(^10*7  p.c.  moisture. 
For  its  characters  as  a  tanning  material,  see 
Callan  (J.  Soc.  Chem.  Ind.  1916,  34,  646). 

GUARAHA»  U.8.P.  {Uarana).  Guarana  is  a 
dried  pasteprepared  from  the  seeds  of  PauUinia 
Oupana  (H.  B.  and  K.),  a  climbing  shrub 
inhabiting  the  northern  and  western  provinces 
of  Brazil  It  U  made  for  the  most  part  by 
different  sections  of  the  Guaranis,  a  tribe  of 
South  American  Indians,  and  probably  by  dif- 
ferent methods.  Generally,  however,  the  ground 
or  powdered  seeds  are  moistened  by  ezposure  to 
dew,  or  by  the  addition  of  water,  Imeaded  into  a 
paste,  made  into  cylindrical  or  globular  masses 
and  dried  before  fires,  in  chimneys,  or  by  the 
heat  of  the  sun.  These  cakes  as  they  appear  in 
commerce  are  hard,  with  a  rough  reddish-brown 
exterior,  and  somewhat  lighter  colour  inside. 
They  evolve  a  chocolate-like  odour,  and  have  a 
bitter  astringent  taste.  In  South  America 
guarana  is  an  article  of  food  used  much  in  the 


same  manner  as  we  employ  cocoa,  and  in 
European  medicine  it  is  administered  as  a 
nervous  stimulant  for  the  relief  of  certain  kinds 
of  headache.  For  further  details  as  to  its 
source,  preparation,  and  uses  v,  Cooke  (Pharm. 
J.  [iii.]  1,  221) ;  HallaweU  {ibid,  [iii.]  3,  773) ; 
Squibb  {ibid,  flu.]  15,  165) ;  Rusby  (ibid,  [iii.] 
18,  1050);  and  Marsden  (Annals  Trop.  Med. 
4,  105). 

The  physiological  activity  of  guarana  depends 
upon  the  presence  of  caffeine  {v,  Catfeinb).  Of 
known  dniffs  it  is  the  richest  in  caffeine.  For 
methods  of  eztraction  v,  Greene  {ibid,  [iii] 
8,  87),  who  eztraots  A  mizture  of  guarana 
and  three  times  its  weight  of  litharge  with 
boiling  water;  C.  J.  Williams  (Chem.  News, 
26,  97),  who  ezhausts  a  moistened  and  slowly 
dried  mizture  of  guarana  and  Ume  with  benxene ; 
Squibb,  (Pharm.  J.  [iii.]  15,  165)  and  Bochefon- 
taine  and  Gusset  (Ch  Tech.  C.  Anzeiger,  4» 
322),  who  treat  a  mizture  of  guarana  and 
magnesia  with  weak  alcohol  and  chloroform 
respectively.  Kremel  (Ph.  Poet  21,  101) 
determines  the  caffeine  in  guarana  by  placing 
10  grams  in  a  flask  with  100  c.c.  of  26  p.c. 
alcohol,  noting  the  total  wdght,  and  digesting 
for  1  or  2  hours  at  100"".  The  weight  lost  by 
evaporation  is  made  up  with  similarly  diluted 
alcohol,  and  50  c.c.  of  the  solution,  corresponding 
to  5  grams  of  guarana,  is  separateid  by  filtration, 
mized  with  calcium  hydrozide,  and  evaporated 
to  dryness.  The  residue  is  eztracted  with  ohloro- 
form»  from  which  the  alkaloid  is  obtained  in 
crvstals,  dried  at  100**  and  weighed.  The 
following  percentages  of  caffeine  are  selected 
from  published  analyses  of  guarana ;  5*10,  5*04 
(Stenhouae);  6*06  (Greene);  4*2<>-5*00  (6 
samples,  Feemster,  Pharm.  J.  [iii.]  13,  363); 
4*6  (B.  and  Ousset);  3*12,  3*80  (Kremel). 
Feemster  found  in  the  seeds  6*08  p.c.  and 
Peokolt  (J.  1866,  709),  in  the  shelled  seeds 
4*81  p.c. ;  seed  shells  2*44  p.c.  and  pulp  4*29  p.c. 
Thoms  (Pharm.  Centh.  1890, 633)  however  states 
that  the  proportion  of  c4ffeine  in  guarana  has 
been  overestimated,  and  this  has  berai  confirmed 
by  Kirmsse  (Arch.  Pharm.  236,  122),  who 
found  in  three  samples  2*68,  2*97,  and  3*10  p.c. 
respectively.  The  U.I9.P.  demands  a  minimum 
of  4  p.c.  assayed  by  weighing  the  caffeine. 

Besides  caffeine,  guarana  contains  gum, 
starch,  an  acrid  green  fixed  oil,  a  concrete  VMtile 
oil,  and  tannin  (Foumier,  J.  Pharm.  Chim.  1861, 
291).  The  tannin  further  ezamined  by  Greene 
(Pharm.  J.  [iii.]  8,  328)  was  found  to  behave  to- 
wards reagents  unlike  previously  known  varieties, 
and  the  term  pauUmitannic  acid  was,  there- 
fore, applied  to  it.  It  forms  a  yellowish-white 
amorphous  mass,  having  an  astringent  taste.  It 
is  easily  soluble  in  water  or  alcohol  By  eztrac- 
tion of  the  crude  tannin  with  ether,  crystals  are 
obtained  identical  with  those  of  the  cateohin  of 
Pegu  catechu  (Kirmsse,  l,c,),  Kremel  found  1*3- 
2*0  p.c.  of  aeh  oonsLsting  chiefly  of  phosphates. 

A  specimen  of  guarana  ezamined  by  Nieren- 
stein,  probably  derived  from  PauUinia  trigonia 
(Veil.),  was  found  to  contain  an  alkaloid,  fi-guaru' 
nine.  This  was  obtained  in  the  form  of  small 
needles,  m.p.  217''-219*' ;  after  diving,  the  sub- 
stance  had  the  composition  C40H4TO21N4  (?). 
The  guarana  contained  4*3  p.c  of  tannic  acid, 
which,  after  purification,  was  obtained  in  small 
colourless  needles ;  m.p.  199^->201''.    The  tannin. 
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gvaranaiannic  acid,   appears  to   reaemble   the 
cUorogenio  acid  obtained  from  coffee  (Gorter, 
Axmalen,    368,    327 ;     359,    217)    rather   than 
cateohin,  but  is  not  identicaJ  with  either  of  these  ! 
substances  (Annals  Trop.  Med.  4,  115).    G.  B. 

GUATANNIN.  Syn.  for  guaicoi  tanno- 
dnnamate. 

6UAVA.  The  fruit  of  Psidium  Ouajava 
(linn.).  Prinsen-Geerligs  (Chem.  Zeit.  1897,  21, 
719),  gives  the  following  data : 

The  flesh  contains 

Average  Qlu-    Levu-     Su- 

wt.  In      The  fruit  consists  of      cose     lose     crose 

grammes  Flesh      Skin     Seeds    p.c.      p.c.       p.c. 

66-0      86-0      12-0      3-0      2-0      05      17 

H.  I. 
6UERKSET  BLUE.    A  colouring  matter  be- 
longing to  the  iNDXTLmE  group  {q,v,). 

GUIASANOL.     Trade    name    for    diethyl- 

GUIGNET'S  GREEN  v.  Chromium. 

GUINEA  GREEN  B.  The  sodium  salt  of 
the  disulphonio  acid  of  diethyl<dibenzyl-di- 
amino-triimenyl-carbinoL  Is  a  dark  green 
powder  resembling  Light-green  S  or  Acid  Green, 

V.  TRIFHSKYIiliBTHANE  COLOUBINa  MATTERS. 

GULAMAN  DAGAT.  A  seaweed  of  the  genus 
OracUariaf  found  throughout  the  Philippine 
Islands ;  may  be  used  as  a  substitute  for  gelatin 
where  only,  the  physical  properties  of  gelatin 
are  important.  It  is  not  a  protein,  and  contains 
less  than  1  p.c.  of  nitrogen  and  is  of  little  value 
as  a  food.  It  resembles  agar-agar,  but  has  Jess 
strongly  marked  solidifying  power,  does  not 
melt  so  freely,  is  not  so  fluid  when  melted,  and 
solidifies  at  a  higher  temperature ;  it  is  unsuit- 
able for  bacteriological  work  owing  to  its  low 
crushing  pressure  and  slight  surface  strength 
(Wells,  Philippine  J.  Sci.  1916,  11;  267 ;  Analyist, 
1917,  42,  391). 

GULAUCHA,  GUIiOE,  and  GILOE.  Indian 
names  for  Tinospora  cordifolia  (Miers.).  This 
plant  flourishes  in  India,  the  drug  being  sold 
extensively  in  the  bazaars  as  a  tonic  and  anti- 
periodic,  in  the  form  of  cylindrical  pieces  2-5.  cm. 
long  and  1-^  cm.  in  diameter.  It  is  a  perennial 
creeper,  climbing  to  the  summits  of  the  highest 
trees,  its  branches  putting  forth  roots  which, 
reaching  to  the  ground,  initiate  a  fresh  growth. 
Roots,  stems,  and  leaves  are  equally  in  demand 
as  a  drug.  The  Indian  pharmacopoeia  commends 
its  use  as  a  tincture,  4-8  c.c.  in  die) ;  as  an 
extract  (0*6-1  gram  per  diem)  in  the  form  of 
pills ;  and  as  an  infusion  (1 :  10),  of  which 
60-90  C.C.  are  to  be  taken  thrice  a  day.  The 
stems  contain  verberin,  an  uncrystaUisable 
bitter  substance,  changed  by  dilute  sulphuric 
acid  into  a  glucoeide,  and  a  bitter  kind  of  starch 
meal  known  as  *  palo  *  (J.  Soc.  Chem.  Ind.  6, 49). 

GUM  RESINS.  This  article  includes  the 
more  important  members  of  that  group  of  pro- 
ducts which  consist  essentially  of  a  mixture  of 
gum  and  resin.  They  are  generally  the  exudated 
milky  juice  of  plants  dried  by  spontaneous 
evaporation.  When  triturated  with  water  they 
give  more  or  less  perfect  emulsions,  the  gum 
dissolving  and  the  resin  remaining  insoluble. 
Conversely,  alcohol  dissolves  the  resin  but  not 
the  gum.  10-15  parts  of  a  60  p.c.  aqueous 
chloral  hydrate  solution  dissolve  both,  leaving 
impurities  such  as  sand  and  woody  fibre  behind. 
From  the  solution  alcohol  precipitates  the  gum. 


leaving  the  resin  in  solution.  Compare  Intro- 
duction  to  article  Besins. 

Ammoniaeam,  B.P. ;  Oummi-resina  am- 
moniacum,  Oomme-risine  ammoniaque,  Fr. ; 
Ammoniak  Onmmihan,  Ger. 

Persian  ammoniacum.  The  ammoniacum 
of  the  early  Greek  physicians '  came  from 
Africa,  and  was  probably  that  variety  known  as 
African  ammoniacum.  The  drug,  which  has. 
however  since  the  tenth  century  been  an  article 
of  European  commerce,  is  obtained  from  Persia 
and  neighbouring  districts,  reaching  our  markets 
according  to  Dymook  (Pluurm.  J.  [iii]  6, 321)  now 
generally  by  way  of  Bombay.  It  is  the  inspis- 
sated juice  collected  from  the  stems  of  the 
Dorema  Ammoniacum  (D.  Don).  For  plates  v, 
BentL  a.  Trim.  131.  This  plant  attains  a  height 
of  6-8  feet,  and  the  flow  of  juice  from  its  stem 
is  caused  by  punctures  made  by  beetles. 

The  gum-resin  occurs  in  commerce  as  brittle 
grains  or  tears,  or  roundish  lumps,  pale  yellow 
externally  and  waxy  milky-white  within.  It 
softens  readily  when  warmed.  In  taste  it  is 
bitter  and  acrid,  and  it  possesses  a  characteristio 
odour.  Triturated  with  water  it  forms  an  emul- 
sion. A  very  complete  account  of  the  literature 
of  ammoniacum,  including  the  result  of  the 
examination  of  some  twenty  specimens,  will  be 
found  in  the  memoir  of  Hirschsohn  (Pharm. 
Zeit.  1875,  225 ;  Pharm.  J.  [iii]  7,  612,  710,  and 
770).  The  8p.gr.  of  ammoniacum  is  1*19-1*21, 
and  3  parts  of  it  dissolve  in  4  of  aloohoL  ^  Hv 
chlorites,  as  for  example  a  solution  of  bleacb  _ 
powder,  impart  to  it  a  bright  orange  colour,  a 
character  that  serves  to  distinguish  it  from  the 
African  variety  which  is  not  affected  by  these 
reagents.  The  allied  gum-resin  galbanum«also 
gives  no  colour  reaction  with  hypochlorites. 

Ammoniacum  consists  essentially  of  resin, 
gum,  and  a  small  proportion  of  vokUue  oiL  The 
resin  constitutes  70l  p.c.  of  good  specimens  of 
the  drug.  A  sample  of  ammoniacum  examined 
by  Luz  (Arch.  Phann.  233, 540)  contained  4*6  p.c. 
of  water,  69  p.c.  of  resin,  22*7  p.c.  of  substances 
soluble  in  water,  and  3*5  p.c.  of  substances, 
other  than  resin,  insoluble  in  water.  A  con- 
siderable amoimt  of  salicylic  acid  was  present, 
but  no  aldehydes  or  terpenes.  Normal  butyric 
and  valeric  acids  were  also  present  hugely  in 

I  combination  with  a  resin  alcohol  ammoresinotan- 
nJU  CigH,oO„  a  chocolate-brown,  tasteless  and 

'  odourless  powder,  soluble  in  alkaUs  and  acids. 
The  resin  consists  essentially  of  ammoresino- 
tannol  salicylate.  It  melts  at  from  35°  to  50°, 
is  soluble  in  alcohol,  chloroform,  glacial  acetic 
acid,  sulphuric  add,  and  alkaUs,  ^utly  soluble 
in  carbon  disulphide,  benzene,  and  solution  of 
ammonia,    and   insoluble   in   light   petroleum. 

I  Sommer  (J.  1859,  573)  was  unable  to  obtain 
umbelliferone  from  the  gum-resin,  but  resor- 

!  cinol,  C«H4(0H)„  and  protocatechuic  add, 
CeH,(0H)tC0OH,  are  formed  when  it  is  fused 
with  potash  (Hlasiwetz  and  Barth,  Annalen, 
130,  354).  It  yields  styphnic  add,  trinitro- 
resordnol,  CcH(NO|)|(OH)|,  when  treated  with 
nitric  add  (Will  and  Bdttger,  Annalen,  68,  269  ; 
e/.  Schwanert,  ibid.  128,  123). 

Ammoniacum  gum  is  partly  soluble  and 
partly  insoluble  in  water.  The  insoluble  portion, 
which  constitutes  a  fourth  of  the  gummy  con- 
stituents, appears  to  be  identical  with  the  similar 
bassorin-like  gums  which  occur  in  asafoetida  and 
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galbanum.  When  treated  with  20  p.c.  hydro- 
chloric acid,  besides  hamus  substances,  it  yields 
Uevnlic  acid,  and,  on  oxidising  with  nitric 
acid,  31*3  p.c.  of  mudo  acid  (equivalent  to 
41*75  p.c.  of  galactose),  but  no  saccharic  acid. 
When  distilled  with  dilute  hydrochloric  acid,  it 
yields  9*35  p.c.  furfuraldehyde  (equivalent  to 
16*67  p.c.  of  arabinose),  and  when  boiled  with 
dilute  sulphuric  acid  reducing  sugars  are  ob- 
tained, consisting,  chiefly  of  galactose  (Frisch- 
muth,  Chem.  Zentr.  1897,  IL  1078). 

Hirschsohn  obtained  no  volatile  oil  by  dis- 
tillation with  water,  but  light  petroleum  gave 
him  1*4-6*7  p.c.  of  volatile  oUy  residues.  Flucki- 
ger  and  Hanbury  describe  the  oil  as  unlike  that 
of  galbanum,  possessing  in  a  high  degree  the 
odour  of  the  drug,  and  being  free  from  sulphur. 

To  test  ammoniacum  for  galbanum  resin 
5  grams  is  boiled  with  15  grams  of  strong  hydro- 
chloric acid  for  15  minutes,  15  c.o.  of  water  is 
then  added,  and  the  Uquid  filtered  through  a 
.wetted,  double  filter ;  ammonia  is  added  to  the 
clear  filtrate,  when  a  blue  fluorescence  reveals  the 
presence  of  galbanum  (Dieterich.  Chem.  Zentr. 
1896,  ii.  1 137).  For  method  of  examination  and 
table  giving  analytical  constants,  see  Dieterich, 
{.c,  and  Pharm.  ^enth.  40,  467. 

Ammoniacum  is  employed  in  medicine  in- 
temaUy  as  an  expectorant,  and  externally  as  a 
constituent  of  plasters. 

African  ammoniacum.  This,  according  to 
Hanbury  (Pharm.  J.  [iii.]  3,  741),  is  the  ammo- 
niacum of  Dioscorides  and  the  older  writers.  It 
is  derived,  according  to  Londley  (Pereira,  Mat. 
Med.  1853,  1715),  from  the  Ferula  tingitana 
(linn.),  a  plant  inhabiting  the  African  coast  of 
the  Mediterranean  Sea. 

African  ammoniacum,  which  is  scarcely 
known  in  European  markets,  is  described  by 
'  Pereira  as  consisting  of  dark-coloured  masses 
which  internally  have  much  the  appearance 
of  the  Persian  variety.  The  odour  is,  however, 
quite  distinct.  It  forms  an  emulsion  with  water. 
Moss  examined  a  specimen  in  1873  (Pharm.  J. 
[iii.]  3,  742)  which  consisted  of  resin  67*76  p.c., 
gum  9*01  p.c.,  water  and  volatile  ot7*4*20  p.c., 
and  bassorin  and  insoluble  matter  18*85  p.c.  It 
contained  13*47  p.c.  of  ash.  It  softened 
between  the  fingers  more  readily  than  Persian 
ammoniacum.  Similar  results  were  obtained  by 
Hirschsohn.  By  distilling  it,  however,  the  last 
observer  isolated  umheUiferone 

CeH,(OH)<^^^^!b52 

Goldschmiedt  (Ber.  11,  850)  announces  that  by 
fusion  with  potash  African  ammoniacum  yields 
resorcinol,  together  with  an  acid  C|oHioO(. 
This  add  is  not  produced  when  the  Persian 
drug  is  similarly  treated. 

AsafotldA;  Asa/etida,  B.P. ;  Asafceiida, 
U.S.P. ;  Oummi-resina  Asafcetida.  Asafcetida 
Fr. ;  Aaant,  Stinkasant,  Teufeladreck,  Ger. 

Gum-resin  asafcetida  is  the  dried  juice  of  the 
roots  of  two  laige  herbaceous  plants  which  in- 
habit Tibet,  Afghanistan,  Turkestan,  and  the 
country  from  the  Sea  of  Aral  to  the  Persian 
Gulf.  These  are  Ferula  Narthex  (Boissier) 
and  Ferula  fcetida  (Regel).  For  drawings  v. 
BentL  a.  Trim.  126-127,  and  Holmes  (Pharm. 
J.  [3]  19,  21,  41,  and  365).  Details  of  the 
mode  of  preparing  the  roots  and  of  coUecting 
Vol.  JIL—T, 


the  dried  exudation  are  given  by  Fluckiger  and 
HanbuiT  (Fltick.  and  Hanb.  316)  and  by  Pereira 
(Mat  Med.  1853,  2,  1704).  It  is  certain  that 
asafcetida  was  known  to  the  Arabian  writers  of 
the  tenth  century,  and  there  is  reason  to 
believe  that  a  knowledge  of  the  drug  is  far 
more  ancient. 

Supplies  of  asafcetida  are  now  almost  entirely 
derived  by  way  of  India  from  Alghanistan.  It 
occurs  as  tears  more  or  less  agglutinated,  and 
sometimes  as  a  honey-like  mass.  It  is  often 
largely  mixed  with  earthy  matter.  When 
broken  the  milky  white  surface  changes  gradually 
to  a  pink,  which  passes  into  a  brown  hue 
(characteristic).  Touched  with  nitric  acid  (sp.gr. 
1*2)  it  gives  a  green  colour.  With  water  it 
forms  an  emulsion.  The  tears  are  brittie,  and 
may  be  powdered  when  cold.  Asafcetida  has  a 
powerful  alliaceous  odour  and  an  acrid  bitter 
alliaceous  taste. 

The  chief  constituente  of  asafcetida  are  resin^ 
gum,  and  volatile  oiL  Their  proportion  varies 
with  the  age  of  the  drug.  For  resulte  of 
early  investigations  v,  Gm.  17,  398.  The  resin 
is  only  partiv  soluble  in  ether  and  chloroform, 
but  is  entirely  dissolved  without  alteration  by 
concentrated  nitric  add  (c/.  Johnston,  PhiL 
Trans.  1840,  354).  The  U.S.P.  demands  that 
not  less  than  60  p.c,  or,  if  powdered,  not  less 
than  50  p.c.,  shall  dissolve  in  alcohol  The  ash 
varies  from  3-5  p.c.  in  pure  '  tears '  to  10  p.c. 
and  higher  in  commercial  *  mass.'  For  analyses 
and  methods  of  assay,  see  Umney  and  Bunker 
(Pharm.  J.  1910,  31,  147),  Harrison  and  Self 
{ibid,  1912,  34,  205 ;  35,  139),  Pearson  (J.  Ind. 
Eng.  Chem.  1910,  2,  421).  The  use  of  the  lead 
number  is  criticised  by  Rippetoe  (Amer.  J. 
Pharm.  1913,  199)  and  by  Ilarrison  and  Self 
(Pharm.  J.  1913,  36,  218).  Hladwetz  and 
Barth  (Annalen,  138,  64)  discovered  in  the  resin 
ferulie  acid,  the  methylphenolic  ether  of  hydroxy- 
cinnamic  or  caffeic  add 

C,H,(CH:CH*C00H)(0C:H,)(0H)1  :  3  : 4 

An  alcoholic  solution  of  asafcetida  is  precipiteted 
by  an  alcoholic  solution  of  lead  acetete,  and  from 
the  insoluble  lead  salt  the  ferulie  acid  is  re- 
generated. It  consiste  of  needles  melting  at 
168''-169''  (Tiemann,  Ber.  9,  416).  Vanillin  was 
shown  to  be  present  in  asafcetida  by  Schmidt 
(Arch.  Pharm.  [3]  24,  534). 

Pure  drops  of  Asafcetida  amygddUndts 
examined  bv  Poldsek  (Arch.  Pharm.  235,  125), 
gave  the  following,  more  or  less  typical,  resulte  : 
resin,  soluble  in  ether,  tuaresinotannol  ferulate, 
61*40 ;  redn,  insoluble  in  ether,  free  asaresino- 
tannol,  0*60 ;  gum,  25*1 ;  essential  oil,  6*7 ; 
vanillin,  0*06;  ferulie  acid,  1*28;  moisture, 
2*36  p.c.  On  hydrolysis  with  potassium  car- 
bonate, the  soluble  resin  yields  asarednotennol 
and  ferulie  add ;  with  sulphuric  add,  however, 
it  is  hydrolysed  into  the  same  tannol  and  umheUi- 
ferone; for  the  latter  compound,  see  under 
GaIiBANUM.  Asaresinotennol  is  a  brownish- 
ydlow  amorphous  substence,  and  has  the 
composition  C|4Hg405. 

When  asafcetida  resin  is  distilled  alone, 
variously  tinted  oUs  are  obtained,  with  i  p.c.  of 
umheUiferone  (Sommer  J.  1859,  573). 

The  gum  of  asafcetida  consiste  of  two  portions, 
the  one  soluble  and  the  other  insoluble  in  water. 
The  volatile  oU  is  described  by  Fluckiger  and 
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Hanbury  as  of  a  light  yellow  colonr  with  the 
odour  of  aaafoptida.  The  taste  is  at  first  mild 
and  then  irritating,  but  it  does  not  stimulate 
when  applied  to  the  skin  Uke  mustard  oil. 
The  oil  IS  neutral,  but  becomes  acid  by  ex- 
posure to  the  air,  at  the  same  time  evolving 
sulphuretted  hydrogen.  Seromler  (Ber.  1890, 
23,  3530;  1891,  24,  78;  especiaUy  Arch. 
Pharm.  1891,  229,  1)  finds  that  it  contains  two 
terpenen  CjoHi,  (together  5-8  p.c.) ;  a  mbstance 
(C,oHi,0^  (20  p.c.),  yielding  with  sodium 
a  sesquiterpent  0i(H,4  related  to  cadinene,  a 
(iwiapAtVieC7H,4S,(46  p.c.),  b.p.  80*'-8579  mm., 
and  a  disulpkide  C„H,oS.  (20  p.c),  b.p.  120°- 
13079  mm.  To  the  latter  the  odour  is  mainly 
due ;  on  distillation  under  atmospheric  pressure 
it  decomposes  with  evolution  of  most  repulsive 
smelling  gases. 

AsaicBtida  is  used  in  medicine  as  a  nervous 
stimulant  and  antispasmodic,  and  in  the  East  as 
a  condiment.  In  the  United  States  it  is  exten- 
sively used  in  a  disease  of  horses  called  *  heaves.' 

CkJier  varieties  of  aaafoetida.  The  Hing 
used  by  the  natives  of  Bombay  is  a  variety 
of  asafoetida.  It  is  derived  from  Ferula 
aUiacea  (Boissier).  It  is  more  repulsive,  and 
contains  a  larger  proportion  of  volatile  oil  than 
asafoetida  (Fliickiger,  Pharm.  J.  [iii.]  6,  401 ; 
Fluck.  a.  Hanb.  319). 

BdeUlum. 

Indian  BdeUium;  False  Myrrh  \  Bdel- 
lium. This  is  the  bdellium  of  the  Bible,  and  is 
now  used  chiefiy  as  an  adulterant  of  myrrh.  It 
is  the  pTodnctoi  Balsamodendron  if uJb^  (Hooker) 
and,  according  to  Dymock,  also  of  the  B.  Box- 
burgii  (Amott)  (c/.  Pharm.  J.  [iii.]  6,  661 ; 
Holmes,  ibid.  1898,  19,  547).  Both  are  indi- 
genous  to  India,  but  grow  perhaps  also  in 
Southern  Arabia.  The  gum-resin  breaks  with 
a  flat  conchoidal  fracture,  and  though  somewhat 
darker  in  colour,  it  resembles  myrrh  in  appear- 
ance. It  may  be  distinguished  from  myrrh  by 
its  not  giving  the  violet  colour  reaction  {v. 
Myrrh),  (For  analytical  constants  of  bdellium 
V.  Dieterich,  Pharm.  Centr.  40,  467.) 

African  BdeUium,  A  more  highly  es- 
teemed bdellium,  the  product  of  Balsamodendron 
africanum  (Amott),  a  shrub  indigenous  to  West 
Africa.  It  is  used  in  France  as  a  constituent  of 
plasters.  In  fracture  and  other  respects  it  re- 
sembles myrrh,  but  it  does  not  give  the  violet 
colour  reaction  {v.  Myrrh),  African  bdellium 
was  analysed  bv  Pelletier  (Ann.  Chim.  Phvs.  [ii.] 
80,  38),  who  found  resin  59  p.c,  soluble  gum 
9'2  p.c,  insoluble  gum  30'6  p.c,  vclaiile  oil  and 
loss  1*2  p.c  The  resin  was  further  examined  by 
Johnston  (Phil.  Trans.  1840,  368).  Cf,  Bley 
and  Diesel  (Arch.  Pharm.  [ii.]  43,  304). 

Euptaorblum.  Oomme-risine  d'Euphorbe^  Fr. ; 
Eupharbium,  Ger.  This  extremely  acrid  drug 
has  been  kno^'n  since  the  time  of  Dioscorides, 
but  is  now  seldom  employed  in  human  medicine. 
It  is  the  inspissated  milky  juice  of  Eup?iorbia 
resinifera  (Berg),  a  cactus-like  plant  inhabiting 
Morocco  and  neighbouring  districts  of  Northern 
Africa.  A  drawing  is  given  by  BentL  a.  Trim.  240. 
Euphorbium  consists  of  irregular  masses  of  a 
waxy-vellow  or  brown  appearance,  often  inclos- 
ing spmes  and  other  fragments  of  the  plant.  It 
has  a  slight  aromatic  odour  and  an  extremely 
acrid  taste,  its  dust  causing  violent  and  even 
dangerous  irritation  to  the  nose  or  throat. 


Fluckiger  (Fliick.  and  Hanb.  560)  found  a 
selected  specimen  to  consist  of  amorphous  resin, 
38  p.c. ;  euphorbon,  22  p.c. ;  mucilage^  18  p.c. ; 
matates  of  calcium,  sodium,  Ac,  12p.c. ;  mineral 
compounds,  10  p.c.     It  contains  no  volatile  oil. 

Tschirch  and  Paul  (Arch.  Pharm.  234,  249) 
found,  in  addition  to  amorphous  substances, 
25  p.c  of  malates  and  40  p.c.  of  a  crystalline 
substance,  euphorbon,  m.p.  115°-116^,  to  which 
they  gave  the  formula  C^qH^^O,  but  which  has 
received  three  other  formulae  from  other  investi- 
gators.    It  appears  to  be  related  to  cholesterol. 

When  a  filtered  light  petrolevm  extract  of 
euphorbium  resin  is  floated  on  a  solution  of 
one  drop  of  concentrated  sulphuric  acid  in 
20  cc  of  water,  a  very  stable  blood-red  layer  is 
formed  at  the  surface  where  the  two  liquids 
touch ;  on  shaking,  the  whole  of  the  add  liquid 
becomes  red,  and  this  colour  only  slowly  changes 
to  brown.  This  reaction  may  be  used  for 
purpose  of  identification ;  an  extract  of  the 
most  suitable  concentration  is  obtained  from* 
0*1  gram  of  euphorbium  and  10  cc  of  light 
petroleum. 

Euphorbium  is  now  used  mainly  in  veterinary 
medicine.  Applied  externally  to  the  human 
subject  it  is  irritant  and  vesicating,  and  internally 
administered  it  causes  violent  vomiting  and 
purging.  It  is  said  to  be  an  efficient  preservative 
of  iron  and  steel  against  corrosion  (Year  Book 
Pharm.  1880,  344). 

Power  and  Browning  (Pharm.  J.  1913,  36, 
I  506)  examined  Euphorbia  pilulifera  from  Fiji 
'  and  isolated  a  number  of  ciystalline  alcohols 
and  phenols,  but  no  physiologically  active  sub- 
stance. Von  Wiesner  (Monatsh.  1912,  33,  461) 
found  that  the  latex  of  E.  laetiflora  from  Chile 
I  contains  3*88  p.c  rubber  and  28*3  p.c.  resin. 
'  This  low  rubber  and  high  resin  content  is 
characteristic  of  the  latex  of  other  species, 
which  always  contains  also  some  euphorbon 
Ci.H„0. 

Galbanum.  Oummi-resina  OaWanum.  CfaU 
banum,  Fr. ;  Mutterharz,  OaJbanuvnharz,  Ger. 
Galbanum  has  entered  into  the  constitution  of 
incense,  and  has  been  employed  in  medicine 
from  the  earliest  times.  It  was  used  by  the 
Israelites,  and  was  well  known  to  Hippocrates, 
Theophrastus,  and  Dioscorides,  also  to  the 
Arabians,  but  has  now  disappeared  from  the 
British  and  United  States  pharmacopceias. 
Notwithstanding  its  antiquity,  the  precise 
plant  from  wMch  galbanum  is  derived  still 
remains  uncertain.  It  is  most  probably  ob- 
tained from  the  Ferula  galbaniflua  (Boissier  and 
Buhse),  and  perhaps  from  other  allied  species 
of  Ferula,  natives  of  Persia.  For  figure  v, 
Bentl.  a.  Trim.  128  {ef  Holmes,  Pharm.  J. 
[iii.]  19,  365).  Marsden  (Pharm.  J.  1915,  41, 
356)  gives  an  analysis  of  a  Persian  sample  and 
concludes  that  it  is  not  derived  from  F.  galbani- 
flua. The  commonest  commercial  and  late 
B.P.  variety  is  from  the  Levant. 

The  gum-resin  occurs  in  commerce  in 
drops  or  tears,  usually  adhering  into  solid 
masses.  In  colour  it  exhibits  various  shades  of 
light  yellowish -brown,  sometimes  tinted  with 
green.  The  odour  of  galbanum  is  aromatic,  and 
the  taste  unpleasant,  bitt-er,  and  alliaceous. 
Fliickiger  and  Hanbury  (Fliick.  tf.  Hanb.  323) 
note  that  when  galbanum  is  warmed  with  con.* 
centrated   hydrochloric  acid  a  red   colour  ia 
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developed,   which   on  the   careful  addition   of  I 
spirit  of  wine,  turns  violet  or  bluish.     AsafoRtida 
treated  in  the  same  manner  assumes  a  dingy  [ 
colour,    whilst   ammoniacum   gives   no   colour  ' 
change  at  all.    Further  details  of  the  characters 
of  galbanum  and  its  behaviour  towards  reagents 
are  given  in  an  elaborate  memoir  by  Hirschsohn 
(Pharm.  Zeit.   1875,  225;    Pharm.  J.  [iii.]  7, 
369,  389,  429,  531,  and  571). 

Galbanum  resin  examined  by  Conrady  t 
(Arch.  Pharm.  232,  98)  was  found  to  contain  ; 
9'5  p.c.  of  ethereal  oil ;  63*5  p.c.  of  a  resin  < 
soluble  in  alcohol ;  and  27*0  p.c.  of  impurities 
and  gum.  The  pure  resin  obtained  from  the  ' 
commercial  product  by  extraction  with  alcohol  ; 
and  subsequent  treatment  with  sodium  salicy- 
late contains  20  p.c.  of  combined  umbelliferone  ; 
50  p.c.  of  salbaresinotannol ;  and  0*25  p.c.  of 
free  umbeUiferone.  The  resin  which  most ' 
probably  consists  of  a  galbaresinotannylic  ester 
of  umbelliferone  is  best  hydrolysed  by  boiling 
with  moderately  diluted  sulphuric  acid  since 
umbelliferone  is  unattacked  by  this  reagent. 
Oalbareainoiannol  on  analysis  gives  numbers 
agreeing  with  the  formula  CnH,oOa:  on  dis- 
tillation with  phosphoric  anhydride  it  yields  a 
hydrocarbon  C15H10  and,  on  oxidation  with 
nitric  acid,  camphoric  and  camphoronio  acids. 
The  volatile  oil  is  obtained  by  distillation  with 
water  or  by  extraction  with  light  petroleum. 
According  to  Fliickiger  and  Hanbury,  the  crude 
oil  possesses  an  aromatic  taste  and  is  dextro- 
rotatory. On  the  addition  of  bromine  to  the 
oil  extracted  from  Persian  galbanum  a  red  to 
violet  or  blue  colour  appears.  The  oil  D  0*910- 
0*930  consists  of  ierpen-es,  d-pinene,  napinene, 
camphene,  and  tnyrctne,  of  the  sesquiterpene 
oadineney  of  a  substance  C,aH,«0,  and  of  the 
sesquiterpene  alcohol  cadinoi  0 1 5H  .^O .  ( Semmler 
and  Jonas,  Ber.  1914,  47,  2068,  where  the  older 
literature  is  given.)    Cadinoi  is  a  new  substance. 

When  galbanum  resin  is  distilled  a  small 
quantity  of  umbelliferone  is  obtained  (Sommer, 
J.  1859,  573).  This  compound  id  now  known  to 
be  a  product  of  the  distillation  of  many  other 
resins  or  gum- resins,  especially  those  of  the 
UmbeUiferce.  Galbanum  yields  0*83  p.c,  saga- 
penum  0*32  p.c,  asafoetida  0*28  p.c.  S3n[itheti- 
cally,  umbelliferone  may  be  produced,  as  pointed 
out  by  Pechmann  (Ber.  17,  932),  by  acting  upon 
a  mixture  of  resoroinol  and  mauo  acid  with 
dehydrating  agents  such  as  sulphuric  acid,  thus  : 
CeH4(OH),-fC,H3(OH)(COOH), 

=CeH,(OH)<^^5"~^-^-fHCOOH-f2H,0 

Another  product  of  the  destructive  distillation  of 
galbanum  resin  is  a  thick  briUiant  blue  oil. 
The  oil  deposits  in  the  cold  crystals  of  umbellife- 
rone. It  has  a  bitter  acrid  taste  and  aromatic 
odour.  Kachler  (Ber.  4,  36)  separated  it  into 
a  colourless  hydrocarbon  CioH,,  boiling  at  240°, 
and  a  blue  oil  CioHi.O  which  boiled  at  289°. 
The  flow^ers  of  the  wild  chamomile  Matricaria 
ChamomiUa  (Linn.)  yield  a  blue  oil  very  similar 
to  that  obtained  from  galbanum.  Both  oils  are 
converted  by  potassium  into  the  hydrocarbon 
CioHja,  which  on  the  additi6n  of  bromine 
vapour  gives  the  blue  colour  reaction.  Hlaai- 
wetz  and  Barth  (Annalen,  130,  354)  have  shown 
that  by  fusing  galbanum  resin  with  potash  as 
much  as  6  p.c.  of  resorcinol  is  formed  (c/.  Gold- 
schmied,  Ber.  11,  850) ;  and  by  treatment  with 


nitric  acid.  Will  and  Boettger  (Annalen,  58, 
269)  obtained  styphnic  acid  (c/.  Sehwanert, 
Annalen,  128,  123). 

Galbanum  is  administered  in  medicine  in- 
ternally as  an  expectorant,  and  externally  it 
is  applied  in  the  form  of  plasters. 

A  table  of  the  acidity,  ether,  and  saponifica- 
tion numbers  of  galbanum  resin  is  given  by 
IMeterioh  (Pharm.  Centh.  40,  467). 

Gamboge.  Cambogia,  U.S.P. ;  deleted  from 
B.P.  in  1914.  Cadie  Gum,  Gummi  Oambogia, 
Oummi  Gutti.  Oomme  Guite,  Fr. ;  GiUti, 
QummigyU,  Ger.  This  beautiful  orange-red 
gum-resin  comes  to  us  from  Camboja,  Siam, 
and  Cochin  China,  where  it  is  the  product  of  a 
laurel-like  tree,  the  Gardnia  Hanburyi  (Hook.) ; 
V.  Bentl.  a.  Trim.  33.  Indian  gamboge  is 
obtained  from  G.  MortUa  (Desrouss.)  Gamboge 
was  known  to  the  Chinese  in  the  thirteenth 
century,  but  it  was  not  until  the  seventeenth 
century  that  it  appeared  in  European  markets. 
For  the  purpose  of  collecting  it  the  trees  are 
indsed,  and  sections  of  bamboo  are  attached 
to  collect  the  milky  juice,  which,  hardening  by 
evaporation,  takes  the  cylindrical  shape  of  the 
receiving  vessel.  Gamboge  as  it  occurs  in 
commerce  is  brittle,  and  may  be  powdered 
readily.  In  presence  of  water  it  forms  at  once 
a  yellow  emulsion.  It  has  a  disagreeable  and 
acrid  taste. 

Costelo  (Amer.  J.  Pharm.  1879,  174)  finds 
the  resin  to  vary  from  68  to  79  p.c.,  and  the 
gum  from  19  to  27  p.c  (c/.  Hurst,  Pharm.  J.' 
[iii.]  19,  761).  The  gum  is  extracted  by  water. 
Its  solution,  like  arabic,  is  not  precipitated  by 
neutral  lead  acetate,  but  its  behaviour  to- 
wards other  reagents  shows  it  to  be  a  difiFerent 
gum. 

Alcohol  dissolves  the  resin.  By  fusion 
with  potash,  Hlasiwetz  and  Barth  (Annalen, 
138,  68)  obtained  phloroglucinol,  pyrotartario, 
isouvitic,  and  various  fatty  acids. 

For  the  detection  of  gamboge  in  mixtures, 
V.  Hirschsohn  (Pharm.  Zeit.  24,  609).  The 
material  is  ground  up  with  hydrochloric  acid, 
when  ether  extracts  a  yellow  colouring  matter, 
soluble  in  dilute  ammonia  with  an  orange 
colour.  In  medicine  gamboge  is  emploved  as  a 
drastic  purgative,  usually  in  combination  with 
other  substances.  It  is  also  an  important 
water  colour. 

Ivy  gum  resin.  Gummi-resina  Hederce,  In 
Southern  Europe  and  in  the  Levant  a  g^m-resin 
is  obtained  from  the  old  trunks  of  the  common 
ivy,  Hedera  Helix  (Linn.).  It  consists  of  irregular 
masses  of  a  reddish  or  yellowish-brown  colour 
externally,  but  showing  a  deep  red  by  transmitted 
light.  The  taste  is  bitter  and  acrid,  but  when 
heated  it  evolves  a  balsamic  odour.  Pelletier 
(Bull.  Pharm.  4,  504)  found  the  gum-resin  to 
consist  of  resin  23  p.c,  gum  7  p.c,  and  70  p.c. 
of  woody  fibre.  Examined  by  Sommer  (Arch. 
Pharm.  [ii.]  98,  11)  it  gave  no  umbelliferone. 

Myrrh.  Myrrha,  B.P. ;  U.S.P. ;  Herabol 
Myrrh ;  Gummiresina  Myrrha,  Myrrhe,  Pr. ; 
Myrrhe,  Ger.  Together  with  olibanum,  mvrrh 
has  been  used  as  a  constituent  of  incense  from 
the  earliest  times.  It  is  mentioned  in  Genesis 
and  in  other  places  in  the  Bible.  The  Egyptians 
employed  it  not  only  in  fumigations,  but  also 
in  embalming  and  in  medicine.  It  has  retained 
its  place  down  to  the  present  day,  and  is  included 
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in  all  the  pharmacopfleiiu.  Myrrh  is  the  spon- 
taneouB  gum-resnous  exudate  of  the  shrubs  or 
small  trees  of  the  Balsamodendron  Myrrka 
(Nee6)s=Comii>»pAoro  Myrrha  (Holmes),  an 
inhabitant  of  the  Somali  coast  of  the  Gulf  of 
Aden  and  of  the  Bed  Sea  coast  of  Arabia 
(Trimen,  Pharm.  J.  [liL]  9,  893).  A  drawing 
of  the  tree  is  given  by  BentL  a.  Trim.  dO.  The 
exudate  is  allowed  to  harden  on  the  tree  before 
collection.  It  occurs  in  irregular-shaped  masses 
of  a  red-brown  colour  and  dusty  appearance. 
When  cold  it  is  brittle,  and  breaks  with  an 
uneven,  waxy,  oily-looking  fracture,  often 
exhibiting  lighter-coloured  semidicular  stria- 
tions.  With  water  it  readily  yields  an  emulsion. 
The  odour  of  myrrh  is  fragrant  and  agreeable, 
and  the  taste  bitter,  aromatic,  and  acrid. 

The  chief  constituents  of  myrrh  are  gum, 
ruin,  and  vciaiiU  oil.  The  relative  proportions, 
even  in  the  case  of  true  myrrh,  vary  greatly  in 
different  specimens.  Generally  the  gum  con- 
stitutes 4(K-65  p.c,  the  resin  2^-40  p.c.,  and  the 
volatile  oil  2'5-S  p.c.  Fluckiger  and  Hanbury 
(Fluok.  a.  Hanb.  143)  found  27  p.c.  of  resin  in 
a  good  specimen,  and  Kohler  (Arch.  Pharm. 
228, 291)  round  7-8  p.c.  of  volatile  oil.  Bruckner's 
analysis  (Neues  Bep.  Pharm.  16,  76)  gave : 
soluble  in  water,  gum,  67*76  p.c. ;  resin  soluble 
in  carbon  disulplude,  14*06  p.c. ;  resin  soluble 
in  ether,  12*57  p.c. ;  resin  insoluble  in  ether, 
4'81  p.c. ;  substances  soluble  in  diluted  alcohol, 
0*43  p.c. ;  insoluble  (sand,  baik,  &c.),  0*38  p.c. 
The  U.S.P.  demands  that  at  least  35  p.c. 
shall  be  soluble  in  alcohol,  and  that  the  ash 
shall  not  exceed  8*5  p.c. 

Myrrh  resin  is  soluble  in  alcohol  or  chloro- 
form, but  it  is  only  partly  soluble  in  ether, 
carbon  disulphide,  or  alkalis.  According  to 
Kohler  (Z.c.)  it'  is  a  mixture  of  several  resins,  the 
greater  portion  of  which  is  a  soft  resin  C,cH,40, 
soluble  in  ether.  There  are  also  present 
two  dibasic  acids  Ci,HieOig  and  CttH^Ot 
respectively. 

Tschirch  and  Bergmann  (Arch.  Pharm.  1905, 
243,  641)  have  made  an  examination  of  so-called 
Myrrha  electa,  which  is  the  true  or  Herabol 
myrrh  obtained  by  sorting  from  the  other  resine 
(Indian  and  African  bdellium,  Bisabol  myrrh, 
Opoponax)  mixed  with  which  mvrrh  is  imported 
into  the  United  Kingdom.  Holmes  (Pharm.  J. 
1913,  37,  116),  in  describing  Somali  myrrh, 
disputes  this,  and  maintains  that  it  is  derived 
from  BalsatnodeTulron  Myrrha.  Tschirch  and 
Bergmann  (/.c.,)  and  Friedrichs  (Arch.  Pharm. 
1907,  245,  427)  have  described  a  large  number 
of  amorphous  constituents,  but  the  chemistry 
of  myrrh  abounds  in  contradictions,  perhaps 
owing  to  difference  in  origin  of  the  material 
examined  (c/.  Greenish,  Pharm.  J.  1901,  67,  666). 

Myrrh  resin  gives  a  violet  colour  when  a  frag- 
ment moistened  with  alcohol  is  treated  with  nitric 
acid,  or  the  ethereal  extract  is  treated  with 
bromine  vapour.  It  is  best  to  dilute  the 
alcoholic  extract  with  water,  shake  out  with 
light  petroleum,  and  treat  the  residue  after 
evaporating  the  petrol,  with  nitric  acid.  The 
colour  is  not  so  marked  as  in  the  case  of  galbanum 
(£/.  Buickholdt,  Arch.  Pharm.  [iL]  41,  1 ;  Held, 
Annalen,  63,  59 ;  Haffer,  Pharm.  Centh,  1865, 
58).  Bdellium  (q.v.),  also  derived  from  Balsamo- 
dendron species,  is  somewhat  similar  to  myrrh, 
but  does  not  give  this  colour  reaction.    Dis- , 


tilled,  myrrh  gives  no  umbelliferone,  but  by 
fusion  with  potash  Hlasiwetz  and  Barth  (Anna- 
len, 139,  78)  obtained  small  quantities  of 
catechol  and  protocatechuic  acid.  The  pro- 
perty of  giving  a  violet  colour  when  oxidised 
by  nitric  acid«  or  better,  by  bromine  vapour,  is 
confined  to  tluit  resin  which  dissolves  in  carbon 
disulphide,  and  which,  according  to  Bruckner, 
contains  75*6  p.c.  of  carbon. 

The  gum  of  myrrh  on  analysis  gives  numbers 
agreeing  with  the  formula  C^K^fi^.  On  treat- 
ment with  hydrochloric  acid  it  yields  Uevulic 
acid  (Kohler).  It  contains  an  oxydase  (Tschirch 
and  Bergmann  von  Friedrichs). 

The  quantity  of  volatile  oil  in  myrrh  varies 
very  greatly.  Gladstone  (Chem.  Soc.  Trans. 
17,  11)  describes  it  as  a  viscid  brownish-green 
oil  that,  boiling  at  266°,  gives  an  oxidised 
product.  Its  sp.gr.  was  1*0189.  The  oil  pre- 
pared by  Fluckiger  (r/.  Ber.  9,  471)  was  lighter 
than  water,  the  sp.gr.  at  13°  being  0*988,  and 
the  boiling-point  270°-290°.  Redistilled  in  a 
current  of  carbon  dioxide  it  passed  over  between 
262°  and  263°.  After  redistUlation  the  oil,  on 
addition  of  a  drop  of  nitric  acid,  gave  after  an 
hour  or  two  a  permanent  violet  hue,  but  this 
is  better  observed  when  bromine  vapour  is 
applied  to  a  solution  of  the  crude  oil  in  carbon 
disulphide. 

Samples  of  the  oil  examined  by  Lewinsohn 
(Arch.  Pharm.  1906,  244,  412)  contained  cumin- 
aldehyde  up  to  1  p.c.  and  small  quantities  of 
eugenol  ana  m-cresol,  and  of  acetic  and  palmitic 
acids.  By  distillation  over  sodium,  pinene, 
dipentene,  and  limonene  were  isolated,  and  in  one 
commercial  sample,  a  fourth  ierpene  CjoH,,,  b.p. 
78°-80°  (20  mm.).  Two  other  possibly  new 
sesquiterpenes  Ci5H,4,  b.p.  151°-154°  (15  mm.) 
and  b.p.  163°-168°  (12  mm.)  respectively,  were 
obtained  from  two  other  samples  of  the  oil. 
Von  Friedrichs  (/.e.)  obtained  from  the  essential 
oil,  formic  and  acetic  acids ;  a  crystalline  add, 
m.p.  159° ;  m-cresol ;  cuminaldehyde  and 
dnnamaldehyde ;  crystalline  monobasio  myrr- 
holic  acid  Ci7Ht,0t,  m.p.  236°  ;  and  the  sesqui- 
terpene herabSene  CnH,^,  b.p.  130°-136° 
(16  mm.). 

According  to  Fliickiger,  the  bitter  constituent 
of  myrrh  is  a  glucoside.  V.  Bolton  (Zeitsch. 
Elektrochem.  14,  211),  by  extracting  myrrh  with 
alcohol,  evaporating  to  dryness  and  then  extract- 
ing with  water,  obtained  a  substance  burseracin, 
which  forms  1*5-2  p.c.  of  the  original  drug.  It 
is  a  yellow  hygroscopic  powder,  m.p.  78°,  and 
has  the  composition  CtoH.sOg.  It  is  not  a 
glucoside.  On  treatment  with  hvdrogm  peroxide 
a  compound  is  obtained,  which  appears  to  be 
radioactive. 

Myrrh  is  a  reputed  stimulant  and  tonic,  but 
its  employment  in  medicine  depends  chiefly  on 
its  aromatic  properties. 

Other  varieties  of  myrrh.  Several  gum- 
resins  more  or  less  resembling  true  myrrh  are 
occasionally  found  in  commerce.  Two  are  de- 
scribed by  Fliickiger  and  Hanbury.  One  of  these, 
often  incorrectly  called  East  Indian  myrrh,  but 
which  is  really  an  African  drug,  is  Imown  as 
bisabol  or  hdfbakhade.  In  outward  appear- 
ance it  is  very  similar  to  true  myrrh,  but  it  is 
more  acrid,  and  its  resin,  soluble  in  carbon  disul- 
phide, gives  no  violet  colour  with  bromine 
vapour.    An   analysis   of   bisabol-myrrh   horn 
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Somaliland  gave  the  following  results:  gum 
soluble  in  water,  22*1 ;  gum  soluble  in  soda, 
29*85;  resin,  21 '5;  bitter  principles,  1'5; 
volatile  oil,  7*8;  water,  3*17;  and  inorganic 
matter,  &c.,  13*4  p.c.  (Tucholka,  Arch.  Pharm. 
235,  289). 

The  other  variety  is  ArMan  myrrh.  It  is 
collected  in  Southern  Arabia  east  of  Aden,  and 
is  probably  the  product  of  a  distinct  species 
(Hanbury).  It  is  very  neaiiy  related  to  true 
myrrh  in  appearance,  and  some  specimens  give 
the  violet  colour  reaction. 

OUlMUllim.  Frankincense  ;  Oummi'reaina  OK- 
banum;  Thus  masculum*  Eneena,  Fr. ;  Weih- 
ranch.  Get,  Olibanum  or  frankincense  has  been 
the  favourite  basis  of  incense  from  the  earliest 
times.  It  is  frequently  referred  to  in  the  Bible, 
and  the  Eeyptians  employed  it  for  fumigations 
and  for  eniMkuning. 

Duemichen,  in  his  book  on  the  Paintings  of 
the  Temple  of  Dayr  el  B&hri  in  Upper  Egypt, 
which  represent  the  traffic  between  Egypt  and 
a  land  called  Punt  as  early  as  the  seventeenth 
century  b.c.,  'has  shown  that  these  paintings 
include,  not  only  representations  of  olioanum  in 
bags,  but  boxes  or  tubs  containing  living  oliba- 
num trees.  Tribute  offerings  of  franlanoense 
were  common  throughout  the  ancient  world. 
At  the  present  day  the  incense  of  the  Roman 
and  Greek  Churches  is  largely  composed  of 
olibanum. 

The  gum-resin  is  the  dried  exudated  juice  of 
several  species  of  BoaweUia.  These  trees,  the 
fragrance  of  which  is  noticeable  even  at  a  dis- 
tance, inhabit  Eastern  Africa,  near  Cape  Gar- 
dafui,  and  the  southern  coast  of  Arabia.  They 
were  studied  by  Birdwood  (Trans.  Linn.  Soc.  27, 
111.  148).  One  of  them  is  figured  by  Bentl  and 
Trim.  58  (Fluck.  a.  Hanb.  134).  Olibanum  is 
a  solid  which  softens  in  the  mouth,  and  has  a 
slightly  terebinthinous,  not  disagreeable,  taste. 
It  consists  of  tears  of  various  shapes,  generally 
detached.  The  odour,  especially  on  heating,  is 
pleasantly  aromatic.  It  has  a  pale  yellow  or 
brown  colour,  and  the  larger  fragments  are  more 
or  less  milky  and  translucent.  Triturated  with 
cold  water  it  yields  an  emulsion. 

The  chief  constituents  of  frankincense  are 
renin,  gum,  and  volatile  oil.  The  oil  is  obtained 
by  distillation ;  alcohol  dissolves  the  resin  and 
water  the  gum.  Braconnot  (Ann.  Chim.  Phys.  [i.] 
68^  60)  found  resin  56  p.c,  soluble  gum  30  p.c, 
insoluble  gum  6  p.c,  and  volatile  oil  8  p.c. ; 
whilst  the  analysis  of  Kurbatow  gave  resin 
72  p.c.,  gum  21  p.c,  and  volatile  oil  7  p.c. 
(Zeitsch.  Chem.  [h.]  7,  201).  From  the  resin 
Tschirch  and  Halbey  (Arch.  Pharm.  236,  487) 
obtained  boaweUic  acid  03,115,04,  a  white 
powder,  m.p.  150°,  which  shows  little  tendency 
to  crystallise.  The  resin  probably  contains  bos- 
wellic  acid' in  the  form  of  an  ethereal  salt^  and  also 
olibana-resene  (C,  4H,,0)»,  a  powder  insoluble  in 
sodium  hydroxide  and  melting  at  62^.  Accord- 
ing to  Kurbatow,  an  oil  boiling  at  360°  is  ob- 
tained when  the  resin  is  subjected  to  destructive 
distillation.  No  umbelliferone  is  obtained  (Som- 
mer,  J.  1859,  573). 

The  gum  of  olibanum  behaves  towards  re- 
agents exactly  as  gum  arable  (Heckmeijer,  J. 
1858,  482). 

Volatile  oiL  of  olibanum,  examined  by 
Stenhouse    (Annalen,     35,     306),     gave     the 


following  data  (Schimmel  &  Co.,  Semi- Annual 
Report,  April,  1914)  D*^  0*8776,  o,j+19°  18', 
n|^  1*47245,  add  number  1*8,  ester  number  7*5, 
ester  number  after  acetylation  106*0.  The 
sample  dissolved  in  2  vols,  or  less  of* 90  p.c. 
alcohol,  but  became  turbid  on  addition  of  a 
further  quantity.  The  terpene  fraction  consisted 
mainly  (99  p.c)  of  a*pinene and  camphene,  with 
a  little  dipentene  and  cymene,  but  no  phellan- 
drene.  Formerly  commercial  samples  were 
liBVorotatory,  but  are  now  generallv  dextro- 
rotatory. Fromm  and  Autin  (Annalen,  1913, 
401,  253)  found  for  the  oil  freed  from  terpenes, 
b.p.  70°/12  mm.  D^^  0*9685,  aj)+20°  48'  and 
separated  it  into  a  small  fraction  b.p.  about 
150°,  two  main  fractions  b.p.  210°-211°  and 
260°  and  a  viscous  residue.  The  fraction 
b.p.  210°-211°  contains  a  substance  olibanol, 
0|oH,cO  which  is  not  an  ether ;  its  constitution 
is  discussed.  The  same  name  was  given  by 
Haensel  (Chem.  Zentr.  1908,  i,  1837)  to  an  alcohol 
CgeH440,  b.p.  333°-334°  from  oil  of  frankin- 
cense with  D^^'5  0*8810,  0^+22*08°,  acid  number 
2,  ester  number  15*5.  At  the  present  day 
olibanum  is  seldom  employed  in  medicine.  It 
is  used  almost  exclusively  m  the  preparation  of 
incense. 

Opopanax.  A  bright  orange- brown  gum- 
resin  occurring  in  hard  nodiuar  or  earthy* 
looking  lumps.  It  was  used  by  Hippocrates, 
and  several  varieties  were  known  to  Theophras* 
tus  and  Dioscorides.  It  is  said  to  be  derived 
from  the  Opopanax  Chironium  (Koch),  a  native 
of  Southern  Europe. 

Opopanax  consists  essentially  of  reain,  gum^ 
and  a  uttle  voUUile  oil  The  most  recent  ex- 
amination of  opopanax  is  that  by  Tschirch  and 
Knitl  (Arch.  Pharm.  237,  256),  who  found  a 
specimen  from  the  Opopanax  Chironium  (Koch) 
to  contain:  resin  soluble  in  ether  51*8,  resin 
insoluble  in  ether  1*90,  gum  33*8,  volatile  oil 
8*3,  free  ferulic  acid  0*22,  vanillin  0*0027, 
moisture  2*0,  bassorin  and  plant  remains  2*0  p.c. 
The  resin  soluble  in  ether  is  the  ferulate  of  a 
resinotannol,  and  on  hydrolysis  ferulic  acid  and 
oporesinotannol  are  obtained.  The  latter  is  a 
light  brown  powder  having  the  composition 
Ci ,Hi ,0,(0H).  The  resin  of  opopanax  insoluble 
in  ether  consists  of  free  oporesinotannol.  The 
purified  gum  contained  3*53  p.c.  of  ash,  and  an 
arable  acid  was  prepared  m>m  it  containing 
C  43*17,  H  6'42  p.c.  From  the  volatile  oil  a 
product  was  obtamed  in  needles,  which  melted 
at  133°-134°  and  had  the  composition  C  66*6, 
H  2*7  p.c    1  his  substance  is  named  oponal, 

A  sample  of  opopanax  examined  by  Baur 
(Arch.  Pharm.  233,  209)  contained  plant  frag- 
ments which  showed  it  to  be  derived  from 
some  member  of  the  genus  Balsamodendron, 
order  Buraeracece,  probablv  from  B,  Kafal  [Com- 
miphf^ra  abyssinica  (Engl.)].  It  contained  19 
parts  p.c.  of  resin,  6*5  of  ethereal  oil,  and  70  of 
gum,  besides  plant  fragments. 

The  resin  of  opopanax  gives  no  umbelliferone 
when  distilled.  When  fused  with  potash, 
Hlasiwetz  and  Barth  found  the  resin  to  yield 
catechol,  together  with  protocatechuic  acid 
(Annalen,  139,  78).  The  substance  formerly 
known  by  the  name  of  opopanax  was  altogether 
different  in  odour  and  appearance  from  the 
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resin  described  above.  It  was  probably  derived 
from  a  Persiaa  member  of  the  UmbellifercB 
(Powell,  Economic  Products  of  the  Punjab, 
1,  402;  Fliick.  a.  Hanb.  327).  This  resin 
di£fei8  from  the  usual  variety  by  vielding 
umbellilerone  on  dry  distillation,  also  the 
volatile  oil  obtained  from  it  contains  sulphur. 

Opopanaz  was  highly  esteemed  in  ancient 
medicine,  but  it  has  now  gone  entirely  out 
of  use. 

Sag&pODUm.  This  gum-reein,  which,  like 
galbanum  and  asafoetida,  has  been  known  from 
the  earliest  times,  is  now  seldom  met  with.  Its 
botanical  origin  is  not  known  with  certainty. 
Fliickiger  and  Hanbury  (Fliick.  a.  Hanb.  324) 
describe  sagapenum  as  consisting  of  a  tough, 
softish  mass  of  closely  agglutinated  tears.  The 
tears  are  brownish,  not  imBtwhite  like  asafoetida, 
and  when  broken  do  not  acquire  a  pink  tint,  and 
are  without  alliaceous  odour.  The  specimen  of 
sagapenum  examined  by  these  observers  con- 
tained no  sulphur,  but  yielded  umbelliferone. 
Seven  out  of  the  eight  specimens  examined  by 
Hirschsohn  (Pharm.  Zeit.  1875,  225 ;  Pharm. 
J.  [iii.]  7,  771),  however,  contained  sulphur, 
and  this  character  served  to  distinguish  saga- 
penum from  ammoniacum,  ealbanum,  and 
opopanax.  Umbelliferone  was  alwavs  obtained. 
Unuke  galbanum,  sagapenum  dissolves  in  light 
petroleum;  it  further  contains  a  much  larger 
proportion  of  resin.  When  some  specimens  of 
sagapenum  are  immersed  in  hydrochloric  acid 
(sp.gr.  ri3)  they  acquire  a  permanent  blue 
colour,  but  others  do  not  exhibit  this  behaviour. 

A  specimen  of  sagapenum  investigated  by 
Hohenadel  (Arch.  Pharm.  233,  259)  was  found 
on  examination  of  the  plant  fragments  contained 
in  the  druff  to  have  been  obtained  from  the 
stems  and  fruits  of  a  Persian  species  of  FenUa, 
order  UmbeUiferas,  It  contained  resin,  66*8 ; 
volatile  oil,  5'8 ;  water,  3*5 ;  gum,  23*3 ;  and 
impurities,  10'6  p.c.  The  purified  resin  is 
yellowish-brown,  and  melts  at  74*^-76° ;  when 
nydrolysed  by  boiling  with  sulphuric  acid  it  is 
decomposed  into  umbelliferone  and  aagare^no- 
iannolf  a  brown  substance  having,  the  composi- 
tion Gt«H,((08.  The  56*8  parts  of  purified 
resin  contained  40  of  sagaresinotannol,  15*7  of 
combined,  and  0*11-0*16  of  free  umbelliferone. 
The  ethereal  oil  contains  0*7  p.c.  of  sulphur. 

Scammony.  Scammanie^  Fr. ;  Scammanium, 
Ger.  A  purgative  gum-resin  derived  from  the 
Convolvulus  Scammonia  (Linn.),  a  native  of 
Greece,  Asia  Minor,  Syria,  and  Southern  Russia. 

The  gum  resin  obtained  by  incision  from  the 
living  root,  and  known  as  scammony  or  *  virgin 
scammony,'  has  been  used  medicinally  for  many 
centuries,  but  was  deleted  from  the  B.P.  in 
1914,  and  from  the  U.S.P.  in  1916.  The  value 
of  this  drug  depends  on  its  resinous  constituent, 
which,  however,  is  now  usually  prepared  by 
extracting  the  dried  scammony  root  with  alcohol, 
and  precipitating  the  resin  from  the  solution 
with  water;  but  the  resin  from  both  of  these 
sources  appears  to  have  been  displaced  in  the 
market,  to  a  large  extent,  by  the  resin  obtained 
from  the  root  of  Ipomoea  onzabeims  (Ledanois), 
commonly  known  as  '  Mexican  scammony  root,' 
and  until  lately  these  two  resins  have  usually 
been  considered  to  be  chemically  identical. 
The  B.P.  now  has  ScammonicB  re«ina,  Scam- 
manice  radix  (from  Convolvulus  Scammonia  L.) 


and  Ipomcea  (Mexican  Scammony,  the  root  of 
/.  orizabensis,  added  1914)  the  U.S.P.  now  has 
Resina  Scammonics  and  Scammonios  radix  (root 
of  C.  Scammonia  L.,  yielding  8  p.c.  resin,  added 
1916). 

An  investigation  of  scammony  root  and 
scammony  made  by  Power  and  Rogerson  (Chem. 
Soc.  Trans.  1912,  101,  398)  shows  that  the 
resins  obtained  from  the  root  by  the  methods  of 
incision  and  extraction,  although  similar,  are 
not  identical,  while  both  these  resins  differ 
very  considerably  from  that  obtained  from  the 
root  of  Ipomoea  orizabensis,  which  has  also  been 
examined  by  Power  and  Rogerson  (ibid.  101,  1). 
Both  of  these  resins  are  exceedingly  complex  in 
character,  but  consist  to  a  large  extent  of 
glucosides  and  methylpentosides  of  jalapinolic 
acid  and  its  methyl  ester,  and,  whilst  the  methyl- 
pentose  obtained  by  the  hydrolysis  of  the  resin 
of  scammony  root  appears  to  bo  identical  with 
rhamnose,  that  from  the  resin  of  Ipomoea 
orizabensis  yields  a  crystalline  tetra-aoetyl 
derivative  not  hitherto  described.  The  resin 
from  the  last-mentioned  source  also  oontedns 
small  proportions  of  hentriacontane  and  cetyl 
alcohol,  wnich  are  not  present  in  the  resin  from 
scammony  root :  also,  differences  are  observed 
in  extracting  with  various  solvents  both  the 
crude  resins  and  the  products  of  their  alkaline 
hydrolysis.  In  particular  the  true  xesin  is 
almost  completely  soluble  in  ether  (the  U.S.P. 
demands  tbiat  at  least  95  p.c.  should  dissolve) 
whereas  of  Mexican  scammony  only  about 
70  p.c.  is  soluble. 

According  to  Scoville  (J.  Ind.  Eng.  Chem. 
1919,  ii.,  335)  several  botanical  species,  closely 
allied,  furnish  scammony  or  scammony  sub- 
stitutes, among  them,  a  Mexican  plant,  Resina 
drastica. 

JalapinoUe  add  C,5U,o(OH)CO,H  was  first 
obtained  by  Mayer  (Annalen,  95,  149)  from 
*  jalapin,'  the  name  given  to  that  portion  of  the 
resin  of  Ipomoea  orizabensis,  which  is  soluble  in 
ether.  Jalapinolic  acid,  subsequently  investi- 
gated by  Kromer  (J.  pr.  Chem.  [ii]  57,  448), 
has  been  studied  by  Power  and  Rogerson  (^c). 
It  forms  silky  needles,  m.p.  67°-68°,  and  is 
slightly  dextrorotatory.  The  methyl  ester  boils 
at  220"  (20  mm.)  and  cr3rstallises  in  lamina, 
which  melt  at  47°-48**. 

For  an  account  of  the  characteristics  of 
scammony  resin,  its  substitutes  and  adulterants, 
see  also  Bourdier  (J.  Pharm.  Chim.  1912,  5,  251). 
The  microscopic  differences  between  true  and 
Mexican  scammony,  together  with  some  colour 
reactions,  are  given  by  Ballard  (Pharm.  J. 
1912,  34,  285).  For  the  earlier  investigations 
on  scammony  resin  and  on  the  sugars  obtained 
by  its  hydrolysis  see  the  above-quoted  papers 

I  by  Power  and  Rogerson,  and  their  paper  in 
J.  Amer.  Chem.  Soc.  32, 112.  G.  B. 

I  GUMS.  Gums  are  amorphous  substances, 
composed  of  carbon,  hydrogen,  and  oxygen, 
which  are  characterised  by  the  property  of  either 

I  dissolving  in  water,  or  of  taking  up  enough  of 
that  sohent  to  become  glutinous  and  form  a 
mucilage.  They  are  either  derived  from  plants 
by  spontaneous  exudation,  or  are  extracted  by 
means  of  solvente.  The  gum  usually  contains 
some  inorganic  matter  and  occasionally  a  small 

i  proportion  of  nitrogen  (cf.  Stevens,  Amer.  J. 
Pharm.  77,  255).      For  a  long-^tim&^^e^^gums 
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were  considered  to  bo  carbohydrates.    It  ia  now  j 
known,  however,  from  the  researches  of  O'Sulli-  ' 
van  on  gum  arable  (Chem.  Soc.  Trans.  45,  41 ; 
57,  59),  Gedda  gum  {ibid,  59,  1029),  and  gum 
tracacanth  {ibid.  79,  1164),  that  the  gums  are  j 
acids  of  high  molecular  weight,  composed  of  an 
acid  nucleus  to  which  is  attached  a  number  of  ! 
residues  of  various  hexoses,  pentoses,  and  hioses 
by   means   of   ethereal   oxygen   Unkings ;    the  | 
principal   sugars    obtained   in   hydrolysis    are 
galactose  and  arabinose. 

The  proportions  of  the  sugars  united  to  the 
nucleus  acid  to  form  the  natural  complex  gum 
acid,  and  the  proportions  of  the  complex  acids 
in  the  mixture  that  constitute  the  natural  gum, 
appear  to  vary  in  different  seasons,  since  investi- 
gations have  shown  that  the  properties  of  the 
gum  of  a  given  plant  are  not  always  the  same. 

The  finer  gums  are  used  in  pharmacy  in  the 
preparation  of  emulsions  and  pastilles,  and  as  a 
constituent  of  emollient  medicines,  whilst  the 
commoner  qualities  are  used  in  the  arts  as 
adhesive  agents,  in  the  finishing  of  cloth,  in  the 
preparation  of  ink,  of  water  colours,  and  in 
calico  printing. 

Many  druss,  known  as  gums  in  commerce 
and  not  included  in  this  article,  will  be  found  by 
reference  to  Balsams  or  Gum  besins. 

•  One  of  the  most  important  factors  in  deter- 
mining the  quality  of  a  gum  ia  the  viscosity  of 
the  solution  it  forms  with  water,  and  as  no 
standard  method  is  yet  in  use  the  results  re- 
corded by  different  investigators  are  usually 
not  comparable.  The  simplest  method  of  deter- 
mining the  viscosity  is  to  allow  a  quantity  of  the 
solution  (sav  of  10  p.c.)  to  flow  by  its  own  weight 
out  of  a  tube,  provided  with  a  capillary  orifice, 
and  to  note  the  time  of  flow.  The  results 
obtained  by  this  method  are  of  little  value,  since 
the  pressure  under  which  the  liquid  flows  varies 
continuously,  but  the  method  is  still  in  use  as 
affording  a  rough  comparison  of  viscosities. 
For  more  accurate  work,  recourse  may  be  had 
to  the  use  of  a  viscometer,  such  as  that  described 
by  Ostwald  (Physico-Chemical  Measurements, 
162). 

In  addition  to  the  viscosity  determination, 
it  \a  generally  necessary  to  ascertain  the  per- 
centage of  moisture  present  in  a  sample  of  gum, 
the  acidity,  the  amount  of  ash,  the  colour,  taste, 
odour,  and  character  of  the  solution  it  forms 
with  water.  The  amount  of  moisture  present 
should  be  merely  enough  to  prevent  the  gum 
being  excessivelv  friable ;  as  a  rule  it  varies 
between  12  and  16  p.c.  The  ash  should  be 
merely  that  due  to  the  bases  combined  with 
the  natural  gum  acid  and  in  good  samples  is 
generally  about  3  p.c.  The  solution  should  be 
free  from  marked  taste  or  odour  and  not  very 
dark  in  colour. 

In  the  early  part  of  the  19th  century,  a  good 
many  gums  were  known,  and  the  work  then 
done  resulted  in  the  description  of  the  properties 
of  a  few  gum  substances  to  which  the  names 
bassorin,  cercmn,  and  arabin  were  given;  and 
chemists,  dominated  by  the  idea  that  the  number 
of  organic  compounds  was  only  small,  on  investi- 
gating a  gum,  identified  its  constituents  with 
one  or  more  of  these  substances.  It  now 
appears  that  the  number  of  gum  compounds  is 
very  considerable,  and  it  cannot  be  safely  in- 
ferred that  the  arabin,  or  cerasin,  &c.,  found  in 


one  gum,  ia  the  same  substance  as  the  compound, 
given  the  same  name,  found  in  another  natural 
product.  For  further  particulars,  see  Robinson 
(Brit.  Assoc.  Reports,  1906,  227;  and  the 
Imperial  Institute  Bulletin,  6,  29),  from  which 
much  of  the  information  embodied  in  this  article 
has  been  obtained. 

Acacia  aud  Allisd  Gums. 

Aeaeia  gum,  Oum  arabic ;  AcacicB  gummi, 
B.P. ;  Acacia,  U.S.P. ;  Oomme  arabique,  Fr. ; 
Arabt&ches  Oummi,  Ger.  Acacia,  gum  is  the 
exudation  from  ike  stems  and  branches  of 
various  species  of  acacia,  notably  the  A.  Senegal 
(Willd.),  which  inhabit  Afnca  from  Senegambia 
in  the  West  to  Kordofan,  Southern  Nubia,  and 
the  region  of  the  Atbara  in  the  East  (Bentl.  a. 
Trim.  94;  Hohnel,  Pharm.  J.  [iii.]  18,  1089; 
Fluck.  a.  Hanb.  233).  The  drug  has  been  known 
from  the  earliest  times,  having  been  an  article  of 
Egyptian  commerce  in  the  17th  centurv  B.C. 

The  most  esteemed  variety  is  Picked  Turkey 
or  white  Senaar  ffum.  This  gum,  also  known  as 
Sudan  or  Kordofan  gum,  is  collected  from  the 
grey  barked  acacia  tree,  Acacia  Senegal  (Willd.), 
known  locally  as  '  hashab.'  In  Kordofan,  the 
gum  is  obtained  both  from  gardens  of  acacia  trees 
which  are  private  property  and  from  wild  trees. 
In  the  gardens,  tne  gum  ia  obtained  by  arti- 
ficially incising  the  trees  soon  after  the  end  of 
the  rainy  season,  the  bwk  is  removed  in  strips 
from  the  principal  branches  of  all  trees  which 
are  three  years  old  or  upwards;  the  strips 
should  be  1  to  3  inches  wide,  according  to  the 
size  of  the  branch,  and  2  to  3  feet  in  length. 
The  incision  should  not  penetrate  into  the 
wood,  and  a  thin  layer  of  the  inner  bark  should 
be  left.  About  60  days  afterwards,  the  first 
collection  of  gum  ia  made,  and  after  that  the 
gum  ia  collected  every  fourth  day  until  the  rains 
recommence  and  new  leaves  appear;  at  this 
stage  the  exudation  ceases.  The  gum  obtained 
from  the  wild  or  uncultivated  trees  is  slightly 
darker  in  colour  and  of  less  value  than  that 
derived  from  trees  under  cultivation.  It 
exudes  naturally  from  the  wild  trees  and 
usually  dries  into  pear-shaped  pieces  which  vary 
in  size,  according  to  the  length  of  time  between 
successive  collections.  Young  hashab  trees, 
8  to  10  feet  high  and  6  to  8  inches  in  girth,  will 
produce  gum,  and  the  limits  of  age  for  this 
purpose  may  be  taken  as  3  to  15  or  20  years ; 
procMibly  trees  of  from  8  to  12  years  old  are  the 
most  productive.  The  gum  consists  of  lumps  of 
various  sizes,  sometimes  as  large  as  a  walnut, 
and  of  a  white  or  nearly  white  colour.  The 
unbroken  masses  are  rounded  in  shape,  and 
traveised  by  numerous  minute  fissures.  They 
are  brittle  and  break  with  a  vitreous  fracture, 
exposing  a  transparent  and  in  the  finer  varieties 
quite  colourless  interior. 

Suakin,  Talca,  or  TaUu  gum  is  derived  from 
the  *  red '  and  the  *  white  '  barked  acacia  trees, 
both  of  which  are  varieties  of  Aaicia  Seyal 
(Delile).  It  is  collected  chiefly  in  the  forests  of 
the  Blue  Nile.  The  red  talha'  tree  is  more  abun- 
dant than  the  white  and  consequently  most  of 
the  talha  gum  is  derived  from  that  variety.  The 
trees  are  said  not  to  be  barked  or  wounded  by 
the  collectors,  who  gather  the  gum  they  find 
exuding.  Talha  gum  is  so  brittle  that  com- 
mercial specimens  have  usually,  for  the  most 


488 


GDM8. 


part,  fallen  to  powder.  The  particles  exhibit  a 
great  variety  of  colour. 

86ii«giri  gum,  collected  in  the  French  colony 
of  Senegal,  is  obtained  almost  entirely  from  the 
same  species  of  acacia  which  yields  the  Kordofan 
gum,  but  it  is  probable  that  the  poorerqnalities 
are  procured  from  other  species.  The  gum 
exudes  naturally  through  fissures  produced  by 
the  rapid  and  unequal  desiccation  of  the  baru 
of  the  trees  by  the  hot  winds  experienced 
immediately  after  the  wet  season,  but  in  recent 
^ears  incisions  have  been  made.  Senegal  gum 
IS  much  darker  in  colour  than  the  Sudan  gum, 
and  the  surface  of  the  Inmjps  is  unbroken  by 
cracks  or  fissures.  It  is  chiefly  imported  into 
France.  A  considerable  quantity 'of  this  is 
however,  exported  to  other  European  countries. 

Jforoeeo,  Mogador,  or  Brown  Bartary  gom 
is  exported  from  Morocco.  It  is  stated  to  be 
obtained  from  Acacia  arabica  (Willd.),  and 
Acacia  gumtnifera  (Willd.),  but  according  to  some 
authorities,  much  of  the  gum  now  exported  is 
merely  Senegal  or  Sudanese  gum,  brought  to 
Morocco  by  caravans  from  the  interior.  It 
conidsts  of  light  dusky  brown  tears  or  vermiform 
pieces ;  they  show  numerous  superficial  fissures. 

Cape  gom  is  the  product  of  the  Acacia 
horrida  (Willd.),  a  native  of  Cape  Colony.  Its 
colour  is  amber-brown. 

AdMl  and  Eaf  t  Indian  gom  is  produced  in 
Abyssinia  and  Somaliland  and  is  exported  from 
the  towns  on  the  Somali  coast  pnncipally  to 
Aden  and  Bomb^.  From  these  two  ports,  it 
is  reshipped  to  £urope  as  *Aden  gum'  and 
*  East  Indian  gum  '  respectively.  The  source 
of  the  gum  is  not  known  with  certainty  but 
some  of  it  is  doubtless  collected  from  Acacia 
dbysnnicia  (Hochst.)  and  Acacia  glaueophyUa 
(Steud.),  which  are  known  to  occur  in  those 
regions.  It  consists  of  tear-shaped  masses,  often 
as  laige  as  an  egg,  and  of  a  pale  amber  or 
pinkisn  hue.  The  best  qualities  approach  the 
better  classes  of  Kordofan  gums  in  appearance, 
solubility,  and  other  characters,  but  tnese  gums 
are  usually  darker  in  colour. 

Aoftrallan  or  Wattle  gum,  the  product  of 
several  Australian  species  of  Acacia  known 
locally  as  *  Wattles,  occurs  in  lai^e  hard 
globular  tear-like  masses  or  lumps,  varying  in 
colour  from  deep  yellow  to  deep  reddish-brown 
{v.  Maiden,  Pharm.  J.  [ill]  20,  86;  c/.  Fliiok. 
a.  Hanb.). 

Qum  arabio  is  not  much  more  soluble  in  hot 
than  in  cold  water.  In  alcohol  it  is  insoluble. 
The  aqueous  solution  is  precipitated  by  basic 
lead  acetate,  but  not  by  neutral  acetate;  10  c.c. 
of  a  10  p.c.  solution  gives  a  precipitate  with 
O'l  CO.  of  basic  lead  acetate  solution  (U.S.P.)> 
It  is  also  thickened  or  rendered  turbid  by  the 
addition  of  solutions  of  borates  or  ferric  salts  or 
alkaline  silicates.  Salts  of  mercury  or  silver 
have  no  action  on  the  solution,  neither  is  it 
coloured  bine  by  iodine.  Qum  arabic  yields 
about  3  p.c.  of  ash,  consisting  of  calcium  mag- 
nesium and  potassium  carbonates.  For  analy- 
tical distinctions  between  pure  gum  arabio  and 
gums  with  which  it  may  be  associated,  v.  Hager 
(Zeitsch.  anal.  Chem.  11,  350;  Pharm.  Centh. 
1885,  388) ;  Schlosser  (Chem.  News,  20,  120) ; 
Roussln  (J.  Pharm.  Chim.  [iv.]  7,  251) ;  Elwood 
(Pharm.  J.  [uL]  19,  339) ;  Hefelmann  (Zeitsch. 
offena  Chem.  11,  195);   Pailadino  (Bull.  Soc. 


chim.  fiiL]  9,  578);  Vamvakus  (Ann.  Chim. 
anal.  12,  12).  Methods  of  valuation  of  gum 
aiabic  are  given  by  Fromm  (Zeitsch.  anaL 
Chem.  40,  143)  and  Dieterich  (ibid.  40,  408). 

Gum  arabic  contains  an  oxidase  {eg, 
ReinitaEer,  Zeitsch.  physioL  Chem.  1909,  61, 
352),  tragacanth  does  not  Hence,  when  a  drop 
of  hydrocen  peroxide  is  added  to  a  mixture  of 
equal  volumes  of  a  cold  1 :  30  aqueous  gum 
solution  and  tincture  of  guiacum,  a  brown 
colour  results  with  gum  arabic;  tragacanth 
remains  colouriess  (Altai's  Comm.  Org.  £aaljmB, 
1911,  voL  iv.,  p.  444). 

Starch  is  detected  by  iodine;  dextrin  by 
a  method  due  to  Roussin  {Lc.  and  Allen,  Lc. 
p.  439) ;  gelatin  by  tannic  acid,  c/.  also  Trillat 
(Compt.  rend.  127,  724).  The  quantitative 
estimation  is  described  by  Waters  and  Tuttle 
(J.  Ind.  Eng.  Chem.  1916,  8,  413).  They  pre- 
cipitate  with  an  ammoniacal  copper  acetate 
solution  in  50  p.c.  alcohol,  wash  the  precipitate 
with  alcohol,  ory  at  105°,  weigh  and  subtract 
the  copper  oxide  left  on  ignition. 

The  chief  constituent  of  gum  arabic  is 
Arabin,  Arabic  acid,  or  Cfummic  acid,  combined 
with  calcium  and  also  perhaps  with  magnesinm 
and  potassium.  The  crude  acid  is  precipitated 
when  alcohol  is  added  to  an  aqueous  solution  of 
gum  arabic  previously  acidined  with  hydro- 
chloric acid*  By  successively  redissolving  in 
water  and  repredpitating,  the  product  can  be 
obtained  pure.  Arabic  acid  is  amorphous, 
soluble  in  water  and  insoluble  in  alcohol. 
Heated  to  100°  it  is  converted  into  insoluble 
mekHirabic  acid  (Neubauer,  J.  1854,  624; 
Annalen,  102,  105 ;  Gelis,  J.  1857,  496),  or  the 
same  change  may  be  effected  by  treatment  with 
concentrated  acid  (Fremy,  J.  1860,  503).  Meta- 
arabic  acid  is  readily  chuiged  back  again  to 
soluble  arabic  acid  by  the  action  of  alkalis. 
Heat  of  combustion,  v,  Stohmann  (J.  pr.  Chem. 
[ii.]  31,  298).  Action  of  light,  v,  Eder  {ibid.  19, 
299). 

The  constitution  of  arabin  has  been  investi- 
gated by  O'Sullivan  (/.c.)  who  showed  that  it 
contains  the  acid  nucleus,  CtsHsgOg,,  to  which 
he  gave  the  name  X-amhinoBic  tuid,  but  after- 
wards unfortunately  called  it  arabic  add,  the 
name  already  given  to  the  naturally  occurring 
gum  add,  arabin,  which  is  a  compound  of 
arabinosic  acid  with  the  sugar  residues,  arabinan 
and  galactan,  the  termination  *  an '  indicating 
the  anhydride  of  the  corresponding  sugar.  On 
complete  hydrolysis,  arabin  ^elds  arabinose, 
galactose,  and  arabinosic  (arabic)  acid. 

When  oxidised  with  ordinary  nitric  acid, 
gum  arabic  yields  oxalic,  mudc,  tartaric,  and 
racemic  acids  (Guerin,  Annalen,  4,  255 ;  liebig, 
ibid,  113,  4;  Kiliani,  Ber.  15,  35;  Homemann, 
J.  1863,  391 ;  Maumene,  Bull  Soc.  chim.  [iii.] 
9,  138 ;  B^champ,  ibid,  [iii.]  7,  587). 

Gums  from  Acacia  pycnanlha  (Australia), 
A,  horrida  (S.  Africa),  A,  arabica  (Africa,  Arabia, 
India),  and  Melia  Azadirachta  (Deccan,  Cevlon, 
Malay  Archipelago)  have  been  examined  by 
Meininger  (Arch.  Pharm.  1910,  248,  171). 

Allied  gums.  The  gum  known  in  commerce 
as  Oedda  gum,  in  appearance  very  similar  to  the 
Inferior  kinds  of  gum  arabic,  has  also  been 
examined  by  O'Sullivan.  He  found  that  it  is  a 
mixture  of  several  gum  acids,  which  are  con- 
stituted of  the  radicles  of  galactose  and   of 
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arabinose  or  arabinan,  attached  in  conaiderable 
numbers  to  a  nucleus  acid  to  which  the  name 
geddio  acid  is  given.  Greddic  acid  is  an  iso- 
meride  of  arabio  acid«  GtsHsgOtt*  Chagual 
gum  is  obtained  from  Chile,  where  it  is  pro- 
duced by  the  Puza  lanuffinoaa  (Schult.).  It  is 
partly  insoluble  in  water.  Chagual  gum  has 
been  investigated  by  Winterstein  (Ber.  31, 
1571).  Feronia  or  wood  apple  gum  is  derived 
from  the  Indian  tree  Feronia  eiephantum 
(Correa)  (c/.  Fluck.  a.  Hanb.  239).  Ohaii  gum 
is  the  name  given  in  India  to  gum  produced 
in  India  itself,  as  distinguish^  from  East 
Indian  gum  of  exotic  origin.  In  European 
commerce,  however,  the  name  *Ghatti  or 
*  Gatty  *  is  practically  restricted  to  the  partially 
soluble  and  viscous  gum  derived  from  Ano- 
geissus  kuifolia  (WalL)  and  certain  other  species. 
It  is  derived  from  various  trees  and  no  attempt 
is  made  to  keep  the  products  of'  the  different 
species  separate.  The  result  of  this  is  that  the 
gum  may  differ  considerably  in  properties. 
Hog  or  Doctor  gum  consists  of  reddish  tears.  It 
is  derived  from  the  Bhus  Metopium  (Linn.),  or 
perhaps  the  Moronobea  grandiflora  (Choisy), 
natives  of  South  America.  This  gum  is  quite 
distinct  from  the  Hogg  or  Kuteera  gum  of 
India  {cf.  Tragacanih).  Plants  containing  gums 
similar  to  acacia  {v,  Gm.  15,  195).  Fara  and 
other  gums  (Pharm.  J.  [iii.]  18,  623»  745,  and 
1009). 

Tbaoagakth  and  Allied  Gums. 

Thlgaeanth.  Tragacantha,  B.P. ;  U.S.P. 
OommeadmganUt'FT,;  TnigatUhf  Ger.  A  gummy 
exudate  consisting  in  part  of  altered  cells  ob- 
tained either  spontaneouslv  or  by  means  of 
incisions  from  tne  stems  of  various  species  of 
Astragalus,  some  of  which  occur  in  South 
Western  Europe,  while  others  are  found  in 
Greece  and  Turkey.  The  largest  number, 
however,  are  indigenous  in  the  mountainous 
regions  of  Asia  Minor,  Syria,  Armenia,  Kur- 
distan, and  Persia.  The  tragacanth  of  com- 
merce is  produced  in  the  last-named  countries. 
In  July  and  August,  the  shrubs  are  stripped 
of  their  leaves  and  short  longitudinal  incisions 
or  slits  are  made  in  the  trunks.  The  gum 
flows  out,  and,  drying  spontaneously,  is  ready 
for  gathering  in  three  or  four  days.  If  the 
weather  is  fine  during  the  drying  process,  the 
*'  white  leaf '  form  of  gum  is  obtained  which 
is  the  most  prized  variety.  If,  however,  rain 
falls  or  the  wind  rises,  particles  of  dust  collect 
on  the  surface  of  the  gum  which  thereby  loses 
its  whiteness  and  becomes  the  *  vellow  leaf ' 
form,  the  second  quality.  The  form  of  the 
pieces  is  determined  by  the  shape  of  the  in- 
cision ;  longitudinal  incisions  produce  *  leaf '  i 
or  flake  tragacanth,  punctures  yield  *  thread  * 
tragacanth,  while  irregular  shaped  incisions  give 
knob-like  masses,  generally  coloured,  and  of 
relatively  low  value.  Another  form,  known  in 
Persia  as  'Arrehbor,'  exudes  from  branches 
which  have  been  cut  by  a  saw  (Imp.  Inst. 
Reports,  1909,  No.  03). 

When  tragacanth  is  treated  with  water,  one 
l)art  dissolves  and  the  other  swells  up,  absorbing 
water,  to  the  extent  of  even  fifty  times  the 
weight  of  the  gum  used,  the  whole  forming  a 
thick  mucilage.  This  may  be  diffused  through 
more  water  when,  on  filtering,  a  soluble  gum 


passes  through,  and  there  remains  on  the  filter 
a  slimy  non-adhesive  mucilage,  baseorin^  traoa- 
canthinj  pr  adraganthin.  In  presence  of  alkalis, 
the  whole  of  the  gum  dissolves  readily  in  water 
(Fliick.  a.  Hanb.  178 ;  Sandersleben,  Pnytochem. 
Untersuch.  Leipzig,  1880,  90 ;  Fremy,  J.  1860, 
504).  On  hydrolysis  of  three  samples  of  white 
tragacanth,  Widtsoe  and  ToUens  (Ber.  33,  132) 
obtained  fucoee  and  arabinose,  whilst  fuoose 
and  xylose  were  obtained  from  two  samples  of 
brown  tragacanth.  Five  different  samples  of 
tragacanth  examined  by  Helger  and  Dreyfus 
(Ber.  33,  1178)  were  found  to  contain  9*4  to 
15*4  p.0.  of  water ;  31  to  2*7  of  ash,  also  15*1 
to  22*4  p.c.  of  galactose  (estimated  as  mucio 
add)  and  30  to  42  p.c.  of  arabinose  (estimated  as 
furfuraldehyde  phenylhydrasone).  A  specimen 
of  vermicelli  tragacanth  contained  4  p.o.  of 
cellulose  and  3  p.c.  of  starch.  The  samples 
obtained  by  artificial  incision  contain  the  larger 
proportions  of  water  and  ash. 

Tragaoanth  gum,  investigated  by  O^Sullivan, 
was  found,  like  Gedda  gum,  to  be  a  mixture  of 
several  gum  adds.  It  can  be  separated  into  a 
group  of  acids  which  remain  in  solution  in  dilute 
alcohol,  and  an  insoluble  portion,  for  which  the 
name  bassorin  is  appropriated;  c/.  also  von 
Fellenberg  fChem.  Zentr.  1914,  ii.  943)  who 
finds  that  oassorin  alone  contains  methoxyl 
(—5*38  p.c.  MeOH);  the  soluble  portion  is 
methoxyl  free.  The  acids  of  the  soluble  group 
were  found  to  be  built  up  on  a  nucleus  acid, 
very  similar  if  not  identical  with  geddic  add, 
by  its  union  with  galactose  and  arabinose 
residues.  The  constitution  of  the  insoluble 
portion  has  not  been  completely  worked  out; 
out  it  yields  a  nucleus  add  of  the  formula 
C,4H,oOi„  to  which  the  name  basaoric  add 
is  given,  and  also  intermediate  adds  formed 
of  bassorio  acid  united  to  the  residues  of  xylose, 
and  of  a  new  pentose  sugar,  trtigacanthoee. 

Allied  gums.  Baawra^  Kuteera^  or  Cara- 
mania  gum,  Hogg  gum  tragacanth,  consists  of 
yellow  or  brown  waxy  masses.  It  comes  from 
Persia,  where  it  is  said  to  be  derived  from 
almond  and  plum  trees,  and  is  employed  in 
Smyrna  in  the  adulteration  of  tragacanth  (Fliick) 
a.  Hanb.).  The  CocMoepermumOossupium  (D.C.)» 
a  small  deciduous  tree  growing  abundantly  in 
India,  furnishes  a  gum  wnich  occurs  in  irresular 
rounded  translucent  lumps  of  a  pale  buff  ocuour. 
The  ^m  is  sold  in  the  Indian  bazaars  as  a 
substitute  for  tragacanth,  which  it  closely 
resembles.  This  gum  has  the  property  of 
slowly  giving  off  acetic  add  when  exposed  to 
moist  air,  a  property  also  possessed  by  the  gum 
of  Sterculia  urens  (Roxb.)  (Gurbourt,  Pharm.  J. 
15,  57).  This  may  be  utilised  for  the  detection 
of  adulterants  in  gum  Tragacanth.  The  material 
is  treated  with  dimte  phosphoric  add  and  steam 
distilled.  Indian  gum  then  gives  about  7  times 
as  much  acetic  acid  as  pure  gum  Tragacanth 
(Ann.  Report  Bureau  of  Chemistry,  U.S.  Dept. 
of  Agriculture,  Pharm.  J.  1912,  34,  353  ;  Emery, 
J.  Ind.  Eng.  Chem.  4,  374;  Fuller,  Amer.  J. 
Pharm.  1912,  84,  155).  For  the  detection  of 
acacia  see  gum  arable,  above,  and  Frey  (Apoth. 
Zeit.  1913,  28,  787).  A  stable  acid,  gondic 
acid,  C|,H,eO,i,  has  been  obtained  from  the 
gum  of  Cochlospermum  Ooesypium  (D.C.)  in 
the  same  manner  as  the  arable  and  geddio 
acids  of  O'Sullivan.     On  hydrolysis,  the  gum 
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yields  18  p.c.  of  aoetic  acid,  calculated  on  the 
dry  and  ash -free  substance,  and  is  thus  an 
acetyl  derivative.  Xylose  and  a  heyose  are 
among  the  other  products  (Robinson,  Chem. 
Soc.  Trans.  89,  1496).  Cashew  gum  is  the 
exudation  of  the  Anacardium  occidentale 
(Linn.)>  a  small  tree  indigenous  to  tropical 
America.  Cherry  tree  gum  behaves  towards 
water  in  a  similar  manner  to  tragacanth.  The 
insoluble  }>ortion  consists  of  cem^tn,  combined 
with  metals  of  the  alkalis  or  alkaline  earths 
(Premy,  J.  1860,  604).  For  hydrolysis  of  cherry 
tree  gum,  v.  Hauers  and  ToUens  (Ber.  36,  3306). 
Lirueed,  marahmallow,  and  fleaseed  gums  closely 
resemble  tragacanth  (Schmidt,  Annalen,  51, 
dO  ;  Frank,  J.  pr.  Chem.  [ii.]  95,  494  ;  Kirchner 
and  Tollens,  Annalen,  175,  215;  Hilger,  Ber. 
36,  3197).  Persian  gum  (v.  Pharm.  J.  [3]  20, 
793)  is  of  a  hard  glaiasy  type,  and  ita  solutions 
in  water  are  intermediate  in  character  between 
those  of  tragacanth  and  gum  arable.  The  trade 
in  this  gum  is  considerable,  but  the  commercial 
value  is  lower  than  that  of  either  tragacanth 
or  fine  gum  arable  (Imp.  Inst.  Report).  Wood 
gum  has  been  extracted  from  various  woods, 
straw,  loofah,  and  similar  materials.  It  re- 
sembles cherry  tree  gum.  On  hydrolyBis  it 
yields  xylose,  and  in  some  cases  arabinose 
(Th.  Thomsen,  J.  pr.  Chem.  [ii.]  19,  146; 
Poumar&de  and  Figuer,  Annalen,  64,  338 ; 
J.  Soc.  Chem.  Jnd.  1890,  335;  Wheeler  and 
ToUens,  Ber.  22,  1046 ;  23,  137 ;  Annalen,  254, 
320 ;  Allen  and  ToUens,  ibid,  260,  289  ;  Bader, 
Chem.  Zeit.  19,  55;  Johnson,  Amer.  Chem.  J. 
18,  24 ;  Browne  and  ToUens,  Ber.  35,  1457 ; 
SaUcowski,  Zeitsch.  physiol.  Chem.  34,  162). 

Other  Gums. 
Agar  agar.  Agar,  U.S.P.  (admitted  1916 ;  it 
is  not  in  the  British  Pharmacopoeia),  Bengal  or 
Japanese  isinglass,  is  the  dried  jeUy  of  Oracilaria 
{Sphaerococcus)  lichenoides,  Grev.,  Qdidium 
comeum.  Lam.,  O.  cartilagineum,  GaiU.,  and  other 
Red  Algae  {Hhodophyceae)  from  China,  Japan, 
Formosa,  &c.  {see  Takao,  J.  Pharm.  Cnim. 
1917,  15,  175).  It  consists  mainly  of  a  carbo- 
hydrate, d-galactan  (CgHjoOj)^,  less  correctly 
termed  gelose,  which  is  hydrolysed  by  acids  to 
galactose,  and  is  insoluble  in  cold  water,  alcohol, 
dUute  acids,  and  alkalis.  Agar  yields  on 
hydrolysis  also  smaU  amounts  of  arabinose  and 
fructose;  on  oxidation  mucic  acid  is  formed 
(Takao,  l.c.).  1  part  in  500  of  boiling  water 
forms  a  jeUy  on  cooUng  (Morin,  J.  1880,  1010 ; 
Porumbara,  J.  1880,  1011 ;  Bauer,  J.  pr.  Chem. 
[ii.]  30,  375)  {v.  Agar  Agar).  O'l  gram  dis- 
solved in  100  c.c.  boiling  water  should  give 
no  precipitate  on  adding  tannic  acid  (absence 
of  gelatine)  and  should  not  be  coloured  blue  by 
iodine  (absence  of  starch).  According  to 
Takao  {I.e.)  the  mucUage  of  some  species,  how- 
ever, is  coloured  blue.  1  gram  ooiled  with 
100  c.e.  of  water  for  ten  minutes,  should  set  on 
cooUng  to  a  stiff  jeUy  (U.S.P.).  The  material 
generaUy  contains  characteristic  diatom  skele- 
tons, best  recognised  microscopically  after 
ignition.  Those  of  Arachniodiscus  Ehrenbergii 
are  figured  in  Allen's  Comm.  Org.  Analysis,  1911, 
vol.  iv.  p.  438.  Agar  (the  Malayan  plural  is, 
formed  by  repeating  the  singular)  is  used  for 
preparing  culture  media  in  bacteriology,  for 
making   emulsions,   for  thickening  ice-creams, 


and  medicinaUy  in  chronic  constipation.  Its 
action  in  the  latter  case  is  purely  mechanical ; 
itpasses  through  the  intestine  almost  unchanged. 
(Trade  names,  Regulin,  Agarase.)  Chilactin^  a 
very  similar  gum  to  gelose,  is  found  in  the  seeds 
of  the  Legumiruyses  (Muntz,  Bull.  Soc.  chim.  37, 
409). 

Amyloid  gums.  These  are  distinguished 
from  most  gums  by  being  coloured  blue  by 
iodine.  The  more  important  are :  Amyloid 
(distinct  from  that  derived  from  ceUulose),  the 
soluble  gum  of  the  cotyledons  of  the  tamarind 
and  other  plants ;  QuinM  gum,  which  breaks  up 
into  ceUulose,  gum,  and  sugar  when  heated  with 
dilute  sulphuric  acid ;  and  Salep  gum,  derived 
from  the  Dulbs  of  orchids  (Frank,  J.  pr.  Chem. 
[ii.]  95,  479  ;  Hilger,  Ber.  36,  3197). 

Animal  gum.  A  gummy  substance  having 
the  composition  Ci,H,oGio»2H,0  has  been 
isolated  nom  the  secretions  of  the  saUvary 
glands,  from  the  brain,  pancreas,  kidneys,  and 
other  parts  of  the  body.  It  is  unaffected  by 
the  digestive  ferments,  but  is  converted  into 
sugar  by  dilute  acids.  It  reduces  ammoniacal 
sUver  nitrate  solution  with  formation  of  a 
mirror.  With  water,  it  gelatinises,  forming  a 
mucilage.  It  is  insoluble  in. alcohol  and  ether 
(Landwehr,  Zeitsch.  physioL  Chem.  8,  122 ;  9, 
367 ;  13,  122 ;  Zeitoch.  anal.  Chem.  23,  601 ; 
24,  640;  Pouchet,  Compt.  rend.  20,  21 ;  FoUn, 
Zeitsch.  physiol.  Chem.  23,  347). 

Fermentation  gum.  This  gum,  Dexthin  or 
Viscose,  which  occurs  in  the  unripe  sugar  beet 
(Scheibler,  Wag.  J.  1875,  790),  is  formed  in  the 
lactic  fermentation  of  cane  sugar  by  the  action 
of  the  bacterium  Streptococcus  {Leuconostoc) 
mesenteroidea  (van  Tieghem,  Jahresb.  Agrik. 
Chem.  1879,  544 ;  B^champ,  J.  Th.  1881,  85 ; 
Briining,  Annalen,  104,  197).  Formed  also  in 
mucic  fermentation  (NageU,  J.  pr.  Chem.  [ii.] 
17,  409).  Dextran  CeHjoOj  is  amorphous, 
soluble  in  water  and  precipitated  therefrom 
as  an  elastic  thread-Uke  mass  by  alcohol.  By 
treatment  with  dilute  sulphuric  acid,  sugar 
is  obtained,  and  when  oxidised  with  nitric  acid, 
oxaUc  but  no  mucic  acid. 

Dextrin  v.  Dextrin. 

Iceland  moss  gum.  Two  gums  have  been 
isolated  from  the  jeUy  of  Iceland  moss,  Cetraria 
islandica  (Acharius).  According  to  Hesse  (J. 
prakt.  Chem.  1916,  [ii.]  93,  254)  this  Uchen 
contains  in  the  air-dry  condition  80  p.c.  of 
carbohydrate  and  13-14  p.c.  of  water,  and  may 
be  used  for  human  food  and  fodder.  The  bitter 
'  taste  is  removed  by  1  p.c  potassium  carbonate. 
On  hydrolysis  with  6-8  p.c.  sulphuric  acid 
Iceland  moss  yields  three  times  as  much  sugar 
(chiefly  dextrose)  as  potatoes.  Of  the  gums, 
lichenin  Cfi^ff}^  is  unaffected  by  iodine,  while 
the  other,  isolichenin,  is  coloured  blue  by  that 
reagent.  Lichenin  is  a  transparent  brittle  mass 
which  dissolves  in  hot  water,  the  solution 
gelatinising  on  cooling.  It  is  soluble  in  solution 
of  ammonio-copper  sulphate ;  combines  with 
bases  ;  is  converted  by  dUute  acids  into  sugar ; 
oxidised  by  nitric  acid,  it  yields  oxalic  acid,  and 
it  reacts  with  glacial  acetic  acid,  forming  triaceiyl 
lichenin  CgH-AcsOj  (Knop  and  Schnedermann, 
Annalen,  55,  165 ;  J.  1847-«,  831  ;  Errera, 
Inaug.  Dis.  Brussels,  1882, 18  ;  Mulder,  Annalen, 
28,  279 ;  Helger  and  Buchner,  Ber.  23,  461). 
MoLichenin   is   soluble   in   water,    and   unlike 
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lichenin  forms  no  acetyl  derivative,  nor  ia  it 
soluble  in  ammonio-copper  sulphate  solution 
(Berg.  X  1873,  848;  Errera;  Honig,  Monatsh. 
8,  452). 

The  lichen,  Evemia  Prunaalri  (Ach),  contains 
a  gum  resembling  lichenin,  evemiin  Cfi^fi^ 
(Stiide,  Annalen,  131,  241). 

Irldi  moss  gum.  Irish  moss  or  carrageen,  < 
Chondrus  crisjms  (linn.),  contains  a  gum  which 
is  soluble  in  water,  insoluble  in  ammonio-oopper 
sulphate,  is  not  coloured  blue  hy  iodine  and  i 
yields  mucio  acid  when  oxidised  with  nitric  acid 
(Blondeau,  J.  1865,  659 ;  Fluckiger  and  Ober- 
meyer,  J.  1868,  805;  Painter,  Pharm.  J.  [iii.] 
18,  362).  This  seaweed  is  included  in  the  ! 
U.S.P.  {Chondru8).  1  part,  boiled  with  30  parts 
of  water  and  strained,  sets  to  a  thick  jelly  on 
cooling.  The  dried  plant  contains  about  64  p.c. 
of  carE>ohydrate  and  7  p.c.  of  protein.  Hot 
water  extracts  the  calcium  salt  of  a  colloidal 
ethereal  sulphate ;  the  calcium  is  freely  ionised, 
but  sulphate  ions  cannot  be  demonstrated  until 
after  hydrolysis  (Haas,  Bio-chem.  J.  1921,  15, 
U69). 

St^reulia  gum,  derived  from  various  species 
of  StereuJia  (v.  Maiden,  Pharm.  J.  [iii.J  20,  381), 
V.  guma  aUifed  to  tragaeafUk,  supra. 

Sugar  beet  gum.  Several  forma  of  gum  have 
been  separated  from  the  juice  of  the  sugar  beet. 
Arabic  or  meta-arabic  acid  {cf.  gum  acacia)^ 
dextran  {cf,  fermenUUion  gum,  pararabin 
(Reichardt,  Ber.  8,  808),  and  laevulan  {v.  Lipp- 
mann,  ibid,  14,  1509).  Pararabin  is  a  powder 
which  forms  a  jelly  with  water  of  quite  a  different 
appearance  from  that  obtained  with  meta- 
arabin.  It  is  soluble  in  dilute  acid  solutions 
from  which  alkaUs  or  alcohol  precipitate  it. 
LsBVulan  is  a  by-produet  in  the  extraction  of 
crystallisable  sugar  from  beet  sugar  molasses. 
When  anhydrous,  it  is  insoluble  in  water,  but 
in  its  hydrated  form  it  dissolves  readily.  When 
oxidised  by  nitric  acid  it  yields  mucic  acid,  and 
heated  with  dilute  sulphuric  acid  it  is  entirely 
converted  into  Isevulose. 

Wine  gum  {v.  B6champ,  J.  1875,  987; 
Chancel,  J.  1875,  987  ;  Neubauei,  Zeitsch.  anal. 
Chem.  15,  194). 

Yeast  gum  [v.  Hessenland,  Zeit.  Ver.  Riiben- 
zuck-Ind,  1892,  671;  Salkowski,  Ber.  1894, 
27,  497,  925,  3325;  Zeitsch.  physiol.  Chem. 
1910,  69,  466;  ibid,  1911,  73,  3l4 ;  von  Euler 
and  Fodor,  ibid,  1911,  72,  339;  Meigen  and 
Spreng,  ibid,  1908,  55,  48  ;  Harden  and  Young, 
Chem.  Soc.  Trans.  1912,  101,  1928).  The  pre- 
paration  is  more  particularly  described  by 
Harden  and  Young ;  purification  is  best  done 
as  copper  precipitate  (Salkowski).  Adherent 
glycogen  is  precipitated  by  saturation  with 
ammonium  sulphate ;  the  filtrate  is  dialysed 
and  the  gum  is  then  precipitated  by  alcohol. 
[a]p  is  given  from  +66'76**  to  +91*1°  by  various 
authors ;  the  higher  figure  is  probably  the  most 
correct.  On  hydrolysis  mannose  and  dextrose 
are  formed,  rather  more  of  the  former  than  of 
the  latter.  G.  B. 

GUM  ACACIA  V.  Gums. 

GUM  AMMONIACUM  v.  Gum  resins. 

GUM  ARABIC  t^.  Gums. 

GUM  ASAFCETIDA  v.  Gum  resins. 

GUM  BENJAMIN  v.  Balsams. 

GUM  BENZOIN  v,  Bai^ams. 

GUM,  BRITISH,  v.  Dextrin. 


GUM  ELASTIC  v.  Rubber. 

GUM  GALBANUM  V,  Gum  resins. 

GUM  GAMBOGE  v.  Gum  resins. 

GUM  KDfO  V.  Kino. 

GUM  LAC  or  LAC  RESIN  v.  Resins. 

GUM  MYRRH  v.  Gum  resins. 

GUM  THUS  V,  Resins. 

GUMWC  ACID  V.  Gums. 

GUMMI    GUTTI    t\   Gamboge,    art.    Gum 

RESINS. 

GUMMITE.  An  amorphous  hydrated 
uranium  oxide  (U0„  61-75  p.c.)  with  some  lead, 
calcium,  silica,  &c.  It  occurs  as  an  alteration 
product  of  uraninite  (pitchblende),  and  forms 
yellow  to  reddish-brown  gum-like  masses,  some- 
times enclosing  a  nucleus  of  the  unaltered  parent 
mineral,  and  at  times  showing  the  external  form 
of  the  original  crystal.  It  is  found  together  with 
other  secondary  uranium  minerals  at  Johann- 
georgenstadt,  Schneeberg,  and  Annaberg,  in 
Saxony,  in  the  EUas  mine  (eliasite)  at  Joachims- 
thai  in  Bohemia,  and  rather  abundantly  in  the 
Flat  Rock  and  Deako  mines  in  Mitchell  Co., 
North  Carolina. 

Thorogummite  (UO,-3ThO,-3SiO,-6H,0) 
from  Llano  Co.,  Texas,  pilbarite 

(UO,-ThO,PbO-2SiO,-4H,0) 
from  Western  Australia,  and  yttrogummite,  an 
alteration  product  of  deveite  from  Norway,  are 
related  minerals.  L.  J.  8. 

GUN  COTTON  v.  Explosives. 

GUN  METAL  f  .'Tin. 

GUNPOWDER  t'.  Explosives. 

GURHOFTTE  v.  Dolomite. 

GURJUN    BALSAM.     Wood-oil,    v,    Oleo- 

RESINS 

GURJUNIC  ACID  v,  Oleoresins. 

GUROLITE  or  GYROLITE  v.  (Ulcium. 

GUTTA  PERCHA  is  the  product  obtained 
by  coagulating  the  latex  ol  certain  species  of 
PeUeiquium  and  Payena,  belonging  to  the  natural 
order  Sapotace(B,  which  are  natives  of  the  Mala^ 
Peninsula  and  Archipelago.  The  name  is 
derived  from  two  Malay  words :  gettih  and 
percha  or  pertja.  The  word  getah  is  applied  to 
any  exudation  from  a  tree,  whilst  percha  or 
perlja  refers  either  to  the  local  name  of  the  tree 
which  was  erroneously  thought  at  first  to  furnish 
the  product,  or  to  the  Malay  name  for  Sumatra 
*  Pulau  Percha.* 

The  introduction  of  gutta  percha  into 
commerce  dates  from  1843,  when  specimens  were 
forwarded  to  London  independently  by  two 
doctors  resident  in  Singapore,  Dr.  William 
Montgomerie  and  Dr.  Joe6  D' Almeida,  and  the 
remarkable  properties  of  the  material  at  once 
attracted  attention.  In  1847  the  principal  tree 
vielding  gutta  percha  was  describe  and  named 
by  Sir  W.  J.  Hooker,  and  in  the  same  year  Dr. 
Ernst  Werner  von  Siemens  employed  the 
material  for  insulating  underground  telegraph 
wires. 

The  principal  trees  yielding  gutta  percha  of 
the  best  quality  are  Palaauium  Outta,  Burck, 
P.  oblongifolium,  Burck,  and  P,  bomeinse,  Burck. 
P.  oblongifolium  is  considered  by  some  botanists 
to  be  only  a  variety  of  P,  Outta ;  the  common 
name  for  both  in  the  Malay  peninsula  is  Taban. 
A  number  of  other  species  of  Palaquium  furnish 
gutta  percha  of  second  quality,  the  chief  of  these 
being  P.  dbovatum.  King  (Taban  putih),  P,  Main- 
gayi,  King  and  Gamble  (Taban  simpor),  and  P, 
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oxleffanum^  Pierre  ( Dichop&is  pusiulata,  Hemsley), 
which  is  variously  known  as  Taban  sutra,  Tabian 

£uti^,  and  Taban  chaier  in  different  parts  of  the 
[alay  peninsula.  Payena  Leerii  (Hook,  and 
Benth.) ;  and  P.  Havilandi  (King  &  Gamble), 
furnish  the  white  gutta  percha  known  as  Getah 
sundek  or  soondie. 

There  has  been  considerable  confusion  re- 
garding the  botanical  identity  of  the  trees 
yielding  gutta  percha»  which  has  been  increased 
by  the  fact  that  the  same  native  name  is  fre- 
quently applied  to  distinct  species  in  different 
districts. 

PtUaquium  OuUa  is  a  large  forest  tree  which 
usually  attains  a  height  of  about  60  feet  and  has 
a  straight  cylindrical  trunk.  Trees  up  to  150 
feet  or  more  in  height  and  4  to  5  feet  in  diameter 
have  been  recordML  The  tree  is  easily  recog- 
nised by  its  leaves,  which  are  a  beautiful  coppery 
gold  colour  on  the  under  surface  and  dark 
glossy  green  on  the  upper.  They  vary  con- 
siderably in  size,  the  leaves  of  mature  trees 
being  about  2  inches  long,  whereas  those  of 
young  trees  are  much  longer. 

The  geographical  distribution  of  the  trees 
which  furnish  gutta  percha  is  curiously  restricted, 
as  they  only  occur  naturally  in  a  small  area 
comprising  the  southern  portion  of  the  Malay 
peninsula,  Sumatra,  Banca,  Borneo,  Celebes, 
the  Susu  Islands,  and  the  Philippines.  The 
trees  are  not  indigenous  in  Java  but  have  been 
introduced  and  are  now*  being  cultivated 
there. 

The  latex  is  contained  in  isolated  sacs  which 
occur  chiefly  in  the  inner  layers  of  the  baric  and 
also  in  the  leaves.  On  making  incisions  in  the 
bark  the  latex  exudes  and  quickly  coagulates, 
so  that  only  a  small  yield  of  gutta  percha  can  be 
obtained  at  one  tapping.  In  consequence  of 
this  fact  the  Malays  have  adopted  the  destructive 
method  of  felling  the  trees  in  order  to  collect  the 
gutta  percha.  The  tree  is  cut  down  and  indsions 
extending  right  round  the  trunk  are  made  at 
intervals  of  9  to  12  inches  or  even  less.  In  the 
case  of  the  best  kinds  of  gutta  percha,  the  latex 
exudes  into  the  incisions  where  it  quickly  coagu- 
lates, and  in  about  half  an  hour  can  be  rolled  off 
on  a  stick  or  scraped  off  with  a  knife.  The 
latex  of  the  inferior  varieties  does  not  coagulate 
so  rapidly ;  it  is  collected  in  vessels  placed 
underneath  the  indsions,  and  is  afterwards 
coagulated  by  gentle  heating.  The  gutta 
percha  is  subsequently  boiled  in  water  and 
made  into  blocks  of  various  shapes. 

The  amount  of  gutta  percha  obtained  per 
tree  by  the  native  meOiod  has  been  veiy  variously 
stated,  but  it  seems  probable  that  the  average 
return  from  15  to  20  year  old  trees  is  not  above 
14  ozs.  Large  forest  trees  have,  however,  been 
known  to  yield  over  2  lbs.  of  gntta  percha,  and 
a  tree  160  feet  high,  in  the  PhOippines,  is  stated 
to  have  furnished  8^  lbs. 

In  view  of  the  serious  destruction  of  the 
trees  which  is  involved  in  the  native  method  of 
obtaining  the  gutta  percha,  attempts  are  now 
being  made  in  Pcrak  and  in  Java  to  collect  the 
product  by  tapping  the  standing  trees.  The 
average  yield  by  this  method  is  not  yet  definitely 
determined^  but  in  Perak  a  tree  59(  inches  in 
girth  has  yielded  1  lb.  3}  oui.  of  gutta  percha  in 
21  tappings  extending  over  6  weeks.  Gutta 
percha  is  also  being  extracted  by  mechanical 


processes  from  the  leaves  of  the  trees.  The 
older  methods,  involving  the  use  of  solvents, 
which  were  first  employed  for  this  purpose,  have 
been  abandoned,  as  it  was  found  that  the 
chemical  treatment  adversely  affected  the 
durability  of  the  gutta  percha  when  exposed  to 
air  and  l^ht. 

Gutta  percha  resembles  rubber  in  consisting 
essentially  of  a  hydrocarbon,  having  the  formula 
(CioHi,)^,  associated  with  resinous  substances. 
It  differs  widely,  however,  from  rubber  in  its 
physical  properties.  At  ordinary  temperatures 
it  is  hard,  very  tenadous,  and  cannot  be  stretched 
like  rubber.  On  immersion  in  hot  water  it 
becomes  soft  and  plastic  so  that  it  can  be 
readily  moulded ;  on  cooling,  it  retains  the 
shape  given  to  it  when  soft  and  becomes  hard 
but  not  brittle.  When  heated  in  the  air,  gutta 
percha  decomposes  and  then  takes  fire,  burning 
with  a  luminous  smoky  flame  and  giving  off  a 
characteristic  odour  resembling  that  of  burning 
rubber.  When  submitted  to  destructive  dis- 
tillation, it  yields  a  mixture  of  liquid  hydro- 
carbons, including  isoprene,  similar  to  those 
obtained  by  the  diBtillation  of  caoutchouc. 

Gutta  percha  is  not  affected  by  weak  mineral 
acids,  strong  hydrochloric  or  acetic  adds,  or 
strong  alkalis,  but  is  readily  attacked  by  strong 
nitric  or  sulphuric  acid.  It  is  partially  soluble 
in  ether,  alcohol,  acetone,  and  cold  petroleum 
spirit,  which  dissolve  the  resin  ;  and  completely 
soluble  in  carbon  disulphide,  chloroform,  carbon 
tetnM[;hloride,  and  hot  petroleum  spirit. 

The  hydrocarbon  present  in  gutta  percha, 
known  as  gnUat  is  the  essential  constituent  and 
exhibits  in  an  enhanced  degree  the  characteristic 
properties 'of  the  product.  When  dissolved  in 
chloroform  and  treated  with  chlorine,  bromine, 
or  iodine,  guUa  forms  addition  products,  with 
some  evolution  of  the  halogen  acid;  and  by 
the  action  of  nitrogen  oxides,  nitrosites  resem- 
bling those  obtained  from  caoutchouc  are 
formed. 

Gutta  percha  slowly  absorbs  oxygen  when 
exposed  to  air  and  light,  and  in  the  process  the 
gviUi  is  converted  into  a  brittle  resin.  Gutta 
percha  is,  however,  not  energetically  attacked 
by  ozone  like  caoutchouc.  Harries  has  shown 
that  if  gutta  is  dissolved  in  chloroform  and 
treated  with  ozone,  an  ozo^ide  GioHieO'c  is 
formed  which,  when  decomposed  by  steam,  gives 
a  mixture  of  bevulic  aldehyde  and  add  and 
Isevulic  aldehyde  peroxide  like  the  corre- 
spondin£[  ozonide  prepared  from  caoutchouc, 
but  in  different  proportions.  Harries  concludes 
that  the  hydrcKiarbons  of  rubber  and  gutta 
percha  are  identical,  both  being  probably  1 :  5 
dimethylcyc^ooctadiene  (Ber.  1905,  38,  3985). 

The  resinous  bodies  associated  with  the 
gutta  are  oxygenated  substances.  They  were 
separated  by  Payen  in  1852  into  two  portions  : 
(1)  a  crystalline  white  resin,  soluble  in  hot  but 
insoluble  in  cold  alcohol,  which  he  named 
albane;  and  (2)  an  amorphous  yellow  resin, 
soluble  in  cold  alcohol,  which  he  named  fiuavile. 
It  seems  probable  from  recent  investigations 
that  these  substances  are  mixtures  and  not 
single  compounds.  In  1892  Oesterie  dis- 
covered in  gutta  percha  a  fourth  constituent, 
which  he  named  gviiane  and  found  to  contain 
G  86*4  p.c.  and  H  12*0  p.c.  For  information 
on  the  composition  and  chemical  properties  of 
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gutta  percha  see  papers  by  Ramsay,  Chick,  and 
Collingridge,  and  by  Oaspari  in  J:  Soc.  Chem. 
Ind.  1902,  21,  1367 ;    1905,  24,  1274. 

In  the  analysis  of  crude  gutta  percha,  it  is 
customaiy  to  determine  the  moisture,  the  resin, 
the  gutta,  and  the  insoluble  matter  (dirt).  The 
moisture  is  usually  determined  by  heating  a 
weighed  quantity  in  an  air  or  water  oven,  or 
in  vacud,  until  no  further  loss  in  weight  occurs ; 
sometimes  the  water  given  off  is  collected  and 
weighed.  The  resins  are  determined  by  extrac- 
tion with  hot  acetone  in  a  Sozhlet  apparatus, 
or  by  ether  or  petroleum  spirit  in  the  cold ;  the 
solvent  is  distUled  off  and  the  resin  weighed. 


The  residue  left  after  removal  of  the  resin  is 
treated  with  chloroform  which  dissolves  the 
gutta  leaving  the  insoluble  matter ;  the  latter  is 
removed  by  filtration,  washed  with  chloroform, 
dried,  and  weighed.  The  gutta  may  be  weighed 
after  distilling  off  the  chloroform,  or  it  may  be 
precipitated  from  the  chloroform  solution  by 
the  addition  of  alcohol  and  then  dried  and 
weighed. 

The  composition  of  several  representative 
specimens  of  gutta  percha,  derived  from  trees 
belonging  to  a  single  species,  which  have  been 
examined  at  the  Imperial  Institute,  and  by 
Obach,  is  given  in  the  following  table : — 


yariety  of  gutta  percha 

Botanical  source 

Outta 

Besln 

Dirt 

Moisture 

Ash 

Pcdaquium  Qutta    . 

70-6 

13-9 

0-7 

14-8 

0-95 

>t          »»            »> 

»»              »»       •         • 

68*3 

13-4 

81 

10-2 

0-89 

Getah  taban  putih  . 

Unccoiain 

35-6 

49-5 

7-4 

7-5 

0-72 

Getah  taban  chaier  . 

9>                         ... 

62-0 

43-4 

3-4 

1-2 

1-61 

Getah  simpor . 

PaJaquxuim  Maingayi 

44-9 

45*5 

8-4 

1-2 

213 

Getah  taban  sutra*  . 

Palaquium  obUmgiJolium 

84-3 

10-7 

3-7 

1-3 

— 

GeUh  sundek* 

Payena  Leerii 

43-9 

37-6 

61 

13-4 

— 

^  Obtained  by  tapping  standing  trees. 

The  commercial  brands  of  gutta  percha  vary 
very  considerably  in  composition  and  quality. 
They  are  usually  designated  by  the  names  of 
the  countries  in  which  they  are  produced  or  of 
the  ports  from  which  they  are  shipped.  Obach 
has  classified  the  12  principal  brands  into  four 
groups  as  follows  : — 

I.  First  quality — genuine  from  P.  Oulia  or 
obUmgifdUum  and  allied  species :  {I)  Pahang  from 
the  Malay  peninsula,  (2)  Bulongan  red,  and  (3) 
Banjer  red  from  Borneo ; 

IL  Second  quality— -Soondie  from  Payena 
spp. :  (4)  Bagan  gooue  soondie,  (5)  Goolic  red 
soondie,  both  from  Borneo,  and  (6)  Serapong 
goolie  soondie  from  Sumatra ; 

III.  Third  quality — ^white,  botanical  source 
not  definitely  Imown :  (7)  Bulongan  white,  (8) 
Mixed  white,  (9)  Banjer  white,  all  from  Borneo  ; 

IV.  Fourth  quality — ^mixed  and  reboiled : 
(10)  Sarawak  mixed,  (11)  Padang  reboiled,  and 
(12)  Banca  reboiled. 

Obach  has  given  the  average  results  of  571 
analyses  of  these  varieties,  representing  2282 
tons  of  raw  gutta  percha  {see  Cantor  Lectures  on 
Gutta  Percha,  published  by  the  Society  of  Arts, 
Appendix  v.  90-92).  The  figures  for  the 
genuine  varieties  may  be  given  for  comparison 
with  those  recorded  above : — 


Pahang 
Bulongan  red 
Banjer  red 


Quantity 

repre- 
sented by 
analyses 


Lots  1  Tons 


93  233 
37  60 
91  ,232 


Percentage  composition 


Outta  Besin  Dirt  Water 


57-0 
51*8 
40-7 


13-3   11-5    18-2 
18-2  1 10-8    19-2 


20-0 ;  17-4 

i 


21-9 


The  treatment  which  crude  gutta  percha 
undeigoes  in  the  factory  previous  to  its  technical 


*  Analyses  by  Obach. 

use  may  be  briefly  described.  The  lumps,  after 
slicing  if  necessary,  are  softened  by  immersion 
in  hot  water  and  are  then  freed  from  impurities 
by  treatment  in  a  washing  machine  with  hot 
water.  The  washed  gutta  percha  while  still 
soft  is  forced  by  pressure  through  wire  gauze  in 
order  to  remove  any  solid  impurities  which  have 
not  been  eliminated  in  the  washing  process. 
The  strained  product  is  usually  rewashed  and 
is  then  transferred  to  the  masticator  or  kneading 
machine,  where  the  mechanically  enclosed  water 
and  air  are  eliminated  and  the  material  rendered 
homogeneous.  It  is  afterwards  passed  through 
a  rolling  mill  and  formed  into  sheets  from  )  to 

Linch  thick,  which  are  out  into  convenient 
igths  and  stored  in  cellars  until  required  for 
use.  If  it  is  desired  to  mix  various  kinds  of 
gutta  percha  in  order  to  obtain  a  product 
of  a  required  composition,  or  to  incorporate 
pigments,  &c.,  the  operation  is  conducted 
by  means  of  a  mixing  machine  fitted  with 
specially  shaped  rollers  which  can  be  heated  by 
steam. 

In  certain  cases  the  crude  gutta  percha  is 
washed  with  a  hot  6  p.c.  solution  of  sodium 
hydroxide  in  order  to  improve  the  colour.  After 
treatment  in  this  way,  the  product  must  be 
thoroughly  washed  with  water  to  remove  all 
trace  of  alkalL 

The  loss  which  results  on  cleaning  raw  gutta 
percha  (i.e.  the  quantity  of  dirt  and  water 
present)  is  considerable,  usually  amounting  to 
from  30  to  40  p.c.  and  sometimes  to  as  much  as 
50  p.  0.  ^ 

For  some  purposes  a  venr  hard  gutta  percha 
is  required,  and  this  can  be  obtained  b^  removing 
the  resin  from  the  oreKnaiy  material  by  extrac- 
tion with  solvents. 

The  physical  and  mechanical  properties  of 
gutta  percha  depend  very  laigely  on  the  propor- 
tions of  gutta  and  resm  present.  Thus  the 
temperature  at  which  it  softens ;  the  time  re- 
quired to  harden  on  coolins;  the  tensile 
strength;   and  the  degree  of  elongation  before 
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'brealdiig  are  all  related'  to  the  value  of  the  ratio 
gntta:  resin. 

The  electrical  properties,  i.e.  the  insulation 
resistance,  the  inductive  capacity  and  the  di- 
electric strength,  depend  principally  on  the 
nature  of  the  gutta  and  on  the  amount  of  water 
present,  and  are  affected  very  little  by  the 
removal  of  the  resin.  (For  determinations  of 
the  electrical  properties  of  gutta  percha,  see 
Obach,  Ix.  62-^.) 

Gutta  percha  is  employed  for  a  variety  of 
purposes,  the  chief  of  which  are  the  insulation  of 
submarine  cables,  and  the  manufacture  of  the 
covers  of  golf  balls. 

The  amount  of  gutta  percha  which  has  been 
used  in  the  cable  industry  forms  a  very  large  , 
percentage  of  the  total  consumption.  It  was 
stated  by  Obach  that  of  the  71,933  tons  of  raw 
gutta  percha  used  in  the  United  Kingdom  from 
1845  to  1896,  at  least  two-thirds,  and  probably 
more,  had  been  utilised  for  electrical  purposes. 
The  gutta  percha  employed  for  cable  manu- 
facture has  to  be  specially  selected  for  the  pur- 
pose, as  the  insulating  power  of  the  different 
commercial  brands  varies  enormously. 

The  gutta  percha  used  for  the  covers  of  golf 
baUs  is  '  hardened '  by  removal  of  the  resin  in  ' 
order  to  render  it  as  tough  and  elastic  as  possible, 

Gutta  percha  is  also  utilised  for  the  manu- 
facture of  driving  belts ;  rings,  valves,  &c.,  for 
pumps  and  hydraulic  presses;  boot  soles; 
tubes,  funnels,  bottles,  buckets,  &c.,  for  use 
with  acid  liquids ;  for  cements  (such  as  Chatter- 
ton^s  compound) ;  for  taking  casts ;  and  for 
surgical  and  many  other  minor  purposes. 

IX.  B. 

6UVACINE,  GUVACOLINE  v.  Abeca  nut. 

6UTACAN.  Casalpinia  melanocarpa,  Griseb, 
a  small  tree  of  the  family  LeguminosoB  growing 
in  Argentina,  yielding  seed  pods  used  locally  as 
tanning  agents.  Guvacan  resembles  divi-divi. 
Its  tannin  gives  a  blue-black  colour  with  iron- 
alum,  and  no  precipitate  with  bromine  water. 
It  gives  a  pale  yellow  leather,  plump,  soft,  and 
pliable. 

6YN0CARDIC  ACID.  A  term  appUed  to 
the  acids  contained  in  the  oil  eimressed  irom  the 
seeds  of  Oynocardia  odorata.  Erroneously  con- 
sidered as  identical  with  chaulmoogra  oil  (c/. 
Power  and  Gomall,  Chem.  Soc.  Trans.  1904,  85, 
838). 

6YN0CARDIN  v.  Glugosides. 

GYNOVAL  V.  Synthehc  drugs. 

GYPSUM  (Fr.  Qypae;  Ger.  Gyps;  Ital. 
Oesso).  A  common  mineral  composed  of 
hydrated  calcium  sulphate  CaSO«,2H.O,  cry- 
stallising in  the  monoclinic  system.  The  name 
seleniie  is  sometimes  applied  to  the  clear  crystal- 
lised variety,  saiin-spar  to  the  finely  fibrous 
variety,  and  alabaster  {q.v.)  to  a  compact,  marble- 
like variety  used  for  carving.  The  low  degree 
of  hardness  (No.  2  on  the  scale)  is  a  very  charac- 
teristic feature;  the  mineral  can  be  readily 
scratehed  with  the  finger-nail.  Sp.gr.  2*32.  The 
mineral  is  usually  white,  but  sometimes  greyish, 
yellowish,  or  reddish;  and  the  glistening 
cleavage  surfaces  are  usually  conspicuous  on  a 
broken  surface.  The  crystals  possess  a  highly 
perfect  cleavage  in  one  direction  parallel  to  the 
plane  of  symmetry;  on  the  smooth,  bright 
cleavage  surfaces  the  lustre  is  pearly,  and 
coloured  bands  (Newton's  rings)  are  often  to  be 


seen.  Cleavage  flakes  are  flexible  but  not 
elastic  (thus  differing  from  mica),  and  when 
bent  a  fibrous  cleavage  is  developed  parallel 
to  the  faces  of  a  pyramid :  this  fibrous  ckavage 
is  seen  as  silky  striations  on  the  principal 
cleavage,  and  is  a  very  characteristic  feature  of 
gypsum. 

Single  crystals  of  gypsum,  with  a  rhomb- 
shaped  outline,  are  of  common  occurrence,  em- 
bedded in  clays.  Fine  groups  of  water-clear 
crystals  are  found  in  the  ralphur  mines  of 
Sicily,  the  salt  mines  of  Bex  in  Switzeriand,  and 
at  many  other  localities.  Enormous  crystals,  a 
yard  in  length,  have  been  found  in  a  cave  in 
Wayne  Co.,  Utah.  Various  typoA  of  twinned 
crystals  are  of  common  occurrence.  The 
deposite  of  massive  gypsum,  such  as  are  mined 
for  economic  purposes,  occur  as  thick  beds  and 
nodular  masses  in  sedimentair  rocks  of  various 
geological  periods.  Those  of  the  midlands  of 
England  are  interbedded  with  the  red  marls 
and  sandstones  of  Triassic  age ;  those  worked 
near  Battle,  in  Sussex,  belong  to  the  later 
Purbeck  beds;  many  of  the  deposite  of  the 
United  Stotes  are  of  Palaeosx»ic  (Silurian, 
Devonian,  and  Carboniferous)  age ;  whilst  the 
important  deposite  in  the  Paris  basin  are  of 
Tertiary  (Eocene  and  OUgocene)  age.  These 
more  extensive  deposite  of  gypsum  have  been 
formed  by  the  evaporation  of  water  in  inland 
lakes  and  seas ;  and  they  are  often  associated 
with  beds  of  rock-salt.  The  mineral  has,  how- 
ever, in  many  cases  originated  by  the  action  of 
water  conteining  sulphuric  acid  and  soluble 
sulphates  (produced  by  the  weathering  of  iron- 
pyrites  and  other  sulphides)  on  limestone  and 
other  calcareous  rocks.  It  is  also  formed  by 
the  action  of  volcanic  vapours  on  the  surrouna- 
ing  rocks. 

The  output  of  gypsum  in  England  amounte 
to  about  a  quarter  of  a  million  tons  per  annum ; 
about  half  of  this  amount  is  mined  in  Notting- 
hamshire, considerable  quantities  in  Stefford- 
shire,  Sussex,  and  Cumberland,  and  less  in 
Derbyshire,  Yorkshire,  Westmoreland,  and 
Somersetshire.  The  value  ranges  from  6  to  10 
shillings  per  ton.  In  France,  the  output 
reaches  IJ  million  tons  per  annum,  and  about 
the  same  amount  is  produced  in  the  United 
States.  Nova  Scotia  and  New  Brunswick  are 
also  laree  producers.  The  French  gypsum  is 
remarkakble  in  conteining  some  admixed  calcium 
carbonate  and  soluble  s2ica,  and  for  this  reason 
it  makes  a  harder  plaster. 

The  principal  use  of  gypsum  is  for  the  manu- 
facture of  plaster  of  Paris,  stucco,  and  various 
kinds  of  wall-plasters  and  cements.  Hence  the 
popular  name  '  plaster-stone.^  The  employment 
of  plaster  of  Paris  for  making  the  moulds  in  the 
potteries  has  given  rise  to  the  name  ^  patterns 
stone '  for  gypsum.  In  the  tin-plate  industry 
gypsum  is  used  for  polishing  the  plates;  and 
it  is  added  to  water  to  give  permanent  hardness 
in  brewing.  The  coarser  grades  of  material  are 
used  as  fertilizers  (land  plaster).  Alabaster  is 
used  for  carvings  for  inside  decorations;  and 
satin-spar  is  cut  as  beads  and  other  small 
personal  omamente.  Under  the  names  *  terra 
alba,'  '  annaline,'  and  *  satinite,'  ground  g3rpsum 
is  used  for  adulterating  painte  and  as  a  mineral 
loading  in  the  manufacture  of  paper  (v. 
Calcitm).  "'^'^'^""  "^  ^ -^^^ 
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References. — E.  C.  Eckel,  Cements,  Limes, 
and  Plasters,  2nd  ed.  New  York,  1907.  R.  W. 
Stones,  Gypsum  Products,  their  Preparation  and 
Uses,  U.S.  Bureau  of  Mines,  1918,  Technical 
Paper  155.  D.  C.  Winterbottom,  Gvpsum  and 
Plaster  of  Paris,  Dept.  of  Chem.  South  Australia, 
1917,  Bull.  No.  7.  Special  Reports  on  the 
Mineral  Resources  of  Great  Britain,  Mem.  Geol. 
Survey,  vol;  iii.  2nd  ed.  1918.  G.  I.  Adams  and 
others.  Gypsum  Deposits  of  the  United  States, 
Bull.  U.S.  Geol.  Survey,  1904,  No.  223.  W.  F. 
Jennison,  Report  on  the  G3rpsum  Deposits  of 
the  Maritime  Provinces,  Canada,  Dept.  Mines, 
1911,  Pub.  No.  84.  L.  J.  S. 

GYROPHORIC  ACID  Ci.Hi^O^  is  found  in 


UtnbUicaria  puatitkUa  (Hoffm.),  Gifrophora  veUea 
[(Linn.)  Ach.],  Oyrophora  apodcchroa  [(Ehrh.) 
Ach.]  and  other  lichens.  It  cryBtalUses  in 
needles  from  ether  or  dilute  alcohol, 
melting  at  202°  with  decomposition.  Very 
easily  soluble  in  acetone  and  alcohol.  The 
alcohohc  solution  has  an  acid  reaction,  and  gives 
a  violet  colour  with  ferric  chloride.  Is  soluble 
in  alkali  to  a  yellow  solution  ;  boiling  acetic  acid 
converts  it  into  orsellinio  acid  and  boiling 
alcohol  into  orsellinio  acid  and  its  ethyl  ester 
(Stenhouse,  Annalen,  70,  218 ;  Hesse,  J.  pr. 
Chem.  [ii.]  58,  475 ;  62,  462  ;  63,  522  ;  68,  1 ; 
Zopf,  Annalen,  300,  330;  313,  322;  317,  110; 
338,35;  340,276;  346,82). 


H 


l-Amino-8-naphthol-3 :  6- 
4^ntio€rp  blue  v,  Pio- 


"H"     ACID. 

disulphonic  acid. 

HAARLEM  BLUE. 

MBNTS. 

HAMATEiN  V,  Logwood. 

H^MATIN  V.  Blood. 

HEMATITE  or  HEMATITE.  A  mineral 
consisting  of  ferric  oxide  (PcsO,),  crystallising  in 
the  rhombohedral  system,  and  an  important 
ore  of  irdn  (Fe,  70  p.c).  According  to  whether 
it  is  crystallised,  massive,  or  earthy,  it  varies 
considerably  in  external  appearance.  In  all 
cases,  however,  the  mineral  gives  a  characteristic 
brownish-red  streak  or  powder;  and  it  is  on 
account  of  this  colour  (resembling  that  of  dried 
blood)  that  the  mineral  receives  its  name  hae- 
matite, meaning,  in  Greek,  blood-stone.  The 
sp.Rr.  of  the  crystals  is  5*2,  but  of  the  compact 
and  earthy  varieties  it  may  be  as  low  as  4'2 ; 
hardness  6  (except  in  the  soft,  earthy  varieties). 

The  crystals  are  iron- black  with  a  brilliant 
metallic  lustre,  and  they  vary  from  rhombo- 
hedral to  tabular  in  habit.  This  variety  is 
distinguished  as  iron-glance,  or  apectUar  iron ;  or, 
when  the  cr3rstals  are  thin  and  scaly,  as  micctceoua 
iron-ore.  The  compact  varieties  are  distinguished 
as  red  iron-ore  or  red  hcBtnatite,  These  sometimes 
exhibit  a  fibrous  or  colunmar  structure  and  a 
nodular  surface,  being  then  known  as  kidney- 
iron-ore ;  or,  when  the  fibrous  structure  is  so 
marked  that  the  mineral  breaks  into  rods,  as 
pencil-ore.  In  these  ceaes  the  material  is  often 
dark-red  with  a  dull  surface,  but  sometimes  it 
may  be  iron-black  with  a  sub-metallic  to  metallic 
lustre.  Earthy,  ochreous  varieties  are  brighter 
red  in  colour,  and  are  often  mixed  with  clay  and 
other  impurities ;  these  are  known  as  reddle, 
ruddle,  and  red  iron-froth. 

Haematite  occurs  under  a  variety  of  condi-. 
tions.  The  best  crystals  are  found  in  connec- 
tion with  metamorphio  silicate  rocks  and  in 
mineral- veins ;  whilst  the  extensive  masses  of 
red  iron-ore  occur  as  bedded  deposits  in  sedi- 
mentary rocks,  often  in  association  with  lime- 
stone. The  deposits  on  the  east  coast  of  the 
island  of  Elba,  which  have  been  extensively 
worked  since  the  time  of  the  Romans,  consist 
of  specular  iron  ;  whilst  those  of  west  Cumber- 
land and  north  Lancashire,  filling  large  irregular 
cavities  in  limestone,  consist  of  red  iron-ore  and 
kidney-iron-ore. 


Besides  being  used  as  an  ore  of  iron,  haema- 
tite, in  its  harder,  compact  varieties,  is  used,  to 
a  limited  extent,  as  a  gem-stone,  and  it  was  the 
material  employed  for  some  of  the  ancient 
Babylonian  cylinder-seals.  The  pencil-ore  of 
Cumberland  is  cut  and  polished  for  mounting  on 
scarf-pins,  &c.,  and  for  the  burnishing  tools 
used  oy  jewellers  and  bookbinders.  Ochreous 
varieties  are  used  as  a  polishing  material,  and 
for  making  red  paint  ana  red  pencils. 

L.  J.  S. 

HAMAT06EN,  HJEMOL.  Trade  names  for 
albuminates  of  iron  used  in  the  treatment  of 
anaemia. 

HiGMATOXYLIN  v.  Logwood. 

HAEMOGLOBIN  v.  Blood. 

HAIDIN6ERITE  v.  Calciuh. 

HALFA.  Alfa,  diva,  Arabic  name  for  Stipa 
ienadssima  (Linn.) ;  especially  applied  to  the 
Esparto  grass  from  Algeria. 

HALITE  or  ROCK-SALT  (Fr.  Sel  gemme; 
Ger.  Steinsalz).  Sodium  chloride  NaCl,  crystal- 
lised in  the  cubic  system.  Although  known  as 
a  mineral  since  remote  times  and  of  very  wide 
distribution,  the  name  halite  (from  ii\s,  salt) 
is  comparatively  recent  (E.  F.  Glocker,  1847). 
Well-developed  crj'stals  with  the  form  of  simple 
cubes  are  not  uncommon,  but  those  of  octa- 
hedral habit  are  quite  rare.  The  faces  of  the 
cube  sometimes  show  sunken  depressions, 
though  not  so  marked  as  in  the  hopper-shaped 
crystals  produced  artificially.  Small  square 
pits  or  etched  figures  are  readily  produced  on 
the  cube  faces  by  solution.  Silky,  fibrous 
masses  also  occur.  But  most  frequently  the 
mineral  is  found  as  granular  or  spany  masses 
with  bright  cleavage  surfaces.  This  perfect 
cleavage,  parallel  to  the  faces  of  the  cube,  is  an 
important  character.  In  addition,  the  crvstab 
sometimes  break  along  surfaces  (glide-planes) 
parallel  to  the  rhombic-dodecah^ron.  This 
effect  is,  however,  secondary,  and  is  only  pro- 
duced after  the  crystal  has  been  subjected  to 
pressure,  either  naturally  by  earth  movements 
or  bv  artificial  means.  If  a  cleavage  cube  of 
salt  be  placed  diagonally  in  a  vice  so  that  two 
cube  edges  are  held  by  the  jaws,  it  can  be 
broken  in  this  direction.  The  plastic  deforma- 
tion of  rock-salt  and  the  percussion-figure  (a 
four-rayed  star  with  the  rays  parallel  to  the 
diagonals  of  the  cube  face,  which  is  produced 
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on  a  cleavage  surface  by  a  smart  blow  with  a 
blunt  point)  also  depend  on  the  presence  of 
these  planes  of  gliding. 

Crystals  are  usuaJly  colourless  and  trans- 
parent, but  occasionally  they  are  of  a  deep  blue 
or  violet  colour.  This  colour  disappears  when 
the  salt  is  dissolved  in  water  or  when  heated ; 
and  it  can  be  produced  artificially  by  the 
vapour  of  alkali  metals  or  by  the  action  pf 
cathode  or  radium  rays.  It  has  been  variously 
ascribed  to  the  presence  of  metallic  sodium, 
subchloride  Na.Cl,  sulphur,  or  as  an  optical 
effect  produced  by  thin  cavities.  Sp.gr.  of  pure 
crystals,  217;  H.  2^.  Specific  heat,  0*219. 
The  mineral  is  a  non-conductor  of  electricity  and 
is  highly  diathermanous.  It  is  therefore  used 
as  blocks  and  lenses  for  experiments  on  radiant 
heat.  The  best  cr3rstallisea  material  is  obtained 
from  Stassfurt  in  Prussia,  and  from  Wieliczka 
and  Kalusz  in  Poland;  good,  clear  cleavage 
blocks  have  been  found  at  Meadowbank  in 
Cheshire.  Crystals  are  venr  nearly  pure 
sodium  chloride,  and  mixed  crystals  with 
potassium  chloride  (sylvite)  do  not  occur. 
Massive  material  contains  impurities  of  various 
kinds  {v.  Sodium  chloride).  A  variety  known 
as  huafUajayiU,  containing  AgCl  11  p.c,  is 
found  as  small  cubes  at  Huantajaya  near 
Tarapaca  in  Chill 

Rock-salt  is  most  frequently  found  as  bedded 
deposits  in  sedimentary  rocks,  such  as  sandstone, 
shale,  clay,  and  less  often  limestone,  and  is 
frequently  associated  with  beds  of  gypsum  and 
anhydrite,  and  sometimes  with  petroleum. 
Such  deposits  have  evidently  been  formed  in 
inUmd  seas  and  lakes  under  desert  conditions ; 
they  are  of  worid-wide  distribution  and  are  met 
with  in  formations  of  all  geological  periods,  as 
indicated  below : 


(}6oiofflcal 
formauons 


Localities 


Recent  . 

Pliocene 
Miocene 

Oligooene 
Eocene  . 
Cretaceous 

Jurassio 

Tiiasdo— 
Keuper 


Muschelkalk 


Dead  Sea,  Caspian  Sea,  Great 
Salt  Lake  of  Utah,  California, 
&c. 

Volterra  in  Tuscany,  Parajd 
in  Transylvania. 

Wieliczka  cuid  Kalusz  in  Poland, 
Bukovina,  Minglanilla  in 
Spain. 

Eastern  Carpathians  in  Transy  1  - 
I      vania,  Wittelsheim  in  Alsace. 

Cardona  near  Barcelona,  Cau- 
casus, Roumania. 

Unna  in  Westphalia,  Medea  in 
Algeria,  Texas,  Louisiana, 
Peru. 

Bex  in  Switzerland,  Rodenbuig 
in  Hesse-Nassau,  Peru. 

Cheshire,  Worcestershire,  Lan- 
cashire, north-east  York- 
shire, Durham,  Isle  of  Man, 
Antrim,  J^renees,  Lorraine, 
Celle  in  Hanover,  Berchtes- 
gaden  in  Bavaria,  Hall  in 
Tyrol,  Hallein  in  Salzburg, 
Ischl  and  Hallstatt  in  Upper 
Austria,  Aussee  in  Styria. 

Friedrichshall  in  Wiirttemberg, 
Emsthall  in  Thuringia. 


Geological 
formatlooji 


Triassic:  contd, 
Bunter 

Permian 


Carboniferous 

Devonian 

Silurian. 

Cambrian 


Localities 


Schoningen  in  Brunswick, 
Amshall  in  Thuringia. 

Stassfurt,  Halle,  &c.,  in  Prus- 
sian Saxony,  Artem  in 
Thuringia,  Sperenberg  near 
Berlin,  S^berg  in  Holstein, 
Inowrazlaw  in  Posen,  Oren- 
buig  in  Russia,  Kansas. 

Pennsylvania,  Virginia,  West 
Virginia,  Michigan,  Ohio, 
New  Brunswick,  Nova  Scotia. 

Westphalia,  Baltic  provinces  of 
Russia,  Siberia,  China. 

New  York,  Michigan,  Ohio, 
Ontario. 

Salt  Range  in  Punjab. 


In  addition  to  these  bedded  deposits  of  rock- 
salt,  which  are  the  only  deposits  of  economic 
importance  (v.  Sodium  chlobidb),  mention  may 
be  made  here  of  some  other  modes  of  occurrence. 
The  microscopic  cavities  present  in  vast  numbers 
in  the  quartz  of  granitic  igneous  rocks  often 
contain  minute  cubes  of  halite  together  with 
water  and  liquid  carbon  dioxide.  The  saline 
encrustations  of  active  volcanoes  {e,g,  Vesuvius), 
produced  either  by  direct  sublimation  or  by  the 
action  of  acid  vapours  on  the  scoria,  contain 
sodium  and  potassium  chlorides,  usually  in  a 
powdery  form,  but  occasionally  as  distinct  crystals 
of  halite  and  sylvite. 

References. — ^For  a  detailed  risumi  of  the 
mineralogioal  characters  and  occurrence  of 
halite,  v,  C.  Hintze,  Handbuch  der  Mineralogie, 
Leipzig,  1911,  vol.  i.  pp.  101-231;  on  the 
deposits  worked  commercially,  v.  J.  0.  von 
Buschman,  Das  Salz,  dessen  Vorkommen  und 
Verwertung  in  samtiichen  Staaten  der  Erde, 
2  vols.  Leipzig,  1906-9.  A.  F.  Calvert,  Salt  in 
Cheshire,  London,  1915.  L.  X  S. 

HALLOYSITE.  An  unciystallised  clay- 
mineral  with  approximately  the  composition  of 
kaolinite  {q»v.)  but  containing  rather  more 
water  (about  19  p.c).  It  forms  compact  masses 
with  a  slight  greasy  feel  and  lustre,  and  may  be 
white,  grey,  or  shades  of  various  colours ;  sp.gr. 
2*0-2*2 ;  H.  1-2.  It  occurs  as  beds  in  sedimen- 
tary rocks  and  as  masses  in  mineral- veins,  and 
has  sometimes  been  observed  as  a  decofaiposi- 
tion  product  of  granite  and  other  rocks  con- 
taining felspar.  Possibly  the  minute  amor- 
phous granules  of  china'-clay  and  some  other 
clays  may  be  referable  to  this  species.  {See  H. 
Ries,  Clays,  their  Occurrence,  Properties,  and 
Uses,  2nd  ed.  1908.)  L.  J.  S. 

HALLEFUNTA  v.  Hobnstone. 

HAU)6EN.  A  term  originally  applied  by 
Berzelius  to  the  group  of  non-oxygenated  electro- 
negative radicles,  simple  and  compound,  which 
combine  with  metals  to  form  salts  known  as 
haloid  salts.  Usually  restricted  to  the  four 
elements — Fluorine,  Chlorine,  Bromine,  and 
Iodine. 

HALOGEN  ACETIC  ACIDS.  Derivatives  of 
acetic  acid  in  which  the  hydrogen  of  the  methyl 
group  is  partly  or  wholly  replaced  by  a  halogen. 


HALOGEN  ACETIC  ACIDS. 
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Chloboacstio  Acids. 

MonocUoroaeette  aoM  CH,a-COOH.  Pro- 
pared  by  passing  chlorine  into  aoetio  aoid  alone 
(Hoffmann,  AnmJen»  102,  1),  or  in  the  presence 
of  iodine  (Miiller,  ibid.  133,  156),  sulphur  (Auger 
and  Behal,  Bull.  Soc  ohim.  [iii.]  2,  145),  or  red 
phosphorus  (Russanov,  J.  Russ.  Phys.  Chem. 
Soc.  23,  222) ;  by  the  action  of  chlorine  on  aoetvl 
chloride  in  the  presence  of  iodine  ( Jazukowitsch, 
Zeitsch.  Chem.  1868,  234) ;  by  the  interaction 
of  chlorine,  glacial  acetic  acid,  and  acetic  anhy- 
dride at  100^  (Hentschel,  Ber.  1884,  17,  1286) ; 
tosether  with  acetyl  chloride  by  the  action  of 
chlorine  on  acetic  anhydride  at  100®  (Qal, 
Annalen,  122,  374);  by  the  interaction  of 
ethylene  and  chlorine  peroxide  (Fiirst,  ilfid. 
206,  78) ;  by  heating  trichloroethylene  with 
sulphuric  acid  containing  a  small  amount  of 
water  (Simon  and  Chavanne,  U.S.  Pat.  1304108  ; 
J.  Soc.  Chem.  Ind.  1919,  35,  553a). 

Crystallises  in  two  modifications,  a-  prisms, 
m.p.  61-8**;  )3- plates,  m.p.  5601°.  By  evaporat- 
ing an  aqueous  solution  or  by  melting  the  solid 
substance,  the  )3-  modification  is  produced ;  this 
changes  to  the  a-  form  on  the  addition  of  a 
crystol  of  the  latter  (Pickering,  Chem.  Soc. 
Trans.  1895,  665,  670 ;  c/.  Tollens,  Ber.  1884, 
17,  665;  Tanatar,  J.  Russ.  Phys.  Chem.  Soc. 
24,  694);  b.p.  185^-187*',  104^-105720  mm. 
(Sudborough  and  Lloyd,  Chem.  Soc.  Trans. 
1899,  476) ;  8p.gr.  13978  at  64-6° ;  hydrates 
(Colles,  ibid,  1906,  1252);  heat  of  solution 
(Pickering,  Ic. ;  Luginin,  Ann.  Chim.  Phys.  [v.] 
17,  251 ;  Tanatar,  Lc) ;  heat  of  combustion 
171-0  Cals.  (Berthelot,  ibid.  [vL]  28,  667); 
electrical  conductivity  (Kortright,  Amer.  Chem. 
J.  18,  368) ;  magnetic  rotation  (Perkin,  Chem. 
Soc.  Trans.  1896,  1236) ;  esterification  constant 
(Sudborough  and  Lloyd,  Ix, ;  c/.  Lichty,  Amer. 
Chem.  J.  1896,  17,  27  ;  1896,  18,  690).  Readily 
'  soluble  in  cold  water,  but  on  heating  the  solution 
decomposes  into  hy^ochloric  and  glycollic  acids 
(Buchanan,  Ber.  1871,  4,  340,  863 ;  Thomson, 
Annalen,  200,  75;  Bevan,  Proc.  Camb.  Phil. 
Soc.  1906,  13,  269 ;  Senter,  Chem.  Soc.  Trans. 
1907,  460).  Metallic  hydroxides  of  the  type 
R'OH  decompose  it,  yielding  glycollic  acid, 
whilst  those  of  the  type  R"(OH),  yield  diglycollic 
aoid  (Schreiber,  J.  pr.  Chem.  [u.]  13,  346).  By 
heating  .salts  of  chloroacetic  acid  with  water  in  a 
sealed  tube  glycollic  acid  is  produced  (Kastle, 
Amer.  Chem.  J.  1892, 14, 586 ;  Kastle  and  Keiser, 
ibid.  1893,  15,  471 ;  cf.  Euler,  Ber.  1906,  39, 
2726).  On  distilling  the  acid  in  vacuS  with 
phosphorus  pentoxide,  the  anhydride 

(CH,C1C00),0 

is  produced,  whilst  by  distilling  the  acid  through 
a  heated  tube,  carbon  monoxide,  hydrogen 
chloride,  «ym-dichloromethyl  ether  and  trioxv- 
methylene  are  the  products  (Grassi-Cristaldi, 
Gazz.  chim.  itaL  27,  ii.  502).  On  heating  with 
4  parts  of  phosphorus  pentachloride,  it  yields 
carbon  tetrachloride  and  other  products  (Michael, 
•J.  pr.  Chem.  [ii.]  35,  96) ;  with  ammonia  glycine 
ia  produced.  By  interaction  with  sodium 
sulphide  and  sulphur  in  alkaline  solution  a 
dithioglycollic  acid  is  produced,  which  on  reduc- 
tion, yields  thioglycollic  acid  (Kalle  &  Co. 
D.  R.  P.  180875;  Chem.  Soc.  Abstr.  1907,  i. 
1008).  By  the  electrolysis  of  the  potassium 
salt  acetic  acid,  carbon  moxide  and  chlorine  are 
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formed,  hydrogen  not  being  evolved  until  the 
potassium  salt  is  completely  decomposed 
(Lassar  Cohn,  Annalen,  251,  335 ;  cf,  Bunge,  J. 
Russ.  Phys.  Chem.  Soc.  24,  690).  By  heating 
the  dry  silver  salt,  silver  chloride  and  glycollide 
are  produced  (Beckurts  and  Otto,  Ber.  1884,  14, 
676).  The  sodium  salt  or  the  ethyl  ester  react 
with  potassium  cyanide  to  yield  the  oorrespond- 
inx  derivatives  of  cyanacetic  acid  (Phelps  and 
Tillotson,  Amer.  J.  ScL  1908,  [iv.]  26,  267,  275). 
For  interaction  with  tertiary  amines  to  yield 
betalnes,  v,  Reitzenstein,  Annalen,  1903,  326, 
305;    with  aniline,  v,  Vall^,  Bull  Soc.  chim. 

1905,  [iiL]  33,  966;  with  hydroxylamine,  v. 
Rivals,  Com]>t.  rend.  1896,  122,  1489;  with 
thiocyanic  acid  or  its  salts,  v.  Nencki,  J.  pr. 
Chem.  [iL]  16, 1 ;  Jager,  ibid.  17  ;  with  phenols, 
t;.  Saarbach,  ibid.  21, 151 ;  with  nitrogen  sulphide, 
V,  Francis,  Chem.  Soc.  Trans.  1905,  1839. 

Methyl  ester.  Prepared  by  passing  chlorine 
into  methyl  acetate  at  110°-120''  (Censi,  Bull. 
Soc.  Ind.  Mulhouse,  70,  311),  and  as  ethyl  ester 
{q.v.) ;  b.p.  115**  (Censi,  i.c),  130^  at  740  mm. 
(Schreiner,  Annalen,  197,  8 ;  cf.  P.  Meyer,  Ber. 
1875,  8,  1152);  8p.gr.  1-2352  at  19'2*  (Henry, 
J.  1885,  1329). 

Eihyl  ester.  Prepared  by  the  interaction  of 
ohloraoetyl  chloride  and  alcohol  (Willm,  Anna- 
len, 102,  109),  or  by  the  action  of  alcohol  on 
monochloroacetic  acid  in  the  presence  of  sulphuric 
acid  (Conrad,  ibid.  188,  218) ;  b.p.  144-6^-144-9° 
at  764-2  mm. ;  8p.ar.  M686  at  20^4°  (Bruhl* 
ibid.  203,  209).  Condensation  products  are 
formed  with  ethyl  sodiomalonate  (Michael,  Ber.  . 

1906,  33,  3217);  benzylamine  (Mason  and 
Winder,  Chem.  Soc.  Trans.  1894,  628) ;  phenyl- 
hydrazine  (Reissert,  Ber.  1896,  28, 1231 ;  Busch, 
Schneider  and  Walter,  ibid.  1903,  36,  3877; 
Meussdorffer,  J.  pr.  Chem.  1907,  [ii.]  76,  121) ; 
substituted  ureas  (Dixon,  Chem.  Soc.  Trans. 
1897,  628) ;  magnesium  ethyl  bromide  (Susskind, 
Ber.  1906,  39,  225);  magnesium  phenylamine 
iodide  (Bodroux,  Compt.  rend.  1905,  140,  1597). 

Diehloroaeetle  add  CHa,-COOH.  Prepared 
by  chlorinating  acetic  add  (Maumen^,  Annalen, 
133, 164 ;  MuUer,  ibid,  159) ;  by  the  interaction 
of  chloral  and  potassium  cyanide  (Wallach,  Ber. 
1873,  6,  114 ;  Mn#len,  173,  295 ;  Kotz,  Chem. 
Soc.  Abstr.  1910,  i.  151) ;  by  passing  chlorine  into 
phloroglucinol  (Hlaziwetz,  Annalen,  155,  132 ; 
Zincke  and  K^el,  Ber.  1889,  22,  1476) ;  by  the 
interaction  of  perohlorethylene  and  sodium 
ethoxide  at  120''  (Geuther  and  Fischer,  J.  1864, 
316);  of  hexachlorotriketohexylene  and  water 
(Zincke  and  Kegal,  l.c.) ;  of  pypol  And  sodium 
hypochlorite  ((jiamician  and  Silber,  Ber.  1886 
18,  1764);  of  trichloroacetic,  acid  and  sodium 
or  barium  hydroxides  (Pinner,  ibid.  757) ;  by 
hydrol3nsing  the  ethyl  ester  (q.v.). 

Colourless  liquid,  m.p.  —10*8°  (Pickering, 
Chem.  Soc.  Trans.  1895,  667) ;  b.p.  189°-191°  ; 
sp.gr.  1*5724  at  13*5'' ;  mag.rot.  (Perkin,  ibid. 
1896, 1236) ;  esterification  constant  (Sudborough 
and  Lloyd,  Chem.  Soc.  Trans.  1899,  476). 
Slowlv  decomposed  by  heating  with  water  in  a 
sealed  tube  at  100°,  more  rapidly  with  sodium  or 
barium  hydroxides  {cf.  Timof6en,  J.  Russ.  Phys. 
Chem.  Soc.  1904,  36,  255).  By  heating  with 
silver  oxide  and  a  small  quantity  of  water 
silver  chloride  and  glyoxylic  acid  are  produced 
(Beckurts  and  Otto,  Ber.  J1881,  14,  683).  On 
electrolysis  of  an  aquc^usTlioiution  hydrogent 
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carbon  moooxkle,  carbon  dioxide,  and  an  oil 
oontaining  chlorine  are  prodnoed  (Troeger  and 
Ewen,  J.  pr.  Chem.  [ii.]  58,  125).  The  potaa- 
sinm  Bait  yields  potaaaiam  chloride,  trichioio- 
aoetic  add,  and  other  prodncta  on  dry  diattlla- 
tion  (Friedrioh,  Annalen,  208,  244).  Dichioio- 
acetic  add  reacts  with  phosphorus  pentaohlonde 
(Michael,  Amer.  Chem.  J.  9,  215) ;  aniline  and 
its  homologues  (Cech  and  Schwebel,  Ber.  1877, 
10,  179;  HeUer,  Annalen,  1904,  332,  247; 
1908,  358,  349 ;  Ber.  1908, 41, 4264 ;  Ostromiss- 
lensky,  ibid.  1907,  40,  4972;  1908,  41,  3019; 
Heller  and  Aschkenasi,  Annalen,  1910,  375, 
261) ;  Wonrea  (Dixon,  Chem.  See.  Trans.  1893, 
816) ;  nitrogen  sulphide  (Francis,  H>id,  1905, 
1838). 

Methyl  €8ier,  b.p.  142^-144''  (Wallach, 
Annalen,  173,  299);  8p.gr.  1*3808  at  19*2^ 
(Henry,  ^c). 

Ethyl  ukr.  Prepared  by  chlorinating  alcohol 
(AHschnl  and  Meyer,  Ber.  1893,  26,  5757) ;  by 
the  interaction  of  chloral,  alcohol,  and  potiissium 
cyanide  (Wallach,  ibid,  1876,  9,  1212  ;  1877,  10, 
1526);  or  of  dichlorinated  vinyl  eUiers  and 
alcohol  (D.  R.  PP.  209268,  210502,  212592; 
Chem.  Soo.  Abstr.  1909,  i.  453,  694,  873) ;  b.p. 
157-7''  at  754-6  mm.  (Schiif,  Annalen,  220,  108) ; 
sp.gr.  1-2821  at  2074^"  {Brubl,  ibid,  203,  22). 
With  sodium  or  silver  it  yields  maldc  ester 
(Tuiatar,  Ber.  1879,  12,  1663). 

TrioblorMeotle  Mid  ca,-COOH.  Prepared 
by  chlorinating  acetic  add  in  the  sunlight 
(Dumas,  Annalen,  32,  101) ;  hy  the  oxidation 
of  chk>nl  with  faming  nitric  arad  (Kolbe,  ^nd. 
54,  183;  Clermont,  Ann.  Chim.  P^^.  [vi]  6, 
135 ;  Judson,  Ber.  1870,  3,  782 ;  Thumlaokh, 
Annalen,  210, 63 ;  Tommad  and  Meldola,  Qiem. 
Soc.  Trans.  1874,  314),  chromic  add  (Clermont» 
Compt.  rend.  76,  774),  or  potasdom  permanga- 
nate (Clermont,  ibid.  86,  1270). 

M.p.  57°  (Sudborough  and  Lloyd,  Chem.  Soc. 
Tnns.  1899,  476) ;  sp.gr.  1-6298  at  W>'&* ;  heat 
of  combustion  (const,  press.)  92*8  Cals.  (Berthelot, 
Ann.  Chim.  Phys.  [vi.]  28,  669);  electrical 
conductivity  (Rivals,  Compt.  rend.  125,  274; 
Ostwald,  Zdtsch.  physikaL  Chem.  1,  100;  3, 
177;  Carrara,  Gasz.  chim.  itaL  27,  i.  207); 
esterification  constant  (Sudborough  and  Lloyd, 
Z.C. ;  Kailan,  Monatsh.  1908,  29,  799) ;  mag.rot. 
(Perkin,  Chem.  Soc.  Trans.  1896,  1236).  At 
300°  it  decomposes  into  triacetyl  chloride, 
carbon  dioxide,  and  hydrogen  chloride  (Engler 
and  Steude,  Ber.  1893,  26,  1443),  whilst  the 
silver  salt  yields  the  anhydride,  diver  chloride, 
carbon  monoxide,  and  carbon  dioxide  (Beckurts 
and  Otto,  Ber.  1881,  14,  576) ;  for  sodium  salt, 
cf.  Henry,  ibid.  1^79,  12,  1844.  At  200°  with 
iodine  trichloride  perchloromethane,  hydrogen 
chloride,  and  carbon  dioxide  are  produced 
(Krafft,  ibid.  1876,  9,  1049).  Chloroform  and 
carbon  dioxide  are  moduoed  by  heating  the  add 
with  water  or  alkalis  (Dumas,  I.e. ;  Otto,  Ber. 
1871,  14,  589 ;  Seubert,  ibid.  1875,  18,  3342), 
potasdum  cyanide  (Bouigoin,  Compt.  rend.  94,  I 
448),  aniline  (Goldschmidt  and  Brauer,  Ber. 
1906,  89,  109),  tertiary  bases  (Siiberstein,  ibid. 
1881,  17,  2664),  antipyrine  (StolM,  Ber.  Deut. 
pharm.  Ges.  1910,  20,  371),  or  with  resorcinol  ^ 
or  cresol,  but  phenol  or  thymol  yield  hydrogen 
chloride,  carbon  monoxide,  and  jiiosgene 
(Anselmino,  ibid,  16,  390).  Reduction  with 
potasdum   amalgam   or  hydriodic   add  gives 


acetic  add.  The  sodium  or  anc  salt  yidds  on 
electrolysis  tricfaloromethyi  trichioroaoetate  (£lbs 
and  KratE,  J.  pr.  Chem.  [iL]  55,  502).  For 
compounds  with  aldehydes  and  ketooes,  v. 
KoboseflE,  J.  Russ.  Phys.  CheuL  Soo.  1903,  35, 
652;  Plotniko£E,  ibid,  1904,  36,  1088;  1905, 
37,  875 ;  Ber.  1906,  39,  1794). 

Jieth^ ester,  B.p.  152-3°-152-5° at 7653 mm. 
(Scfaiff,  Zflitsch.  phydkaL  Chem.  1,  379;  cf. 
Ansohutc  aad  Haslaoi,  Annalen,  253,  124); 
sp.gE.  1-4892  at  19-2°  (Heniy,  J.  1885,  1329). 

Ethyl  esUr,  Prepairod  by  the  interaction  of 
tdohlotoacetio  acid  and  alcohol  wilh  sulphuric 
add  (CJlermont,  Compt.  rend.  1901,  133,  737), 
or  with  hydrogen  chloride  (Spiegel,  Ber.  1907, 
40, 1730) ;  b.p.  164°  ;  sp.gr.  1369  at  15°  (daaa, 
Annalen,  191,  58;  Bruhl,  ibid.  203,  22 ;  Schiff, 
ibid,  220,  108).  With  ammonia  it  yields  the 
amide ;  with  sodium  ethoxide,  ortholonnic  ester, 
sodium  ethyl  carbonate,  and  sodium  chloride  are 
the  products  (Kidn,  Chem.  Soc.  Trans.  1877, 
i.  291). 

Bromoacetio  Acids. 

MonobrattoaMtie  add  CH,Br-COOH.  Pi«> 
pared  bv  the  action  of  bromine  on  acetic  add, 
dther  alone  (Perkin  and  Duppa,  Annalen,  108, 
106)  or  in  the  presence  of  carbon  disnlphide 
(Midiad,  Amer.  Chem.  J.  5,  202),  or  of  sulphur 
(Genvresse,  Bull.  Soc.  chim.  [ilL]  7,  364);  by 
the  interaction  of  chloroacetic  and  hydrobromic 
adds  at  150°  (Demole,  Ber.  1876,  561) ;  by  the 
oxidation  of  eth^ene  dibromide  with  fuming 
sulphuric  acid  (Kachler,  Monatsh.  2,  559),  or 
of  monolMromoaoetylene  in  alcoholic  solution  by 
air  (Glockner,  Annalen,  SuppL  7,  115). 

M.p.  49°-60°;  b.p.  117°-118°/15  mm. 
(Sudborough  and  Lloyd,  Chem.  Soc.  Trans. 
1899,  477),  196°  (Lassar-Cohn,  Annalen,  251, 
342).  On  heating  an  aqueous  solution  of  the 
add  ii  is  slowly  decomposed  into  glyoollio  add 
(Senter,  Chem.  Soc  Trans.  1909, 1828).  Electrical 
conductivity  (Ostwald,  Zdtsch.  physikal.  Chem. 
3,  178;  Kortright,  Amer.  Chem.  J.  18,  368). 
By  heating  the  acid  with  silver  powder  at  130°, 
Buodnio  acid  is  formed,  whilst  with  diver  nitrate 
silver  glycollate  is  produced  (Senter,  Chem.  Soc. 
Trans.  1910,  346).  Nitrogen  sulphide  yiekls 
bromoacetamide  and  bromodiaoetamide  (Frau- 
ds, Aid.  1905,  1839).  The  sodium  salt  heated 
in  vacuS  yiek^  glyoollide.  The  potassium  salt 
gives  on  deotro^rsiB  acetic  add,  bromine,  and 
carbon  dioxide,  no  hydrogen  being  evolved  until 
the  potasdum  salt  is  oompletdy  decomposed 
(Lassar-Cohn,  Lc).  Monobromoaoetic  ada  has 
been  used  as  a  reiM^ent  for  detecting  albumin  in 
uiine  (Boymond,  J.  Pharm.  Chim.  [v.]  20,  482). 

Methyl  ester.  Prepared  by  heating  methyl 
alcohol  and  monobromoaoetic  add  in  sealed 
tubes  at  100°  (Perkin  and  Duppa,  Annalen, 
108,  109) ;  b.p.  144°. 

Ethyl  ester.  Prepared  as  methyl  ester,  or 
together  with  other  products  by  the  interaction 
of  sodium  ethoxide  and  bromine  (Sell  and 
Salzmann,  Ber.  1874,  7,  496) ;  b.p.  159°.  It 
undergoes  numerous  condensations :  with  mag- 
nedum  it  yields  ethyl  acetoaoetate  and  ethyl  y- 
bromoacetoacetate  (Stolid,  Ber.  1908,  41,  954); 
with  ethyl  oxaWlacetate,  ethyl  dtrate  (Lawrence, 
Chem.  Soc.  Trans.  1897,  458);  with  ethvl 
sodioacetoaoetate,  ethyl  aoetosucdnate  (Sprank- 
Haqg,  ibid.  1 165) ;  withethyldimethylao^toaoetate. 
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ethyl  aaj9-trimeUiyl-^-hydrozyglutarate  (Perkin 
and  Thorpe,  »e>u2.  1178). 

For  other  enters,  v,  Clarke,  ibid.  1910,  428 ; 
Steinlen,  Bull.  Acad.  roy.  Belg.  [iu.]  34,  101 ; 
KunckeU  and  Scheyeo,  Ber.  1898,  31,  172). 

DibromoMetie  aotd  CEBr.COOH.  Prepared 
by  the  action  of  bromine  on  acetlo  add  alone 
(Perkin  and  Duppa,  Annalen,  110,  115),  or  in 
the  presence  of  sulphur  (Gien^reese,  Bull.  Soc. 
ohim.  [iii.]  7,  478);  by  the  hydrolysis  of  the 
ethyl  ester  (q.v.) ;  m.p.  48° ;  b.p.  232*'-234°  ; 
esterification  constant,  v.  Sudborough  and  Lloyd, 
Ohem.  Soc.  Trans.  1899,  477.  The  silver  salt, 
heated  with  water,  yields  silver  bromide, 
glyoxylio  acid,  and  dibromoacetic  add  (Perkin, 
tbid,  1877,  i.  91). 

Ethyl  ester.  Prepared  by  the  action  of 
bromine  on  ethvl  acetate  at  160° ;  by  passing 
bromine  into  alcohol  (Sohaffer,  Ber.  1871,  4, 
368) ;  by  the  interaction  of  4  parts  of  bromal 
hy<hrate  with  1  part  of  alcoholic  potassium 
cyanide  (Bicmi,  J.  Buss.  Phys.  Chem*  Soc.  7, 
263);  b.p.  192°. 

Xrilvomoaeetto  aold  CBr,-(X)OH.  Prepared 
by  the  oxidation  of  bromal  with  fuming  nitric 
add  (Schaffer,  Ber.  1871,  4,  370 ;  QaL  Compt. 
rend.  77,  786)  or  by  heating  an  aqueous  solution 
of  malonic  acid  with  bromine  (Petriew,  Ber. 
1875,  8,  730).  Monodinio  plates,  m.p.  131° 
(Sudborough  and  Lloyd,  Chem.  Soc.  Trans. 
1899,  477  ;  c/.  Gal,  Annalen,  129,  56) ;  electrical 
conductivity,  v.  Swarta,  Chem.  Zentr.  1898,  ii. 
703.  On  heating  at  245°  bromine  and  hydrogen 
bromide  are  evolved.  By  heating  an  aqueous 
solution  of  the  acid  or  its  salts,  bromoform  is 
produced.  For  compounds  with  aldehydes  and 
ketones,  v,  Koboseff,  J.  Buss.  Phys.  Chem.  Soc. 
1903,  35,  652;  Plotnikoff,  ibid,  1908,  40,  64, 
1238). 

Ethyl  ester.  Prepared  by  passing  hydrogen 
chloride  into  a  cooled  alcoholic  solution  of  tii- 
bromoacetic  acid  (Broche,  J.  pr.  Chem.  [ii.]  50, 
98) ;  b.p.  225°. 

CuiiO&OBBOMOACBTXC  ACIDS. 

ChlorobromoMetieaeldCUClBrCOOH.  Pre- 
pared by  heating  monochloroacetic  add  ( 1  moL) 
with  bromine  (1  moL)  in  sealed  tubes  at  160° 
(Cech  and  Steiner,  Ber.  1875,  8, 1 174).  Pungent 
smelUng  liquid,  b.p.  201° ;  ethyl  ester,  b.p. 
160°-163°  ;  amide,  m.p.  126°. 

MonoehlmrodiluroiiUNMettc  aotd  CCOBr.COOH. 
Prepu^  by  heating  monochlorodibromoaoetal- 
dehyde  with  fuming  nitric  acid  (Neumeister, 
Ber.  1882,  15,  603) ;  rhombic  plates,  m.p.  89°  ; 
b.p.  232°-234°,  with  decomposition.  Potassium 
hydroxide  converts  it,  on  heating,  into  mono- 
chlorodibromomethane. 

Diehloromonobromoaoetie  add  CCl,BrCOOU. 
Prepajned  by  heating  dichloromonobromoacetal- 
dehyde  with  fuming  nitric  acid  (Neumeister, 
/.c.) ;  prisms,  m.p.  64°  ;  b.p.  215°  with  decom- 
position; readily  soluble  in  water  or  alcohol 
Potassium  hydroxide  converts  it,  on  heating, 
into  dichloromonobromomethane. 

loDOAGJiTic  Acids. 
MoQO-iodMfietle aeld CHJCOOH.  Prepared 
by  decomposing  the  ethyl  ester  (q.v.)  with  baryta 
water  (Perkin  and  Duppa,  Annalen,  112,  125) ; 
by  heating  acetic  anhydride  with  iodine  and 
iodic    add    (Schiitzenbefger,    Zeitsch.    Chem. 


1868,  484).  Prismatic  needles,  m.p.  82®; 
electrical  conductivity  .(Walden,  Zdtsch.  physi- 
kal.  Chem.  1892, 10, 647) ;  esterification  constant 
(Sudborough  and  Lloyd,  Chem.  Soc.  Trans. 
1899,  478). 

Methyl  ester.  Prepared  in  the  same  manner 
as  the  ethyl  ester  (Aronstein  and  Krampe,  Ber. 
1881,  14,  604) ;   b.p.  169°~171°. 

Ethul  ester.  Prepared  by  the  interaction  of 
ethyl  chloro-  or  bromoacetate,  potassium  iodide, 
and  alcohol  (Perkin  and  Duppa,  Lc.) ;  together 
with  other  products  by  heating  di-iodoaoetyleoe 
with  except  of  alcoholic  potassium  hydroxide 
(Nef,  Annalen,  298,  348).  Colourless  oil  with 
a  penetrating  smell ;  b.p.  69°/12  mm. ;  75°- 
78°/16  mm.  (Tiemann,  Ber.  1898,  31,  825). 

Dl-lodoaeette  Mid  CHI.COOU.  Prepared 
by  the  interaction  of  1  part  of  malonic  add 
with  1  part  of  iodic  acid  in  4  parts  of  water ; 
carbon  dioxide  is  evolved,  the  solution  is  cooled, 
filtered,  and  allowed  to  stand.  After  2  or  3 
days  crystals  of  tri-iodoacetic  add  separate; 
these  are  filtered  off  and,  after  heatmg  the 
filtrate,  the  di-iodo  compound  separates  on 
cooling;  m.p.  110°  (Angeli,  Ber.  1893,  26,  596). 

E^l  ester.  Prepared  by  the  interaction  of 
ethyl  (Ubromoacetate  add  potassium  iodide  in 
alcoholic  solution  (Perkin  and  Duppa,  Annalen, 
117,  351),  or  of  ethyl  dichloroaoetate  and  calcium 
iodide  (Spindler,  ibid.  231,  273).  Yellow  liquid, 
which  cannot  be  distilled  unchanged  under 
atmospheric  pressure. 

Trl-iodoaeette  add  CI,*COOU.  For  piepara- 
tion,  V.  di-iodoacetic  add.  Yellow  plates,  m.p. 
150°  with  decomposition.  Bv  heating  with 
acetic  add  iodoform  and  carbon  dioxide  are 
produced. 

HALAZONB.  Trade  name  for  p-aulphon- 
dichloramine  benzoic  acid« 

COOH 


0 


so.Na, 

Used  for  the  sterilisation  of  drinking  water. 

HALOTRICHITE.  An  iron-alum 
FeS04Al,(S04)„24H,0 
occurring  naturallv  as  silkv,  fibrous,  efflorescent 
masses  of  a  yeilowish-wbite  colour;  named 
from  i\s,  salt,  and  dpl^,  rpix^s,  hair.  It 
results  by  the  action  of  the  products  of  decompo- 
sition of  iron-pyrites  on  surrounding  aluminous 
rocks,  as  at  Hurlet  and  Campde  near  Glasgow  ; 
and  also  by  the  action  of  volcanic  gases  on  rocks, 
as  at  the  Solfatara  di  PozzuoU  near  Naples, 
and  in  Iceland,  where  a  variety  called  *  hversalt  * 
is  found.  A  large  depodt  occupies  the  crater 
of  an  extinct  volcano  near  the  source  of  the  Gila 
river  in  Grant  Co.,  New  Mexico.  At  Urmia  in 
Persia  the  mineral  has  been  used  for  making  ink. 

L.  J.  S. 

HAMAMEUN.  A  pe];»aj»tion  from  the 
witch-hazel  Hamamdis  vtrgtniana  (Linn.),  dther 
gieen  or  brown  in  colour,  depending  upon 
whether  the  leaves  or  bark  have  been  used. 

HAMAllELIS.  The  dried  bark  (ffamameZuiM 
Corter,  B.P.)  and  leaves  {Hamamdidis  Folia, 
B.P.)  of  Hamamelis  virginiana  (Linn.),  or 
witch-hazel,  are  used  in  pharmacy  in  ti^^ueg, 
liquid  extracts,  solutions,  and  ointments.  O 
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HARDENED   or  HYDROGENATED   OUS. 

The  conversion  of  fluid  oils  into  solid  fats  on  a 
commercial  scale  is,  perhaps,  the  most  important 
development  of  recent  years  in  the  oil  industry. 
Prior  to  the  introduction  of  hydrogenation 
processes  various  methods  of  hardening  oils  had 
been  tried.  One  of  these  was  based  on  Varen- 
trapp's  reaction,  according  to  which  oleic  acid 
is  converted  into  palmitic  acid  by  fusion  with 
potassium  hydroxide,  but  in  practice  the  pro- 
cess was  found  to  yield  material  of  a  bad  colour, 
whilst  the  large  amount  of  hydrogen  liberated 
in  the  reaction  was  a  source  of  danger. 

Schmidt's  process  of  heating  oleic  add  with 
zinc  chloride  at  185°  requires  a  distiUation  of  the 
product,  and  this  is  attended  by  partial  decom- 
position of  the  )3-hydrozystearic  acid  formed 
m  the  reaction,  into  oleic  and  iso-oleic  adds. 
Better  results  were  obtained  by  methods  in 
which  oldc  add  was  treated  with  sulphuric 
acid  at  a  low  temperature,  and  the  resulting 
sulphonated  compound  decomposed  by  means 
of  water  into  hydrozystearic  add  and  free 
sulphuric  acid.  By  distillation  of  the  hydroxy- 
stearic  acid  a  mixture  of  oldc  add  and  its 
solid  iBomeride  iso-oleic  add  was  obtained,  the 
latter  being  of  commercial  value  as  a  candle 
material.  It  is  probable  that  this  process  has 
now  been  completely  superseded  by  processes 
in  which  the  oil  is  hydrogenated  in  presence  of  a 
catalytic  agent. 

In  1897  Tisder  (Fr.  Pat.  263158,  1897) 
claimed  a  process  of  converting  oldc  add  into 
stearic  acid  by  means  of  the  nascent  hydrogen 
liberated  when  fats  are  heated  with  water  and 
finely  divided  zinc  in  an  autoclave,  but  Freund- 
lich  and  Bosauer  (Ohem.  Zeit.  1900,  666)  found 
that  the  process  did  not  produce  the  results 
claimed  for  it. 

Electrolvtic  methods  of  hydrogenating  oldc 
acid  are  claimed  in  the  patents  of  Magnier, 
Brangier,  and  Tisder  (Eng.  Pat.  3363,  1900) 
and  of  Hemptinne  (Eng,  Pat  1572,  1905). 
According  to  the  latter,  oleic  add  is  spread  in  a 
thin  layer,  on  metallic  plates,  between  which  is 
}ias8ed  an  electric  current,  whilst  the  air  in  the 
vessel  is  replaced  by  hydrogen.  Under  these 
conditions  hydrogen  is  absorbed,  with  the  forma- 
tion of  a  condderable  proportion  of  stearic  acid 
and  other  substances  of  nigher  m.p.,  and  the 
process  is  repeated  until  about  20-^  p.c.  of  the 
oldc  add  has  been  converted.  The  solid  pro- 
ducts are  then  separated  by  chilling  and  filtering 
the  mixture. 

Better  yields  were  obtained  in  B5hiinger*s 
process  (D.  R.  PP.  187788,  189332,  1906)  in 
which  the  cathodes  consisted  of  platinum 
coated  with  a  layer  of  spongy  platmum,  or 
palladium  coated  withpalladium  black. 

Development  of  dydrogenatlon  Proeettes. 
The  modem  methods  of  catalytic  hydrogenation 
are  based  on  the  investigations  of  Sabatier  and 
Senderens  (Compt.  rend.  1900,  130,  723 ;  131, 
187),  who  showed  that  the  unsaturated  bonds 
in  organic  compounds  could  be  made  to  absorb 
hydrogen,  by  treating  the  substances  with  the 

§as  in  the  presence  of  a  catalyst  such  as  finely 
Ivided  platinum. 
A  German  patent  for  the  hydrogenation  of 
oils  on  these  lines  was  taken  out  in  1902  by 
Le  Prince  and  Siveke,  whilst  in  1903  Nermann 
(Eng.  Pat    1515,  1903)  claimed  a  process  of 


catalytically  hydrogenating  oils  dther  In  the 
form  of  vapour  or  as  liquid.  He  stated^  for 
example,  that  bv  suspencQng  nickel  powder  in 
oldo  add  heated  in  an  oil  roth,  and  passing  a 
current  of  hydrpgen  or  of  a  gaseous  mixture 
rich  in  hydroigen,  through  the  liquid,  the  oldo 
add  could  be  completdy  converted  into  stearic 
add. 

In  Dav*s  process  (U.S.  Pat.  826089,  1906) 
catalytic  hydrogenation  of  hydrocarbon  oils  is 
employed  to  effect  deodorisation,  palladium 
black  bdng  preferably  used  as  the  catalyst. 

An  apparatus  claimed  by  Schwoerer  (D.  R.  P. 
199909,  1906)  consists  of  a  vessel  containing  a 
helical  trough  the  underdde  of  which  is  coated 
with  asbestos  impregnated  with  nickd.  The 
oily  substance,  eg.  oldc  add,  is  brought  into  a 
fine  state  of  division  by  means  of  superheated 
steam,  and  passed,  together  with  hydrogen,  into 
the  vessel,  where  the  mixture  is  heated  to 
250^-270''.  Under  these  conditions  the  hydro- 
gen is  absorbed,  and  the  stearic  add  depodted 
to  a  large  extent  in  the  trough.  Bedford's 
process  (Eng.  Pat.  9112,  1908)  is  also  concerned 
with  the  hydrogenation  of  oldc  add  in  vapor- 
ised form,  the  mixture  of  add  and  hydr^en 
bdng  made  to  pass  through  two  separated  layers 
of  catalytic  material  in  a  vertical  tower,  the 
internal  temperature  of  which  is  maintained  at 
about  200°.  The  upper  outlet  of  thus  tower 
delivers  into  a  condenser  coimected  with  a  re- 
cdver  and  a  vacuum  pump. 

In  his  processes  described  in  D.  ^  PP. 
211669,  221890,  1907,  Erdmann  claims  several 
modifications  of  a  method  of  hydrogenating 
oils  in  the  form  of  a  fine  spray  in  presence  of  a 
nickel  or  other  catalyst.  Thus  the  oil  may  be 
finely  divided  by  means  of  a  jet  of  hvdrogen  in 
a  chamber  containing  a  rotating  cylinder  covered 
with  a  layer  of  the  catalytic  agent,  and  is  then 
made  to  pass  through  a  bed  of  pumice  impreg- 
nated with  nickeL  Or  the  oil  mav  be  introduced 
as  a  spray  into  a  tower  nearly  filled  with  porous 
catalytic  material,  and  there  meet  a  current  of 
hydrogen  from  another  inlet»  the  temperature 
being  maintained  at  170*'-180''.  The  solid 
product  is  preferably  purified  by  distillation 
with  steam  under  reduced  pressure. 

In  the  Kayser  process,  which  is  stated  to  be 
employed  on  a  large  scale  in  the  United  States, 
an  inert  powder  such  as  kieselguhr  is  used  as 
the  carrier  for  a  nickel  catalyst,  the  oil  bdng 
agitated  with  this  at  about  150°-160''.  One 
form  of  apparatus  used  for  effecting  an  intimate 
admixture  of  oil  and  catalyst  consusts  of  a  hori- 
zontal cylinder  in  which  revolves  a  paddle 
whed  the  skeleton  blades  of  which  are  covered 
with  wire  gauze.  Hydrogen  under  pressure  is 
introduced  at  one  end  of  the  cylinder,  and  the 
unabeorbed  gas  is  drawn  off  at  the  other  end. 

Hydrogenation  under  pressure  is  also  a 
feature  of  Testrup's  process  (Eng.  Pat.  7726, 
1910),  the  mixture  of  finely  divided  oil  and 
catalyst  being  pumped  into  a  vessel  containing 
an  atmosphere  of  hydrogen.  For  example,  a 
mixture  of  oil  and  palladium  may  be  heated  to 
about  160^  in  a  jacketed  chamber  provided  with 
a  stirring  device,  and  then  forced  through 
nozzles  into  a  second  chamber,  where  the 
temperature  is  maintained  at  about  100^,  and 
into  which  a  current  of  hydrogen  is  passed 
under  pressure.    If  still  ha^er  productts  are 
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required,  the  process  may  be  repeated  in  another 
chamber  into  which  hydrogen  is  admitted  at  a 
still  lower  pressure,  or  a  whole  series  of  connected 
vessels  may  be  used.     (See  Fig.  1.) 

The  use  of  autoclaves  for  nydrogenating  oils 
has  the  advantage  that  the  conversion  is  effected 
at  a  relatively  lower  temperature  (100°-160°) 
thus  obviating  the  risk  of  injury  by  over-heating. 
In  Wilbuschewitz's  process  (Fr.  Pat.  426343, 
1910)  an  intimate  mixture  of  the  oil  and  catalyst 
is  pumped  or  injected  into  a  series  of  connected 
autoclaves,  through  which  circulates  a  current 
of  hydrogen  in  the  .opposite  direction.  The  gas 
may  be  admitted  in  such  a  way  that  it  disperses, 
in  we  form  of  a  spray,  the  oily  mixture  accumu- 
lating in  the  bottom  of  the  vessel,  so  that  it 
can  be  pumped  into  connected  autoclaves,  where 


the  process  is  repeated  until  the  product  has 
the  desired  m.p. ;  or  the  hydrogen  may  be 
introduced  into  the  last  autoclave,  and  the 
reduction  continued  in  the  succeeding  auto- 
claves, with  l^e  aid  of  a  reduction  valve,  and 
with  a  corresponding  diminution  in  the  pressure. 

In  the  process  claimed  by  Bedford  and 
Williams  (Eng.  Pat.  29612,  1910)  about  1  p.c. 
of  a  metal  oxide  catalyst  is  added  to  the  oil, 
which  is  heated  by  means  of  a  steam  coil,  in  a 
closed  vessel,  to  about  250°,  while  hydrogen  is 
introduced  through  a  perforated  pipe  at  the 
bottom  of  the  vessel  By  using  a  mixture  of 
hydrogen  and  oxysen  in  place  of  pure  hydrogen, 
hydroxy  fatty  acids,  or  their  compounds,  may  be 
produced  by  this  process. 

In  order  to  effect  the  hydrogenation  in  stages 


Fia.  1. 


at  different  temperatures  Ellis  has  devised  a  { 
method  whereby  the  mixture  of  oil  and  metal  | 
catal3r8t  is  made  to  pass  in  a  cofftinuous  stream  i 
through  a  long  tube  divided  into  a  series  of  ' 
compartments,   and   encounters   a   current   of 
hydrogen  travelling  in  the  opposite  direction. 
A  different  temperature  is  maintained  in  the 
different  compartments,  e,g.   150°  in  the  first, 
165°  in  the  second,  and  180°  in  the  hist  (Eng. 
Pat.    24084,    1912).    In   Pictet's   process   (Fr. 
Pat.  472080,  1913)  the  oil,  with  or  without  the 
addition  of  a  catalyst,  is  made  to  pass   by 
gravitation  through  a  series  of  communicating 
tubes,  the  walls  of  which  are  composed  of  catalytic 
metal    Hydrogen  is  introduced  in  suitable  pro- 
portion, and  the  oil  is  finely  divided  and  brought 
into  intimate  contact  with  the  gas  by  means  of 
rotating  devices  which  brush  continually  against 
the  walls  of  the  tubes. 


In  order  to  obtain  a  large  surface  of  catalytic 
material  Dewar  and  liebmann  (Eng.  Pat. 
15668,  1914)  distribute  the  catalyst  over  fibrous 
material  such  as  yam,  which  for  strength  may 
be  enclosed  between  sheets  of  wire  gauze.  Or 
the  fibrous  material  may  be  supported  on 
frames  attached  to  the  agitator,  or  wound  round 
the  blades  of  the  agitator  in  the  hydrogenating 
apparatus. 

In  Calvert's  hydrogenation  process  the  oil 
is  mixed  with  the  catalyst  and  treated  with 
hydrocen  in  a  closed  vessel  containing  a  comb- 
shaped  rotating  agitator  to  subdivide  the  oil, 
whilst  a  centrifugsd  propeller  at  the  base  flings 
the  mixture  upwards  to  oe  beaten  again. 

The  method  of  effecting  minute  subdivision 
of  the  oU  adopted  by  Moore  (U.S.  Pat.  1121860, 
1914)  is  to  pass  it  together  with  the  hydro- 
gen through  catalytic  ,jfl*|ei^-2)»i9U^^«iy^^o 
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contained  in  a  diaphragm  porous  to  the  oil  and 
gas,  bnt  not  to  the  catalyst. 

Lane's  apparatus  (Eng.  Pat.  968,  1915) 
consists  of  a  vertical  cylindrical  vessel  which 
is  heated  by  means  of  a  steam  jacket  or  other- 
wise. Beaters  rotating  horizontally  round  a 
central  shaft  alternate  with  annular  sloping 
shelves  on  the  sides  of  the  vessel,  so  that  the  oil 
and  catalyst,  entering  at  the  top,  are  alternately 
sprayed  outwards  to  the  sides  and  guided  to  the 
centre  of  the  beaters  next  below;  and  so  on, 
until  they  reach  the  bottom  and  are  then  pumped 
agfldh  to  the  top.  The  iiydrogen  enters  by  a  pipe 
at  the  base  of  uie  apparatus  (Fig.  2).  In  Walker's 


Fig.  2. 

process  (U.S.  Pat.  1123962,  1915)  the  melted 
fatty  acids  or  glycerides  are  sprayed  by  means 
of  hydrogen  under  pressure  against  heated, 
finely  divided,  catalytic  material,  in  presence  of 
an  electric  dischai^ge. 

The  essential  features  of  the  process  of 
Birkeland  and  Devik  (U.S.  Pat.  1126269,  1916) 
are  that  the  oil  is  mixed  with  the  catalyst  and 
a  portion  forced  from  a  jet  into  an  atmosphere 
of  hydrogen,  and  thence  downwards  into  the 
body  of  the  oil,  whereby  hydrogen  is  conveyed 
by  suction  to  the  bottom  of  the  vessel  and  is 
absorbed  on  rising  through  the  oil. 

McElroy  (U.S.  Pat.  1157993,  1915)  claims 
the  use  of  an  emulsifying  process.  Freshly 
reduced  nickel  is  mixed  with  the  oil,  and  hydro- 
gen is  made  to  circulate  through  the  liquid  in 
minute  ascending  bubbles  in  a  special  form  of 
apparatus,  in  such  a  way  as  to  produce  a  gas- 
liquid  emulsion. 

In  the  process  patented  by  Richardson 
V'S.  Pat.  1177896,  1916)  an  electric  arc  is  pro- 


duoed  between  niokd  electrodes  which  are 
immersed  in  the  oil,  wHh  the  result  that  part  of 
the  metal  is  disintegrated  and  becomes  incor- 
porated with  the  oil.  After  hydrogenation  the 
disintegrated  metal  is  separated  from  the  oil. 

The  apparatus  deviJBed  by  Maxted  smd 
Ridsdale  (Eng.  Pat.  109903,  1916)  consists  of 
a  vertical  column  provided  with  baffle  plates^ 
so  arranged  that  a  mixture  of  oil,  catalyst,  and 
hydrogen,  projected  into  the  top  of  the  vessel, 
is  rotated  alternately  first  in  one  direction  and 
then  in  the  other  on  its  passcige  to  the  bottom. 

A  process  for  the  simultaneous  neutralisation 
and  hydrogenation  of  oils  is  claimed  by  Sohlinck 
and  do.  (D.  R.  P.  334659,  1916),  consisting  in 
the  addition  of  glycol  and  a  catalyst  before 
introducing  hydrogen  at  a  high  temperature. 
The  apparatus  of  the  Soc.  Anon.  TOxyhydrique 
Fran9aise  (Eng.  Pat.  143848,  1920)  contains 
tubular  filtering  devices  of  asbestos  or  biscuit 
porcelain,  which  serve  for  the  introduction  of 
the  hydrogen  in  a  fine  state  of  division,  and  the 
separation  of  the  catalyst  from  the  oil 

The  essential  feature  of  the  process  of  Wells 
(U.S.  Pat.  1338887,  1921)  is  the  vigorous 
agitation  of  the  reaction  mixture  by  the  intro- 
duction of  a  stream  of  hydrogen  from  beneath. 

Catalysts  for  Hydrogenation.  In  the  original 
investigations  on  catalytic  hydrogenation  by 
Sabatier  and  Senderens  finely  divided  platinum 
or  palladium  was  used  as  the  catalytic  agent, 
but  as  nickel  is  a  much  less  expensive  catalyst 
than  those  metals  it  is  now  generally  employed 
for  the  hydrogenation  of  oils  and  fats.  Palladium 
is  still  used,  however,  in  some  works  owing  to 
its  effecting  the  hydrogenation  at  a  lower  tem- 
perature (80°-90°)  and  in  a  shorter  time.  Ac- 
cording to  Paal  (Ber.  1908,  41,  2282)  colloidal 
palladium  effects  very  rapid  hydrogenation  of 
vegetable  and  animal  oils  and  &.ta,  whilst 
platinum  black  is  much  less  effective  than 
palladium  for  the  purpose.  The  use  of  other 
metals  such  as  cooalt,  iron,  and  copper,  as 
catalytic  agents  has  also  been  claimed  in  several 
of  the  patent  processes  of  hydrogenation. 

In  preparing  a  nickel  catiSyst  the  usual 
method  is  to  precipitate  nickel  hydroxide  from 
a  solution  of  a  salt  such  as  nickel  sulphate,  in 
the  presence  of  inert  material  such  as  kieselguhr, 
to  dry  the  sludge  and  to  reduce  it  in  a  current 
of  hydrogen  at  a  temperature  of  300**-325**. 

In  I^e's  process  (Engineer,  1917,  511) 
solutions  of  nickel  sulphate  and  of  sodium  car- 
bonate are  prepared  in  separate  tanks  provided 
with  steam  jets,  and  are  transferred  into  a 
third  tank  provided  with  a  mixing  apparatus 
and  containing  indifferent  material,  such  ae 
kieselguhr.  The  mixture  of  precipitated  nickel 
carbonate  and  kieselguhr  is  dried,  ground  up, 
and  roasted  to  convert  ihe  carbonate  into  oxide, 
after  which  it  is  heated  in  a  current  of  hydrogen. 

One  form  of  apparatus  used  for  this  purpose 
is  a  verlacal  vessel  provided  with  ext^al 
means  of  heating,  and  containing  a  series  of 
reciprocating  grids.  The  powder^  material  is 
introduced  at  the  top  and  falls  on  to  the  racces- 
sive  grids,  the  movement  of  which  exposes  fresh 
particles  to  the  current  of  hydrogen,  which  is 
admitted  at  the  base,  and  rises  through  the 
grids  to  the  outlet  at  the  top  of  the  apparatas. 
The  reduced  material  falis  into  a  vessel  contain- 
ing oil  of  the  sapie  kind  as  is  to  be  hydrogenated. 
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and,  ftfter  being  thorotighly  mixed,  the  oil  mass 
is  ground  until  ol  the  desired  eonsistenoy. 

The  method  of  preparing  the  catalyst  has  a 
considerable  influence  on  its  activity  and  its 
resisianee  to  eztemal  influences.  For  example, 
nickel  which  has  been  redoced  at  as  low  a  t«m- 
perature  as  possible  is  more  effective  than  that 
reduced  at  a  higher  temperature,  but,  on  the 
other  hand,  is  also  more  sensitive  to  the  action 
ol  catalytic  'poisons.*  Ellis  (J.  Soc.  Chem. 
Ind.  1912,  31, 1 163)  gives  300^-325°  as  a  suitable 
temperature  for  the  reduction.  According  to 
Kelber,  however  (Ber.  1916,  49, 1868),  a  catalyst 
prepared  by  reducing  basic  nickel  carbonate 
with  hydrogen  at  450°  is  more  sensitive  to 
poisons  than  one  prepared  at  310°.  A  catalytic 
agent  prepared  by  reducing  a  mixture  of  nickel 
salt  with  an  kiert  inoiganic  medium  at  450° 
proved  remarkably  resistant  to  the  action  of 
hydrooyanio  acid,  hydrogen  sulphide,  and 
carbon  diaulphide. 

Reduced  iron,  sodium  chloride,  sodium  sul- 
phate, and  sodium  nitrate  have  no  influence  on 
the  activity  of  nickel  catalysts,  but  sodium  sul- 
phide gradually  impairs  the  efficiency,  and 
sulphur  destroys  it  immediately  (Moore,  Riohter, 
and  Van  ArsdeU  J.  Ind.  Eng.  Chem.  1917,  9, 
451).  Nickel  may  also  be  rendered  inactive  by 
traces  of  chlorine  and  of  deeomposition  pro- 
ducts in  the  oils  undergoing  hydrogenation. 
For  this  reason  low-grade  oiLa,  such  as  whale 
and  fish  oils,  may  speedily  render  a  nick^ 
catalyst  inactive.  Heating  and  agitating  the 
oil  with  freshlv-precipitat«i  oopp«r  l^rdroxide 
has  been  founa  an  effective  means  of  removing 
the  poisonous  constituents  from  such  oils, 
especially  after  a  preliminary  treatment  with 
sodium  carbonate  solution  (Ellis  and  Wells, 
J.  Ind.  Eng.  Chem.  1916,  8,  886).  In  some 
cases,  however,  it  is  necessanr  to  hydrogenate 
the  oil  in  two  stages,  filtering  on  tiie  eatalyst  after 
it  has  become  inactive.  Veno  (J.  Chem.  Ind., 
Tokyo,  1918,  21,  898)  hag-shown  that  powdered 
metals  (not  reduced  by  hydrogen),  such  as  nickel, 
tin,  zirconium  and  copper,  have  but  little 
injurious  action  on  catalytic  hydrogenation,  but 
that  iron,  zinc,  lead  and  mercury  act  as  poisons. 
The  efiiciency  of  a  catalytic  metal  is  con- 
siderably increased  by  distributing  it  over  a 
porous  non-catalytic  medium  such  as  charcoal, 
powdered  pumice,  or  kieselguhr,  and  the  method 
of  impregnating  the  medium  with  the  metal 
forms  the  subject-matter  of  numerous  patents. 
In  Crosfield^s  process  (Eng.  Pat.  30282, 1910)  an 
inert  medium,  such  as  asbetos  or  kieselguhr,  is 
impregnated  with  a  solution  of  mckel  sulphate, 
and  then  treated  with  a  solution  of  an  alkali 
hydroxide.  The  mass,  which  now  contains 
nickel  hydroxide,  is  washed,  dried,  and  heated 
in  a  current  of  hydrogen,  and  the  resulting 
product  should  contain  about  30  p.e.  of  metallic 
niokeL 

Kayser  (U.S.  Pat.  1004034,  1911)  saturates 
the  porous  medium  with  a  soluticm  of  a  nickel 
salt,  and  incorporates  it  in  molecular  propor- 
tions with  powdered  sodium  carbonate.  The 
mixture  is  then  treated  with  boiling  water,  dried, 
and  tiie  nick^  salt  reduced.  In  a  later  patent 
(U.S.  Pat.  1001279,  1911)  Kayser  claims  a 
method  of  preparing  a  catalyst  which  may  be 
exposed  to  the  air  for  several  days  without 
undergoing  oxidation  and  losing  its  eatalytic 


activity.  In  this  process  nickel  oxide  is  reduced 
at  about  500°-600^,.  and  a  cnrr«it  of  carbon 
dioxide  passed  through  the  mateEsal  until  the  gas 
leaving  the  a^^iaratus  is  no  loi^^  inflammable. 

In  order  to  accelerate  the  speed  of  reduction 
Wilbuschewitsch  (U.S.  Pat.  1016864, 1911)  heats 
the  material  in  a  rotating  drum  at  about  500° 
in  the  presence  of  hydrogen.  In  a  later  patent 
(UJS.  Pat.  1022347,  1912)  Wilbuschewitz  claims 
a  method  of  recovering  spent  nickel  catalysts,  in 
which  the  material  is  flrst  extracted  with 
petroleum  spirit,  then  treated  with  alkali 
solution,  acidified,  treated  with  sodium  carbonate 
aolntion,  and  reduced. 

In  the  case  of  fats  containing  substances 
whifdk  act  as  catalytic  poison,  ElBs  (U.S.  Pat. 
1078136,  1913)  dilutes  the  material,  prior  to 
hydrogenation,  with  a  pure  oil  or  fat.  The 
same  inventor  claims  the  use  of  s  catalyst  con- 
sisting of  a  porous  substance  such  as  'active 
charcoal '  coated  but  not  materially  impregnated 
with  the  metallie  agent  (U.S.  Pat.  1060673, 
1913). 

In  Bolton  and  Lush's  process  (Eng.  Pat. 
162382,  1920)  the  poisonii^  of  the  catalyst 
through  tiie  formation  ol  nickel  soap  is  pre- 
vented by  adding  mono-  or  diglycerides  to  the  oiL 
These  combine  with  any  free  fatty  acids  pre- 
sent and  so  prevent  the  nickel  being  attacked. 
Beaton  has  also  daimed  a  method  of  restoring 
the  activity  of  the  catalyst  by  washing  it  in  the 
apparatus,  flrst  with  hot  oil  to  remove  soap  and 
then  with  a  solvent  to  remove  the  oil  (Eng. 
Pat.  162370,  1920)i 

In  Higgins*  patent  (Eng.  Pat.  18282,  1912) 
hydrogenation  is  accelerated  by  adding  1-2  p.o. 
ol  formio  or  other  volatile  oiganic  acid  to  the 
catalytic  material;  whilst  Lessing  (Eng.  Pat. 
18998,  1912)  claims  the  use  ol  a  catalyst  com- 
posed  of  nickel  carbonyl  or  other  metallic  com- 
pound  which  undeigoes  decomposition  at  the 
tennperature  of  hydrogenation. 

Reduction  of  nickel  formate  in  the  oil  itseii 
is  described  in  a  process  of  Brochet  (BulL  Soc 
Cfaim.  1920,  27,  899). 

Bedford  and  Erdmann  (Eng.  Pat.  27718, 
1912)  make  use  ol  metalMo  oxides  in  a  fonn 
suitable  for  catalytic  agents.  They  assert 
(J.  pr.  Chem.  1913,  87,  425)  that  nickel  oxides 
are  much  less  sensitive  than  metallic  nickel  to 
external  influences,  and  th{tt  they  effect  more 
rapid  hydrogenation.  In  the  case  ol  the  higher 
oxides  of  nickel  they  state  that,  during  the  hydro- 
genation, reduction  to  metallic  nickel  does  not 
take  place^  the  reduction  stopping  at  the  forma- 
tion ol  a  nickel  suboxide,  which  is  the  active 
catalytic  agent.  The  activity  of  the  catalytic 
action  is  increased  by  the  presence  of  the 
oxides  of  other  metals.  In  carrying  out  the 
process  the  oil  is  heated  to  180°  in  a  cylindrical 
copper  vessel  fitted  with  an  agitator,  while  a 
slow  current  of  hydrogen  is  passed  through  itw 
A  small  quantity  of  nickel  oxide  is  introduced, 
the  temperature  raised  to  255°-260°,  and,  after 
the  addition  of  more  catalyst,  the  supply  of 
hydrogen  ia  increased.  It  is  daimed  wat  the 
hydrogenated  product  is  free  from  hydroxy 
adds,  and  that  nickd  soap  is  formed  only  to  a 
very  limited  extent. 

Eidmann  and  Rack  also  attribute  any 
activity  of  nickel  borate  to  the  formation  ^(^ 
nidLd  oxides  at  260°.    Contrary  to  the  claim  of 
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Schonfeld,  they  find  that  nickel  borate  does  not 
convey  hydrogen  to  unsaturated  fats  at  175*^. 
Normann,  however,  attributes  the  catalytic 
activity  of  nickel  borate  to  the  formation  of 
metallic  nickel  reduced  by  the  hydrogen  during 
the  hydrogenation  process,  and  finds  that  there 
is  no  positive  evidence  of  l^e  presence  of  nickel 
suboxide. 

Meigen's  experiments  (J.  pr.  Chem.  1915, 
92,  390)  are  also  opposed  to  the  views  of  Erd- 
mann  and  Bedford,  that  an  oxide  or  suboxide  of 
nickel  is  the  catalytic  agent.  He  concludes  that 
while  it  is  conceivable  that  their  view  may  be 
correct,  it  is  a  hypothesis  which  is  lacking  in 
experimental  proof. 

In  Byron^  method  of  preparing  a  stable 
catalyst  (Eng.  Pat.  13382,  1913)  the  solution 
of  a  salt  of  a  catalytically  active  metal,  such  as 
nickel  sulphate,  is  treated  with  a  solution  of 
an  alkali  mlicate,  and  the  precipitate  dried,  and, 
if  desired,  reduced  in  a  current  of  hydrogen. 

Catalysts  which  do  not  lose  their  activity  on 
exposure  to  the  air  are  prepared  by  Hi^gins 
(Eng.  Pat.  23873,  1913)  by  heating  the  fatty 
acid  salts  of  catalytic  metals^  such  as  the  for- 
mates of  nickel,  cobalt,  iron,  or  copper,  until 
carbonisation  b^ins,  preferably  in  an  atmo- 
sphere of  nitrogen. 

Richardson  (U.S.  Pat.  1161718,  1916)  claims 
the  use  of  an  oleate  of  nickel  or  other  metal ; 
whilst  Bacon  and  Nicolet  (U.S.  Pat.  1162691, 
I9I6)  prepare  a  catalyst  containing  nickel 
hydroxide  and  aluminium  hydroxide,  in  which 
the  nickel  has  been  rendered  active  by  reduction 
with  hydrogen.  Catalysts  composed  of  alu- 
minates  of  nickel  or  other  heavy  metals  have 
also  been  patented  by  De  Nordiske  Fabrike  De- 
no-fa  Akt.  (Eng.  Pat.  140371,  1920). 

A  catal3rtic  agent  claimed  by  Ellis  (U.S.  Pat. 
1166068)  is  prepared  by  incorporating  hydrated 
nickel  hydroxide  Ni(OH),*H,0,  with  an  oilv 
medium,  reducing  the  nickel  compound  with 
hydrogen,  and  removing  moisture  from  the 
product.  In  another  process,  also  patented  by 
Ems  (U.a  Pat  1169480,  1916),  a  basic  com- 
pound  of  nickel  is  partially  reduced  with  hydro- 
gen to  obtain  a  catalyst  consisting  of  nickel  and 
a  lower  oxide  of  nickel. 

Other  catalysts  described  by  Ellis  (U.S. 
Pats.  1378336-7-8,  1921)  are  prepared  by  in- 
corporating organic  salts  of  nickel,  etc.,  with 
an  oily  medium,  and  heating  the  mixture  at 
reduced  pressure;  bv  reducing  nickel  from 
nickel  oleate  in  the  absence  of  reducing  gases ; 
and  by  reducing  mixtures  of  metallic  salts  of 
nickel,  copper  and  cobalt  in  an  oily  medium. 

With  the  object  of  obtaining  a  more  stable 
catalyst  the  Bremen-Besigheimer  Oelfabriken 
(Eng.  Pat.  4023, 1916)  calcine  organic  compounds 
of  metals,  such  as  nickel  benzoate,  either  alone 
or  in  adxnixture  with  carbon  or  substances  con- 
taining carbon,  until  a  mixture  of  the  metal  or 
metalUc  oxides  with  carbon  is  obtained.  This 
product  is  immediately  introduced  into  oil  or 
other  inert  medium  to  protect  it  from  atmo- 
spheric oxidation.  It  is  claimed  that  by  means 
of  this  catalyst  oils  can  be  hardened  at  160**- 
200®,  whilst  the  carbon  has  a  deodorising  and 
bleaching  effect.  In  Kimura*s  process  (Eng. 
Pat.  118323,  1917)  a  powdered  nickel  salt  is 
mixed  with  non-combustible  non-catalytic 
material,  such  as  powdered  pumice  or  asbestos. 


and  the  mixture  dried  and  heated  in  a  current 
of  ammonia  gas  or  vaporised  ammonium  com- 
pound such  as  ammonium  chloride.  Advantages 
claimed  for  the  catalysts  thus  produced  are  that 
they  act  at  a  relatively  low  temperature  and  that 
any  nickel  salt  can  be  used  in  their  preparation. 

Grote  (Seifensied.  Zelt.  1920,  47,  713) 
describes  a  form  of  catalyst  prepared  by  treating 
an  aqueous  solution  of  a  nickel  salt  with  a 
solution  of  an  aluminium  or  magnesium  salt, 
washing  the  precipitate,  and  reducing  it  in 
hydrogen. 

Hydrogen  for  Catalytie  Prooesses.  One  of 
the  main  essentials  for  the  successful  hydro- 
genation of  oils  is  a  supply  of  pure  hydrogen. 
The  gas  must  be  free  from  sulphur,  chlorine, 
arsenic,  -  and  phosphorus,  and  contain  only 
negligible  quantities  of  oxygen  or  oxides  of 
carbon. 

In  some  of  the  larger  works  (Siemens- 
Schuckert,  Ateliers  Oerlikon)  a  very  pure 
hydrogen,  containing  as  impurity  only  0*2  p.c. 
of  oxy^n,  is  prepared  by  the  electrolysis  of 
alkaline  distilled  water.  In  other  works  water 
gas  or  producer  gas  are  used  as  the  source  of 
hydrogen.  The  methods  of  Linde-Frank-Caro 
and  of  the  Soo.  de  T Air  liquide  are  based  on  a 
fractional  distillation  of  the  liquefied  com- 
ponents of  water  gas.  The  resulting  hydrogen 
is  of  97-98  p.c.  purity,  and  is  brought  to  9&- 
99*6  p.c.  by  being  passed  over  soda  lime  heated 
to  180®. 

In  Lane*s  process  steam  is  decomposed  by 
means  of  reduced  iron,  and  the  resulting  iron 
oxide  is  reduced  by  the  elements  of  water  gas. 
Spathic  iron  ore  (ferrous  carbonate)  is  used  as 
the  original  source  of  iron.  This,  when  heated* 
yields  a  porous  mass  of  ferrous  oxide,  which  is 
packed  into  a  retort,  where  it  is  alternately 
reduced  and  oxidised.  The  cost  of  hydrogen 
made  by  this  process  was  about  4«.  2d,  per  1000 
cubic  feet  (EUis,  J.  Soc.  Chem.  Ind.  1912,  31, 
1164).  Purified  water  gas  is  also  used  by  the 
Soc.  Lyonnaise  du  Gaz  and  the  Griesheim 
Elektron  Co.,  the  decomposition  being  effected 
by  means  of  a  mixture  of  lime  and  iron.  These 
methods  yield  hydrogen  of  97*6-98*6  p.o. 
purity. 

Where  petroleum  is  readily  obtainable  the 
method  of  Rincker-Wolter  is  used,  in  which  the 
hydrocarbons  of  oil  gas  are  decomposed  at  a 
high  temperature' into  carbon  and  hydrogen. 

Prior  to  the  war,  the  relative  costs  of  pre- 
paring hydrogen  by  the  different  methods  were 
given  by  Bontoux  (Les  Mati^res  Grasses,  1914, 
7,  4194)  as  follows:  An  installation  for  the 
production  of  electrolytic  hydrogen  cost  about 
£4400  for  1690  cubic  feet  per  hour,  and  about 
£9100  for  3630  cubic  feet  per  hour.  With 
electric  power  at  0'3d.  per  Mlowatt-hour  the 
gas  cost  about  60.  3|<2.  per  1000  cubic  feet,  in- 
cluding labour.  An  installation  for  water  gas 
cost  about  £7900  for  60  cm.  per  hour,  and  the 
hydrogen  produced  cost  about  3«.  4^.  per 
1000  cubic  feet. 

Technology  of  Hydrogenation.  From  a  con- 
sideration of  the  foregoing  outlines  of  patent 
processes  it  will  be  seen  that  the  main  conditions 
for  successful  hydrogenation  are  a  suitable 
temperature,  fine  state  of  subdivision  of  the  oil, 
an  active  catalyst,  and  the  absenc^  of  injunooe 
substances.  yn^cu  uy        ^  ^^  ^ 
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Under  ordinary  atmospheric  pressure  the 
temperature  most  suitable  for  hydrogenation 
(over  250°)  is  liable  to  cause  discoloration  of 
the  oiL  Hence,  in  Lane's  process,  full  details 
of  which  have  been  published  (Engineer,  1917, 
511,  546)  a  lower  temperature  is  employed 
(1 70^-1 8(y°)  and  the  pressure  increased  to  about 
70-80  lbs.  per  square  inch. 

For  thu  purpose  the  apparatus  typified  in 
the  patent  description  (Fig.  2)  is  constructed  as 
an  autoclave,  and  is  surrounded  by  an  outer 
jacket  of  firebricks  so  as  to  form  a  flue  for 
heating  gases  from  an  external  furnace. 

The  oil  is  dried  first  in  heating  vessels  pro- 
vided with  agitators,  and  suMequentlv  in 
vacuum  pans  containing  a  heating  coil  and  pro- 
vided with  a  stirring  device. 

The  mixture  of  oil  and  nickel  catalyst^  which 
has  been  prepared  as  described,  is  intitxiuoed 
into  the  top  of  the  autoclave,  whilst  pure 
hydrogen  is  admitted  through  a  pipe  at  the 
base.  When  the  gas  enters  the  apparatus  the 
pressure  first  rises  and  then  becomes  stationary 
at  a  point  depending  upon  the  temperature. 

The  mass  of  oil  and  catalyst  is  Drought  into 
contact  with  the  hydrogen  by  means  of  a 
series  of  square  beaters  and  oone  distributors, 
and  the  process  is  continued  until  a  sample 
drawn  Erom  a  tap  at  the  base  shows  the  required 
degree  of  hardening. 

In  practice  it  has  been  found  that  the  oil 
suffers  from  continual  contact  with  the  heated 
walls  of  the  vessel,  and  later  forms  of  the  appar- 
atus have  therefore  been  constructed  with  a 
beater  or  paddle  in  the  lower  part  of  the 
vessel. 

After  sufficient  hardening,  the  oil  is  drawn 
off,  cooled  slightly,  and  filtered  through  a  press. 
The  residual  catalytic  material  is  then  washed 
free  from  oil,  broken  up,  and  prepared  for  use 
with  a  further  quantity  of  oiL 

The  cost  of  hydrogenating  a  ton  of  linseed 
oil  by  means  of  a  plant  capable  of  dealing  with 
one  ton  per  hour  was  estimated  in  191 7  at  about 
£2,  the  main  items  being  the  hydrogen  (16^.) 
and  loss  of  catalyst  (14«.  2d.). 

Proimiies  of  Hydrogenaled  Ofls.  The  decree 
of  hardening  depends  upon  the  extent  to  whioh 
the  hydrogenation  process  has  been  carried,  so 
that  products  ranging  from  the  consistence  of 
a  soft  butter  to  a  hara  tallow  may  be  obtained 
from  the  same  oiL  In  general,  the  solidified 
products  derived  from  whale  and  fish  oils  are 
only  used  for  technical  purposes  such  as  the 
manufacture  of  soap,  as  claimed  by  Orosfield 
and  Sons  (Eng.  Pat.  19042,  1907). 

f^h  oils  and  whale  oils  are  deodorised  during 
hydrogenation  owing  to  the  conversion  of  the 
dupanodonio  add  (to  which,  as  Tsujmoto  has 
shown,  the  odour  is  mainly  due)  into  stearic 
acid.  To  obtain  a  product  yielding  a  soap  in 
which  the  odour  does  not  readily  reappear  it 
is  necessary  to  continue  the  hydrogenation  until 
the  iodine  value  is  lower  than  fifty. 

Hydrogenated  oils  are  also  suitable  for  use 
as  lubricants,  either  alone  or  in  admixture  with 
other  oils.  For  edible  purposes  the  chief  oils 
hydrogenated  are  cotton  seed,  maize,  soya  bean, 
and  coconut  oils,  though  any  edible  oil  is  suit- 
able for  the  process.  Products  such  as  mar- 
garine and  artificial  lard,  which  formerly  con- 
sisted of  a  vegetable  oil  mixed  with  sufficient 


oleostearin  to  give  a  semi-solid  mass,  are  now 

Srepared  from  an  oil  such  as  cotton-seed  oil 
ydrogenated  to  a  sufficient  extent  to  give  the 
required  consistence.  In  the  opinion  of  Ellis 
(J.  Soc.  Chem.  Ind.  1912,  31,  1165)  this  method 
of  preparation  is  preferable  to  that  used  by  some 
manufacturers  of  bleaching  hydrogenated  oils 
with  untreated  oils,  since  the  resulting  product 
has  a  better  fiavour  and  keeps  better. 

The  objection  to  the  use  of  hydrogenated 
fish  oils  or  whale  oils  for  food  is  that  the 
characteristic  odours  are  liable  to  reappear 
(Klimont  and  Mayer,  Zeitech.  angew.  Chem. 
1914,  27,  645),  although  in  other  respects  they 
appear  to  be  as  digestible  as  other  hardened 
oils  (Offerdahl,  /.c). 

In  Germany,  prior  to  1914,  a  technical 
product  termed  candehU  was  made  from  whale 
oil,  and  an  edible  fat  UUgol  from  vegetable  oils, 
and  the  factories  where  the  two  classes  of 
products  were  manufactured  were  kept  distinct. 
With  regard  to  the  effect  of  hydrogenation  on 
oils  it  hfw  been  found  that  the  acid  and  saponifi- 
cation values  are  not  materially  affected,  but 
that  the  refractive  index  and  iodine  value  are 
lowered  and  the  m.p.  is  raised  to  an  extent 
corresponding  with  the  degree  of  hydrogenation. 
The  reduction  in  the  refractive  index  is  shown 
by  the  following  examples  given  by  Ellis  (J.  Ind. 
Eng.  Chem.  1914,  6,  117) :  Maize  oil,  1-4514 ; 
whale  oil,  1*4550 ;  soya  bean  oil,  1*4538  ;  coco- 
nut '  olein,*  1-4425  ;  linseed  oil,  1-4610 ;  palm 
oil,  1*4517  ;  and  arachis  oil,  1-4547. 

The  acetyl  value  of  hydroxylated  oils  such 
as  castor  oil  is  lowered  by  hydrogenation  at  the 
usual  temperatures,  but  Juigens  and  Meigen 
have  shown  when  estere  of  ricinoleic  add  are 
hydrogenated  below  200°,  practically  only  the 
double  bond  is  saturated. 

Experiments  on  the  hydrogenation  of  cotton- 
seed oil  by  Moore,  Richter,  and  Van  Ardel 
(J.  Ind.  Eng.  Chem.  1917,  9,  451)  have  shown 
that  Unolin  is  hydrogenated  more  rapidly  than 
olein  at  200°  and  upwards,  so  that  olein  tends 
to  accumulate  in  the  fat.  To  obtain  a  hardened 
product  with  ^e  same  iodine  value  as  another 
but  containing,  relatively,  more  saturated 
glycerides  and  linolin,  it  is  necessary  to  effect 
the  hydrogenation  under  conditions  of  a  lower 
temperature,  greater  pressure,  more  vigorous 
agitation,  and  a  larger  proportion  of  catalyst. 

Marine  animal  oils  yield  a  much  smaller 
proportion  of  insoluble  bromides  after  hydro- 
genation, and  the  distinctive  colour  reactions 
of  the  original  oils  are  either  modified  or  no 
longer  obtained. 

Bellier*s  reaeent  (nitric  acid  sp.gr.  1-4  and 
resordnol  in  benzene)  also  gives  different 
colour  reactions  with  hardened  sesam^,  cotton- 
seed, and  arachis  oils  from  those  given  by  the 
original  oils.  The  Baudouin  test  for  sesam6 
oil  IS  intensified  by  hydrogenation,  but  Halphen's 
test  for  cotton-seed  oil  is  inhibited,  the  chiromo- 
genio  substance  giving  the  reaction  bein^  des- 
troyed after  hyc£ogenation  for  fifteen  mmutes 
with  a  nickel  catalyst  at  150°-160°. 

The  amount  of  phytosterol  is  not  materially 
reduced  by  hydrogenation  at  200°,  but  cho- 
lesterol is  resinified  at  200°,  and  after  treatment 
at  250°  will  no  longer  yield  a  crystalline  de- 
rivative (Marousson  and  Meyerbeim,  Zeitech. 
angew.  Chem.  1914.  27,  20IJ.^  ^^^^.- 
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Araohidic  acid  may  still  be  detected  in 
hardened  arachis  oil,  but  a  modification  of  the 
usual  test  is  necessary. 

Leimdorfer  (Chem.  Zentr.  1914,  1,  304)  has 
shown  that  the  stearic  acid  formed  in  the  hydro- 
genation  of  oils  is  chemically  identical  with 
natural  stearic  acid,  but  that  the  stearin  of 


hydrogenated  oils  differs  in  ciystalline  form 
and  other  physical  eharacters  from  the  stearin 
of  ordmary  fats. 

Typical  hydrogenated  oils  prepared  from 
whale  oil  in  Germany,  and  intended  as  in- 
gredients of  margarine,  were  examined  by 
Sandelin  with  the  following  results : — 


Ori^nal  whale  oil 
Artificial  tallow    . 
Artificial  stearine  . 
Hydrogenated  whale  oil 


Fluid 
47-6*' 
64-3^ 
41-9^ 


SoUdlfl- 
cation 
point 


Fluid 
38r 
47-3' 
31-9° 


Acid 
value 


9-50 
9-88 
7-80 
5-30 


Saponifl- 
cation 
value 


192-2 
183-7 
187-7 
190-9 


Iodine 
value 


144-8 
66-9 
11-7 
57-8 


1 
Relchert- 

Mol. 
weight 

otl£e 

1   Meisfll 

oflnsol. 

aia- 

.    value 

1 

acids 

cbidlc     1 
acid 

0-27 

287-7 

_ 

0-25 

296*4 

75-5^ 

014 

297-0 

741° 

018 

2820 

76-0'' 

Nickel  In  Hydrogenrntod  Fats.  The  presence  of 
a  trace  of  the  metallic  catal3rst'  was  at  one  time 
of  frequent  occurrence  in  hydrogenated  fats,  es- 
pecially those  of  continental  origin.  Thus  Bomer 
(Chem.  Rev.  Fett.  Ind.  1912,  19,  221)  found 
O-OI  p.c.  of  ash  with  0*006  p.c.  of  nickel  oxide 
in  hydrogenated  sesam6  oil,  and  0*006  p.c.  of 
ash  with  0*0045  p.c.  of  nickel  oxide'in  hardened 
whale  oiL  Hence,  the  detection  of  nickel  in  a 
fat  indicates  the  presence  of  a  hardened  oil, 
although  a  negative  result  in  the  test  does  not 
necessarily  prove  that  such  products  are  absent, 
since  means,  such  as  treatment  with  dilute 
hydrochloric  acid,  are  often  employed  to  remove 
the  residual  metal.  In  experiments  to  ascertain 
the  effect  of  traces  of  nickel  upon  the  human 
system,  Offerdahl  (Ber.  Deut.  pharm.  Ges.  1913, 
23,  658)  found  that  0*5  gram  of  nickel  could  be 
taken  dailv  without  any  injurious  effect, 
09-8  p.c.  of  the  metal  being  rapidly  excreted 
from  the  system. 

For  the  detection  of  traces  of  nickel  the 
dimetliylglyoxime  test  may  be  used  (see  Knapp, 
Analyst,  1913,  38,  102),  but  it  is  necessary  to 
take  into  account  the  fact  that  certain  untreated 
oils,  free  from  nickel,  may  show  a  similar  colora- 
tion in  this  test  (Prall).  A  still  more  sensitive 
reagent  for  nickel  is  (2-benzildiacetyldioxime, 
as  suggested  by  Atack  (Analyst,  1913,  38,  316). 

To  olitain  products  relatively  free  from 
nickel  Ellis  (J.  Soc.  Chem.  Ind.  1912,  31,  1165) 
lays  stress  upon  the  importance  of  using  the 
catalyst  in  metallic  form  rather  than  in  the  form 
of  oxide,  since  metallic  nickel  will  not  readily 
combine  with  free  fatty  acids  to  form  a  soap  in 
the  presence  of  free  hydrogen.  Too  rapid 
hydrogenation  should  also  be  avoided,  so  as  to 
prevent  decomposition  of  the  fat,  with  liberation 
of  water,  which  might  cause  hydrolysis  of  the 
fat  and  liberation  of  free  fatty  acids. 

For  the  mechanism  of  the  addition  of  hydro- 
gen to  unsaturated  glycerides  in  the  presence  of 
nickel,  see  Thomas  (J,  Soc.  Chem.  Ind.  xxxix. 
1920,  10  T.);  and  for  a  study  of  the  relation 
between  the  occlusive  power  of  palladium  for 
hydrogen,  and  its  activity  in  catalvtio  hydro- 
genation, see  Maxted  (Chem.  Soc.  l^rans.  1921, 
119,1281).  C.  A.M. 

HARDWICKIA  RESIN  v.  Olbo-resins. 

HARMALA.  The  seeds  of  the  wild  rue,  Pe- 
ganum  HarmaJa  (Linn.),  or  harmal  seeds,  have 
been  employed  from  the  earliest  times  in  Eastern 


medicine  as  a  stimulant,  anthelmintic,  or  even 
as  a  narcotic.  They  are  said  to  be  the  source 
of  a  red  dye  produced  in  Southern  Russia,  and 
thev  have  been  used  in  the  manufacture  of  oil. 
Wild  rue  is  an  odoriferous  herbaceous  plant, 
1-3  feet  high,  and  inhabits  Southern  Europe, 
Asia  Minor,  Egypt,  North-western  India,  and 
Southern  Siberia  (Fluckiger,  Pharm.  J.  [iii.]  2, 
229). 

Harmal  seeds  contain  about  4  p.o.  of  two 
alkaloids  (probably  in  combination  with  phos- 
phoric acid),  which  are  found  for  the  most  part 
in  the  outer  portions  of  the  seed.  The  first  of 
these,  hafmdUne  OiaHiiN^O,  was  discovered  by 
G5bel  (Annalen,  38,  363),  the  second,  harmine 
C,sH„N,0,  by  Fritzsche  {(bid,  64,  360;  J. 
1847-8,  639;  Annalen,  68,  351  ;  68,  355;  72, 
306  ;  88,  327  ;  88,  328 ;  92,  330  ;  J.  1862,  377), 
who  studied  both  alkaloids,  and  obtained 
numerous  derivatives.  Fritzsche  extracts  the 
seeds  with  water  containing  acetic  or  sulphuric 
acid,  and  saturates  the  solution  obtained  with 
common  salt,  which  causes  the  alkaloids  to 
precipitate  in  the  form  of  hydrochlorides.  The 
precipitate  is  dissolved  in  water,  deodorised 
by  treatment  with  animal  charcoal,  and  the 
solution  obtained  is  fractionally  precipitated  by 
ammonium  hydroxide  at  SO^-OO"*.  The  first 
portion  of  the  precipitate  is  harmine,  and  the 
last  portion  harmaline.  The  crude  harmaline  is 
best  purifiod  by  recr3rstallisation  from  methyl 
alcohol  (O.  Fischer  and  Tauber,  Ber.  18,  400). 
From  methyl  alcohol  harmaline  crystallises  in 
small  tables,  or  from  ethyl  alcohol  in  rhombic 
octahedra.  It  melts  with  decomposition  at  238°. 
It  is  veiy  slightly  soluble  in  cold  water  or  ether, 
but  rea<iily  Resolves  in  hot  alcohol.  It  forms  a 
well-defin&d  crystalline  hydrochloride 
Ci,Hi4N,0,Ha,2H,0 ; 
hydrocyanide  Ci,H,4N,0,HCN ;  pkUinichhride 
(C„H,4N,0,Ha),Pta4;  methiodide 

C,Jii4N,0,MeI; 
chronuUe  (C,,H,4N,0)2H,Cr04 ;  and  niiro 
derifxiiive  C,jHi,(NO,)N,0.  Both  the  hydro- 
cyanide  and  the  nitro  derivative  are  bases, 
and  combine  with  acids  to  form  or3rstalline 
salts.  Nascent  hydrogen  converts  harmaline 
into  a  dihydride  Ci,HicNtO  (O.  Fischer,  Ber. 
22,  638).  Harmaline  is  shown  by  Fischer  (ibid, 
28,  2481)  to  be  dihydro-  harmine,  and  it  can  be 
converted  into  harmine  by  oxidation,  which  is 
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beat  effected  by  potafisium  permangatiftte  in 
dilate  sulphuric  acid  tolution.  By  oxidation 
with  chromic  acid  in  boiling  acetic  acid  solution 
or  by  nitric  acid  both  harmaline  and  harmine 
are  converted  into  harmintc  acid  OioHgN204. 
By  the  action  of  hydrochloric  acid  on  harmaUne, 
Fuoher  and  Tauber  obtained  a  brick-red  crystal- 
line powder  harmalol  C]tH||KaO,  which  melts 
at  212°.  with  decomposition.  This  compound 
also  occurs  naturally  in  harmal  seeds,  and  has 
been  isolated  from  them  by  Fischer  (Chem. 
Zentr.  1901.  i.  957). 

Harmine  exists  in  harmal  seeds  in  much 
smaller  proportion  than  harmaline.  It  may, 
howerer,  be  prepared  from  the  latter  by  simple 
oxidation,  either  by  the  action  of  heat  on  the 
dry  chromate,  or  iS^  heating  an  alcoholic  solu- 
tion of  harmaline  mtrate  to  which  hydrochloric 
acid  has  been  added.  Harmine  crystaHiseB  in 
four-sided  prisms  (Sohabus,  J.  1854,  525).  It 
melts  with  decomposition  at  257°-250°.  It  is 
very  slightly  soluble  in  water  or  alcohol,  and 
slightly  soluble  in  ether.  The  salts  of  harmine 
are  crystalline  and  colourless,  and  in  add  solu- 
tion exhibit  an  indigo  blue  fluorescence.  The 
more  important  are  the  hi/droeMoride 

Ci,H,^,0,HCl,2H,0 ; 

the  pkUinichlonde  (Ci,Hi^,0,H01),Pta4 ;  the 
methiodide  Cj,H  ,N,0,MeI  (F.  and  T.) ;  and 
the  two  sulphates  (0isH,aNjO)„H^O4»Ht0, 
and  C]8H„NtO,H,S04.  Fritazche  prepared  the 
following  halogen  and  nitro  derivattTes  of 
harmine  all  of  which  are  bases  and  form  orystal- 
line  salts:  dichhroharmifie  C,tHi«Gl^,0 ; 
niirahafmiite  0,,Hi|(NO,)NtO ;  cMofinitrohar- 
mine  C„H,oC51(NOj)NjO;  and  bramonUrohar- 
mine  Ci,HioBr(NOt)N,0.    A  tetrabromide 

Ci,H,,N,0Br4 

has  been  obtained  by  Fischer. 

When  harmine  is  treated  with  concentrated 
hydrochloric  acid  at  140^,  Fischer  and  Tauber 
find  that  it  breaks  up  into  methyl  chloride  and 
a  new  phenolic  compound  harmol  C,sHioKtO» 
which  (nystalUses  in  needles  and  melts  at  321°. 
When  harmol  is  fused  with  potash  it  yields  a 
compound  possessing  both  basic  and  acid  pro- 
pertles,  harmoUc  acid,  G\fiiJ^%0^  which  melts 
at  247''  (Fischer,  Ber.  22,  637).  Fischer  and 
Tauber,  by  acting  on  harmine  in  acetic  add  so- 
lution with  chromic  add«  obtained  dibasic  Aor- 
minic  acid  0(H«N,(COOH)r  It  forms  silky 
needles,  melting  at  345°,  at  which  point  it  de- 
oomposes  into  carbon  dioxide  and  a  crys- 
talline basic  sublimate  of  apoharmine  CsHsNt, 
m.p.  183°,  from  which  Fischer  obtained  a  well- 
defined  ffold  salt.  A  telrdbromide  GgH,N.Br4, 
and  a  dtkydride  C|,H,NtH„  were  also  obtamed. 
Other  derivatives  of  harmine  are  described  by 
Fischer  and  Buck  (Ber.  38,  329). 

Perkin  and  Robinson  (Chem.  Soc.  Trans.  1912, 
101, 1775;  1919, 115, 933,  967)  have  establidted 
the  formula 

for  harmine.  In  harmaline  the  pyridine  ring 
contains  two,  and  in  tetrahydroharmine  it 
contains    fovr    additional    hydrogen     atoms.  ' 


Harman,  obtained  by  zinc  dust  distillation  of 
harmalol,  has  the  formula 

NH  Mo 

and  is  identical  with  a  base  obtained  by  Hopkins 
(J.  PhysioL  1903,  29,  451)  from  tryptophane 
by  oxidation;  it  is  further  identical  with  the 
alkaloid  aribine  of  Arariba  rubral  Mart.  (Spath, 
Monatsh.  1919,  40,  351). 

Harmine  and  harmaline  cause  oonyuldons, 
increase  of  sahva,  interference  with  respiration, 
and  depression  of  temperature  in  warm-blooded 
animals  (Gunn,  T.  £.  1910,  47,  245;  Flury, 
Arch.  expt.  Path.  Pharm.  1910,  64,  105).  In 
Turkey  peganum  seeds  are  used  as  an  anthel- 
mintic, and  Flury  (Ix.)  ascribes  this  action  to  the 
paralysis  of  the  musculature  of  the  parasites 
caused  by  harmaline.  O.  B. 

HARMALIN.    Fuchsin   v,  Triphbnyl   mb- 

THANS  OOLOTTBINO  MATTERS. 

HARMALINE,  HARMALOL,  HARMINE, 
HARMINIO  ACID,  HARMOL  and  HARMOLIC 
AOID,  V.  Habmala. 

HARTIN  V,  Resins. 

HARTHE  V.  Rbsiks. 

HAUERTTE.  Manganese  distdpkide  MnS,, 
V.  Manoakesb. 

HAUSMANNTTE.  A  manganese  oxide, 
Mnfi^  crystalhsed  in  the  tetragonal  system, 
and  the  richest  ore  of  manganese  (Mn  72  p.c.). 
It  forms  pyramidal  crystals  with  a  good  basal 
cleavage,  and  with  very  much  the  aspect  of 
regular  octahedra.  They  are  opaque  with  a 
suD-metallic  lustre  and  a  dark  brownish- black 
or  black  colour ;  the  streak  is  chestnut-brown. 
Sp.gr.  4-7-4-8  ;  H.  5-^.  WeU-developed  crys- 
tals are  found  at  Ilmenau  in  Thuringia,  Ilfeld 
in  the  Harz,  LAngban  in  Sweden,  Bigrigg  in 
Cumberland,  and  Miguel  Bumier  in  Brazil. 
The  massive  black  ores  of  manganeee  consist  of 
mixtures  of  various  manganese  oxides,  and 
doubtless  hausmannite  is  onen  present,  though 
not  readily  recognisable  in  the  masdve  condition. 

L.  J.  S. 

HAUTNTTE  v.  Lapis-lazull 

HAZELINE.  Trade  name  for  a  frasrant  es- 
sence obtained  from  the  fresh  bark  of  Homo- 
melis  virginiana  (Linn.)  or  witch-hazel.  Is 
probably  analogous  to  eucalyptol.  Is  a  ookxir- 
less  oil,  possessing  a  pleasant  pungent  smell  and 
sweet  astrineent  taste.  Is  used  in  the  treatment 
of  eocema,  mcers,  bums,  &c.,  and  as  a  substitute 
for  arnica. 

HAZELNUT  OIL.  The  kernels  of  l^e  seeds 
of  the  hazebiut  tree  Corylus  aveUana  (L.), 
yidd  about  55  p.c.  of  a  bright  ydlow  oil  having 
the  characteristic  odour  of  the  nuts.  The  oil, 
which  \b  mainly  used  as  a  lubricant  for  fine 
machinery,  such  as  watch-springs,  is  said  to  be 
liable  to  adulteration  with  olive  oil,  which  it 
resemUes  in  many  of  its  physical  and  chemical 
characters.  The  following  values  for  genuine 
spedmens  of  the  dl  have  been  recorded : 
sp.gr.  at  15°,  0-9164-0-9170 ;  saponification 
value,  191-4-193-7  ;  and  iodine  value,  86-2-90-2. 
Hazekiut  oil  behaves  like  olive  oil  in  the  elaidin 
test,  but  differs  from  that  oil  in  its  low  solidifica- 
tion point  (-18°  to  — ^«>.--The  presence  of 
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olive  oil  would,  therefore,  be  suggested  by  the 
formation  of  a  deposit  on  chilling  the  oil. 

C.  A.  M. 
HEATHER  or  CALLUNA  VULGARIS.  In 
former  times  the  common  heath  or  heather, 
until  recently  named  Erica  wigaria,  was  used 
as  a  dyestun  for  producing  a  yellow  colour  on 
woollen  goods  (Crookes,  Dyeing  and  Calico 
Printing,  1874,  511).  Although  now  almost 
supers^ed^  it  was  until  recenUy  employed  in 
the  home  industries  of  outlying  districts,  such 
as  the  Highlands  of  Scotland.  Bancroft  (Philo- 
sophy of  Permanent  Colours,  1813,  2,  108) 
states  that  all  five  species  of  the  erica  or  heather 
found  in  Great  Britain  are,  he  believes,  capable 
of  giving  vellows  much  like  those  obtained 
from  dyer  s  brown.  According,  however,  to 
the  experiments  of  J.  J.  Hummel  the  E. 
tetrcdix  (bell  heather)  and  E.  cinerea  contain 
only  traces  of  yeUow  colouring  matter.  Leuchs 
(Farben  u.  Farbekunde,  2,  320)  refers  to  the 
tanning  property  of  heather,  and  notes  that  the 
effect  resemoles  in  character  that  given  by  oak 
bark.  H.  B.  Procter  found  it  to  contain  6*4 
p.c.  of  tannin.  The  colouring  matter  was 
isolated  by  Perkin  and  Newbury  (Chem.  Soo. 
Trans.  1899,  75,  837)  from  an  aqueous  extract 
of  the  green  portion  of  the  plant,  in  which  it 
appears  only  to  reside,  by  precipitation  with  lead 
acetate  in  the  usual  manner.  It  proved  to  be 
identical  with  the  querceiin  of  quercitron  bark. 
The  dyeing  properties  of  heather,  though 
distinctly  weaker,  are  so  similar  in  character 
to  those  given  by  quercitron  bark  as  to  require 
no  special  description.  Experiment  showed 
that  36  parts  of  the  heather  were  necessary  to 
obtain  as  good  a  result  as  that  given  by  10  parts 
of  quercitron  bark.  A.  G.  P. 

HEAVY  SPAR.  Native  barium  sulphate  v, 
Babytbs  and  Barium. 

HEBBAKHADE  v.  Gum  rbsiks. 
HECLA  POWDER  v.  Explosives. 
HECTINE.    Trade  name  for  sodium  benzo- 
Bul]^o-p-aminophenylarsinate. 

HEDERAOENIN,  HEDERIO  ACH)  v.  Ivy, 
art.  Gum  rbsdts. 

HEDERIN.  A  poisonous  gluooside 
CC4H104O19  found  in  ivy.  Dextro-rotary  [o]d 
=16*27**.  By  hydrolysis  yields  rhamnose  and 
Aederidine  C,sH4o04,  crystallising  in  rhombic 
prisms,  m.p.  324°,  and  subliming  without 
decomposition.  Hederine  acts  as  a  powerful 
cathartic  (Hondas,  Compt.  rend.  128,  1463; 
Joanin,  ibid.  128,  1476). 

HEDERO-TANNIC  ACH)  v.  Ivy,  Gum  rbsins. 
HEDOE-BfUSTARD  OIL.  An  oil  manufac- 
tured from  the  so-called  hedge-mustard  or 
bank-cresses  {Baphanua  Bapkanistrum  [Ldnn.]) 
cultivated  in  Hungary,  and  used  as  a  sub- 
stitute for  rape-seed  oil  The  oil  is  brought 
to  the  market  either  by  itself  or  mixed  with 
rape-seed  oil,  and  is  occasionally  sold  under 
this  latter  name.  The  siliquous  fruit  of  the 
plant  mentioned  bears  little  seeds  which  contain 
30-35  p.c.  oiL  This  can  be  for  the  most  part 
obtained  by  pressing.  It  has  a  dark  olive-green 
colour,  and  an  odour  and  taste  very  similar  to 
rape-seed  oil ;  its  density  and  faculty  for  saponi- 
fying with  alkali  is  also  nearly  the  same,  so  that 
it  is  difficult  to  recognise  it  in  a  mixture  of  the 
two  oils.  Valenta  has  tested  the  two  oils  as 
regards  their  behaviour  with  the  usvial  reagents. 


On  acting  upon  them  with  acids  of  different 
strength,  such  as  sulphuric  and  nitric  adds,  a 
mixture  of  these,  aqua  regia,  phosphoric  acid, 
&c.,  as  well  as  with  oxidising  mixtures,  as  potas- 
sium dichromate  and  sulphuric  acid,  or  concen- 
trated nitric  acid  saturated  with  nitric  oxide, 
various  colours  are  produced  with  both  oils,  by 
the  shade  and  intensity  of  which  they  can  be 
fairly  readily  distinguished.  The  following  re- 
action is  most  chanusteristio  for  hedge-mustard 
oil ;  about  5  grams  of  the  oil  are  saponified  with 
potassium  hydroxide  and  spirit  with  warming, 
and  the  soap  thus  obtained  is  filtered  from  the 
unchanged  oil,  which  is  golden-yeUow,  and 
almost  odourless  and  tasteleas.  On  adding  a 
large  excess  of  hydrochloric  add  to  the  concen- 
trated filtrate,  it  assumes  a  distinct  green  colour 
if  a  somewhat  large  portion  of  hedge-mustard 
oil  bepreaent  (J.  Soc.  Chem.  Ind.  II,  181). 

Hu)IORITE.  Syn.  for  the  lactone  of 
a-gluooheptonic  add. 

WBDOHAL  V.  Synthetio  drugs. 

HEGOHON.  A  combination  of  albumose  and 
ammonio-silver  nitrate. 

HEDITZITE,  HOITZEITEy  v.  Kauborite. 

HELOOSOL.  Bismuth  pyroffoJkUev.BjBKUTH, 
Oroanio  oompounds  of  ;  and  S yuthettc  drugs. 

HEUAMTHIC  ACID  Ci4Hi,08.  An  add 
found  in  sunflower  seeds  (Ludwig  and  Kromayer, 
Arch.  Pharm.  [ii.]  99,  1286). 

HELIANTHIN  v.  Azo-  colourwo  matters. 

HELICON.    Syn.  for  acetyl  salicylic  add. 

HEUKUS  OVATUS  (E.  Meyer,  nat.  ord. 
BhamnaeecB)  is  a  climbing  shrub  indigenous  to 
S.  AMca.  According  to  Goodson  (Chem.  Soo. 
Trans.  1920,  117,  140),  it  contains  aoonitio  add, 
queroetin,  a  saponin,  and  scyllitol,  a  substance 
first  isolated  from  certain  plagiostomous  fishes, 
but  found  also  in  a  number  of  plant  products, 
e,g.  aooms  of  the  common  oak  and  the  leaves 
of  Cocos  fjlumoaa  and  C.  nucifera  {cf,  J.  Mtiller, 
Ber.  1907,  40,  1821;  H.  Muller,  Chem.  Soo. 
Trans.  1907,  91,  1767 ;  1912.  101,  2383). 

HEUOGHRTSIN  v.  Naphthalene  oolour- 

ING  matters. 

HELIOTROPE  v.  Azo-  colouring  matters. 
QuartB. 

HEUOTROPINE  is  a  crystalline,  voktile, 
poisonous  alkaloid  of  bitter  taste  contained  in 
Hdiotropium  Europeum  (linn.),  and  H. 
Peruvianum  (Linn.)  (Battandier,  Rupert  de 
Pharm.  1876,  4,  648).  The  name  is  also 
applied  to  a  perfume  (v.  Pifbronal). 

HEUUH.  Sym.  He.  At.  wt.  3*99  (Watson) ; 
4*002  (House) ;  4001  (Taylor).  This  element  is 
the  lightest  member  of  the  group  of  inert  gases 
discovered  by  Rayleigh  and  Eamsay.  Its  place 
in  the  periodic  classifioation  is  before  lithium. 

History, — ^During  the  solar  eclipse  of  1868 
Janssen  observed  in  the  spectrum  of  the  solar 
chromosphere  a  line  in  the  yellow,  neariy 
coinddent  with  the  sodium  lines  D^  and  D,, 
which  was  not  attributable  to  any  terrestrial 
substance.  Lockyer  and  Frankland  supposed  it 
to  be  due  to  the  presence  in  the  sun  d  a  new 
element  to  which  they  gave  the  name  *  helivm  * 
(^Aiof,  the  sun). 

Palmieri  (Gazz.  chim.  itaL  1882,  12,  5^) 
observed  that  the  helium  spectrum  could  be 
obtained  from  certain  volcanic  rocks  and  lavas. 

Hillebrand  found  that  the  gas  evolved  from 
the  mineral  uraninite  gave  a  fluted  spectrui|i| 
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by  hlin  attributed  to  nitrogen,  but  afterwards 
proved  to  be  due  to  belinm  (BulL  U.S.  Geol. 
Survey,  1889,  78,  43). 

The  discovery  of  terrestrial  helium  was  made 
by  Ramsay  when  searohing  for  argon,  &c.,  in 
the  gases  evolved  from  the  mineral  deveite^  and 
its  presence  in  the  atmosphere  was  first  noticed 
by  Kayser  (Chem.  News,  1895,  72,  89),  who 
detected  the  helium  line  in  the  air-spectrum. 
For  a  bibliography  and  account  of  the  earlier 
investigations  on  helium,  see  Ramsay,  Ann. 
Chim.  1898,  [vii.]  13.  A  classified  bibliography 
of  the  literature  of  helium  has  been  compoled 
by  £.  R.  Weaver,  of  the  American  Bureau  of 
Standards  (J.  Ind.  Eng.  Chem.  1919,  U,  682). 
Soddv,  in  1903,  showed  that  helium  is  formed 
by  the  disintegration  of  radio-active  bodies 
(v.  infra). 

Occurrence, — ^It  is  now  known  that  helium  is 
very  widely  distributed,  though  it  occurs  only 
in  minute  quantities.  It  is  present  in  air  in  the 
proportion  of  0-000056  p.c  by  weight  or  0*00040 
p.c.  by  volume,  t.e.  about  1  volume  of  helium  in 
250,000  vols,  of  air  (Ramsay,  Proc.  Roy.  Soo. 
1908,  80,  A,  599).  Helium  also  occurs  in  many 
minerals,  of  which  the  chief  aro  cleveUcy  hrdgerUe, 
aamarakite,  uraninite^  and  JerguwnxU^  and  it  has 
been  detected  in  the  gases  of  many  mineral 
springs,  t.g.  Bath;  in  those  of  the  Pyrenees 
(Bouchard,  Compt.  rend.  121,  392) ;  of  Wildbad 
(Kayser,  Chem.  Zeit.  19, 1549) ;  and  of  Maiziires, 
the  gas  from  the  latter  containing  5*34  p.c.  of 
helium  (Moureu,  Compt.  rend.  121,  819). 

The  gas  obtained  from  minerals  usually 
consists  principally  of  helium  with  about  10  p.c. 
of  nitrogen  and  smaller  amounts  of  argon,  Ac. 
In  view  of  the  chemical  inertness  of  heUum  it  is 
of  interest  to  know  in  what  state  it  exists  in 
minerals.  Ramsay  and  Travers  have  found 
that,  by  the  action  of  heat  alone,  almost  exactly 
half  the  total  helium  in  the  mineral  is  evolved, 
whilst  by  heating  with  sulphuric  acid  the  whole 
is  obtained.  The  evolution  of  gas  is  also  in 
some  cases  accompanied  by  an  evolution  of 
heat,  suggesting  that  the  helium  is  present  as 
an  end<^ermic  compound  (Proc.  Koy.  Soc. 
1898,  62,  325).  Grav  has  investigated  the 
conditions  uiider  which  helium  is  liberated  on 
grinding  minerals,  and  finds  that  its  evolution 
begins  when  the  particles  have  a  diameter  of 
lOfi  and  attains  a  practical  limit  when  the 
diameter  is  3u,  28  p.c.  of  the  hefium  content 
being  then  Uberated.  He  concludes  thttb  the 
helium  is  contained  in  a  structuro  which  is 
large  compared  with  the  molecular  structuro 
(Proc.  Roy.  Soo.  1909,  82,  A.  301). 

Stmtt  has  investigated  the  accumulation  of 
helium  in  rocks  in  geological  time  (Proc.  Roy.  Soc. 
1908,  81,  A,  272),  and  concludes  that  it  is  due  to 
unknown  favourable  circumstances,  as  the  rate 
of  loss  of  helium  from  minerals  under  experi- 
mental conditions  is  much  greater  than  the  rate 
of  production  from  radioactive  enumations  (v.t.) 
(Proc.  Roy.  Soc.  1909,  82,  A,  166). 

Hehum  occurs  in  the  natural  gas  of  Kansas 
and  of  Fort  Worth,  Texas:  1*84  p.c.  was  found 
in  the  gas  at  Dexter,  Cowley  Co.  (Cady  and 
McFarhind,  J.  Amer.  Chem.  Soc.  1907,  29, 
1 523).  A  plant  was  erected  at  Calgary  (Canada) 
for  the  separation  of  helium  from  the  natural 
gas  of  the  Alberta  fields.  During  the  European 
War  about  200,000  cubic  feet  of  helium  were 


produced  in  the  United  States.  The  gas 
contained  92*5  p.c.  of  puro  helium.  It  was 
stored  in  steel  cylinders  at  a  pressure  of  a  ton 
per  square  inch.  Each  cylinder  containing 
200  cubic  feet  when  exposed  to  atmospheric 
pressure  (Chem.  Abst.  Amer.  Chem.  Soc.  1919, 
13,  2258).  For  a  description  of  the  mode  of 
extraction  and  purification,  9te  McLennan 
(Chem.  Soc.  Trans.  1920,  117,  923).  It  has 
also  been  found  occluded  in  meteoric  iron 
(Ramsay  and  Travers,  Proc.  Roy.  Soc.  60,  442). 
The  following  table  of  mineral  springs  from 
which  gas,  containing  a  large  percentage  of 
helium,  is  evolved,  is  given  by  Moureu  and  Lepape 
(Compt.  rend.  1912,  156,  197)  :— 


Location  of  Spring 


Santenay  (C6te-d'0r)— 
Source  iJthlum  . 
„      Gamot    • 
„      Fontaine-Sal^ 

Malzi^res  (Cdte-d'Or)— 
Source  Bomaine . 


Grtoy  (Sa^ne-et-Lolre)— 
Source  d  ys 


Bourbon  Lancy  (Sa6ne 
et-Loire>— 
Source  du  Lymbe 


N6ris  (Alller>— 
Source  Otear 


La   Bonrbonle  (Puy-de- 
Ddme>— 
Source  Choussy  . 


Helium 

p.  c.  In 

natural 

gas 


10-16 
9-97 
8*40 


5-02 
2*18 


1-84 
0-97 


0-1 


Yield  In  litres  per 
year  of 


Natural 
gas 


Helium 


51,000       5182 
179,000    17,846 


18.250 


1080 


547,500 


3.504.000 


30,484,800 


10,074 


83,990 


3048 


If  the  helium  be  assumed  to  come  in  the  first 
place  from  radioactive  disintegrations,  it  may 
be  looked  upon  either  as  nascent  helium  evolved 
immediately  it  is  produced  or  as  dissolved,  or 
ancient  hehum  evolved  by  the  disintegration  of 
minerals  in  which  it  has  been  absorbed.  The 
quantities  are,  however,  too  laige  for  the  former 
view,  and  it  is  more  probable  that  the  immediate 
source  is  dissolved  nelium.  It  is  to  be  noted 
also  that  most  of  the  above  stations,  as  well  as 
other  sources  of  radioactive  gas,  are  grouped 
in  the  neighbourhood  of  a  line  drawn  through 
the  towns  of  Moulins,  Dijon,  and  Vesoul  (J. 
Soo.  Chem.  Ind.  1912,  31,  720). 

Premratum  and  purification, — ^The  prepara- 
tion  of  helium  always  involves  its  separation 
from  a  mixture  with  nitrogen,  aigon,  krypton, 
&c.  The  mixed  gases  may  be  obtained  by  any 
of  the  following  methods : — 

(1)  From  *  atmospheric  *  nitrogen,  by  passing 
the  gas  over  heated  magnesium  (Ramsay  and 
Travers,  Proc.  Roy.  Soc.  64,  183) ;  or  a  heated 
mixture  of  magnesium  and  Ume  (Maquenne, 
Compt.  rend.  121,  1147),  when  the  nitrogen  is 
absorbed  and  the  inert  gases  can  be  collected. 

(2)  By  fractional  (ustiUation  of  liquid  air, 
according  to  the  method  of  Ramsay  and  Travers 
(Phil.  Trans.  1901, 197, 47).  Claude  has  designed 
an  apparatus  for  producing  considerable  quan- 
tities of  the  lighter  constituents  of  the  atmo- 
sphere (Compt.  rend.  1908,  147,  624). 
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(3)  From  certain  mioeral  springs  {V'SX  (For 
methods  of  ooUecting  the  gases  see  Travera' 
Study  of  Gases,  chap.  iT.»  and  Proc.  Boy.  Soo. 
60, 442.)  The  gaaes  from  King's  well,  Baui,  con- 
tain 0'12  p.c.  of  helium  by  yolume,  and  have 
been  used  as  a  source  of  the  gas  by  Bayleigh 
(Proo.  Roy.  Soc.  1896,  69,  198),  the  oz^gan  and 
tiitroffen  being  sejparated  as  from  air.  It  is 
calculated  that  this  well  produces  about  1000 
Utres  of  hehum  annually. 

The  Wildbad  springs  contain  0*71  p.o.  of 
helium.  For  deteminatioos  of  the  amount  of 
helium  in  various  natural  gaaes,  see  McLennan 
(U), 

(4)  By  heating  certain  minerals  alone,  or 
with  dilute  sulphuric  acid  or  acid  potassium 
sulphate.  This  is  probably  the  best  method  of 
prepaiing  helium,  and  may  be  carried  out  as 
follows ; — 

The  mineral  in  fine  powder  is  introduced  into 
a  wide  tube  of  hard  glass  or  iron  sealed  at  one 
end  and  connected  by  a  rubber  joint  with  a 
manometer  and  a  reservoir,  in  which  the  gas 
can  be  collected  over  merouiy.  The  whole 
apparatus  is  completely  evacuated  and  the  tube 
slowly  heated  to  redness.  When,  after  some 
hours,  the  evolution  of  hdium  becomes  veiy 
slow,  the  heating  is  stopped  and  the  gas  is 
pumped  out  of  the  reservoir  (Travers*  Gases. 
111).    Fusion  with  an  equal  weight  of  acid 

Edum  sulphate  in  a  hard  glass  tube  gives  a 
yield,  out  much  frothing  takes  ]^aoe, 
preferable  method  is  to  heat  with  alute 
sulphuric  acid  in  an  evacuated  flask  (Travers, 
Proc.  Roy.  Soo.  1898,  64,  131).  This  iB  a  com- 
paratively cheap  method  of  production  as  i  gram 
of  cleveite  yiefda  over  3*2  cc.  of  helium,  and 
a  kilog.  <^  the  mineral  can  be  obtained  for 
£1. 

From  the  mixture  of  gases  thus  obtained  pure 
helium  may  be  isolated  by  one  of  the  following 
processes: — 

Jaoquerod  and  Perrot  have  found  that  quartz 
is  permeable  to  helium  at  1000°-1200'' ;  there- 
fore  by  surrounding  a  quartz  tube  with  impure 
helium  at  that  temperature  and  pumping  away 
the  gas  from  the  interior  it  can  be  obtained  free 
from  nitrogen  and  other  inert  gases  (Compt. 
rend.  1907,  144,  135).  Watson  has  shown  that 
this  process  is  not  practicaUe  with  some  kinds 
of  fused  quartz  (Ghem.  Soc.  Trans.  1910,  812). 
Ramsay's  method  consists  in  introducing  the 
impure  gas  into  a  vacuous  tube  containing 
chareoal  at  the  temperature  of  liquid  air  (Proc. 
Roy.  Soc.  1905.  A,  76,  HI).  Under  these  condi- 
tions all  gases  except  helium  and  neon  are 
completely  oondenaed,  and  the  vapour  pressure 
of  neon  is  so  much  less  than  that  of  helium,  that 
by  systematic  repetition  of  the  process  a  perfectly 
pure  product  can  be  obtained  (Watson,  /.c). 

For  a  continuous  flow  apparatus  for  the 
purification  of  impure  helium  mixtures,  see 
Edwards  and  Elworthy  (Trans.  Roy.  Soc. 
Ganada,  1919,  13,  [ilL]  47).  HeUum  contaioing 
at  least  12  p.c.  of  impurity  can  readily  be 
purified  by  passing  in  a  continuous  stream  over 
charcoal  at  the  temperature  of  liquid  air  or 
oxygen.  The  helium  is  not  absorbed.  The 
rate  of  flow  can  be  increased  to  at  least  10  litres 
per  hour  without  decreasing  the  efficiency  of  the 
absorption.  By  the  use  of  two  or  more  sets  of 
chareoal  tubes  in  parallel  the  process  may  be 


made  cpntinuoua,  as  the  charooal  may  be 
revivifiied  without  disturbing  the  flow. 

Pnyperties. — ^Helium  has  so  far  resistMi  all 
efforts  to  cause  it  to  combine  with  other  elements. 
It  appears,  however,  to  be  absorbed  to  soma 
extent  by  the  finely  divided  platinum  deposited 
on  the  walls  of  a  vacuum  tube  with  platinum 
elactrodes  by  the  continued  passage  of  an  electric 
dischaige  (Travers,  Proc.  Boy.  Soc.  60,  449). 
This  aifforda  a  method  of  separating  anudl 
amounts  of  hdium  and  arson,  as  the  latter  is 
only  aligbtly  absorbed  under  these  conditions. 
Gooke  has  found  that  zino  vaporised  in  hsiium 
has  a  vapour  denatty  12  p.c.  greater  than  when 
vaporisea  in  nitrogen  at  the  same  tempera- 
ture (Zeitsch.  phyukal.  Ghem.  1906,  65,  637). 
This  indicates  aome  tendency  toward  combi- 
nation. 

There  is  p|ossibly  some  connection  between 
the  chemical  inertness  of  the  gas  and  the  fact 
that  its  molecules  are  monatomic  as  shown 
by  determinations  of  the  ratio  of  the  i^ecific 
heats.  Behn  and  Geiger,  using  a  modification 
of  Kundts'  method,  have  found  the  value 
C>/G*>=i*63,  which  agrees  with  that  required 
b  V  theory  and  found  experimentally  in  th.e  case 
of  other  monatomic  gases,  e,g,  mereury  (Ber. 
deut  phvs.  Gee.  1907,  6,  657). 

The  following  determinations  of  the  density 
of  helium  have  been  made  (0^16) : — 

Ramsay  and  Travers  (Phfl.  Trans.  1901,  197, 47) 

D*sl*98 
Olzewski  (Ann.  Physik.  1905,  [iv.]  17,  997) 

D*=2-00 

Sohieri(^ D«=  1*985 

Onnes  <I>^den,  Gomm.  1908,  No.  108)  D»2-02 
Watson  ((jhem.  Soc.  Traoa.  1910,  97,  827) 

D=l-997 

According  to  Heuse  (Ber.  deut.  phys.  Ges. 
1913,  16,  518),  the  weight  of  a  normal  litre  of 
helium  is  0*17856^0*00008  gram.  It  is  next  to 
hydrogen  the  lightest  gas  known,  and  may  be 
used  for  filling  balloons  for  which  it  is  preferable 
to  hydrogen  on  account  of  its  non-inflammability. 

The  fact  that  helium  is  both  non-inflammable, 
non-explosive,  and  possesses  92  p.c.  of  the  lifting 
power  of  hydrogen,  makes  it  a  most  suitaUe 
nUing  for  airship  envelopes.  By  the  use  of 
helium,  tiiie  engines  of  aurships  can  be  placed 
within  the  envelope  if  desired.  A  further 
advantage  possessed  by  helium  over  hydrogen  is 
that  the  Duoyancy  may  be  increased  or  decreased 
at  wm  by  heat^and  cooling  the  gas  b^  electric 
or  other  means,  which  fact  may  possibly  lead 
to  considerable  modifications  in  tne  technique 
of  airship  maaoduvring  and  navigation.  More- 
over, the  loss  of  gas  from  diffusion  through  the 
envelope  is  less  with  helium  than  with  hydrogen 
to  the  extent  of  about  30  p.c.  (McLennan,  Lc). 
Helium  may  be  mixed  with  hydrogen  to  the 
extent  of  26  p.c.  without  the  mixture  becoming 
inflammable  (Satterly  and  Burton,  Trana.  Roy. 
Soc.  Ganada,  1919,  13,  [iii.]  211;  e/.  Ledig, 
J.  Ind.  £^.  Ghem.  1920,  12,  1098). 

The  molecular  weight  is  taken  as  4*00,  and 
as  the  gas  is  monatomic  this  is  also  the  atomic 
weight. 

The  refractive  index  of  helium  is  about 
rOCk)035  for  the  whole  of  the  visible  speotrum, 
the  dispersive  power  being  very  small  (Scheel 
and  Schmidt,  Ber.  deut.  Phys.  Ges.  1908,  6, 
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207;  H«rmAim,  ibid,  1908,  6,  211,  246).  The 
aconrate  value  of  fi  for  the  D  lines  is  1*00003500 
(Burton,  Proc.  Roy.  Soo.  1008,  A,  80,  300; 
Cnthbertson  and  Metcalf,  ibid.  411). 

Helium  is  diamagnetic  (Tanzler,  Ann. 
Phyrak.  1007,  [iv.]  24,  031).  Its  coefficient  of 
solubility  in  water  is  less  than  that  of  hydrogen, 
bCTQg  0-00067  at  0^,  0*00006  at  20°,  and  0*0108 
at  50°  (Antropoff,  Zeitsoh.  Elektiochem.  1010, 
25,  260).  Helium  resembles  hydrogen  also  in 
that  the  product  of  pressure  and  volume  increases 
with  the  pressure,  and  it  is  therefore  used  in 
t^rmometry  at  low  temperatures. 

Iron,  platinum,  palladium,  and  platinum- 
indium  are  all  impervious  to  helium  at  tmnpera- 
tures  up  to  1500°  (Dom,  Phys.  Ztg.  7,  312). 
The  spectirum  of  hehum  is  characterised  by  the 
presence  of  a  strong  Une,  D^,  in  the  yellow 
(A =5876),  which  has  been  shown  to  be  double, 
and  a  bpght-green  line  {An5016)  (c/.  Btack, 
Ber.  Deut.  j^ys.  Qee.  1014, 16, 468).  The  colour 
of  the  glow  given  by  the  ma  in  a  Plucker's  tube 
varies  with  1^  jMreesuie,  oeing  yellow  at  7  mm. 
and  green  at  1-2  mm.  pressure,  acoording  to  the 
strength  of  one  or  other  of  these  lines.  This 
phenomenon  led  Rnnfie  and  Paschen  to  assume 
that  helium  consists  of  two  componeni»  (Nature, 
1805,  52,  520).  This  idea  has  been  disproved 
by  subsequent  experiments  (Nature,  1807,  56, 
380). 

After  many  fruitless  attempts  helium  was 
first  liquefied  by  Onnes  (Proc  K.  Acad.  Wetensch. 
Anuteidam,  1000,  11,  168;  Compt.  rend.  147, 
421),  who  found  that  when  cooled  in  solid 
hydrogen  it  gave  "tibe  Joule-Kelvin  effect  on 
expansion  through  a  small  noBzle  and  could 
therefore  be  Mquefied  by  the  Ldnde  process. 
From  200  litres  of  tiie  gas  he  thus  ootained 
over  60  c.o.  of  liquid  helium  in  3  hours. 

It  is  a  ookymless  mobile  iiqud  of  density 
0*122,  being  thus  the  lightest  liquid  known.  It 
boils  at  4*5°  abscrfute,  and  has  a  critical  tempera- 
ture about  5°  absohite,  witii  a  critical  pressure 
of  2*75  atmospheres.  By  the  rapid  evaporation 
of  liquid  helium  a  temperature  within  1°  or  2° 
of  the  absolute  eero  has  been  reached,  but  there 
was  no  in<fication  of  the  formation  of  the  solid 
(Onnes,  Proc.  K*  Acad.  Wetensch.  Amsterdam, 
1900,  12,  175;  ibid,  1011,  14,  678).  Liquid 
heSiuin  has  a  point  of  maximum  density  in  the 
neighbourhood  of  2°  absolute  (Onnes,  Communi- 
cation from  Phvs.  Lab.  of  Leyden,  No.  110). 

A  method  has  been  described  by  Boidae 
(Compt.  rend.  1008,  146,  628)  for  the  detection 
of  small  amounts  of  hehum  by  means  of  a 
Plucker  tube  connected  with  a  ]>ewar  tube  con- 
taining charcoal  (Dewar,  Proc.  Boy.  Soc.  1004, 
74,  127). 

Methods  of  determining  small  amounts  of 
helium  and  hydrogen  in  air  by  means  of  the 
Jamin  interferometer  have  been  described  by 
McLennan  and  Elworthy  (Trans.  Boy.  Soc. 
Canada,  1019, 13,  [iH.]  10).  For  the  application 
of  tiie  catharometer  for  the  estimation  of  the 
hehum  content  in  a  mixture  of  gases,  see  Murray 
(idem,  1010,  13,  [iii.]  27). 

Tschermak  has^uggested  tifte  use  of  a  vacuum 
tube  containing  helium  as  a  standard  in  speotro- 
scopy,  and  as  a  source  of  light  in  determining 
refractive  indices,  &c.  (Chem.  Soc.  Abstr. 
1002,  H.  180).  Collie  has  found  that  the 
spectrum  of  helium  is  considerably  modified  by 


the  presence  of  meroorv  vapour  and  recommends 
a  heUum-mercury  tube  containing  a  trace  of 
hydrogen  as  a  standard  in  spectroscopy  (Proc. 
Boy.  Soc.  1002,  71,  25). 

Productum  of  helium  from  radioactive  dements. 
— ^The  gas  evolved  from  a  solution  of  radium 
bromide  is  a  nuxture  of  oxygen  and  hydrogen 
with  a  radioactive  emanation,  which  can  be 
obtained  pure  by  condensation  at  a  low  tempera- 
ture. When  volatilifled  into  a  dosed  space  the 
emanation  phosphoresces  and  gives  a  character- 
istic i^ectrum,  but  in  the  course  of  about  four 
days  the  radioactivitv  disappears  and  the 
spectrum  changes  to  that  of  helium  (Bamsay 
and  Soddy,  Proc.  Boy.  Soc.  1003,  72,  204; 
1004,  73,  346).  During  this  chaose  the  volume 
increases  to  three  times  that  of  the  original 
emanation  (Dewar  and  Curie,  0)mpt.  rend. 
1004,  138,  100 ;  Indrikson,  Physikal.  Zeitsch. 
1004,  5,  214;  Himstodt  and  Meyer,  Ann. 
Phyaik.  1004,  15,  164). 

It  is  probable  that  heiinm  i»  the  final  product 
of  the  disintesFation  of  radium.  The  rate  of 
production  of  helium  is  0*37  cub.  mm.  per  day 
from  70  mgm.  of  radium  chloride*  and  agrees 
with  that  calculated  by  Butherford  on  the 
assumption  that  a-partioles  are  heUum  atoms 
carrying  two  ionic  charges  (Dewar,  Proc.  Boy. 
Soc.  1008,  81,  A,  280). 

Helium  is  also  a  product  of  the  disint^pcation 
of  aetinium  (Gieael,  Ber.  1007,  40,  3011),  and  of 
tiiorium  radioactivity  (Strutt,  Proc.  Boy.  Soc. 
1007,  80,  A,  56).  The  rate  of  production  in 
this  ease  also  supports  the  -view  that  the  a- 
particle  is  identi(»l  witii  the  helium  atom 
(Soddy,  Phil.  Msg.  1008,  [vi]  16,  513 ;  PhyaiktJ. 
Zeitsch.  1000,  10,  41). 

HBLKOMlEN.  Trade  name  for  a  basic 
bismuth  dibromohydroxynnaphthoate.  Yellow 
odourless  powder.  Used  as  a  substitute  for 
iodoform. 

HELLANDUE.  SiUcate  of  yttrium,  erbium, 
calcium,  aluminium,  and  manganese  crystallised 
in  the  monocUnic  system.  One  analysis  showed 
Y,0,  10*20,  Er.O,  15-43,  Ce,0,  1*01  i).c.  The 
crystals  are  prismatic  in  habit,  and  when  fresh 
are  nut-brown  in  colour  with  a  resinous  lustre 
on  the  conchoidal  fracture.  Sp.gr.  3*70  ;  H.  5^. 
The  mineral  is  readily  soluble  in  hydrochlonc 
acid  with  evolution  of  chlorine,  and  it  is  fusible 
in  the  Bunsen  flame.  Usually,  however,  it  is 
much  altmd  to  a  yellow  or  white  earthy  material 
which  is  optically  isotropic  and  contains  much 
water.  The  crystals  are  found  singly,  in  associa- 
tion with  tourmaline,  apatite,  thorite,  orthite. 
&c.,  embedded  in  the  granite  pegmatite-veins 
which  are  quarried  for  felspar  in  the  neighbour- 
hood of  Kragerd  in  the  south  of  Norway. 

L.  J.  S. 

HELLEBORfSiN,  HELLEBORIN,  HELLmO- 
RESIN,  HEIXEBORETIN,  v.  Black  hbllebobe 

ROOT. 

HELL-HOFFITE  f.  Explosives. 

HEUHTOL.  Trade  name  for  a  compound 
of  hezamethylenetetramine  (urotropine)  and 
anhydromethyiene  citric  acid.  Known  also  as 
neurotrophine  and  uropuigol.  A  nuxture  with 
hetraline  forms  citramine  or  citraminozyphen 

(t7.  SYWTHBnC  DBUOS). 

HEMELUTBEMOL   v,    Phekol    and    its 

HOMOIOOUBS. 
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HEMIMORPHITE  (or  Electric  Calamine). 
Hydrous  silicate  of  zinc,  H|Zn,Si05,  crystal- 
Using  in  the  orthorhombic  system,  and  an 
important  ore  of  zinc.  The  water  is  expelled 
only  at  a  red  heat,  and  the  formula  may  be 
written  as  an  acid  salt  or  as  a  basic  metasilicate 
Zn.(OH)2Si08»  or  as  a  basic  diorthosilicate 
H2Zn2(ZnOH)2(Si04)t.  An  important  chemical 
character,  of  help  in  recognising  the  mineral, 
is  the  fact  that  it  readily  gdatinises  with 
acids.  Crystals  are  not  uncommon,  but  are 
usually  small ;  they  are  often  grouped  in  fan- 
like aggregates,  at  the  edges  of  ^imich  the  perfect 
prismatic  cleavage  with  pearly  lustre  may  often 
De  seen.  When  doubly  terminated,  they  show 
a  characteristic  hemimorphio  development, 
different  kinds  of  faces  being  present  at  tne  two 
ends  of  the  vertical  axis.  Connected  with  this 
polarity  is  the  strong  pyroelectrio  character  of 
the  crystals.  The  mineral  also  forms  mamillated 
and  stalactitic  masses;  or  it  may  be  massive 
and  cavernous  and  cellular,  being  then  often 
mixed  with  clayey  matter  or  smithsonite.  The 
colour  ranges  from  white  to  yellow  and  brown, 
and  is  sometimes  bright  blue  or  green.  Sp.gr. 
3*45 ;  H.  4^.  Hemimorphite  usually  occurs 
in  association  with  zinc  carbonate  (smithsonite) 
and  zinc-blende  and  ores  of  lead,  often  as  veins 
and  beds  in  limestone  strata.  I^e  large 
crystals  are  found  at  Banta  Eulalia,  Chihuahua, 
Mexico;  and  the  mineral  has  been  mined  as 
an  ore  at  several  localities;  e.g.  Cumberland, 
Altenberg  in  Rhenish  Prussia,  Sardinia,  San- 
tander,  Hungary,  Rhodesia,  United  States, 
British  Columbia,  &c.  The  ambiguous  name 
calamine  {q,v.)  is  often  applied  to  this  mineral 
species.  L.  J.  S. 

HEMIPINIC  ACIDS  CioHioO..  n-Hemipinic 
acid  (3 :  ^-dimethoxybemene-l :  2-dicarboxylieacid) 
is  a  product  of  oxidation  of  narcotine  (W5hler» 
Annalen,  1844,  50,  17;  Blythe,  ibid,  43);  of 
opianio  acid  (Beckett  and  Wright,  J.  1876,  806) ; 
of  berberine  (Schmidt,  Ber.  1883,  16,  2589) ;  of 
corydaline  (Dobbie  and  Lauder,  Chem.  Soc. 
Trans.  1894,  57  ;  ibid.  1895, 18 ;  ibid,  1897,  657  ; 
ibid.  1902,  146 ;  Martindale,  Arch.  Pharm.  1898, 
236,  214) ;  and  of  other  alkaloids.  It  is  pre- 
pajed  by  boiling  the  oxide  of  opianic  anhy- 
dride with  potassium  hydroxide.  The  solution 
is  then  acidified  and  extracted  with  ether 
(Goldschmidt,  Monatsh.  1888,  9,  766).  It 
crystallises  with  }  and  also  with  2  molecules  of 
water. 

Properties. — ^Both  in  the  normal  and  the 
meta  acids  the  m.p.  varies  With  the  rate  of 
heating.  When  heated  rapidW^  it  has  m.p. 
about  181**  (Dobbie  and  Lauder,  Chem.  Soc. 
Trans.  1899,  678).  It  is  sparingly  soluble  in 
cold  water,  readUy  so  in  alcohol ;  the  aqueous 
solution  gives  an  orange-yellow  precipitate  with 
ferric  chloride,  and  no  precipitate  with  silver 
nitrate  solution.  When  heated  with  ammonia 
it  yields  an  imide  CioH^NO^  (Kiihn,  Ber.  1895, 
28,  809),  the  potassium  salt  of  which  when 
heated  with  ethyl  iodide  at  150®  yields  the 
characteristic  hemipinethylimide ;  m.p.  92^-96° 
(Goldschmidt  and  Ostersetzer,  Monatsh.  1888, 
9,  762;  Liebermann,  Ber.  1886,  19,  2282; 
Freund  and  Heim,  ibid.  1890,  23,  2906).  When 
treated  with  phosphorus  pentachloride  at  140® 
hemipinic  acid  yields  the  anhydride,  which  is 
also  obtainecl  by  the  action  of  equal  volumes  of 


methyl  alcohol  and  concentrated  sulphuric  acid 
on  the  acid  (Beckett  and  Wright,  l.c. ;  Wegschei- 
der,  Monatsh.  1897,  18,  649). 

The  anhydride  Cififi^  forms  brilliant 
needles;  m.p.  166®-167®.  It  reacts  with 
hydroxyquinoC  forming  dihydroxydimethosey  fiuo- 
rescein  (Liebermann  and  Wolb&g,  Ber.  1902, 
35,  1782),  and  with  resordnol,  forming  di- 
melhoaeyfluoreacein  (Fried!,  Weizmann,  and 
Wyler,  Chem.  Soc.  Trans.  1907,  1584). 

La^odzinski  has  synthesised  alizarin  from 
hemipmic  acid  by  treating  the  latter  with 
benzene  in  the  presence  of  aluminium  chloride. 
The  aluminium  compound  so  formed  is  decom- 
posed with  hydrochloric  acid,  and  the  resulting 
product  CisHjjOjjHjO  is  dissolved  in  cold 
sulphuric  acid  and  heated  to  100®.  The  violet 
solution  is  jpoured  on  to  ice  and  the  mono-methyl 
ether  of  alizarin  so  obtained  is  decomposed  wiUi 
hydrogen  iodide  (Ber.  1895,  28,  1427). 

The  melhyl  ester  exists  in  2  modifications; 
m.p.  12r-122®  and  138®  respecUv^y,  the  latter 
bemg  the  more  stable  form  at  ordinary  tempera- 
ture (Wegscheider,  Monatsh.  1897,  18,  418,  589, 
629). 

Other  esters  (Wegscheider,  l,c, ;  Monatsh. 
1902,  23,^327,  381;  Land&u,  Ber.  1898,  31, 
2090 ;  Cahn-Spever,  Monatsh.  1907,  28,  803) ;  a 
number  of  metaUio  salts  (Salzer,  Ber.  1897,  30, 
1102),  and  many  other  derivatives  have  been 
obtained  (Goldschmidt,  Monatsh.  1887,  8,  512 ; 
Mealen,  Rec  trav.  chim.  1896,  15,  282,  323; 
Claus  and  Predagi,  J.  pr.  Chem.  1897,  [ii.]  55, 
171 ;  Besteizycki  and  Fink,  Ber.  1898,  31,  930  ; 
Wegscheider,  Z.C.,  and  Monatsh.  1903,  24,  375 ; 
Dobbie  and  Lauder,  l,c.,  amongst  others). 

On  gentle  nitration,  hemipinic  add  yields 
chiefly  nitro  derivatives,  but  on  more  energetic 
nitration  5 : 6-dimtro-2 : 3-dimethoxybenzoic  acid 
is  formed  (Wegscheider,  Monatsh.  1908,  29,  54» 
557  ;  ibid.  1910,  31,  709). 

m-Hemipinic  acid  (4  :  5-dimethoxybenzene« 
2  :  3-dicarboxylic  acid)  is  a  product  of  the  oxida- 
tion of  papavarine  (Goldschmidt,  Monatsh.  1885, 
6,  380) ;  of  laudanin  (^tid.  13,  695) ;  and  of 
corydio  acid  (Dobbie  and  Marsden,  Chem,  Soo. 
Trans.  1897,  664).  It  is  also  obtained  by  the 
oxidation  of  trimethylbrazilin  (GUbody,  Perkin, 
and  Yates,  Chem.  Soc.  Trans.  1^1,  1400 ;'  ibid. 
1902,  1045) ;  of  tetramethylhaematoxylin  {ibid. 
1061) ;  and  of  4 :  5-dimethoxy-o-toluic  add  (Luff, 
Perldn,  and  Robinson,  ibid.  1910, 1136).  It  caa 
be  prepared  according  to  the  following  method : — 

5 : 6-Dimethoxy-l-hydrindone  (3  grams)  is 
boiled  with  nitric  acid  (12  grams)  and  water 
(36  CO.).  The  clear  yellow  solution  is  neutralised 
with  sodium  carbonate,  mixed  with  hydrochloric 
add  until  the  solution  turns  Congo  paper  blue, 
evaporated  to  dryness,  the  residue  mixed  with 
sand  and  extracted  in  a  Soxhlet  apparatus 
with  ether.  The  ethereal  solution  is  dried  over 
anhydrous  sodium  sulphate,  evaporated,  and 
the  residue  dissolved  in  hot  water,  and  after 
digestion  with  animal  charcoal  and  filtration,  the 
solution  is  allowed  to  evaporate  slowly  in  the 
air.  It  can  also  be  obtained  by  the  oxidation 
of  tdo-nitrosodimethoxyhvdrindone  with  potas- 
sium permanganate,  which  gives  an  almost  theo- 
retical yield  (Perkin  and  Robinson,  Chem.  Soc 
Tmns.  1907, 1083)  and  by  heating  aqueous  dime- 
thoxycarboxybenzoyl  formic  add  (Perkin,  ibid, 
1902, 1025 ;  see  also  Perkin  and  Yates,  ibid.  242). 
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m-Hemipinio  acid  ciystallises  with  1  and  with 
2  molecules  of  water,  has  m.p.  about  199°  . 
(Dobbie  and  Lauder),  and  is  much  less  soluble  in  j 
water  than  the  normal  acid.  Its  aqueous  solutign 
gives  a  cinnabar  orange  precipitate  with  ferric 
chloride  and  a  white  precipitate  with  gilver 
nitrate.  On  heating  it  forms  an  anhydride, 
m.p.  175° ;  when  fused  with  potash  it  yields 
protocatechuic  acid  and  carbon  dioxide.  When 
treated  with  nitric  add  it  gives  dinitroveratrol, 
whilst  on  reduction  it  yields  4 : 5-dihydrozy- 

fhthalic  acid  (Rossin,  Monatsh.  1891,  12,  488). 
ts  eikylimide  has  m.p.  228°-230°,  and  unlike  that 
from  the  normal  add,  it  is  verv  sparingly  soluble 
in  methvl  alcohol.  The  ethyl  esters  have  been 
prepared  by  Rossin  (l.c,). 

HEMISINE.  Syn.  for  Adrenaline  (^.v.) ; 
also  SYinnBTio  drugs. 

HEMLOCK  SPRUCE  RESDf  v.  Rbsiks. 

HEMP.  The  name  of  various  plants  and  of 
the  fibres  derived  from  them  (au,  also  Bast- 
FiBBBs).  The  following  list  embraces  these  fibres 
under  their  oommerdal  denominations,  with  the 
names  of  the  plants  which  produce  them  : — 

Common  hemp         •         •  Cannabis  saliva 

(Linn.). 
African  bowstring  hemp   .  Sansevieriaffuineensut 
0  (Willd.)andother8. 

Bastard  hemp  .         .  Datiaca      cannabina 

(Linn.). 
Bengal  or  Bombay  hemp  .  Crotalaria       juncea 

(Linn.). 
Bombay  hemp  (also)         .  Utbiacus  cannabinvs. 
Bowstrmg  (of  India)  hemp  Sansevieria        Box- 

burghii  and  others. 
Bowstring  (of  India)  hemp  ^  Calotropis    giganiea 

(also)  /     (Drvand.). 

Brown  hemp  .         .         .  Crotalaria       juncea 

(Linn.). 
Brown    (Indian)     hemp  \  Htbisctu         canna- 

(also)  /      bintLs  (Linn.). 

Florida  bowstring  hemp   .  Sansevieria  longiflara 

(Sims). 
Indian  (in  America)  hemp    Apocynum      canna- 

binum  (Linn.). 
Jubbalpore  hemp     .         .  Crotalaria       juncea 

(Linn.). 
Madras  hemp  .         .         .  Crotalaria       juncea 

(Linn.). 
Manilla  hemp  .         .         .  Musa  textilis. 
Sisal  hemp      .         ..        .  Agave  rigida  (MilL). 
Sunn  hemp     .         .         .  Crotalaria       juncea 

(Linn.). 
Virginian  or  Water  hemp.  Acnida      cannabina 

(Linn.). 

Of  these.  Cannabis  saliva,  nat.  ord.  Urti- 
cacece,  allied  to  the  hop  plant,  furnishes  the 
true  hemp.  The  plant  is  an  annual,  growing 
ordinarily  to  the  ndffht  of  8  or  10  feet,  but 
sometimes  exceeding  tiiat  limit  by  several  feet ; 
and  it  doubtless  owes  its  origin  to  some  part  of 
temperate  Asia.  On  extendmg  its  habitat,  the 
character  of  the  plant  changed  with  soil  and 
climate,  giving  origin  to  the  supposed  varieties 
C,  chinensis  and  C.  indica,  the  former  of  which 
is  cultivated  for  its  bast-fibres  (hemp),  while  the 
latter  is  grown  for  its  narcotics. 

Hemp  fibre  examined  by  the  microscope  re- 
sembles that  of  flax  in  being  round  and  ribbed ; 
it  has  a  mean  diameter  of  0*2  mm.,  and  exhibits 
small  hairy  appendages  at  the  joints.  Accord. 
Vol.  III.— T. 


ing  to  Haberlandt,  the  breaking  strain  of  a  cord 
of  1  sq.  mm.  section  is  on  the  average  34-5  kilos. 
In  Manilla  hemp  the  fibrous  bundles  are  oval, 
nearly  opaque,  and  surrounded  by  a  number  of 
rectangular  cells  composing  a  dried  tissue.  The 
bundles  are  smooth.  Siaal  hemp  forms  oval 
fibrous  trundles  surrounded  by  cellular  tissue ;  a 
few  smooth  ultimate  fibres  projecting  from  the 
bundles.  It  is  more  translucent  thim  Manilla, 
and  is  characterised  bv  the  laige  quantity  of 
spiral  fibres  in  the  bundle. 

Hemp  is  cultivated  (1)  for  its  fibre ;  (2)  for 
its  resin ;  (3)  for  the  oil  contained  in  its  seed  ; 
(4)  for  the  seed  itselt  The  tough,  elastic^  and 
durable  fibre  is  better  adapted  fo?  the  mannfac-  « 
ture  of  cordage  and  sail-cloth  than  any  other 
known  material.  It  is,  moreover,  employed  for 
canvas,  tarpaulin,  and  towelling.    The  finest 

Jualities  for  these  purposes  are  imported  from 
ibaly  and  Russia.  The  preparation  of  the  jSbre 
is  similar  to  that  of  flax ;  the  stems  being  bruised 
and  '  retted  *  or  fermented  in  water,  after  which 
thev  are  again  beaten  out  and  finally  *  scutched  * 
and  '  haclded  *  or  combed  {v.  Flax).  The  water 
in  wMch  hemp  has  been  steeped  produces  no 
evil  effects  on  the  health  of  a  district  when 
allowed  to  flow  into  running  water,  but  it  always 
destroys  the  fish  together  with  certain  v^etable 
growths  (Renodard,  Bled.  Zentr.  1880). 

The  resin  of  hemp  is  emploj^  in  India  as 
charas,  bhang  or  siaahi,  and  gdnjd,  in  which 
form  it  is  used  for  its  intoxicating  and  narcotio 
properties.  Charas  ia  the  resin  itself;  bhang 
or  siddhi  consists  of  the  dried  resinous  leaves  and 
stalks ;  it  is  used  for  smoking,  for  making  sweet* 
meats  along  with  honey  and  sugar,  or  for  form- 
ing a  potable  infusion.  Odnid  is  composed  of 
the  resinous  fruiting  heads  of  the  female  plant 
and  is  similariy  employed.  In  *A  Report  on 
Indian  Fibres  and  Fibrous  Substances,  Spon, 
1887,  it  is  stated  that  Cannabis  saliva  (var. 
indica)  is  chiefly,  if  not  exclusively,  cultivated 
on  account  of  its  nareotio  principle.  It  has 
been  found  that  the  narootic-yieiding  plant 
affords  only  a  worthless  fibre,  and  it  is  presumed 
that  the  climate  of  India  favours  the  production 
of  nareotic  at  the  expense  of  the  fibre.  To 
attempt  an  extension  of  its  cultivation,  fiscal 
difficulties  of  a  very  formidable  character  would 
also  have  to  be  overoome,  for  the  Government 
of  India  would  never  permit  a  plant  of  which 
the  leaves  and  flowers  yield  so  pernicious  a 
narcotic  to  be  widely  grown.  According  to 
Hunter  (The  Indian  Empire,  and  its  People, 
History,  and  Products,  2nd  ed.  455),  excise 
duties  are  levied  upon  these  resinous  products ; 
the  hemp  which  furnishes  them  is  cmefl^  con- 
fined to  a  limited  area  in  lUjshahi  district, 
Bengal,  and  to  the  inner  valleys  of  the  Hima- 
layas. The  use  of  them  is  a  frequent  cause,  not 
only  of  crime,  but  also  of  insanity.  Government 
attempts  to  check  consumption — ^first,  by  fixing 
the  retail  duty  at  the  highest  rate  that  will  not 
encourage  smuggling ;  and  secondly,  by  continu- 
ally raising  that  rate  as  experience  suggests. 

The  edfect  of  hemp-resm  and  its  compounds 
on  the  consumer  is  at  first  to  exhilarate  and  to 
promote  appetite.  Further  doses  produce  de* 
urium,  sleep,  and  sometimes  catalepsy. 

Hemp-resin  examined  by  T.  and  H.  Smith  is 
soluble  in  alcohol,  and  has,  a  warm,  bitter,  acrid 
taste  with  a  slight  odour.    It  m^lts  between  7^ 
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and  00%  and  has  a  pale-brown  colour, 
called  cannabin. 

The  oil  is  obtained  by  expression  from  the 
seed,  which  yields  from  25  to  30  p.c.  of  oil,  and 
70-75  p.c.  of  residual  cake  used  for  cattle  feed- 
ing, although  sparingly  on  account  of  its  laxative 
properties. 

The  seeds  themselves  are  used  as  food  for 
bii-ds,  some  kinds  of  which  are  inordinately  fond 
of  thepi.  They  are  roundish,  ovate,  of  a  grey 
colour,  and  contain  34  p.c.  of  oil  and  16  p.o.  of 
albuminoids. 

The  essential  oil  of  C  aativa  was  prepared 
by  L.  Valenta  (Gazzetta,  10,  47^-481)  by  dis- 
•  tilling  the  fresh  leaves  with  water  and  agitating 
the  resulting  milkv  distillate  with  ether.  The 
oil  dried  over  calcium  chloride  and  distilled 
repeatedly  from  sodium  is  colourless  and  mobile 
(b.p.  256''-258''}.  The  analysis  agreed  with 
the  fprmula  CisHsi ;  the  vapour  density  could 
not  be  determined,  as  it  decomposes  at  300®. 
The  essential  oil  mixes  in  all  proportions  with 
alcohol,  ether,  or  chloroform. 

HEMP  SEED  OIL,  The  hemp  plant,  Cannabis 
9ativa  (linn.),  is  cultivated  in  France,  Belgium, 
Germany,  Northern  Italy,  Algeria,  North 
America,  India,  Manchuria,  and  Japan.  A 
large  quantity  of  the  seed  is  still  grown  in 
FrwQce,  where  the  oil  is  expressed  for  commercial 
purposes.  The  seeds  yield  about  33  p.c.  of 
oil.  The  colour  of  the  freshly-expressed  oil  is 
light  green  to  greenish-yellow,  which  '  becomes 
brownish-yellow  on  keepmg. 

Hemp  seed  oil  contains  a  few  p.c.  of  solid 
glyoerides,  most  likely  palmitin,  with  a  small 
amount  of  stearin  or  arachin.  The  liquid  fattv 
aolds  in  hemp  seed  oil  consist  of  linolic  acid, 
and  smaller  quantities  of  oleic,  and  linolenic  (and 
MoUnolenic  (?) )  acids. 

Hemp  seed  oil  is  used  as  a  paint  oil,  though 
lees  frequently  in  this  country  than  on  the 
Continent.  Considerable  quantities  are  used  on 
the  Continent  for  making  soft  soap,  characterised 
by  a  dark  green  colour.  The  lower  qualities  of 
hemp  seed  oil  are  stated  to  be  used  in  the 
manufacture  of  varnishes. 

It  is  sometimes  used  as  an  adultoiunt  of 
linseed  oil,  and  mky  also  be  present  accidentally, 
owing  to  admixture  of  the  seeds  prior  to  ex- 
pression. 

The  following  values  have  been  recorded  for 
genuine  saniplos  of  hemp  seed  oil:  Sp.gr. 
15°/15°,  0-928a-0-9283 ;  saponification  value, 
190-192 ;  iodine  value,  157-166  ;  m.p.  of  fatty 
adds,  17^-21°.  The  presence  of  hemp  seed  oil 
in  linseed  oil  would  be  indicated  by  the  lower 
iodine  value,  and  lower  yield  of  insoluble 
bromides.  J.  L. 

HENBANE.  Uyowyamua.  Juaquiame^  Fr. ; 
BUaenkratU,  Ger. 

Henbane,  Hyoscyamus  niger  (linn.)  (Bentl. 
a.  Trim.  194),  is  one  of  the  group  of  poisonous 
plants  belonging  to  the  natund  order  Solanaceai 
and  is  nearly  related  to  belladonna,  stramonium, 
and  duboisia.  It  has  been  employed  in  medicine 
since  the  7th  century  and  an  aUted  species, 
having  similar  properties,  H,  albua  (Linn.)  was 
known  to  Dioecorides.  There  are  two  varieties 
of  H.  niger,  one  an  annual  and  the  other  a 
biennial.  Both  are  to  be  obtained  in  the  market, 
but  the  leaves  or  green  tops  of  second-year  plants 
of  the  biennial  variety  are  the  official  variety 


and  should  alone  be  employed  in  medicine 
(Hyoscyami  foUa,  B.P. ;  ayoscyamua,  U.S.P.). 
The  seeds  possess  still  greater  activity,  but  they 
are  only  used  in  the  manufacture  of  alkaloid. 
Henbane  is  a  coarse  hairy  erect  herb  with  pale- 
yelibwflowers  marked  with  purple  veins,  and  the 
whole  plant  evolves  an  unpleasant  odour.  It 
occurs  wild  throughout  Britain  and  most  parts  of 
Europe,  Asia,  and  Northern  Africa,  and  has  been 
naturalised  in  North  and  South  America.  Hen- 
bane is  employed  as  a  sedative,  anodyne,  or 
hypnotic,  and,  like  belladonna  and  stramonium, 
it  dilates  the  pupil  of  the  eye.  Its  activity  is 
destroyed  by  the  presraice  ii  free  alkali,  witJi 
which  it  should  therefore  not  be  administered 
(Garrod,  Pharm.  J.  17,  462  ;   18,  174). 

The  active  constituents  of  henbane  are  two 
alkaloids.  The  one,  hyoscyamine  Cy^'S.^JAO^ 
was  first  obtained  in  a  pure  state  by  Geiger 
and  Hesse  (Annalen,  7,  270)  and  more  com- 
pletely studied  by  Hohn  and  Reichardt  (Annalen, 
157,  98) ;  the  other,  present  in  much  smaller 
proportion,  Hyoscine  Ci  fH^iNOf,  was  discovered 
by  Ijadenburg  (Annalen,  206,  282).  The  sul- 
phate of  the  former  and  the  hydrobromide  of 
the  latter  are  ofiicial  in  the  B.P.  The  U.S.P. 
has  hyoscyamine  hydrobromide  and  scopo- 
lamine (=Hyo8cine)  hydrobromide.  The  alka- 
loidal  content  of  the  dried  leaves  is  veiy 
variable;  in  the  B.P.  drug  0*045-0*14  p.c. ; 
in  annual  plants  from  Southern  Europe,  0*03  p.c. ; 
in  isolatea  cases  yields  up  to  0*27  p.c.  have  been 
reported  (B.P.  (Jodex).  The  U.S.P.  demands  a 
minimum  of  0*065  p.c.  The  seeds  contain 
0*5-0*6  p.c.  of  alkaloid.  Hyoscyamine  also 
occurs  together  with  atropine  in  belladonna  and 
stramonium  (v.  STBAMONnm),  and  'duboisine,* 
the  alkaloid  of  Dvboisia  myoporoides  (R.  Br.), 
is  identical  with  byoscyamine  (Ladenbuig  and 
Petersen,  Ber.  20,  1661).  Both  hyoscyamine 
and  hyoscine,  like  atropine,  are  mydriatic 
alkaloids. 

To  obtain  hyoscyamine  from  henbane  seeds 
Hohn  and  Reichardt  first  deprive  them  of  fixed 
oil  by  treatment  with  ether  and  then  exhaust  by 
means*  of  alcohol  acidified  with  sulphuric  acid. 
The  clear  extract^  after  removal  of  the  alcohol 
by  distillation,  is  almost  neutralised  by  soda  and 
precipitated  with  tannic  acid.  The  moist  pre- 
cipitate is  mixed  with  lime  and  extracted  with 
alcohol  The  alcoholic  solution  is  acidified,  con- 
centrated, and  purified  by  washing  with  ether. 
The  alkaloid  is  then  set  £ree  by  the  addition  of 
soda  and  isolated  by  extraction  with  ether. 
Other  somewhat  similar  methods  have  been  sug- 
gested by  Rennard  (Neues  Rep.  Pharm.  17,  91), 
Thorey  (Pharm.  J.  [iii.]  12,  874),  and  Thibaut 
(Chem.  Zentr.  1875,  565).  Duquesnel  (J.  Pharm. 
Chim.  [v.]  5,  131)  extracts  the  seeds  with  hot 
90  p.c.  alcohol  containing  tartaric  add,  and  from 
the  solution  obtained  removes  the  alcohol  by 
distillation.  There  remains  a  residue  of  two 
layers,  a  lower  syrupy  and  an  upper  oily  layer, 
which  latter  is  found  to  oontam  most  of  the 
alkaloid,  perhaps  in  combination  with  a  fatty 
acid.  This  is  extracted  by  treating  the  oil  with 
water  acidified  with  sulphuric  acid.  The  solution 
is  nearly  neutralised  with  potassium  bicarbonate, 
concentrated  to  a  syrup,  and  extracted  with 
alcohol,  which  leaves  potassium  sulphate  un- 
dissolved. The  alcohol  is  removed  from  the 
solution  by  distillation,  and  the  residue,  diluted 
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with  water  and  treated  with  a  slight  excess  of 
potassium  bicarbonate,  is  eztractea  with  chloro- 
form. The  crude  hyoecyamine  is  removed  from 
the  chloroform  solution  by  water  acidified 
with  sulphuric  acid,  is  purified  by  treatment 
with  animal  charcoal,  and 'the  solution  is  then 
concentrated  to  a  syrup.  The  alkaloid  is  set 
free  by  an  excess  of  calcium  carbonate,  and 
mixed  with  sand,  is  dried  over  sulphuric  aoid. 
Finally,  treatment  with  chloroform  extracts  the 
hyoecyamine  and  yields  it  on  evaporation  in 
prismatic  needles. 

For  the  properties  and  reactions  of  hyoscya- 
mine  and  atropme  v.  Tbofsinxs. 

Brandes,  who  analysed  henbane  seeds,  found 
24  p.c.  of^ixed  oU  (Berz.  J.  21, 180) ;  a  substance 
'  hyoscypicrin,'  supposed  to  be  a  glucoside,  was 
obtained  by  Hohn  and  Beiohardt ;  and  the  pre- 
sence of  jpotassium  nitrate  in  the  leaves  was 
pointed  out  by  Thorey  and  in  the  medidnal 
extract  by  Attfield  (Pharm.  J.  3,  447).  . 

HyoecyamuB  muticus  (Unn.),  a  species  of 
henbane  occurring  in  certain  parts  of  India,  and 
particularlv  in  £gypt  and  the  Soudan,  has  been 
examined  by  Dunstan  and  Brown  (Chem.  Soo. 
Trans.  75,  72),  who  find  hyoscyamine  to  be  the 
only  alkaloid  present  in  any  notable  quantity. 
It  may  be  distinguished  from  H,  nigtr  by  the 
occurrence  of  characteristic,  branching,  non- 
glandular  hairs  on  the  stem  and  leaves.  Hyo- 
9cyamus  muikua  from  Eg^t  has  of  late  years 
become  the  principle  mdustrial  source  of 
hyoscyamine  (atropine).  G.  B. 

HENDECATOIC  or  UNDECATOIC  ACIDS 


1.  n-UvdecyUc  acid  CH^CH,],OOOH  is  a 
crystalline  solid  having  a  faint  smeU  of  caproic 
aoid ;  it  \b  obtained  by  the  redi^ction  of  unde- 
cylenic  acid  or  by  the  oxidation  of  methylunde- 
cylketone;  m.p.  28*5°;  b.p.  228'*  (IfiO  mm.) 
(Krafft,  Ber.  1879,  1664). 

2.  Methyl  dibtUyl  acetic  acid 

[C{CH,),],C(CH,)COOH 
is  obtained  with  other  products  by  the  oxidation 
of  Motributylene.    A  white  crystalline  solid,  in- 
soluble in   water,   but  soluble  in   alcohol   or 
ether;  m.p.  66°-70*' ;   b.p.  260°. 

3.  UmbeUulic  acid  C,,H„0,.  The  nuts  of 
the  Calif  omian  bay  tree  ( Umbellularia  Calif omica 
[Nutt.])  contain  about  60  p.c.  of  a  fat  easily 
soluble  in  ether.  It  is  a  white,  hard,  tallowy  mass 
m.p.  31°.  By  saponification  with  caustic  potash 
and  decomposition  with  hydrochloric  acid,  the 
acid  is  obtained  as  a  white  solid  with  a  faint 
odour  and  very  disagreeable  and  irritating  taste ; 
m.p.  31°-34°  ;  b.p.  276°-280°.  Its  alkyl  esters 
are  colourless  mobile  liquids  of  agreeable  odour 
(Spillman  and  O'Neill,  Amer.  Chem.  J.  1882, 
206).  Possibly  identical  with  cocinic  acid  found 
by  Saint-Evre  in  cocoa-nut  oil,  and  with  the 
undecylic  acid  of  Krafft  {v.  supra). 

HENDECBNOIC  ACID,  C^  iH^oO,,  an  acid  boil- 
ing at  258°-261°  found  in  petroleum ;  known 
also  as  petroleumic  acid.  It  is  obtained  from  the 
petroleum  distillate,  b.p.  250°-270°,  by  adding 
sodium  hydroxide  and  then  to  the  alkaline  ex- 
tract, sulphuric  acid.  This  is  treated  with 
alcohol  and  hydrochloric  acid,  and  the  resulting 
ester  fractionated  and  hydrol3r8ed  with  alcoholic 
potash  (Hell  and  Medinger,  Ber.  1874,  1217; 
1877,  451). 


HiiNNA  {Al'henneh,  AUhenna,  or  AU-Kenna). 
The  root  and  leaves  of  Lawsonia  aJba,  an  aqueous 
infusion  of  which  has  long  been  used  in  thQ  East 
as  a  prophylactic  against  certain  skin  diseases. 
The  root  is  considered  as  a  specific  against 
leprosy  and  the  flowers  are  used  in  preparing  a 
perfume.  The  fruit  is  employed  as  an  emmena- 
gogue.  Used  largely  as  a  dye  and  for  staining 
the  hair,  soles  of  the  feet^  pakns  of  the  huids 
and  nails  of  an  orange-red  colour,  and  to  colour 
the  manes  and  tails  of  horses. 

Lawsone,  CioH«Os,  the  colouring  matter 
contained  in  henna  leaves  is  a  hydroxy  naphtho- 
quinone, and  is  probably  identical  with 
2-hydh>xy-l*4-naphthoquinone.  (Tommasi, 

Gasz.  cbim.  itaL  1920, 50, 1. 263)  v,  IUkanet  and 

HEPARADEN  and  HBPARON  v.  Stnthetio 
D&nos. 

HEPAR  SICC.  V.  Synthsiio  drugs. 
HEPATIC  CINNABAR  v.  Cikkarab. 
HEPTOIC  ACIDS  C^HuO.. 

1.  n-Heptoic  add^  oenanthylic  add 

CH,(CH,),COOH 
Obtained  by  the  oxidation  of  oenanthol  (Bussy, 
Annalen,  60,  248 ;  Tilly,  ibid.  67,  107 ;  Kratft, 
Ber.  1882,  1717 ;  Schorlemmer  and  Grimshaw, 
Annalen,  170, 141) ;  also  formed  by  the  oxidation 
of  castor-oil,  of  oleic  acid,  and  of  normal  heptyl 
alcohol  (Schorlemmer,  Annalen,  161,  279; 
Tripier.  Bull.  Soc.  chim.  [iiL]  11,  99) ;  from  the 
normal  hexyl  cyanide  (Franchimont,  Annalen, 
165,  237) ;  and  by  the  reduction  of  dextrose- 
carboxylic  acid  (Kiliani,  Ber.  1886,  1130).  An 
oily  liquid ;  b.p.  222*4**  (7434  mm.),  m.p.  -  lOS**, 
8p.gr.  0-9183,  207. 

2.  isoHejAoic  flcid ;    a-tneihylhexoic  acid 

CHJ:CHJ,CH(CH,)C00H* 
Obtained  by  boiling  hexyl  cyanide  with  alcoholic 
potash  (Hecht,  Annalen,  209,  309),  or  by  the 
reduction  of  fructoeecarboxylic  acid  i( Kiliani, 
Ber.  1885,  3071).  An  oily  rancid  smelling  liquid ; 
b.p.  211-5°  (745-8  mm.),  sp.gr.  0*9138,  217. 
Soluble  in  278  parts  water. 

3.  Isocmanthylic  acid  found  among  the  pro- 
ducts obtained  by  heating  a  mixture  of  sodium 
acetate  and  sodium  t>ovalerate ;  b.p.  217°,  sp.gr. 
0*9260,  15°/  (Portsch,  Annalen,  218,  66). 

4.  isoAmyl  acetic  acid;    B-methylhexoic  acid 

(CHJ,CH[CHJ,COOH 
Obtained  by  the  action  of  sodium  and  iaoamyl 
iodide  upon  ethyl  acetate  (Frankland  and  Duppa, 
Annalen,  138,  338),  or  bv  the  distillation  of  iM>- 
amylmalonic  acid  (Paal  and  Hoffmann,  Ber. 
1890,  1498) ;  b.p.  208°-210°,  sp.gr.  0*9122,  13°/. 

5.  Methyl  diethyl  acetic  acid ;  aa-methyUthyl- 
butyric  acid  CH,(C,H5),CC00H.  Obtained  by 
prolonged  heating  of  methvl  diethyl  carbinol 
cyanide  with  strong  hydrochloric  acid 
(Schdanow,  Annalen,  185,  120) ;  b.p.  207°-208° 
(753  mm.) ;  almost  insoluble  in  water. 

6.  Methyl  i&opropyl  propionic  acid;  fiy-di- 
meihyltxderic  add 

CH,(CsH,)CH-CH,COOH 
Obtained  by  heating  sodium  t«ovalerate  with 
sodium  ethoxide  in  a  stream  of  carbon  monoxide 
(Loos,  Annalen,  202,  321) ;   b.p.  220°. 

7.  Ethylpropylacetic  add;  a-ethylvaieric  acid 
CH,(CH,),CH(C,H4)C0,H.  Obtained  by  hydro- 
lysing  ethylpropylacetoacetic  ester  with  alkali 
(KiUani,  Ber.  1886,  227j'f 'fe!i>."^0H°y  ""<3""^ 
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8.  Active  amylacdic  •  acid ;  y-mdhylhexoic 
acid  CH,(C,H0CHCH,CH,COOH.  Obtained 
by  hating  active  amylmalonic  acid  (Welt,  Ann. 
Chim.  [vii.]  6,  132) ;  b.p.  221** ;  sp.gr.  0-9149, 
20^/20°. 

9.  MeihyliscbtUylacetic  acid ;  ay-dimethyl- 
vdLeric  acid.  Obtained  by  heating  methylMO- 
butylmalonic  acid  (Burrows  and  Bentley,  Chem. 
Soc.  Trans.  1895,  511);   b.p.  204°-206^ 

wo-HEPTYLACETIC  ACID  v.  Nonoic  acids. 
nHBPTYLSUCCINIC  ACID 

C7H„-CH(C0,H)CH,C0,H 

Obtained  by  the  reduction  of  hezylita-,  -citra- 
or  -mesaconic  acids  with  sodium  anfalgam 
(Fittig  and  Hoeffken»  Annalen,  304,  337) ;  m.p. 
90°-91°. 

HBRABOL.    Sec  Myrrhs  art.  Gum  bbsins. 

HBRCULES  METAL  v.  ALuainriuM. 

HERCULES  POWDER  v.  Expiosives. 

HERMOPHENYL  v.  Synthetic  dsuos 

HERNIARINE  v.  Lactones. 

HEROIN  V.  Opium  and  Syntheiic  drugs. 

HERRING  OIL  is  obtained  from  the  several 
apecies  of  .herring,  Clupea  harengus  (North  Sea), 
C.  PaUasif  C,  and  V,  (Japan).  This  oil  is  now 
extracted  on  a  commercial  scale  in  Japan,  and 
genuine  specimens  of  such  oil  have  been,  pre- 
pared by  Tsujimoto.  The  Japanese  herring 
oil  yields  on  brominating  3*82-6*5  p.c.  of  the 
ootobromide  of  clupanodonic  acid;  which  is  a 
characteristio  constituent  of  all  fish  oils.  The 
herring  oils  produced  in  Europe  (Norway)  are 
not  kept  separate  from  other  fish  oils,  and, 
therefore*  do  not  represent  such  pure  oils  as 
those  described  by  Tsujimoto.  The  iodine  value 
of  geniune  herring  oil  ranges  from  103  to  123 
(Tsujimoto),  whilst  the  comnfercial  North  Sea 
herring  oil  has  a  higher  iodine  value  (about 
131-142). 

Like  all  other  fish  oils,  herring  oil  is  chiefly 
used  in  the  leather  industry.  J.  L. 

HKPERIDIN  V.  Glucosides. 

HESSIAN    PURPLE,    RED,    YELLOW,    v. 

AZO-COLOURINO  MATTERS. 

HESSITE   or  TELLURIC   SILVER.     Silver 
telluride,  Ag,Te,     crystallised    in    the    cubic 
system  and  isomorpbous  with  aigentite.    The 
nlver  (Ag  63*3  p.c.)  is  often  partly  replaced 
isomorphously  by  gold,  forming  a  passage  to 
petzite.    The    colour    is    lead-grey,    and    the 
material  somewhat  sectile;  8p.gr.  8*3-^*9,  H.  2^3.  ' 
The  best  crystals,  though  much  distorted,  are 
from    Botes    in    Transylvania,    and    massive , 
material  was  formerly  obtained  in  some  quantity  , 
in  the  Slavodinsk  mine  in  the  Altai  Mountains, 
Siberia.    The  mineral  has  also  been  found  in  ' 
California,  Colorado,  and  Utah.  L.  J.  S. 

HESStoNITE  V.  Garnet. 

HETEROXANTHINE,  l-methylxanthine,  , 

NHCOCNMe.  , 

1'methyl-2:6-dioxypurine      \  ||  >CH 

CONHC — ^N^ 
occurs  together  with  xanthine  and  parazanthine 
as  a  constituent  of  normal  human  urine  (Salomon,  , 
Ber.  1886,  18,  3406;  Virchow's  Archiv.  1891, 
125,  554) ;  10,000  litres  yielded  22*2  grams  of  the 
mixed  bases,  of  which  11 '.^6  grams  was  hetero- 
xanthine  (Salomon  and  Kriiger,  2ieit8ch.  physiol. 
Chem.  1898,  24,  364);  it  occurs  also  with 
xanthine  in  the  urine  of  the  dog  (Salomon,  ibid. 
1887,  1 1,  410).    Heteroxanthine  appears  to  be  a 


product  of  the  metabolism  of  theobromine  and 
caffeine,  for  when  rabbits,  dogs,  or  men  are 
dosed  with  these  alkaloids,  heteroxanthine 
appears  in  the  urine  (Bondzynski  and  Gottlieb, 
Ber.  1895,  28,  1113).  According  to  AlbanQse 
(Gazz.  chim.  ital  1895,  25,  ii.  298)  heteroxan- 
thine 4S  an  intermediate  product  in  the  transfor* 
mation  that  caffeine  undergoes  in  the  oreanism, 
the  methyl  groups  being  removed  one  oy  one 
until  xanthine  is  obtained,  and  this  is  converted 
into  urea  and  ammonia.  Heteroxanthine  acts 
as  a  powerful  diuretic  on  dogs  and  rabbits 
when  hypodermically  injected  in  small  doses; 
larger  doses  are  toxic,  an  injection  of  1  gram 
killed  a  dog  weighing  8  kilos,  in  10  days 
(Albanese,Z.c.).  {Cp.  aUo  Kruger  and  Salomen, 
Zeitsch.  physiol  Chem.  1895,  21,  169; 
Schmiedeberg,  Ber.  1901,  34,  2556.) 

The  synthesLs  of  heteroxanthyie  from 
theobromine  has  been  effected  by  Fischer  (Ber. 
189V,  30,  2400).  When  2  :  6-dichloro-7-methyl. 
N : CClC-NMe^ 


purme 


II 


\. 


CH,  obtained  by  the 


ia:N-<!j ^N^^ 

action  of  phosphoryl  chloride  on  theobromine,  is 
heated  at  120''-125''  with  hydrochloric  add 
(sp.gr.  ri9),it  is  converted  into  the  hydrochloride 
of  7-methylxanthine  or  heteroxanthine.  Kriiger 
and  Salomon  (2^it8oh.  physiol.  Chem.  1898,  26, 
389)  also  obtained  it  by  the  action  of  nitroua 
acid  on  tpiguanine,  7-methylguanine  (2-amino- 

NH  •  CO  •  CNMev 
6-oxy.7-methylpurine)   I  ||  ^CH ; 

(i(NH,):NC ^N^ 

and  as  Fischer  (/.c.)  has  synthesised  epiguanine, 
this  method  of  preparation  is  also  synthetical. 
Traube  and  Dudley  (Ber.  1913,  46,  3845)  ob- 
tained heteroxanthine  by  the  action  of  nitrous 
acid  on  1 :  7-dimethylguanine. 

Heteroxanthine  is  a  crystalline  powder ;  when 
heated  gradually  it  melts  and  decomposes  at. 
341°-342'',  when  heated  rapidly  it  darkens  at 
360"",  and  melts  and  decomposes  at  380''.  It 
dissolves  in  142  parts  of  boiling  water  (Fischer, 
Z.C.),  or  in  7575  narts  of  alcohol  at  17°,  or  in 
2250  parts  at  the  Doiling  temperature  (Bondzyn- 
ski  and  Gottlieb,  Ber.  1895,  28,  1113).  Hetero- 
xanthine  possesses  both  acidic  and  bade 
properties,  the  basic  dissociation  constant  hh 
oeing  3*754K;  and  the  acidic  dissociation 
constant  ka  being  1276K,  whereK  is  the  dissocia- 
tion constant  of  water  (Wood,  Chem.  Soc.  Trans. 
1906,  1840). 

Heteroxanthine  forms  salts  with  acids  that 
are  readily  dissociated  in  water,  the  hydrochloride 
crystallises  in  tufts  of  transparent  crystals,  and 
yields  a  microcrystalline  platinichloride ;  the 
sulphate  CeHeOsN4'H,S04  is  decomposed  by 
water.  Heteroxanthine  forms  a  characteristio 
sodium  derivative  NaC«H50{N4,5HsO,  crystal- 
lising in  plates  or  prisms,  melting  at  about  300°, 
readily  soluble  in  water,  sparingly  so  in  sodium 
hydroxide;  the  potassium  derivative  has 
similar  properties  and  a  higher  melting-point 
(Salomon,  Ber.  1885,  18,  3406;  Virchow's 
Archiv.  1891,  125,  554).  Heteroxanthine  yields 
a  crystcdline  precipitate  with  mercuric  chloride, 
and  forms  a  crystalline  derivative  with  silver 
nitrate.  It  is  also  precipitated  by  copper 
acetate,  phosphotungstic  acid  or  lead  acetate  in 
the  presence  of  ammonia  (Salomon,  Lc).  It  is 
differentiated  from  hyx)oxanthine,  xanthine,  and 
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guanine  by  tho  sparing  solubility  of  ita  sodium 
deriyatiye  in  sodium  hydroxide;  i^  differs 
from  paraxanthine  in  being  amorphous  and 
sparingly  soluble,  and  in  not  yielding  a  precipi- 
tate with  picric  acid  in  the  presence  of  hydro- 
chloric acid. 

When  a  solution  of  heteroxanthine  containing 
chlorine  water  and  nitric  acid  is  evaporated,  the 
residue  develops  a  red  colour  with  ammonia, 
becoming  blue  on  the  addition  of  sodium 
hydroxide.  On  oxidation  with  potassium  per- 
manganate in  concentrated  sulphuric  acid 
heteroxanthine  yields  three  of  its  four  nitrogen 
atoms  as  ammonia  or  carbamide,  and  the  fourth 
as  methylamine  (Jolles,  Ber.  1900,  33,  2126, 
2120). 

By  electrolytic  reduction  in  sulphuric  acid 
solution,  heteroxanthine  yields  7-methyl-2-oxy- 
1 :  6-dihydropurine  (Tafel  and  Weinschenck, 
Ber.  1900,  33.  3374).  M.  A.  W. 

HETOCRESOL.  Trade  name  for  cinnamyl- 
m-cresol.     Used  as  a  dusting  powder  in  surgery. 

HETOFORM.    Formin  benzoate. 

HETOL.  An  aqueous  solution  of  sodium 
cinnamate.  Used  in  the  treatment  of  inoperable 
cancer. 

HETRAUN.  A  resorcin-hexamethylene- 
tetramine  preparation,  containing  9  p.c.  of 
formaldehyde. 

HEWETTITB.  A  hydrated  vanadate  of 
calcium  CaO-3V,05,9H,0,  crystallised  in  the 
orthorhombic  system.  It  forms  mahogany-red, 
earthy  masses,  composed  of  minute  silky  needles, 
and  occurs  somewhat  abundantly  as  an  oxida- 
tion product  of  patronite  {q.v.)  at  Minasragra, 
near  Cerro  de  Pasco  in  Peru.  The  mineral  fuses 
readily  to  a  dark-red  liquid,  and  is  slightly 
soluble  in  water.   *Sp.gr.  2*55. 

Metahewettite  is  identical  with  hewettite  in 
composition  and  in  crystallising  in  the  ortho- 
rhombic  system,  but  it  differs  somewhat  in  its 
optical  characters  and  behaviour  during  dehy- 
dration. It  is  found  as  a  dark-red,  powdery 
impregnation  in  sandstone  at  Paradox  Valley 
in  Colorado,  and  over  a  wide  area  in  eastern 

L.J.S. 

CN-^N;§cS>N    is 

a  mixture  of  cyanuric 
tricarboxylamide  and  phosphoric  oxide  in  a 
vacuum  at  250°.  Is  decomposed  by  water  with 
production  of  cyanuric  acid.  Is  unattacked  by 
the  halogens.  When  strongly  heated  decom- 
poses forming  dicyanogen  (Ott,  Ber.  1919,  52 
[B],  656). 

HEXADECYLENEDICARBOXYUC  ACID, 
Tetmdecyleuccinic  Mid  C^^K^fi^.  Prepared  by 
heating  hexadecylenedibromide,  potassium  cya- 
nide, and  alcohol  at  160^-190°,  and  decomposing 
the  nitrile  thus  formed  with  alcoholic  potash 
(Krafft  and  Grosjean,  Ber.  1890,  2355) ;  m.p. 
121''.    The  anhydride  melts  at  89°. 

HEXAHYDROXYBENZENE  v.  Phenol  and 

ITS  HOMOLOOUSS. 

HEXAL*  Hexamethylenetetramine  sulpho- 
salicylate. 

HEXALLT.  Trade  name  for  hexamethyledie- 
tetramine  salicyl  sulphonic  acid. 

HEXAHECOL.  Hexamethylenetetramine 
guaicol.  Used  as  an  external  disinfectant  in 
skin  diseases.  

HEXAMETHYLENETETRAMINE  v.Msthtl. 


Utah. 

HEXACYANOGEN 

obtained   by   heatiug 


HEXAMINE.  >Syn.  for  hexamethylenetetra- 
mine (q.v.). 

HEXANATRIN.  Trade  name  for  a  combina* 
tion  of  hexamethylenetetramine  and  acid 
sodium  phosphate. 

HEXANEDIONE  v.  Ketones. 

HEXANITRIN.  Trade  name  for  mannitol 
hexanitrate.  ' 

cj^c^HEXANONE  and  HEXENONE  v.  Ke- 
tones. 

HEXOIC  ACIDS  V.  Capboic  actds. 

HEXOPHAN.  Oxyphenylquinoline  dicar- 
bonate. 

HEXOSEPHOSPHORIC   ACID  r.  Febmenta- 

TION. 

HEXOSES  V.  Carbohydrates. 

HIBBENITE  v.  Hopeite. 

HIDDENTTE.  A  transparent,  emerald-green 
variety  of  the  mineral  spodumene  LiAlSijOf 
(^.t;.),  used  as  a  gem-stone.  It  is  found  with 
emerald  in  Nortn  Carolina,  and  has  been 
popularly,  but  erroneously,  known  as  *  lithia- 
emerald.  L.  J.  S. 

HIGHGATE  RESINS  v.  Resins. 

HIIROGANE.  ''Hiirogane"  is  the  name 
.  applied  to  a  blood-red  coloured  metal  prepared 
,  either  by  treatment  of  copper  with  an  aqueous 
solution  of  copper  sulphate  and  verdigris,  or  by 
heating  a  copper  alloy  with  a  paste  containing 
a  salt  of  copper,  borax,  and  some  water.  Cf. 
Shakudo  (S.  Miyazawa,  J.  Chem.  Inc}.  Tokyo, 
1917,  20,  1102;  J.  Soc.  Chem.  Ind.  1918,  37. 
21  la). 

HING  V.  Gum  bbsins. 

HIPPOL.  Trade  name  for  methylene- 
hippuric  acid.    Used  as  a  urinary  antiseptic. 

HIPPURIC  ACID,  Bemamino-acettc  acid 
henzoylglycine  NH(C7H50)CH,-CO,H,  an  acid 
found  in  the  urine  of  horses  and  cows  and 
'  other  herbivora  and  in  liuman  urine  when 
I  benzoic  acid  is  taken  internally.  It  is  prepared 
from  urine  bv  boiling  with  milk  of  lime,  neutralis- 
ing with  HCl,  concentrating  to  one-dghth 
original  volume,  and  saturating  with  HCl; 
crude  strongly  coloured  hippuric  acid  separates ; 
it  may  be  purified  by  paasmg  chlorine  into  the 
hot  aqueous  solution,  filtering  while  hot,  and 
rapidly  cooling  the  filtrate.  May  be  prepared 
by  action  of  benzoic  anhydride  on  glycocoU 
(Curtius,  Ber.  1884,  1663).  Crystallises  in  lai^ge 
trimetric  prisms,  soluble  in  water,  alcohol,  and 
ethyl  acetate  ;  insoluble  in  light  x)etroleum  ;  m.p. 
187-5''.  Has  a  slightly  bitter  taste  and  reddens 
litmus.  Decomposes  on  heating,  forming  ben- 
zonitrile  and  benzoic  acid  (Limpricht  and  Uslar, 
Annalen,  88,  133).  Its  aqueous  solution  boiled 
with  mineral  acids  yields  glycocoU  (glycine)  and 
benzoic  acid.  Oxidation  with  potassium  perman  • 
ganate  in  acid  solution  yields  carbamide  (JoUes, 
Ber.  1900,  2834).  In  presence  of  acetic  anhy- 
dride, it  reacts  with  thiocyanates  forming 
2-thio-3-benzoyl  hydantoin,  the  yield  being 
greatly  influenced  by  the  thiocvanate  used: 
thus  NH4CNS  gives  93*4  p.c.,  "kCNS  about 
48  p.c.  (Johnson,  Hill  and  Bailey,  J.  Amer. 
Chem.  Soc.  1915,  2406).  Hippuric  acid  may  be 
detected  in  urine  by  treating  a  few  c.c.  with 
sodium  hypobromite,  just  sufficient  being  taken 
to  decompose  the  carbamide  and  impart  a  per- 
manent yellow  colour  to  the  solution.  If  hippuric 
fikcid  is  present,  a  characteristic  orange-  or 
brownish-red  precipitate  is  formed  on  boiling 
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the  solution  (Dehn,  J.  Amer.  Chem.  Soc.  1908, 
1508).  It  may  be  estimated  bv  hydrolysing  the 
hippuric  acid,  extracting  the  benzoic  acid  with 
chloroform  and  titrating  with  sodium  ethylate ; 
this  method  can  be  used  for  its  estimation  in 
urine  (Folin  and.  Flanders,  J.  Biol.  Chem.  Soc. 
1912.  11  Proc.  xxvii.). 

•  HIPTAGIN.  C|oHi40»Nt,iH,0,  a  glucoside, 
from  Hiptage  Madaiblota  (Qaertu).  Forms  silky 
needles,  m.p.  110® ;  [a]p+3*5**  in  5  p.c.  acetone 
solution.  Alk^s  evolve  ammonia  and  form 
hydrocyanic  acid.  For  other  reactions  and 
probable  constitution  and  mode  of  origin,  see 
Gorter,  Bull  Jard.  bot.  Buitenzorg.  1920,  [ill.]  2, 
187. 

H15TABIINE.  Trade  name  for  jS-Iminazo- 
lylethylamine  v.  Eboot. 

H&TIDINE,  glyoxaHneA-alanine,  l-a-amino* 
P-glyoxaline-^  (or  5)'propi<mi€  acid,  p-iminazoU- 
a-aminopropionie  acid 

NH--CH^ 

I  >C-CH,-CH(NH,)CO,H 

CH  =  N  ^ 

was  discovered  by  Albrecht  and  Kossel  (Zeitsch. 
physiol.  Chem.  1896,  22,  176)  among  the  hydro- 
lytic  products  of  the  protamine  sturine,  which 
contain  12*9  p.c.  histidine,  12  p.c.  lysine,  and 
68-2  p.c.  arginine  (Kossel,  ibid.  1900,  31,  207). 
Hedin  (ibid.  1896,  22,  191)  isoUted  it  from  thl 
bases  precipitated  by  silver  nitrate  from  the- 
decomposition  products  of  other  proteins. 
Kutscher  {ibid.  1898,  25,  195)  found  it  present  in 
antipeptone  obtained  by  the  pancreatic  digestion 
of  fibrin.  Lawrof!  {tbid.  1899,  28,  388)  and 
Abderhalden  and  Rona  {ibid.  1904,  41,  278)  pre- 
pared  it  from  thymus  histon;  and  Koch  (J. 
BioL  Chem.  1911,  9, 121)  established  its  presence 
among  the  hydrolytic  products  of  the  globulin 
from  pig^'  thyroids.  Jones  obtained  15  grams 
of  histidine  hydrochloride  from  2  litres  of  a  con- 
centrated suspension  of  red  blood  corpuscles  (J. 
Biol.  Chem.  191 8, 33, 429).  Hanke  and  Koessler 
prepared  15  grams  pure  histidine  dihydro- 
chloride  from  500  c.c.  of  blood  corpuscle  paste 
(J.  Biol.  Chem.  1920, 43,  521).  Histidine  occurs 
also  with  arginine  and  lysine  among  the  hydro- 
lytio  products  of  vegetable  proteins,  notably  in 
the  seeds  and  seedlings  of  Picea  exceUa  (linn.), 
Pinua  8plvestri«  (Linn.),  Cvcubita  Pepo  (linn.), 
LupinusliUeu8{jJxiXL.),  andPMumMrftvum(Iinn.) ; 
in  the  case  of  conifer  seeds  300  grams  of  the  dry 
proteid  yield  3  grams  histidine  hydrochloride^ 
19  grams  arginine  nitrate,  and  3  grams  lysine 
picrate  (Schuke  and  Winterstein,  Zeitsch. 
physiol.  Chem.  1899,  28,  459,  465 ;  1901,  33, 
547).  It  is  present  in  secale  coruntum  (Frankel, 
Rainer,  Biochem.  Zeitsch.  74, 167),  in  J.  artichoke 
and  salsify  (Schulze  and  Trier,  Zeitsch.  physiol. 
Chem.  1912,  81,  53),  in  some  of  the  lower  fungi 
(Sullivan,  Science,  1913,  38,  678 ;  and  Reed,  J. 
Biol.  Chem.  1914,  19,  260);  «ee  also  Chapman, 
Chem.  Soc.  Trans.  1914,  105,  1895,  for  probable 
presence  in  Aopx.  It  is  found  in  soils  (Schreiner 
and  Shorey,  J.  Biol.  Chem.  1910, 8, 381 ;  Skinner, 
Bied.  Zentr.  1913,  42,  213,  from  8th  Proc.  Int. 
Cong.  Appl  Chem.  1912 ;  Lathrop,  Chem.  Zentr. 
1917,  11,  560),  in  fresh  fish  (Suzuki,  J.  Agric. 
Tokyo,  1912,  5,  1),  and  in  diphtheria  backus 
(Tamura,  Zeitsch.  physiol.  Chem.  1914,  89,  295). 
The  constitution  of  histidine  as  a-amino-B' 
glyoxaUne-^  (oi  5)'propi<mic  add,  has  been  estao- 


Ushed  by  the  work  of  Frankel,  Paulv,  Knoopund 
Windaus^  and  Pyman.  Frankel  (Monatsh.  1903, 
24, 229)  showed  that  histidine  contains  a  eaH>oxyl 
group,  since  it  displaces  carbon  diozidQ  from 
silver  and  copper  carbonates,  and  an  amino  group 
because  on  treatment  with  hypobromite  or 
nitrous  acid  one  nitrocen  atom  is  removed  and  a 
hydroxyl  group  introduced.  Frankel,  therefore, 
represented  histidine  by  the  partially  expanded 
formula  NH,*C5H«N,'(X),H,  and  gave  the  name 
histine  to  the  complex  — CsHqN. — ,  and  hydro* 
xydeaminohistidine  or  hydroxynistineocu^xyUe 
add  to  the  compound  0H*C5H,N,'C0tH  ob. 
tained  from  histidine  by  the  action  of  nitrouB 
acid.  Pauly  (Zeitsch.  physioL  Chem.  1904,  42, 
508)  confirmed  the  presence  of  the  carboxyl 
group  in  histidine  by  preparing  the  methyl  ester, 
and  proved  that  the  htatirte  complex  — C«H«Nt — 
contains  an  tmtno-ffroup,  because  histicUne  yields 
a  dinaphthalene-p-suTphone  derivative,  and 
forms  a  red  dye  with  diazobenzenesulphonic 
chloride.  Tliese  considerations,  and  the  stability 
of  the  compound  towards  oxidising  agents  led 
Pauly  to  conclude  that  the  complex  Justine  con- 
tains an  iminazole  or  glyoxaline  ring,  and  that 
histidine  is  a-amino-p-glyoxalineA  (or  5)- 
propionic  add 

NHCH^ 

i        >cch,ch(nh,)co,h 
ch=n/ 

This  conclusion  has  been  confirmed  by  Knoop 
and  Windaus  (Beitr.  Chem.  Physiol.  Path.  1905, 
7, 144),  who  obtained  glyoxaline  A  (or  5)-propionic 
add 

NHCH^ 

by  reducinc;  Frankel's  hydroxydeaminohistidine, 
and  showed  that  it  Is  identical  with  the  synthetic 
product  prepared  by  the  action  of  formaldehyde 
and  ammonia  on  Wolff*s  glyoxylpropionic  acid 
(Annalen,  1890,  260,  79).  Cf.  Aankel  (Beitr. 
Chem.  PhysioL  Path.  1907,  19,  116). 

Knoop  (Beitr.  Chem.  Physiol.  Path.  1907, 
10,  111)  also  showed  that  by  the  successive 
oxidation  of  liydroxydeaminohistidine  glyoxaUne- 

NHCH^ 
4  (or  5)'CarboxyUc  add    1  ^COgH  is  ob- 

tained, which,  when  heated  at  286^,  loses  carbon 

NHCH^ 
dioxide  and  yields  glyoxaline  |  •  ^^CH 

The  complete  synthesis  of  histidine  from  4 
(or  5)-chloromethylglyoxaline  is  described  by 
Pyman  (Chem.  Soc.  Trans.  1911, 1386).  4  (or  6)- 
Chloromethylglyoxaline  (I),  obtained  from  dia- 
minoacetone  {wid.  668),  condenses  with  ethyl 
sodiochloromalonate  to  form  eihyl  4  (or  5)« 
glyoxalineTnethylchloromalomUe  (II) 


^CCH.Cl 


NHCH, 

CH=N/' 
I. 

NHCH^      • 
I  ^C-CHa-Ca((XJO,Et),  A^ 

CH  =  N/  •.yu,..uuy    ^^^^IC 

11.  ^ 
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This  eeter  on  hydrolysis  is  oonverted  into  r-a- 
ehloro-PiflifoxalineA  (or  5)-propi(mie  add  (Ul), 
which  reacts  with  ammonia  to  form  r-a-amino- 
fi'-gllfdxdUne-i  (or  5)-propionic  acid  (IV),  that  is 
r-histidine 

NHCH^ 

l_       ^CHtCHa-COtH 

~         in. 

i  ^•CH,CH(NH,)CO,H 

~  IV. 

Pyman  (Chem.  Soc.  Trans.  1916,  109,  186)  also 
synthesised  r-histidine  froinbenzoyl-r-hiBtidine 
by  boiling  this  for  four  hours  with  20  p.c. 
aqueous  hydrochloric  acid.  r-Histidine  can  be 
resolved  by  the  fractional  crystallisation  of  the 
salts  it  forms  with  (2-tartario  acid  into  the  d-  and 
/-isomerides,  and  the  Miistidine  thus  obtained 
is  identical  with  the  naturally  occurring  com- 
pound. <i-Miistidine  is  partly  resolved  by  means 
of  yeast,  the  d-  isomeride  remaining  unattached 
(Abderhalden  and  Weil,  Zeitsch.  physiol.  Chem. 
1912, 77,435 ;  Ehrlich,  Biochem.  Zeitsch.  63, 379). 
A  possible  en>lanation  of  the  formation  of 
histidine  in  the  plant  economy  is  afforded  by  the 
work  of  Knoop  and  Windaus  (Beitr.  dnem. 
Physiol.  Path.  1906,  6,  292;  Ber.  1906,  39, 
3886  ;  1907,  40,  799)  on  the  synthetic  formation 
of  iminazole  derivatives  nx>m  sugars  and 
ammonia.  These  authors  find  that  when  a 
solution  of  glucose  containing  zinc  hydroxide 
dissolved  in  ammonia  is  exposed  to  the  sunlight 
at  the  ordinary  temperature  for  some  weeks,  it  is 
converted  to  the  extent  of  10  p.c.  into  4-  or 
6-methyliminazole,  It  is  probable  that  glyoxal 
and  formaldehyde  are  produced  as  intermediate 
products  and  then  react  with  the  ammonia 
according  to  the  equation 
MeCO       HjN    Hv  MeCNHv 

CdH*  H,N     O^  CHN^ 

i2-Mannose,  (2-fructose,  cf-sorbose,  /-arabinose, 
or  ^xylose  also  yield  methyliminazole  when 
similarly  treated.  The  authors  suggest .  that 
histidine  may  be  formed  naturally  by  the 
condensation  of  methyliminazole  witn  glycocoU 
and  simultaneous  oxidation 
NHCH^ 
I  >C-CH,+CH,(NHjCO,H+0 

ch=n/ 


NHCH, 


-j=. 


^CCH,CH(NH,)CO,H-fH,0 

Histidine  crystallises  from  water  in  needles 
or  tables,  m.p.  287°  (corr.) ;  the  aqueous  solution 
has  a  sweet  taste  (Frankel,  Monatsh.  1903,  24, 
229 ;  Pyman,  Chem.  Soc.  Trans.  1911,  1397),  is 
feebly  alkaline  (Hedin,  Zeitsch.  physiol.  Chem. 
1896, 22, 191),  and  is  optically  active  [a]p-39*74* 
(Koesel  and  Kutscher,  ibid.  28,  382);  [aJ^-Se-?'' 
(Pyman,  Lc) ;  it  raoemisee  on  heating  under 
pressure  (Abderhalden  and  Weil,  2.C.). 

r»H%9lidine  crystallises  in  quadrilateral  plates, 
and  decomposes  at  283°  (corr.) ;  d-hivtidine 
crystallises  in  monoclinic  plates  forming  elon- 
gated hexagons;  it  decomposes  at  287°-288° 
(corr.),  and  has  [a],, +39 '3°  (Pyman,  Lc,  and 
1916,  109,  197). 


When  histidine  is  administered  as  a  food,  or 
by  intravenous  injection  very  little  (0*4  gram  out 
of  10  grams)  is  recoverable  as  such  in  the  urine  ; 
the  urea  and  ammonia  in  the  urine  are  largely 
increased,  but  the  increase  of  allantoin  is  very 
slight.  Pure  cl-histidine^was  obtained  from  the 
nnne  of  rabbits  fed  on  (^-Miistidine  (Abderhalden, 
Einbeck,  and  Schmid,  Zeitsch.  physiol.  Chem. 
1909,  62,  322;  1910,  68,  396;  Kowalewsky, 
Biochem.  Zetisch.  1909,  23,  1 ;  Abderhalden, 
Qnd,  1910,  68,  396,  and  ibid.  1911,  74,  481 ; 
Abderhalden  and  Weil,  ibid,  1912,  77,  435). 

For  the  oatabolism  of  histidine  in  the  animal 
oiganism,  see  Bakin  and  Wakeman  (J  BioL 
Chem.  1912,  10,  499),  and,  as  forerunner  of 
purine  bodies  in  animal  metabolism,  Ackroyd 
and  Hopkins  (Bio-Chem.  J.  1916,  10,  551). 

Salts.  ■  ^Histidine  forms  stable  salts  with 
acids  and  their  solutions  are  dextrorotatory. 

Manohydrochhride,  C,,H,0,N,*HCJ1,H,0  forms 
laige  colourless  rhombic  crystals 

a:&:c=0'7965: 1:1*71104 
^ww  WD+l•74^  m.p.  80%  and  loses  H,0  at 
140°  (Albrecht  and  Kossel,  Zeitsch.  physiol. 
Chem.  1896,  22,  176 ;  Hedin,  ibid.  191 ;  Kossel 
and  Kutscher,  ibid.  1899,  28,  382;  Frankel, 
Monatsh.  1903,  24,  229) ;  the  di-hydrochhride 
CoH«0^i'2HCl  is  isomorphous  with  the  mono* 
compound  [a:b:  c=0*76537  : 1  : 1  -77516],  it  has 
[a]D+6*3°  to  6-4°  (Koesel  and  Kutscher,  lc. ; 
Schwartze,  ZeitBch.  physiol.  Chem.  1900,  20, 
493).  Histidine  eadmtum  cMoride 
C,H,0,N,Ha,CdCl, 
melts  and  decomposes  at  270°-275°  (Schenck, 
ibid.  1904,  43,  72).  Histidine  sives  a  complex 
copper  salt  Cu(CcH,03N,)s  (Kober  and  Sugiura, 
J.  Biol.  Chem.  1912-13, 13,  5),  and  a  compound 
with  iron  (C,H,0,N,),Fe  (D.R.P.  266522). 
Histidine  phosphdungsttUe 

(C,H,N,Og),2H,P04+24WO, 
crystallises    without   water   of    crystallisation 
(Wechsler,  Zeitsch.    physiol.   Chem.    1911,  73, 
140).    Histidine  monopicrohnaU 
C,H,0,N,CioH,OjN4 
18  yellow.    The  dipioroUmate 

C.H,0,N,-2CioH,05N4 
is  orange  (Ste#lel,  Zeitsch.  physiol.  Chem.  190o, 
44,  157;  Brlgl,  ibid.  1910,  64,  337);  the 
dipicraU  Ci8H,tO,«N„2H,0  has  m.p.  86°  (corr.), 
(Pyman,  Trans.  Chem.  Soc.  1911, 343) ;  the  pen- 
tahvdrate  C,H,0,Ns(C,H,0,N3)„5H,0  has  m.p. 
80°  (Hugouenq  and  Florence,  Bull.  Soc.  Chem. 
Biol.  1919,  1,  102). 

t-Histidine-d'hydrogen  tartrate 

C.H,0,N„C4H,0. 

is  easily  soluble  in  water,  crystallises  in  larve 
well-defined  prisms,  and  decomposes  at  172°-173° 
(corr.);  and  has  [a]p+16-3°.  UHistidinel-hydro- 
gen  tartrate  is  sparingly  soluble  in  cold  water, 
crystallises  in  clusters  of  piiSms  and  decomposes 
at  234°  (corr.),  and  has  [a]i,-121**  (Pjrman,  ibid. 
1397,  1400). 

d-Histidine-d-hydrogen  tariraie  is  sparingly 
soluble,  decomposes  at  234°  (corr.),  and  has 
[a]p4-13'3°  (Pyman,  f.c).  ^ 

T'Histidine  mono-hydrockloride^QQQ]^ 
C|H,0,N3HGl,2H,0  O 
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hajB  m.p    117^-119°  (coir.);   s&iquihydrochhride 

(C,H,t),N,),-3HCl,H,0 

has  m.p.  168^-170°  (corr.) ;  the  dihydrochhride 
has  m.p.  236°-236°  (corr.);  r-histidine  mono- 
picrate  Ci,His09N«,HsO  decomposes  at  180''- 
181°  (corr.) ;  the  dipicraie  CigHijOi,N„2H,0 
decomposes  at  190''  (corr.),  (Pyman,  ibid,  339 ; 
cf.  Pyman,  ibid.  1916,  109,  196). 

IJiurlVfttlves.  Histidine  meihyl  eater  hydro- 
chloride  CsH^NsCOsMe^HCl forms  flat  rhombic 
prisms,  m.p.  196°  (decomp.),  the  free  ester  is  an 
oil  (Pauly,  Zeitsch.  physiol.  Chem.  1904,  42, 
608).  Chiorohiatinecarboxylic  acid  {a-chloro-P- 
glyoxaline-4  (or  SypropiorUc  acid)  forms   thick 


m.p.  219°  (not  sharp),  which  does  not  give  the 
red  colour  with  diazobenzene  sulphonate;  on 
heating  the  glyoxaline  closes  again  and  the 
product  gives  the  characteristic  colour  reaction 
(Kossel  and  Edlbacher,  Zeitsch.  physiol.  Chem. 
1915,  93,  396 ;  cf,  Inouye,  ibid,  1913.  83,  79, 
who  points  out  that  in  order  to  obtain  tlie 
colour  reaction  excess  of  benzoyl  chloride  must 
not  be  present).  The  dinaphihalene  B-aulphone 
C,H;0,N,(SO,;CioH,),  melts  at  149M50° 
(Pauly) ;  p-Nitrobenzoylhislidine 

c,h;n,o,coc,H4NO, 

m.p.  251°-262°  (Pauly).    Benzoyldiiodohiaiidine, 
m.p.   161°-164°,  in  an  evacuated  tube ;    and 
prisms,  m.p.  191°  (decbmp.),  the  corresponding    P-nitri^nzt^ldiiodoh^^ 
racemic  compound  decomposes  at  20\^{^  \  ^^  d^nvatives  of  the  unknown  diiodohistidme 
(PVman,  ibid,  1394),  the  oxakUe  of  the  ester  has  '  NH  :  IC^ 

m.p.   161°  (Windaus  and  Vogt,  Beitr.   chem.  i  I  >CCH,CH(NH,)CO,H 

Phvsiol.     Path.     1908,     11,     406).     Histidine,  CI:NH/ 

anhydride  Ct^ifi^^^  forms  glittering  prisms,  j  they  give  orange-red  colorations  with  diazo- 
m.p.  340°  (Fischer  and  Suzuki,  Sitzungsbor.  K.  i  benzencsulphonic  acid  and  sodium  carbonate, 
Akad.  Wiss.  Berlin,  1904, 1333) ;  the  ^anhydride  |  and  form  silver  salts  (Pauly,  Ber.  1910, 43, 2243). 
has    m.p.    328°   in   a   closed   evacuated   tube,  |  d-a-Bromoisohexoyl-l-histidine  methyl  ester 


crystallises  with  2JH,0,  and  has  [a]20«-66-24° 
in  normal  hydrochloric  acid  solution ;  the 
dl-anhydride  also  has  m.p.  328°,  and  is  obtained 
by  heating  the  ethyl  ester  of  histidine  at  160° 
(Pauly,  Zeitsch.  phj'siol.  Chem.  1910,  64,  75) ; 
the  picrate  decomposes  at  255°  (corr.) ;  the 
hydrochloride  at  320°.  The  tetraiodo  derivative 
has  m.p.  240°,  and  is  amphoteric  and -forms 
a    silver   salt    (Pauly,    Ber.    1910,   43,    2243) 


C4H,CHBrCONH<JH(C4H,N,)CO,Me 
has    m.p.    175°    (corr.) ;     d-a-bromoisohexoyl-l- 
histidine  C„Hi,0,N3Br  has  m.p.  118°  (corr.) ; 
I'leucyl-l-histidine 

C4H,CH(NH,)C0NH  CH(C4H5N,)CO,H 
crystallises  in  plates  or  prisms,  containing  H^O, 
which  it  loses  at   100^/15-20  mm.,  and  has 
m.p.  178°  (corr.)  (decomp.),  the  copper  salt  forms 


Histidylhistidini   C,fi^.O,N^   forms    a   yellow    ^?  r^^®\  ^,"2?**^* '  fonnyl-l-htsttdtnehasm^. 
picrate,  m.r,,  165°-175°  (Fischer  and  Su2uld,i.c.).  •  ^Of  (corr.)  (J^cher  and  Cone,  Annalen,  1908, 
Alkyl  derivatives.    The  direct  methylation.,  363,  107).  ,u    i.-     , 

of  histidine  affects  the  glyoxaline  ring.    Under         Colour  reacttons.    Histidme  gives  the  6.urel 

L-i- j.xi j^r.ji„ii..-^.'^.-j;^ u^  t  reaction  (Herzog,  Zeitsch.  phvsiol.  Chem.  1903, 

37,  248).     It  ako  gives  the  Weidel  pyrimidine 


certain  conditions  pentaniethylhistidine  may  be 
obtained  which  forms  a  stable  chloride  and  a 
spariuglysolubleaurichloride,CiiH,iO,N,Au,G|, 
m.p.  220°,  but  which  does  not  respond  to  the 
diazo  reaction  (Engeland  and  Kutscher,  Chem. 
Zentr.  1913,  1,  28). 

Trimethfl  histidine  occurs  in  ^nngi  (Wmter- 
stein  and  Renter,  Zeitsch.  physiol.  Qiem.  1913, 
86,  234),  it  has  been  isolated  as  the  aurichloride 
CtHi70«N,AutClg,  m.p.  183  (decomp.)  (Enge- 
land, Kutscher,  Chem.  Zentr.  1913,  1,  28,  from 
Zjpntr.  physiol.  1912,  26,  569).  Baiger  and 
Ewins  (Bio-Chem.  J.  1913,  7,  2H)  prove  the 
identity  of  that  obtained  from  various  sources. 
The  mono  picrate  has  m.p.  201°-202°,  the 
dipicraie,  m.p.  213°.  Trimethyl  histidine  has 
[«l„+46-5°. 

Aeyl  derivatives.  Of  the  acyl  derivatives  of 
histicUne  the  benzoyl  has  m.p.  249°  (decomp.) 
(Pauly,  l.c. ;  Frankel,  l.c,) ;  oenzoyl-r-histidine, 
Ci„H,,03N,  (from  d'i)enzoylamino-P-gloxaUne-4 
(or  5)  acrylic  add  on  reduction  with  sodium  amal- 

§am  in  aqueous  suspension),  has  m.p.  248°  (corr. 
ecomp.) ;  it  crystallises  in  hard,  glistening 
prisms  with  one  molecule  of  water  of  crystallisa- 
tion, which  is  lost  at  115°.  The  hydrochloride 
crystallises  from  water  in  hard  glistening  prisms, 
m.p.  232°  (corr.  efferv.).  The  picrate  crystallises 
in  bunches  of  yellow  feathery  needles,  m.p. 
226°  (corr.)  (Pyman,  Chem.  Soc.  Trans.  1916, 
109,  195).  Benzoylation  of  histidine  methyl 
ester  yields  a  tribenzoyl  derivative 

CHNH(C,H5C0) :  QNHC.HjCO)- 

CH,CH(NHC,H,CO)CO,Me 


reaction  under  the  following  conmtions :  a 
solution  of  histidine  hydrochloride  and  a  little 
potassium  chlorate  is  evaporated  to  dryness, 
nydrochloric  acid  containing  one  drop  pf  jiitric 
acid  added  and  the  solution  again  evaporated ; 
on  exposing  the  residue  to  ammonia  rumes  an 
intense  r^  colour  is  produced,  becoming 
reddish-violet  on  the  addition  of  sodium  hydrox- 
ide (Frankel,  l.c.).  With  diazobenzenesulphonic 
chloride  in  the  presence  of  sodium  carbonate 
histidine  gives  a  dark  cherry-red  coloration, 
becoming  orange  on  the  addition  of  aa  acid. 
This  is  an  extremely  delicate  test  for  histidine, 
and  with  the  exception  of  tyrosine  no  other 
product  of  protein  hydrolysis  gives  a  similar 
reaction  (Pauly,  Zeitsch.  physiol.  Chem.  1904, 
42,  508,  and  ibid.  1915,  94,  427 ;  cf.  Inouye, 
ibid.  1913,  83,  79,  who  applies  the  test  for 
histidine  in  presence  of  tyzoeine  after  addition 
of  benzoylchloride,  and  Totani,  Bio-Chem.  J. 
1915,  9,  385,  who  reduces  the  coloured  solution 
obtained  by  Pauly^s  reaction  (by  means  of  zinc 
dust  in  presenee  of  hydrochloric  acid)  and  then 
makes  it  strongly  alkaline  with  ammonia :  if 
the  original  solution  contained  histidine  it  will 
now  become  a  bright  golden  yellow).  Histidine 
develops  a  yellow  colour  with  bromine  water; 
this  disappears  on  warming,  but  after  a  time  a 
pink  colour  appears,  which  afterwards  deepens 
to  a  wine-red.  The  reaction  is  sensitive  with 
solutions  of  1 :  1000,  but  is  destroyed  by  too 
large  excess  of  bromine  water  (Knoop,  Beitr. 
Chem.  Physiol.  Path,  1908,  11,  356),^  j^.^^ 


HOLMIUM. 


A  method  for  estimating  hitttidlne  colour- 
imetricaU  V  is  -  based  upon  the  •  Pauly  diazo- 
reaction  (Weiss^  Sobolev,  Biochem.  Zeitsch.  1913, 
58, 119) :  a  mixture  of  sulphaniUc  acid  in  hydro- 
chloric acid  and  sodium  nitrite  are  added  to  the 
solution  to  be  investigated,  and  then  10  p.c. 
sodium  carbonate  add^  The  total  volume  is 
kept  constant,  and  the  colour  obtained  com- 
pared with  that  given  (under  similar  conditions) 
oy  a  1/10,000  histidine  solution.  The  histidine 
can  also  be  estimated  volumetrically  by  titrating 
the  stable  histidine  dye  with  titanium  trichloride 
(Lautenschlager,  Zeitsch.  {^yslol.  Chem.  1918, 
102,  226).  For  the  estimation  of  histidine  in 
proteins  by  hydrolysis  followed  by  bromination, 
see  Thrum  and  Trowbridge  (J.  Biol.  Chem.  1918, 
34, 343).  For  a  microchemical  method,  see  Kober 
and  Suguira,  J.  Amer.  Chem.  Soc.  1913,  35,  1546, 
and  Van  Slyke,  J.  Biol.  Chem.  1911, 9, 185  ;  ibid, 
191 V12,  10,  29  ;  ibid.  1912,  12,279;  ibid.  1915, 
23,  411.  For  the  phosphotungstate  precipitate 
of  histidine,  see  Wechsler,  Zeitsch.  physiol.  Chem. 
1911,  73,  141. 

DeeomposltioiL  When  histidine  undergoes 
anaerobic  bacterial  cleavage  by  the  action  of  putre* 
iyina  pancreas,  it  is  converted  almost  quantita- 
tively oy  the  loss  of  carbon  dioxide  into  4  (or  5)- 
p-aminoethylghfoxaline    ( p-iminazolylethylamine) 

NH 


NH-CH^ 
I  ^CHjCHjNH, ;    iminazolylpropionic 

€Uiid    I  \:JCH,CH,C0,H  being  the  other 

CH :  N  / 


product  {v.  Ackermann,  Zeitsch.  physiol.  Chem. 
1910,  65,  504).  The  4  (or  5)-^-aminoethyl. 
clyoxaline  thus  obtained  is  identical  with  the 
base  prepared  synthetically  by  Windaus  and 
Vogt  (Ber.  1907,  40,  3691)  from  ethyl  imina- 
zolylpropionate ;  or  by  Pyman  (Chem.  Soc. 
Trans.  1911,  668)  from  diaminoacetone,  and  is 
also  identical  with  one  of  the  ergot  bases  isolated 
by  Barger  and.  Dale  (Phil.  Trans.  1910,  2592), 
and  which  is  also  present  in  Popielski's  vaso- 
dikUin  (Baiser  and  Dale,  J.  Physiol.  1911,  41, 
499) ;  see  Mellanby  and  Trout,  who  isolated  a 
bacillus  which  splits  off  carbon  dioxide  from 
histidine  and  converts  it  to  ^-iminazolyl- 
othylamine  ;  also  Raistrick  (Bio-Chem.  J.  1917, 
11,  71;  ibid.  1919,  13,  446),  who  found  that 
bacteria  of  the  Co/t-t3rphus  group  convert  histi- 
dine into  urocanic  acid  ()9-iminazolylacrylic  acid 
in  certain  media.  /-Histidine  is  converted  to 
the  extent  of  11  p.c.  -/  into  tf-^-iminazoy- 
lactic  acid  by  the  prolonged  action  of  Proteus 
vulgaris  in  a  protein-free  nutrient  media  (Hirai, 
Act.  Schol.  Med.  Kyoto.  1919,  3,  49).  BaciUus 
coli  ecmmunis  transforms  histidine  into  histamine 
to  the  extent  of  50  p.c.  in  the  presence  of  glycerol 
or  dextrose  and  potassium  nitrate  or  ammonium 
chloride  (Koessler  and  Hanke,  J.  Biol.  Chem. 
1919,  39,  539;  1920,  43,  529,  543).  It  has 
a  direot  stimulating  action  on  plain  muscle; 
cardiac  muscle  is  mildly  stimulated,  and 
skeletal  muscle  is  not  affected.  The  driig  pro- 
duces narcosis,  and  is  a  mild  stimulant  to  the 
salivary  glands  and  pancreas ;  for  its  toxic 
effect,  c/.Freund  (Chem.  Zentr.  1914,  1,  1200 
from  Zeitsch.  offentL  Chem.  20, 61 ).  M.  A.  W. 
HOANG-KAN  v.  Kux  vohioa. 
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HOLARRHENIME.  C^JB.^fi!Xt  ^  alkaloid 
discovered  by  Pyman,  in  1913,  in  the  bark  of 
Holarrhena  congolenais  (Stapt.),  silky  needles, 
m.p.  197''-198*'  (corr.).  Insoluble  in  water, 
readily  soluble  in  alcohol  or  chloroform  but 
sparingly  so  in  cold  ethyl  acetate,  acetone,  or 
ether,  [a],,— 7*1®  in  cWoroform.  The  hydro^ 
bromide  C,4H,RON,'2HBr,3H,0  crystallises 
from  water  in  flat  needles,  m.p.  265''-268''  (corr.), 
after  drying.  Readily  soluble  in  hot,  sparingly 
so  in  cold,  water  ;  [o],j-|- 12*1**  for  the  annydrous 
salt. 

^  Aeetylhoiarrheiilne  prepared  by  the  action 
of  acetic  anhydride  and  anhydrous  sodium 
acetate  on  holarrhenine  crystallises  from  acetone 
in  large  colourless  oblong  plates,  m  p.  180° 
(corr.).  Insoluble  in  water,  sparingly  soluble  in 
cold  idcohol,  acetone,  or  ether,  readily  soluble 
in  chloroform  (PVman,  Chem.  Soc.  Tians.  1919, 
163). 

HOLLANDITE.  A  manganese  ore  of  essen- 
tially the  same  composition  as  psilomelane,  but 
occurring  in  a  crystallised  condition,  usually  as 
fibrous  masses  and  sometimes  as  tetragonal 
crystals.  It  is  a  manganate  with  the  general 
formuhi  mR,"Mn05-|-nR4"'(Mn05)s,  where  R" 
is  Mn,  Bit,  K„  Hj,  (Fe,  Ca,  Mg,  Na,  Co,  Ni,  Cu), 
and  R'"  is  Mn,  Fe,  (Al).  The  extreme  values 
shown  in  four  analyses  are  :  MnO,  65*63-75*05, 
MnO  512-14-20,  Fe,0,  4*43-10*56,  BaO  2*96- 
17-59,  K,0  0-3*31,  H,0  0-110  p.c.  The 
colour  is  greyish- Uack,  and  the  lustre  sub- 
metallic ;  sp.gr.  4-70-4-95;  H.  4-6.  The 
mineral  occurs  abundantly  in  the  manganese  ore 
deposits  at  several  places  in  Central  India,  and 
LB  laigely  exported  from  the  mines  at  Sit«par 
and  BaliHghat.  Closely  allied  minerals,  perhaps 
identical  with  hollandite,  are  the  crystalline 
manganates  romanechite  (containing  lees  iron 
and  more  water)  from  Roman^he,  france,  and 
coronadite  (with  high  lead  and  low  barium)  from 
Arizona.  (L.  L.  Fermor,  The  Manganese  Ore 
Deposits  of  India,  Mem.  Geol.  Survey  India, 
19(fe,  37 ;  Rec.  Geol.  Survey  India,  1917,  48, 
103.)  .  L.  J.  S. 

HOLMIUM.  Ho.  At.  wt.  163*4.  An  element 
discovered  by  Cleve  in  the  terbia  of  Mosander 
or  erbia  of  Berlin,  giving  a  pale  yeUow  oxide 
and  yellow  salts  with  a  slight  tinge  of  orange 
(Holmberg,  Arkiv.  Kem.  Min.  Geol.  1911,  4, 
No.  2  and  No.  10). 

According  to  Forsling  (Bihang  K.  Svenska 
Vet.  Akad.  Handl.  1902-1903,  28,  ii.  No.  1) 
holmium  is  not  an  individual  substance  but  a 
mixture  of  several  components  to  which  corre- 
spond the  different  absorption  bands.  It 
probably  consists  of  dysprosium  with  its  two 
components  as  well  as  of  at  least  four  other 
substances.  Langlet  (Arkiv.  Kem.  Min.  Geol. 
1907,  2,  No.  32),  however,  was  unable  to  find 
any  evidence  of  a  decomposition  of  holmia  into 
several  components,  and  the  later  observations 
of  Holmberg  appear  to  have  established  the 
individuality  of  the  element.  For  observations 
on  the  relative  advantages  of  phthalic  acid  and 
sodium  nitrite  in  separating  holmium  from 
yttrium,  see  Yntema  and  Hopkins  (J.  Amer. 
Chem.  Soc.  1918,40,1163). 
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HOLOCAINE  i;.  Synthetic  dbuos. 

HOBIATROPINE  v.  Tropbimbs. 

HOHBERG'S  PHOSPHORUS  v.  Calcium. 

HOMOANTHRANILIC  ACH)  v.  Amino  acids 
(abomatio). 

HOMOCATECHOL  v.  Homopyrocatechol, 
Phenol  and  its  HOMoix>GnBS. 

HOMOGENTTSIC    ACH)   v.    Phjentlacxtic 

ACID. 

HOMOPILOPIC  ACH)  v.  Jabosandl 
HOMORENON  v.  Adrenaline;  Synthetic 

DRUGS. 

HOMOTERPENTUC  ACH)  v.  Lactones. 

HONE  V,  Whetstone. 

HONEY.  Honey  is  the  substance  secreted 
by  the  working-bee  (Apis  meUifica)  from  the 
nectar  of  flowers,  and  deposited  by  the  insect  v^ 
the  wax-cells  forming  the  honeycomb.  Its  es- 
sential constituents  are  varyins  quantities  of  the 
sugars,  dextrose,  IsBvulose,  and  sometimes  cane- 
sugar,  together  with  a  small  quantity  of  water. 
It  also  contains  very  small  quantities  of  wax, 
colouring  matters,  aromatic  sul^tances,  phos- 
phoric acid,  nitrogenous  compounds,  and  occa- 
sionally mannitol. 

Lactase,  proteases  and  lipases  are  not  present 
in  honey  ana  the  occurrence  of  inulase  is  doubt- 
ful. Invertase  is  present  more  in  natural 
honey  than  in  that  produced  by  bees  fed  on 
suear.  This  enzyme  is  destroyed  when  honey 
is  heated  to  60°.  The  presence  of  invertase  in 
honey  explains  why  the  cane  sugar  in  honey 
gradually  disappearB  when  the  honey  is  kept 
for  some  considerable  time.  Honey  also  con- 
tains catalase  and  diastase,  and  an  estimation 
of  the  activity  of  the  diastase  is  an  indication 
of  the  genuineness  of  the  honey.    According  to 


Hudson  and  Shei^ood  (J.  Amer.  Chem.  Soc 
1920,  42,  11^),  American  honey-dew  honey 
occasionally  contains  considerable  quantities  of 
melecitose. 

The  relative  proportions  in  which  the 
above-named  sugars  occur  is  very  variable. 
Thus  Hehner  (iSialyst,  9,  164)  obtained  the 
following  results  from  the  analysis  of  25  different 
varieties : 

Kaximum  BCtaiimum      Mean 
Water  .         .  2326        1243        19-3 

Glucose        .         .  75-34        61*42        67*2 
Other  constituents  16-51  8*48        13*5 

In  8  cases  the  amount  of  glucose  was  un- 
altered by  inversion,  in  7  increased,  and  in  the 
remainder  slightly  diminished^ 

Sieben  (Bied.  Zentr.  1885,  134)  analysed 
60  specimens  of  honey,  and  states  that  the 
quantity  of  cane-sugar  may  amount  to  as  much 
as  4  or  even  8  p.c.,  and  that  the  ratio  of  dentf^rose 
to  Isevulose  varies  considerably,  the  total  amount 
of  these  two  sugare  being  68-78  p.c.  The  average 
composition  of  the  60  specimens  was  as  follows : 

Dextrose  .         .         .  34*71  p.o. 

Lffivulose         .         .         .  39*24  „ 
Sucrose  ....       1*08  „ 

Water    .        '.         .         .  19*98  „ 
Non-saccharine  matter     .       5*02  „ 

For  the  composition  of  Russian  honey  m« 
Sarin,  Zeitsch.  Untersuch.  Xahr.  Genuss.  1913, 
25,  131 ;  Analyst.  1913,  149. 

Turning  now  from  average  results  to  the 
composition  of  the  several  varieties,  we  find  the 
following  table  of  the  analysis  of  9  specimens 
of  honey  from  different  localities  (J.  C.  Brown, 
Analyst,  1878,  257). 


1 

England 
1910 

^^^^  1  mandy 

Ger- 
many 

Greece 

Lisbon 

Jamaica 

CaU- 
fomla 

Mexico 

Water  expeUed  at  100**   . 

1 
16-40     15-50  ;  1911 

19-80 

18*80 

19*46 

17-90 

18*47 

1  Water  expelled  at  a  high 

1 

temperature  and  loss  . 

7*60 

6-56       4*96     11-00 

7*80 

6*66 

7-58 

813 

10-03 

Lsevulose 

36*60 

37-20  ;  36*88     3314 

40-00 

37-26 

33*19  • 

37-85 

35*96 

Dextrose 

36-55 

39-70     42-50  !  3658 

32*20 

34-94 

35*21 

36-01 

35*47 

1  Sucrose 

? 



1*20 

2*20 



? 

1  Wax,    pollen,    and    in- 
1      soluble  matte^  . 

trace 

trace      trace      trace 

005 

1*00 

2*10 

trace 

trace 

1  Mineral  matter 

1 

015 

014       017       017 

015 

014 

0*26 

0-11 

0-07 

For  a  laige  number  of  other  analyses  see 
Fiehe  and  Stegmuller  (Arbeit.  Kaiserl.  ISesund. 
1913,  44,  78  ;  Analyst,  1913,  265). 

The  characteristic  composition  of  ordinary 
honey  can  be  judged  from  the  analysis  of  10 
samples  of  genuine  honey  by  Hoitsema  (Zeitsch. 
anal.  Chem.  1899,  439)  which  gave  the  following 
results : — 


Specific  gravity 

Water 

Rotation 

Ash     . 

Pollen  and  wax 

Reducing  sugars 

Sucrose 


1-102-1*140 

8-3-17-8  p.c. 
-9*1°  to -3*0° 

012-^-34  p.o. 

002-0*46  „ 
71*2-74*4     „ 

0-2-«*4       „ 


The  amount  of  water  present  in  honey  varies 
with  the  dryness  of  the  season  and  the  conditions 
of  storage,  evaporation  being  much  lessened 
when  ali  the  cells  of  the  comb  are  closed 
(Qraftian,  Analyst,  1895,  251). 


Erlenmeyer  and  v.  Plata  (Rep.  Pharm.  23, 
610)  found  that  in  6  samples  of  good  honey  the 
amouiit  of  water  varied  from  17*5  to  19*5  p.c., 
whilst  a  liquid  honey  from  Senegal  contain^  as 
much  as  25*6  p.c.  The  amount  of  phosphoric 
acid  present  (calculated  on  the  dried  substance) 
varied  from  00123  to  0*883  p.o. 

Sumatra  honey,  formed  by  Apia  indioay  con- 
tains water,  dextrose,  laBvulose,  a  little  wax  and 
Sollen,  and  0*23  p.o.  ash,  but  no  cane-sugar  or 
extrin  (Franchimont,  Rec.  trav.  chim.  1,  223). 
An  Ethiopian  honey,  made  in  hollows  without 
wax  by  a  kind  of  mosquito,  gave  the  following 
result  on  analysis  (Compt.  rend.  88,  292) : — 

Water 25*5 

LoBvulose  and  dextrose  ())  .  32*0 
Mannitol  ....  3*0 
Dextrin  ....  (^  ^     27*9 

Ash         .  .     Digitized  b^Vjt^^gA'- 

Other  constituents  .         .         .       ^ 
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It  has  also  been  shown  that  honey  frequently 
but  not  invariably  contains  a  small  quantity  of 
fonnio  acid.  It  amounts  only  to  from  0*0060  to 
O'OIOO  p.c,  therefore  most  of  the  addity  of 
honey  must  be  due  to  some  other  acid,  possibly 
malic  acid  (Famsteiner,  Zeitsch.  Nahr.  Gienussm. 
1908,  15,  598 ;  Finoke,  ibid.  1912,  23,  255). 

The  fonnio  acid  may  be  estimated  by  con- 
version into  sodium  formate,  heating  with  cone, 
sulphuric  acid,  and  measuring  the  volume  of 
carbon  monoxide  evolved.  As  lactic  acid  also 
gives  this  gas  it  must  be  oxidised  with  potassium 
permanganate  and  estimated  as  oxalate  and  a 
correction  applied  (Merl,  Zeitsch.  Xahr.  Genussm. 
1908,  16,  385;  Heiduschka  and  Kaufmann, 
ibid,  1911,  21,  375;  Heiduschka,  Chem.  Zeit. 
1911,35,1104). 

If  bees  be  fed  on  dextrose  only,  the  honey 
formed  contains  that  sugar  alone.  Heather-fed 
honey,  on  the  other  hand,  contains  invert  sugar 
only,  whilst  Cuban  honey  contains  dextrose  in 
laiger  quantity  than  lievuloee  (Roders,  Chem. 
Zentr.  1864,  1002). 

Eucalyptus  honey  is  produced  in  Australia 
by  a  black  bee  which  buuds  large  hives  on  the 
Eucalypti  containing  as  much  as  5000  kilocs.  of 
honey.  The  honey  is  a  thick  syrup,  havmg  a 
strong  aromatic  odour  (Maquenne,  Ann.  Chim. 
[vi.]T7,  495). 

March  has  given  the  following  figures  for 
the  composition  of  East.  Indian  honeys  (Analyst, 
1890,  196)  :— 

Glucose,  about  30  p.c. ;  Isevulose,  23-^7  p.c. ; 
ash,  01 2-0-64  p.c;  sp.gr.  1  3099-1  3686 ; 
rotation  +13°  to  -2*^  64'. 

In  the  honey  of  Polybia  apicipennis  large 
crystals  of  cane-sugar  are  frequently  found 
{J.  pr.  Chem.  p.]  71,  314).  The  honey  of  the 
Mexican  honey-ant  is  almost  a  pure  solution  of 
laevulose,  and  when  dried  in  vacuS,  has  the 
composition  C«Hi.O«,H,0.  It  contains  traces 
of  a  volatile  acid  which  reduces  silver  salts 
(J.  pr.  Chem.  p.]  58,  430). 

To  obtain  honey  the  syrup  itf  first  simply 
allowed  to  flow  from  the  comb  at  the  ordinary 
temperature,  the  portion  thus  collected  being 
known  as  '  vii^gin-honey.'  As  soon  as  the  flow 
ceases,  the  residual  comb  is  heated  and  pressed, 
by  which  means  a  darker  and  less  pure  Tsariety 
is  obtained.  According  to  Zwilling  (Bied.  Zentr. 
1885,  67)  it  is  best  to  gather  the  honey  when 
it  has  thickened  and  the  cells  are  sealed,  as  then 
sufficient  sugar  and  formic  acid  are  present. 

The  honey-syrup  remains  clear  for  a  long 
time  if  kept  in  the  dark,  but  on  exposure  to 
light  dextrose  gradually  separates,  and  such 
varieties  as  contain  that  sugar  in  the  largest 
quantity  become  sufficiently  solid  to  be  cut  with 
a  knife  into  pieces  which  are  not  hygroscopic. 
As,  however,  the  composition  of  honey  is  so 
variable,  the  consistency  and  colour  likewise 
differ  considerably  in  the  different  samples. 
Thus  Karbonne  honey  has  a  light  yellow 
colour,  and  forms  an  almost  solid  mass,  whereas 
Cuban  honey  is  a  clear  and  almost  colourless 
syrup. 

Honey  has  a  sp.gr.  of  from  1*439  to  1'448. 
When  diluted  with  water  it  gives  a  somewhat 
cloudy,  faintly  acid  solution,  the  cloudiness  being 
due  to  small  quantities  of  proteid  matter.  Ito 
specific  rotatory  power  varies  from  —  5"6  to  +2, 
but  dextrorotatory  honey  is  exceptional. 


Frilhling  has  shown  (Zeitsch.  dffentl  Chem. 
4,  410)  that  freshly  prepared  solutions  of  honey 
in  cold  water  show  an  abnormal  rotation, 
which,  after  some  hours,  becomes  normal.  This 
behaviour,  which  is  due  to  *  bi-rotation,'  may 
lead  to  erroneous  observations  unless  care  is 
taken  to  dissolve  the  honey  in  boiling  water 
and  to  add  about  0*1  p.c.  of  ammonia. 

A  pure  solution  of  honey  does  not  readily 
undergo  alteration  in  the  air,  but  when  impure, 
both  acid  and  alcoholic  fermentation  spe^ly 
take  place.  An  alcoholic  liouor  known  as 
*mead*  (Ger.  Meih;  Fr.  Hydromel)  has  long 
been  prepared  from  honey  by  fermentation.  The 
process  is,  however,  frequently  unsuccessful, 
owing  to  the  fact  that  honey  does  not  usually 
contain  sufficient  nitrogenous  food  for  the  sus- 
tenance of  the  ferment.  H  a  suitable  food  be 
added,  the  fermentation  proceeds  smoothly 
and  with  certainty  (Gastine,  Compt.  rend.  109, 
479).  According  to  Boussingault  (Ann.  Chim. 
pv.]  26,  362)  tne  quantity  of  carbon  dioxide 
formed  during  ferment-ation  is  greater,  and  the 
quantity  of  alcohol  lees,  than  would  be  expected 
from  the  amount  of  sugar  fermented.  Thus, 
instead  of  the  calculated  quantities  of  193*6 
parts  of  alcohol  and  170  parts  of  carbon  dioxide, 
he  obtained  177*6  parts  of  alcohol,  and  190 
parts  of  carbon  dioxide. 

For  medicinal  purposes  honey  is  purified  by 
warming  on  the  water-bath,  and  straining  it 
through  flannel  which  has  been  previously 
moistened  with  hot  water.  The  purified  com- 
pound is  known  as  Mel  depuraium.  Dietrich 
(Chem.  Zentr.  1877,  318)  brought  a  filtered 
solution  of  1  part  of  honey  in  3  parts  of  water 
on  to  a  dialyser,  and  found  that  60  p.c.  of  the 
honey  passed  through.  The  solution  of  the 
crystalloids  gave  on  evaporation  a  honey  having 
an  unusually  pleasant  aromatic  taste.  The 
colloidal  liquid,  in  which  gummy  flocoula 
remained  suspended,  gave  on  evaporation  a 
syrup  possessing  a  purely  sweet,  insipid,  non- 
aromatic  taste. 

In  order  to  purify  honey  Riecker  (J.  1873, 
1066)  adds  a  little  precipit-ated  aluminium  hy- 
droxide, which  carries  down  any  foreign  sub- 
stances present.  If  ordinary  honey  be  shaken 
with  absolute  eJcohol,  dextrose  remains  behind. 
Ether  precipitates  lomilose  from  the  alcoholic 
solution,  and  the  ethereal  solution  when  shaken 
with  lime  loses  tannic  acid,  whilst  wax  remains 
in  solution. 

Honey  is  frequently  adulterated  with  starch- 
sugar,  invert-su£ar,  molasses,  water,  &c.,  and 
owing  to  the  wi^  variations  in  the  composition 
of  genuine  honey  such  adulteration  is  frequently 
difficult  to  detect  (Racine,  Zeitsch.  offentl. 
Chem.  1902,281). 

For  a  method  of  detecting  commercial 
invert  sugar  in  honey  by  means  of  fi-naphthol 
which  gives  a  Bordeaux  red  to  bluish-violet 
colour  with  an  ethereal  extract  of  adulterated 
honey,  «ee  Littersohied,  J.  Soc.  Chem.  Ind.  1913, 
376. 

Dextrorotatory  honey  was  formerly  regarded 
with  suspicion  (Haenle,  2ieit8ch.  anal.  Chem. 
1894, 99),  but  it  has  been  shown  that  pine-honey, 
and  honey  made  by  bees  using  noney-dew, 
contain  a  dextrin  which  can  be  isolated  by  pre- 
cipitation with  alcohol,  and  is  strongly  dextro- 
rotatory (Koiug  and  Karsch,  Zeitsch.  anal.  Chem. 
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1895,  1;  Raumer,  ibid,  1896,  397;  Hilger, 
ZeitBch.  Nahr.  Genussm.  1904,  189).  For  a 
detailed  account  of  the  '  honey -dextrins  '  of  pine- 
honey,  see  Haenle  and  Scholz  (Zeitach.  Nahr. 
Genufism.  1903,  1027). 

Several  methods  have  been  recommended 
for  distingniflhing  betweeix  genuine  and  adulte- 


dextrosc  and  IsbvuIobc  becomes  optically  inactive 

(J.  Amer.  Chem.  Soc.  1896,  81). 
I       Witte     recommends     that     the     following 
I  determinations  and  testa  should  be  made  in 

order  to  ascertain  the  purity  or  otherwise  of  < 
I  honey,  a  solution  containing  1  part  by  weight 

of  the  honey  to  two  parts  of  water  bein^;  used : 


rated  honey.  Brautigam  states  that  genuine  >  Total  nitrogen  (Kjeldahl) ;  tannin  precipitate ; 
honev  contains  an  albumin  by  the  reactions  of  polarisation  before  and  after  inversion.  Leys* 
which  it  can  be  distinguished  (Pharm.  Zeit.  47,  i  reaction  (v.  tfiipra)  and  Fiehe*s  test  with  resorcinol 
109).  Methods  for  the  microscopic  examination  |  and  hydrochloric  acid  for  the  presence  of  added 
of  honey  have  been  desoribea  by  Dietrich  !  invert  sugar.  The  quantity  of  water  present 
(Analyst,  1896,  255).  Lander  has  found  in  !  should  not  exceed  20  p.c,  whilst  the  acidity  of 
natural  honey  an  inverting^  ferment  which  can  |  native  (German)  honey  usually  lies  between 
be  precipitated  by  alcohol  and  tested  on  cane*    0*06  and  l*2p.c.    The  quantity  of  ash  is  generally 


sugar  (Zeitsch.  angew.  Chem.  1902,  1041).  For 
the  biological  examination  of  honev  as  a  test 
of  its  genuineness,  see  Gadamer  and  Laske,  Arch. 
Pharm.  1916,  254,  306. 

Adulteration  with  starch-syrup,  which  usually 
contains  eiythro-dextrin  and  amylo-dextrin 
can  usually  be  detected  by  adding  methyl 
alcohol  to  the  cone,  aqueous  solution,  when  the 
dextrins  are  precipitated.  The  addition  of 
molasses  is  beet  detected  by  testing  for  rafiinose 
with  basic  lead  acetate  (Beckmann,  Zeitsch. 
anal.  Chem.  1896,  263). 

Ley*s  reagent,  an  ammoniacal  solution  of 
silver  oxide,  when  warmed  with  a  strong  solution 
ot  pure  honey  gives  a  greenish  coloration,  but 
if  tne  honey  is  adulterated  the  liquid  becomes 
dark  brown  or  black  (Utz,  Zeitsch.  angew.  Chem. 
1907,  993). 

If  1  gram  of  honey  be  rubbed  down  with 
ether  in  a  mortar,  the  ether  filtered  off  and 
evaporated,  and  the  residue  treated  with  a  drop 
of  a  solution  of  1  gram  resorcinol  in  100  c.c.  of 
hydrochloric  acid  of  sp.ffr.  1'19,  only  a  momen- 
tary pink  colour  will  be  obtained  with  pure 
honey,  whilst  adulterated  or  artificial  honey  will 
give  an  orange-red  colour,  changing  through 
cherry-red  to  a  strong  brown-red  (^ehe,  Zeitscn. 
Nahr.  Genussm.  1908,  75;  Keiser,  Analyst, 
1909,  299;    ef.  Halphen,  Ann.  Falsify  1912,  6, 


from  0*1  to  0*35  p.c.,  but  may  sometimes  be 
I  as  little  as  0'065  p.c.  The  sucrose  should  not 
exceed  6  p.c,  a  larger  amount  than  this  indicat- 
ing that  the  honey  is  *  unripe,'  that  the  bees 
have  been  fed  on  sucrose,  or  that  the  honey  is 
adulterated.  Sucrose  may  be  inverted  by  means 
of  honey  at  a  suitable  temperature.  The  nitro- 
genous substances  vary  in  amount  from  0*25  to 
0*55  p.c. ;  artificial  honey  seldom  contains 
more  than  0*22  p.c.  of  nitrogenous  substances 
(Zeitsch.  Nahr.  Genussm.  1909,  18,  625;  1911, 
21,  305;  cf.  Bruhns,  Chem.  Zeit.  1921,  45,  661 
et  seq),^  The  J.  Soc.  Chem.  Ind.  1911,  30,  702, 
gives  a  useful  bibliography  of  honey  and  its 
chemistiy. 

HONTHIN  V.  Synthetic  drugs*. 

HOPEDfE  is  a  crystalline  alkaloid  said  to  be 
contained  in  wild  American  hops.  It  melts 
below  100°  and  partially  sublimes  below  160"*. 
It  is  doubtful,  however,  whether  it  really  exists 
(Ladenbuig,  Ber.  1886,  19,  783;  J.  Pharm. 
Chim.  [v.]  12,  460;  Williamson,  Chem.  Zeit. 
1886,  10,  20,  38,  207,  238,  .491). 

HOPEITE.    Hydrated  zinc  phosphate, 
Zn,(P04),*4H,0 

crystallised  in  .the  orthorhombic  system.  The 
crystals  are  remarkable  in  consisting  of  an 
intimate  zonal  inteigrowth  of  two  modifications 


106;    Stacklin,  ibi£  1912,  5,  116;    Fiehe  and  I  — a-hopeite   and   j5-hopeite— differing   in   their 


Stegmiiller,  Arbb.  Kais,  Gesundh-Amt.  1912, 
40,  305;  J.  Soc.  Chem.  Ind.  1912,  31,  943; 
Analyst,  1912,  449). 

Adulteration  with  cane-susar  may  be  de- 
tected by  determining  the  reducing  power  of 
the  honey  with  Baneswil's  solution,  ooth  before 
and  after  inversion.  This  is  not  very  reliable,  as 
in  cases  where  the  bees  feed  on  sucrose  it  is 
found  in  the  honey,  though  the  laiger  proportion 


optical  characters  and  m  the  rate  at  which  water 
is  expeUed  by  heat.  They  are  colourless, 
white,  or  brownish ;  sp.gr.  3*0-3"l ;  H.  3  J. 
For  ipany  years  hopeite  was  known  only  as  a 
rare  mineral  from  tne  zin?  mine  of  Altenbeig, 
or  Vieille  Montague,  between  Li6ge  and  Aachen  ; 
but  in  1907  it  was  found  finely  crystallised  and 
in  considerable  quantity  in  a  cave  with  bone- 
breccia  and  associated  with  ores  of  zinc  and 


undergoes  inversioik  in  the  insect's  stomach  '  lead  at  Broken  Hill  in  North- Western  Rhodesia. 
(Raumer,  Zeitsch.  anal.  Chem.  1902, 333 ;  «e*also  In  1916  it  was  incompctly  described  under  the 
t: A — i—A  loon  eu\.  -Dti.i —  i>^  rr—  i  ^^^   name   hibbenite  from   the   Hudson   Bay 


Lipmann,  Analyst,  1889,  20;  Bakker,  Rec.  Trav. 
Chem,  1921,  40,  600). 

Suffar  in  honey  is  estimated  by  diluting  with 
twice  its  volume  of  water,  and  ascertaining  the 
sp.gr.  This  varies  between  1*101  and  1*115. 
The  first  number  corresponds  to  24  p.c,  and  the 
latter  to  27  p.c.  of  sugar  in  the  solutions,  or  to 
^2  p.c.  and  C&  p.c.  in  tne  original  honey  (Flticki- 
ger,  Pharmaceut.  Chemie,  [ii.]  267). 

Wiley  has  described  a  process  for  the  estima- 
tion of  IflBvulose  in  honey,  &c.,  based  on  the 
fact  that  its  optical  rotation  is  much  diminished 


zinc  mine  near  Salmo  in  British  Columbia. 

ParahopeiUt  from  Broken  Hill,  Rhodesia, 
has  the  same  composition  as  hopeite,  but  the 
crystals  are  anorthic.  L.  J.  S. 

HOPOGAN.  A  trade  name  for  magnesium 
perhydrol. 

HOPS  V.  Brewing. 

HORDEIC  ACID  v.  Dodecatoio  acid. 

HORDEIN  V.  Barley,  art.  Bebwino. 

HORDENINB  {^HydroryphenyUihy]dimeikyh 
amine)    CioHi,NO   was    discovered    by    L^er 


with  rise  of  temperature.  The  observation  tube  \  (Compt.  rend.  1906,  142,  108)  in  malt  culms, 
of  the  polarimeter  is  jacketed,  and  can  be  I  from  which  it  is  extracted  by  Stas*  method, 
cooled  to  zero  or  heated  to  88%  at  which  tempera- I  The  ethereal  solution  of  the  alkaloid  thus 
^ure   a  mixture  of  molecular  proportions   of  i  obtained  is   evaporated  to   dryness    and   the 
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hordeuine  residue  is  purified  by  repeated  lecrys- 
tallisation  from  alcohol.-  Its  constitution  was 
determined  by  L^er  (Compt.  rend.  1006,  143, 
234,  916)  and  by  Gaebel  (Arch.  Pharm.  1906, 
244,  435). 

Hordenine  has  also  been  synthesised  from 
phenyl  ethyl  alcohol  (Barger,  Chem.  Soc.  Tnuis. 
1909,  2194 ;  Uaer,  Bull.  Soc.  chim.  1910.  [iv.] 
7, 172),  and  by  the  methylation  of  /3-p-methoxy- 
phenylethylamine  hydrochloride  with  alcohouc 
potash  and  methyl  iodide  at  lOO''  (Rosenmund, 
Ber.  1910,  43,  306). 

Properties. — Hordenine  forms  colourless,  al- 
most tasteless  anhydrous  orthorhombic  prisms, 
m.p.  117*8*'  and  subliming  like  camphor  at  140''- 
150^  It  is  readily  soluble  in  alcohol,  ether,  or 
chloroform,  but  sparingly  so  in  benzene,  xylene, 
or  toluene.  It  is  optically  inactive.  It  is  a 
strong  base,  is  alkaline  towards  litmus  and 
phenolphthalein,  liberates  ammonia  from  its 
salts,  reduces  acid  solutions  of  potassium  per- 
manganate in  the  cold  and  ammoniacal  solu- 
tions of  silver  nitrate  and  iodic  acid  on  warming. 
It  is  not  attacked  by  concentrated  sulphuric  acid 
or  by  potash,  but  readily  forms  soluble  salts 
with  acids.  When  boiled  with  nitric  acid  it 
yields  picric  acid,  and  when  methylated  and 
oxidised  with  alkaline  permanganate  it  gives 
anisic  acid  (L6ger,  J.  Pharm.  Chim.  1907,  25, 
5 ;  Compt.  rend.  1907,  144,  488). 

Hordenine  stdphate  crystallises  in  needles  and 
has  a  slightly  bitter  taste.  It  forms  brown 
cr^tals  with  iodine,  but  gives  no  precipitate 
with  the  teuinins  of  vegetable  infusions.  In 
small  doses  it  has  a  tonic  action  on  the  heart, 
but  in  toxic  dpses  (1-2  grams  per  kilo)  it  pro- 
duces the  reverse  effect. 

It  has  been  employed  as  a  remedy  in  cases  of 
typhoid,  dysentery,  enteritis,  &c.  It  is  not  so 
eneif^etic  as  digitalis,  sparteine,  or  strophanthus, 
but  IS  less  toxic  than  any  of  these  (Sabrazte  and 
Qu^reve,  Compt.  rend.  1908,  147,  1076 ;  see  also 
Camus,  ibid.  1906,  142,  110,  237). 

Hordenine  methiodidet  which  probably 
possesses  a  similar  physiological  action  to  that 
of  adrenaline,  has  been  synthesised  from  p- 
methoxyphenylethylamine  oy  treatment  with 
methyl  iodide,  an  almost  quantitative  yield 
being  obtained.  It  crystallises  in  colourless 
prisms,  m.p.  229*'-230*'  (Rosenmund,  I.e.). 
Other  organic  and  inoiganic  compounds  of 
hordenine  have  also  been  obtained  (l<6ger,  /.c, 
and  Compt.  rend.  1907,  144,  208). 

Detection. — A  few  drops  of  hordenine  are 
dissolved  in  a  few  c.c.  of  acetic  acid  and  boiled 
with  a  few  drops  of  formaldehyde;  3  c.c.  of 
sulphuric  acid  is  now  added,  when  a  green 
coloration  is  produced  (Denig^,  Bull.  Soc. 
chim.  1908,  [iv.J  3,  786). 

1  C.C.  of  1  p.c.  hordenine  sulphate  solution  is 
boiled  with  an  equal  volume  of  urotropine  solu- 
tion of  the  same  strength,  and  2  c.c.  of  strong 
sulphuric  acid,  a  fine  emerald-green  colour  is 
produced  even  with  0*0001  gram  of  hordenine 
sulphate  (Labat,  J.  Pharm.  Chim.  1909,  29, 
433). 

HOREHOUND  v.  Mabrubium. 

HORNBLENDE.  An  important  rock-form- 
ing mineral  belonging  to  the  monoclinic  series 
of  the  amphibole  group,  consisting  mainly  of 
metasilicates  of  calcium,  magnesium,  and  iron. 
The  name  hornblende  is  sometimes  applied  to  { 


the  group  itself,  which  includes  the  useful 
minerals  asbestos  (^.v.),  nephrite  {v.  Jade),  and 
crocidolite  (q^v.).  More  usually,  however,  it  is 
restricted  to  the  darker-coloured  (green«  brown, 
I  black)  aluminous  varieties,  th%  composition  of 
which  is  expressed  by  mixtures  in  various  pro- 
portions of  the  molecules  Ca(Mg,Fe)s(Si(j,)4, 
(Mg,Fe)(Al,Fe)^iOa,  and  NaAl(SiO,),.  It  forms 
part  of  many  kinds  of  igneous  rocks,  e.g.  horn- 
blende-granite, syenite,  owasalt,  &c.,  and  crystal- 
line  scMsts,  t.g,  hornblende-schist.      L.  J.  S. 

HORNFELS  v.  Ho&nstone. 

HORN  LEAD  v.  Lead. 

HORN  QUICKSILVER.  Calomel  v.  Mbbcuby. 

HORNSILVER.  Native  silver  chloride  v. 
Ceraboysite;  Silveb. 

HORNSTONE  and  HORNFELS.  Karnes 
api>lied  to  a  variety  of  hard  and  tough,  fine* 
grained  and  compact,  splintery,  siliceous  rocks 
with  a  homy  appearance,  which  have  generally 
been  formed  by  the  baking  action  of  igneous 
rock-masses  on  surrounding  sedimentary  rocks 
(sandstones,  grits,  shales,  slates,  &c.).  They 
frequently  show  a  banded  structure  representing 
the  original  bedding  planes,  but  they  do  not 
break  along  these  directions.  The  name  horn- 
stone  is  more  usually  applied  by  mineralogists 
to  the  hiehly  siliceous  kmds,  and  regarded  as  a 
variety  of  quartz  allied  to  flint,  chert,  novaculite, 
and  jasper ;  whilst  the  German  name  homfels 
is  applied  by  petrographers  to  materials  more 
of  the  nature* of  rocks,  e.g.  biotite-homfels, 
andalusite-hornfels,  tourmaline-homfels,  calc- 
silicate-homfels,  &c.,  the  last-named  having 
been  produced  by  the  thermal  metamorphism  of 
impure  siliceous  limestones.  The  Swedish 
H&Ueflinta  (meaning  rock-flint)  is  also  veiy 
similar  in  chanicter;  this  may  in  some  cases 
represent  an  altered  felsitic  lava,  but  in  others 
it  does  not  differ  from  homfels.  These  materials 
are  used  as  hones  {v.  Whetstone).         L.  J.  S. 

HORSE-CHESTNUT.  Marronier  d'Inde,  Fr.  ; 
Bosskasianie,  Ger.  The  well-known  horse- 
chestnut  tree,  .^culus  hippocasianum  (Linn.),  is 
a  native  of  Persia  and  Northern  India,  and  was 
introduced  into  Europe  in  the  sixteenth  century. 
The  bark  contains,  belsides  tannin,  fat,  and  other 
common  substances,  a  glucoside  cBsctUin  and  a 
little  of  its  fission  product  cBscuktin.  On 
account  of  its  blue  fluorescence  in  aqueous 
solution,  still  recognisable  at  1  :  15,000,000,  the 
substance  attract^  early  attention,  and  was 
first  termed  Schillerstofr  in  German.  It  has 
been  chiefly  examined  by  Rochleder  and 
Schwarz  (Annalen,  1853,  87,  186;  88,  356). 
-^culin  is  obtained  by  extracting  the  bark 
(best  collected  in  March)  with  boiling  water, 
precipitating  the  extract  with  lead  acetate, 
removing  the  excess  of  lead  from  the  filtrate 
with  hydrogen  sulphide,  and  then  concentrating 
until  crystallisation  begins.  After  a  few  days 
the  crystals  are  collect^  and  recrystallised  first 
from  alcohol  and  then  from  lioiling  water* 
^culin,  Ci(Hi«0«,l^H,0,  forms  white  needles 
of  slightly  bitter  taste,  which  lose  their  water 
of  crystallisation  at  120''-130''  and  melt  at  200''- 
202"" ;  it  dissolves  in  600  parts  of  cold,  and  12*6 
parts  of  boilins  water,  in  100  parts  of  cold,  and 
24  parts  of  boUing  alcohol.  Ab  in  many  cases, 
acids  abolish  the  fluorescence.  Agitation  with 
a  little  nitric  acid  gives  a  yellow  solution, 
turning  deep  red  \iith  ammonia  (SonnensdieiQ, 
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Ber.  1876,  9,  1182).  The  solution  in  a  few 
drops  of  concentrated  sulphuric  acid  is  coloured 
deep  violet  by  gradual  addition  of  sodium 
hypochlorite  solution.  Bromine  furnishes  cry- 
staiUnedibrom^^culin,  GisHiiOfBr,,  m.p.  194^ 
sodium  amalgam  amorphous  hydrosesculin ; 
crystalline  penta-acetyl  and  benzoyl  derivatives 
are  known.  Emulsin  and  warm  dilute  mineral 
acids  hydrolyse  to  dextrose  and  ce^cuUtin 
(Zwenger,  Annalen,  1854,  90,  65).  ^culetin 
and  gluoosan  are  formed  by  heating  sesculin  to 
230^  iEsculetin,  C»H«04,H,0,  may  be  purified 
by  precipitation  in  alcoholic  solution  with  lead 
aoetia>te,  washing  the  lead  compound  with  alcohol 
and  regenerating  with  hydrogen  sulphide.  It 
crystallises  in  needles,  m.p.  270®,  little  soluble 
in  cold,  moderately  in  hot  water,  readily  in  hot 
alcohol,  hardly  in  ether.  It  reduces  Fehling's 
and  ammoniacal  silver  solutions.  It  is  6:7- 
dihydrozycoumarin-  as  shown  by  the  synthesis 
8  1 
0 

7    H(>^V^.CO    2 


'  «\A^^^  ' 


^ 


from  hydroxyhydroquinone  aldehyde,  acetic 
anhydride,  and  sodium  acetate  (Gattermann 
and  Kobner,  Ber.  1899,  32,  288).  iEscuietin 
has  in  aqueous  solution  only  a  very  slight 
fluorescence.  For  reduction  products,  see  fie- 
bermann  and  Lindenbaum  (Ber.  1902,  35, 2919) ; 
for  OBsculase,  Sigmund  (Monatsh.  1910,  31,  657) ; 
for  the  microchemistry  of  aesculin,  Tunmann 
(Chem  Soc.  Abstr.  1917,  ii.  59). 

The  bark  of  the  horse-chestnut  further 
contains  the  slucoside  fraxin  Ci«H,|,Oio»  also 
present  in  the  hark  of  the  ash.  It  is  hydrolysed 
to  dextrose  and  fraxetin  CpH^OfOMe,  a  methoxy 
aasculetin  (Komer  and  Biginelli,  Gazz.  chim.  ital. 
1891,  21,  ii.  452).  Scopalin,  in  the  root  of 
Scopcdia  sp.,  in  Atropa  belladonna,  and  in  other 
SolanacecB,  is  a  glucoside  of  scopoletin  or  7- 
hydroxy-6-methoxy  coumarin,  ana  therefore  of 
aesculetin  monomethyl  ether  (Moore,  Chem. 
Soc.  Trans.  1911,  99,  1043;  in  this  paper  an 
account  of  the  earlier  literature  is  ffiven ;  a 
different  system  of  numbering  the  substituents 
is  employed).  Scopoletin  has  sometimes  been 
confused  with  aesculetin;  it  occurs  free  in 
Oelsemium  semperviretts. 

The   cotyledons    contain    two   little-known 

Slucosides  and  other  derivatives  (Rochleder, 
.  pr.  Chem.  [i.l  87,  1 ;  [i.]  101,  415).  The 
leaves  quercitrin,  the  flowers  quercetin  (Roch- 
leder, J.  1859,  522). 

Horse-chestnuts  are  rich  in  carbohydrates, 
and  can  be  used  for  the  production  of  alcohol 
and  acetone  by  fermentation ;  the  yield  of  alcohol 
may  be  1 1 '5-12  p.  c.  of  the  nuts  as  picked. 
Cf.  J.  Soc.  Chem.  Ind.  1919,  411.  T. 
Bitter  and  harmful  principles  (saponins)  can  be 
extracted  by  boiling  water,  and  then  the  nuts 
constitute  a  valname  cattle  food ;  they  have 
even  been  incorporated  in  bread  {cf,  Dechambre, 
Compt.  rend.  Acad.  Agric.  1917,  3,  927).  Entire 
freeh  chestnuts  contain  about  45  p.c.  of  water, 
and  air  dry  about  11  p.c.  The  allowing  per- 
centage analysis  (Baker  and  Hulton,  Analyst, 


Nov.  1917)  refers  to  peeled  and  grated  nuts  dried 
at  55'':  moisture,  1-85-3-5;  ash,  2*45-2*9; 
ether  extract  (oil),  5*0-7*2;  protein  (Nx6*25), 
7*25-10*8 ;  reducing  sugars  as  dextrose,  1*6-9*1 ; 
cane-sugar,  7*27-17*5;  starch  (lintner),  21*9- 
47*8  ;  starch  (taka  diastase),  15*2-39*0  ;  pento- 
sans, 4*75-5*44;  .crude  fibre,  2*0-2*6;  matter 
soluble  in  cold  water,  32*5-48*4.  The  oil,  at 
I  one  time  used  in  medicine,  has  been  examined 
by  Stillesen  (Chem.  Zeit.  1909,  33,  497),  G. ' 
Masson  (Bull.  Scl.  Pharmacol.  1918,  25,  65 ; 
Chem.  Soc.  Abstr.  1918,  i.  518).  G.  B. 

I  HORSE  FAT.  The  fat  obtained  'from 
I  different  parts  of  the  hone  is  a  pale  yellow  to 
i  orange  semi-solid  mass  with  an  unpleasant 
I  odour.  On  standing  it  separates  into  a  solid 
and  liquid  portion,  the  latter  being  known  in 
commerce  as  horse  oil,  not  to  be  confused  with 
horse  foot  oil  Both  the  fat  and  the  oil  have 
dr^ring  properties,  which  render  them  un- 
smtable  for  lubricating  purposes.  The  fat  does 
not  appear  to  contain  any  stearic  acid  (Hehner 
and  Mitchell),  but  contains  about  10  p.c.  of 
linolic  acid  It  melts  at  about  34^-39  ,  and 
has  an  iodine  value  vairing  from  about  75-90 
according  to  the  part  of  the  animal  whence  it 
was  derived  {cf,  Heiduschka  and  Steinruck,  J. 
pr.  Chem.  1921,  102,  241). 

Horse  fat  is  used  as  a  substitute  for  lard 
in  some  parts  of  Europe.  Its  use  is  claimed  in 
Eng.  Pat.  25046,  1905,  as  a  medium  for  coating 
calcium  carbide  in  the  production  of  acetylene. 

C.  A,  M. 
HORSE-RADISH.  The  root  of  Cochkaria 
Armoracia  (linn.),  used  as  a  condiment.  Its 
pungent  flavour  is  due  to  the  presence  of 
taobutyl  i>othiocyanate  C4Ht*NCS.  The  root 
contains — 

Xltroff^'nouB  ^-free    Crude  Organic 

Water  Bub^tances  Fat   extract    fibre        Ash  sulphur 
76*7        2*7        0*3      15*9       2*8        1*5       008 

The  following  is  an  analysis  of  the  ash  of 
horse-radish : — 

Peroent.of  o      O     ^     «     O     ^  m 

drysubst.   Mi^SifSfiTSSo 

71      30*8  4*0  8*2  2*9  1*9  78  30*8  12*7  0*9 

H.  I. 

HUANTAJAYTTE  v.  Hautb. 

HUASCOLUE  V,  Znrc-BLENDE. 

HUBNERITE  v.  Wolframite. 

HULilTE.  A  black,  opaque,  orthorhombic 
(?)  mineral  originally  described  as  a  hydrous 
borate  of  ferrous  and  ferric  iron  and  magnesium, 
but  subsequently  found  to  contain  some  tin 
(SnOt,  7*07  p.c.  m  a  sample  with  a  considerable 
amount  of  insoluble  gangue),  the  formula  being 

fiven  as  12(Fe,Mff)0'2Fe,03'SnOa*3B,0,*2HsO. 
t  occurs  as  smaU  crystals  and  tabular  masses 
in  a  metamorphic  limestone,  near  the  contact 
of  this  rock  with  granite,  at  Brooks  Mountain, 
Seward  Peninsula,  Alaska,  and  is  associated 
with  magnetite  and  tin-ore.  L.  J.  S. 

HUinC  ACH).  The  substance  produced  by 
the  decay  of  vegetable  matter  and  found  in  the 
soil.  Various  humic  acids  have  been  described ; 
an  octobasic  acid  CfoHscO,?  (Detmer,  J.  1873, 
844) ;  an  acid  Cs^HioOio  (Thenard,  J.  1873, 844) ; 
an  acid  C,«H,|Oio>  from  brown  coal  (Hoppe, 
Zeitsch.  physioh  Gxem.  13,  108) ;   and  an  acid 
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C4«H4«Ott  from  coal  (John,  Zeit.  Kryst.  Min.  23, 
289).  Accotding  to  RobertBon,  Irvine,  and  Dob- 
son  (Bio-Chem.  J.  1907, 2, 468),  the  natural  humic 
acid  from  peat  varies  greatly  in  composition, 
according  to  the  methc^  of  preparation.  The 
artificial  acid  from  soffar,  according  to  them, 
has  the  composition  C3«H„Oi4,  but  Berthelot 
and  AnM  (Gompt.  rend.  112,  916)  state  that 
this  acid  is  tribasio  and  has  the  composition 
CicHifO?.  Humic  acid  is  capable  of  auorbine 
ammonia,  which  is  then  removed  by  the  add  of 
sprouting  seeds,  humic  acid  being  regenerated 
(Bomtn^er,  Ghem.  Zentr.  19(K^,  ii.  1202). 
Gautreau,  Gharbonnier,  and  Serrant  (Eng.  Pat. 
22028 ;  J.  Soc.  Ghem.  Ind.  1895,  977)  treat  peat 
or  vegetable  refuse  with  dilute  sulphuric  acid, 
to  produce  humic  acid.  The  mass  after  the 
removal  of  the  liquid  matter  is  treated  with 
excess  of  lime,  potassium  sulphate  is  added, 
and  the  resulting  substance  sola  as  a  manure. 

HUMULON  {a-hop-biUer  acid  or  luptUic 
(icid)  G,iU,oO«.  A  substance  contained  in 
lupulin,  one  of  the  bitter  principles  of  hops. 
It  may  be  obtained  by  repeated  precipitation 
as  the  lead  salt  from  a  methyl  alcoholic  extract 
of  lupulin  and  may  be  purified  by  crystallisation 
of  its  combination  with  o-phenylenediamine. 
With  it  forms  slender  yellow  needles,  m.p.  115°- 
117^ 

Hnmulon  melts  at  66°,  [a]|^— 212°  in  96  p.c. 
alcohol,  —232*2°  in  benzene;  is  odourless  and 
almost  tasteless.  Reduces  ammoniacal  silver 
oxide  in  the  cold  and  gives  a  deep  reddish- violet 
colour  with  alcoholic  ferric  cnloride.  Gives 
crystcdline  precipitates  with  salts  of  copper  and 
lead.  Subjectea  to  hydrolysis  forms  mo- 
butyraidehyde,  acetic  acid,  humulio  acid,  an 
unsaturated  acid»  GfHioOs*  b.p.  105°/10  mm., 
giving  characteristic  zinc,  cadmium,  and  silver 
salts,  and  a  bitter  resin  (35-40  p.c.  of  the  whole). 
Humulic  acid  GnH^Of  (c/.  lintner  and  Schnell, 
Zeitsch.  ges.  Brauw.  \WA,  27,  668)  is  only  feebly 
acidic,  and  is  probably  not  a  real  carboxylic 
acid;  it  contains  a  ketonic  group,  and  therefore 
behaves  as  an  enol;  is  unsaturated,  and  may 
be  reduced  by  palladium  and  hydrogen  to 
dikydrohumyUc  acid  GftH.^Of,  fiat  needles  and 
leaflets,  m.p.  125°-126°  {phenylkydrazone,  faintly 
yellow,  short  prisms,  m.p.  133°-134°). 

Humulon  may  also  oe  catalytically  hydro- 

fenated,  whereby  it  suffers  fission  into  an  acid 
'loHMOgand  jS-methylbutane :  G.iH,o05+3Ht 
=GnH,405+C5Hi,.  The  acid  forms  yellow 
crystals,  m.p.  123°-125°,  behaves  as  a  mono- 
basic acid;  forms  a  telrabenzoaie  GjfH^oOs'Bz^ 
in  colourless  flat  prisms,  m.p.  168°.  Alcoholic 
solutions  give  a  dark  blue  coloration  with  lead 
acetete.  A  warm  methvl-alcoholic  solution  in 
a  current  of  air  yields  a  dihydroxyquinone 
G.«H„Og;  slender,  red  needles,  m.p.  63°-64°, 
which  condensed  with  o-phenylendiamine  gives 
a  dark  red  azine  G„H„0,Ng,  m.p.  109° 
(Wolhner,  Ber.  1916,  49.  780). 

HUNGARIAN  TURPENTINE  v.  Olso-besins. 

HUNGARY  BLUE.    Cobalt  blue  v.  Pigments. 

HUNGARY    GREEN.      MalachiU   green    u 

PlOMSNTS.  

HUTCHINSONITE.  Sulph-arseniie  of  thal- 
lium, lead,  silver,  and  copper 

(Tl,Ag,Gu),S-As;S,-fPbSAB,S, 
crystellised  in  tlie  orthorhombic  H^'stem,  and 


I  one  of  the  few  minerals  that  contain  thallium 
(18-25  p.c.)  as  an  essential  constituent.  It  is 
of  rare  occurrence  as  minute,  red,  transparent 
ciystals  in  the  white,  crystalline  dolomite  of  the 
Binnenthal  in  Switzerland.  L.  J.  S. 

HYACINTH  or  JACINTH.  A  name  loosely 
applied  to  several  kinds  of  gem-stones  of  a 
yellowish-red  or  red  shade,  but  more  usually  to 
zireon  (g.v).  Other  stones  of  similar  colour  to 
which  the  name  is  sometimes  applied  include : 
ferruginous  quartz  from  Santiago  de  Gompostella 
in  the  north  of  Spain  (Gompostella  hyacinth) ; 
hessonite  (r.  garnet) ;  brown  idocrase  or  vesuvi- 
anite  from  Vesuvius  ;  yellowish -red  spinel  from 
Minas  Novas,  Brazil ;  topaz  from  Brazil ;  and 
reddish-brown  corundum  (Oriental  hyacinth). 
The  vdKiydos  or  hyacirUhut  of  the  ancients  was, 
however,  a  blue  or  purple  stone,  probably 
corundum  (sapphire),  or  perhaps  amethyst. 

L.  J.  S. 

HYiENASICACID  G„H4,-C60H,  m.p.  77-6% 
ia  found  as  a  gljroeride  in  the  anal  glandular 
pouches  of  the  striped  hy  sona  (Garius,  Annalen, 
129,  168). 

HYALINE  CORUNDUM  v.  Aluminium. 

HYALITE  V,  Opal. 

NH*CH 

HYDANTOnf,  glycolycarbamide  G0(^        I 

^NHCO 
is  found  together  with  allantoin  in  the  leaf 
buds  of  Platanua  orierUaUs  (Linn.)  (Schulze  and 
Barbieri,  Ber.  1881,  14,  1834) ;  and  also  in  beet 
juice  (v.  Lippmann,  Ber.  1896,  29,  2652).  It  is 
prepared  (1)  l>y  reducing  allantoin  or  allozanio 
acid  with  concentrated  hydrogen  iodide  at  100® 
(Baeyer,  Annalen,  1864,  130,  168) ;  (2)  by  the 
action  of  excess  of  alcoholic  ammonia  on  brom- 
acetvlurea  at  100**  (Baeyer,  Ber.  1876,  8,  612) ; 
(3)  by  the  condensation  of  sodium  dihydroxy- 
tartmte  and  carbamide  in  the  presence  of 
hydrochloric  acid  at  50^-60®  f  Anschiitz,  Annalen, 
1889,  254,  258);  (4)  by  the  condensation  of 
glyoxal  and  carbamide  in  the  presence  of  hydro- 
cmoric  acid  (Siemonsen,  Annalen,  1904,  333, 
101) ;  (5)  from  ethyl  hydaiftoate  by  heating  at 
135°  for  7  hours,  or  by  warming  with  25  p.c. 
hydrochloric  acid  (Harries  and  Weiss,  fier. 
1900,  33,  3418),  or  by  heating  with  alcoholic 
ammonia  at  100°  (Harries,  Annalen,  1908,  361, 
69) ;  the  ethyl  hydantoate  is  prepared  by  the 
condensation  of  the  hydrochlonde  of  the  ethyl 
ester  of  glycine  with  potassium  cyanate  (Harries 
and  Weis,  l.c,)  or  by  the  interaction  of  glycollic 
ester  and  ethyl  sodiocarbonate  (Diels  and 
Heintzel,  Ber.  1905,  38,  305).  It  may  be  pre- 
pared from  hippuric  acid  by  converting  it  mto 
3-benzoyl-2-thiohydantoin  (Johnson  and  Nicolet, 
J.  Amer.  Ghem.  Soc.  1911,  13,  1973)  and  then 
desulphurising  this  compound  with  an  aqueous 
solution  of  chloracetic  acid  (Johnson  and 
Benffis,  ibid.  1913,  36,  1605). 

Hydantoin  crystallises  in  colourless  needles, 
m.p.  216°  (Schulze  and  Barbieri,  Anschiitz,  l.c) ; 
2ir-220°  (Harries  and  Weiss,  Ic.) ;  its  heat  of 
combustion  at  constant  volume  is  +312'4Gal., 
and  heat  of  formation  +109Gal.  (Matignon« 
Ann.  Ghim.  1893,  [vi.l  28,  70).  Its  dissocia- 
tion constant  Ka  is  7-59x10-"  (Wood,  Phil. 
Trans.  1906,  1833).  It  is  sparinsly  soluble  in 
cold,  readily  so  in  hot  water,  and  the  solution 
has  a  sweetish  taste.  Hydantoin  is  not  attacked 
I  by  ammonia,  hydrochloric,  or  ctilute  ^bri^vki  ; 
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when  boiled  with  banrta  water  it  is  converted 
into  the  barium  salt  oihydarUoic  add 

NH,CONHCH,-CO,H 

llie  heat  of  combustion  of  which  is  308'9Cal. 
and  heat  of  formation  4-181*6Ga].  (Matignon, 
/.c),  m.p.  179**-180°. 

The  Hlver  derivative  C,H,0^,Ag»HgO  is 
precipitated  by  silver  nitrate  from  an  ammo- 
niacai  solution  of  hvdantoin. 

Spiro-4 : 4-  dihyoantoin 

NH— CO     .NH— CO 


I 
CO-J 


NH  \ 


CO— NH 


prepared  by  boiling  6-amino-4-hydrozy-4 : 6- 
dihydrouric  acid  with  concentrated  hydrochloric 
ada,  crystallises  in  stout  rhombohedra  which 
only  slowly  blacken  and  decompose  above  400^ 
It  18  remarkSbly  stable  towaxtis  acids,  and  is 
not  attacked  by  alkaline  permanganate ;  it  is 
converted  by  hot  concentrated  aqueous  barium 
hydroxide  mto  allantoin.  It  is  the  parent 
substance  of  hypocafifeine  (1:7: 9-tri-methyl' 
spiroA  :  ^-hffdatUoin)  (Biltz  and  Heyn,  Annalen, 
1916,  413,  38). 

Substituted   derivatives   of   hydantoin   are 
^NHCH, 
referred  to  the  ring  (X)s  ?  t\    . 
^NHCO 
.NHCH(NO,) 

Nttrohydantoin  C0<         I  ,  prepared 

\nhco 

by  the  action  of  nitric  acid  on  hydantoin,  forms 
shininff  crystals,  meltins  and  decomposing  at 
170*^  (Franchimont  and  Klobbie,  Rec.  trav. 
chim.  1888,  7,  12). 

4-Aiiilnohydantoln  hydroehloride,  prepflired 
by  the  action  of  concentrated  hydrochloric  acid' 
on  triacetylaminohydantoin,  has  m.p.  218^-222^ 
(decomp.).  Silver  oxide  reacts  with  it  to  yield 
Z-^^verA-aminohydantoin  and  aqueous  potassium 
cyanate  reacts  with  it  with  formation  of  allantoin 
(Biltz  and  Giesler,  Ber.  1913,  46,  3423). 

/NAcCH, 

1 : 3-Diacetylliydantoiii  C0<  |     ,    ob- 

^NAcCO 
tained  by  the  action  of  acetic  anhydride  on 
hydantoin,    has    m.p.    104°-105^    and    yields 

/NAcCH, 
^'Ocetylhydanknn  C0<  |     ,  m.p.  143M44% 

\NHCO 
when   boiled   with   water,   and  this  forms   a 
sparingly  soluble  lead  wU  (Harries  and  Weiss, 
ibmalen,  1903,  327,  355 ;   Siemonsen,  Annalen, 
1904,  333,  101). 

/NaCHg 

Dlchlorohydantoln  C0<         |  obtained 

\Naco 

in  the  form  of  lustrous  crystalline  leaves,  m.p. 
120*^-121  ^  by  the  action  of  chlorine  on  an 
aqueous  solution  of  hydantoin,  has  the  charac- 
teristic properties  of  a  chlorimino  compound 
(Harries  and  Weiss,  Annalen,  1903,  327,  355; 
Siemonsen,  Annalen,  1904,  333,  101  ;  Biltz  and 
Behrens,  Ber.  1910,  43,  1984).  Attempts  to 
prepare  bromine  derivatives  of  hydantoin  have 
been  unsuccessful ;  by  the  action  of  ^  molecule  of 
bromine  hydantoin  is  converted  into  iaoaUitwric 

/NHCH— N— CH,v 
add   C0<         I         I  >C0,   m.p.  258°- 

\NHC0     CONH/ 


260^,  when  a  laxger  proportion  of  bromine  ia 
employed,  parabanic  acid  (oxalylcarbamide),  is 

/NHCBr, 
formed,   the   bromo   derivative   CO^         I 

^NHCO 
being  probably  first  produced* 

u)ndeii8ation  witn  aldehydes.  Hydantoin 
condenses  with  formaldehyde  (1-3  mols.)  in 
aqueous     solution     to     form     hudroxymethyU 

/CH.CO 
hydanloin  0H(3HjN^ 


or 


\)ONH 
.COCH, 
OH-CH,N<         I 

\CONH 


m.p.  126°-135'',  it  yields  chloromethylhydantoin 
Cfi^OJSfii,  m.p.  150°-167^  when  treated 
with  phosphorus  pentachloride  or  concentrated 
hydrochloric  acid.  When  hydantoin  is  warmed 
with  formaldehyde  in  the  presence  of  acids  more 
complex  products  are  obtained  (Behrend  and 
Niemeyer,  Annalen,  1909,  365,  38). 

Hydantoin  condenses  with  aromatic  alde- 
hydes in  the  presence  of  glacial  acetic  acid  and 
sodium  acetate  to  form  compounds  of  the  type 

/CONH 
RHO  :CC        It  which,  on  reduction,  yield 

^NHCO 
the  corresponding  4-ary^«ubstitnted  hydantoin 

RH,CHC/       1     .    The  following  compounds 

\nhco 

are  described : — 

<CONH 
I 
NHCO 
m.p.    220^    yields    4'bewa/lhydafUain  {phenyl^ 

/CONH 
alaninehydarUoin)     PhH,C'CH<         |     ,     m.p. 

\nhco 

188^-190^  on  reduction,  from  which  phenylala- 
nine is  obtained  by  boiling  with  baryta  water 
(Ruhemann  and  Stapleton,  Phil.  Trans.  1900, 
246).  Johnson  and  Bates  (J.  Amer.  Chem.  Soc. 
1915,  37,  383)  record  two  isomeric  modifications 
of  benzylidenehydantoin :  the  ordinary  form 
(m),  m.p.  220%  and  a  trans-toTm,  m.p.  246°, 
which  crystallises  in  agsregatee  of  distorted 
needles  (r/.  Komatsu,  Mem.  Coll.  Sci.  Eng. 
Kyoto,  1912,  5,  13). 
A  niitylidenehydatUoin 

/CONH 
0MeC,H4CH :  C<         | 

\NHC0 
m.p.     243^-244*'    (decomp.)    yields    a    hromo 
derivative,  m.p.  247°;    and  on  reduction  with 
hydrogen  iodide  forms  4:-p-hydroxybemylhydan' 
tain  {tryosinehydarUoin) 

/CONH 
OHCaH/CH.-CHC         I 

\nhco 

m.p.  257°-258°,  from  which  tyrosine  is  obtained 
by  prolonged  boiling  with  hydrogen  iodide.  The 
tyrosinehydantoin,  m.p.  276°-28i0°,  described  by 
Blendermann  (Bied.  Zentr.  1883, 209)  is  probably 
the  optically  active  isomeride  of  this  compound. 
Piperonylidenehydantoin 

.CONH 
CH,  :  0,  :  CeH,CH  :  c{        I 

^NH  CO  Ac> 

m.p.  245°.  L^iyiu^cu  uy    ^^  ^  ^(3 
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^NHCO 


4'CinnamyhdenehydafUoin 
NHCO 
CO/  I 

\NH— C :  CHCH :  CHC^Hs 
crystalliBOB  from  hot  glacial  acetic  acid  in 
clusters  o!  canary-yellow  needles  which  melt 
at  272**-273*'  to  a  red  oil  (decomp.)  (Johnson 
and  Wrenshall,  J.  Amer.  Ghem.  Soc.  1015,  37, 
2133). 

Fttrfitn/UdenchydarUoin 

/CONH 
C^H.OCH :  C<^        I 

m.p.  232* 

3 : 5'Dichhro  -  4  -  hydroxyhenzylidenehydantain 
/CONH 
OHC,H,a,-CH  :  C(        \     m.p.  300* 

p-'  Nitrchtnzylidenehydantoin 

/CONH 
N0,C,H4CH :  C<         | 

m.p.  254*  (Wheeler  and  Ho£fmann,  Amer.  Chem. 
J.  1911,  45,  368).  Set  Johnson  and  Brantlecht 
(J.  Biol.  Chem.  1912,  12,  184)  for  the  pre- 
paration of  l-phenyl-^'paraTUtrcbtnzalhydantoin 
and  allied  componnda  from  thiohydantoin 
derivatives. 

Alkyl    and    aryl    substitated    derlvfttives, 
.NHCH, 
I'MeihyJhydafUoin  CO^  |      by  methylating 

^NMeCO 
hydantoin  by  means  of  methyl  iodide,  potassium 
hydroxide,  and  methyl  alcohol  at  100*  (Franchi- 
mont  emd  Klobbie,  Rec.  trav.  chim.  1889,  8, 
289) ;  from  methylcarbamide  and  glycine  (Gua- 
reschi,  Chem.  Zentr.  1892,  i.  140) ;  crystallises 
in   prisms,   m.p.    182°.     The   nitro  derivative 

/N(NO,)CH, 
C0<  I        has  m.p.  168*  (Franchimont 

\NMe — CO 
and  Klobbie,  Z.c.).     l-p-tolylHydatUoin 

NHCOv 

I  >NC,H4Me 

CH.-CO/ 

from  p-tolylcarbamide  and  glycine  (Quenda, 
Ghem.  Zentr.  1892,  i.  140);  it  has  m.p. 
206*. 

.NMeCH, 

Z-MeUwlhydafUoin  C0<;  |        prepared 

^NHCO 
(1)  by  fusing  sarcosine  and  urea  (Huppert,  Ber. 
1873,  6,  1278  ;  Horbaczewski,  Monatsh.  1887,  8, 
586) ;  (2)  by  passing  cyanogen  chloride  through 
fused  sarcosine  (Traube,  Ber.  1882,  15,  2111); 
(3)  by  heating  caffuric  acid  with  baryta  water 
(Fischer,  Annalen,  1882,  215,  286) ;  or  (4)  by 
reducing  3-methylallantoin  with  hydrogen  iodide 
(Fischer  and  Ach,  Ber.  1899,  32,  2748 )  forms 
soluble  prisms,  m.p.  156*  ;  the  eilver  derivative 
AgCfHiNjO.  is  crystalline. 

Z'Phenylhydantoin  from  phenyl^lycine  and 
urea  has  m.p.  191* ;  Z-iolylnydarUotn  has  m.p. 
210*  (Schwebel,  Ber.  1877,  10,  2045;  11, 
1128). 

Homologues   of   hydantoin   containing   the 

Bubstituent  in  position  4-  are  most  numerous  ; 

and   are   prepared   by   the   following   general 

methods :     (1)    by    interaction    between    the 
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cyanohydrin  of  an  aldehyde  and  carbamide 
(Pinner,  Ber.  1887,  20,  2351 ;  21,  2320 ;  22, 
685) ;  (2)  by  the  action  of  dilute  hydrochloric 
acid  on  the  hydantoic  acid  obtained  by  evaporat* 
ing  to  dryness  a  solution  of  an  a-amino  acid  and 
potassium  cyanate  (Dakin,  Amer.  Chem.  J. 
1910,  44,  48) ;  or  by  the  interaction  of  carba- 
mide, the  a-amino  acid  and  baryta  water 
(Lippich,  Ber.  1908,  41,  2953) ;  (3)  by  reducing 
the  compound  obtained  b^  the  condensation 
of  hydantoin  emd  an  aromatic  aldehyde  (Wheeler 

and  HofiEmann,  Z.c).  

/NHCHMe 
4'MethyUiydantoin{Jaetylurea)  C0<         | 

^NH-CO 
(Heintz,  Annalen,  1873,  169,  125 ;    Urech,  Ber. 
1873,  6,  1113),  m.p.  140°  or  145*,    The  nitro- 

/SrH-C(N0,)Me 
derivative      C0<  I  m.p,       148* 

^NHCO 
(Franchimont  and  Klobbie,  Bee.  trav.   chim. 
,  1888,  7,  13).    4-%8oBidylhydafUoin 


CO 


yNH-CH-C4H, 

\nhco 


has  m.p.  209*-210*  (Pinner  and  lifschutz,  Ber. 
,  1887,  20,  2351).  212*  (Lippich,  ibid.  1908,  41, 
I  2953).  l'4-vioButylhydafUotn  has  m.p.  212*, 
[a] J^*— 68*2*  in  normal  sodium  hydroxide 
solution,  becoming  zero  in  30  hours  owing  to 
the  enol-keto  desmotropy  of  the  group 

CHCO  ^  C :  COH. 

NHCMeEt 


-4 :  i'Methyleihylhydanioin  CO^ 


/' 


has 


\nh-co 

m.p.  172*-173*,  and  [al|^+32*.  and  this  is 
consCEknt  in  normal  sodium  hydroxide  solution 
(Dakin,  Z.c.).  4-Pheny1hydafUoin,  m.p.  178*. 
The  acetyl  derivative  has  m.p.  145*  (Pinner, 
Z.C.) ;  the  hromo  derivative 

^NHCBrPh 

^NH-CO 

melts  above  200*,  and  is  decomposed  by  hot 
water,  yielding  4-hydroxyA-phenylhydantoin  (Ga- 
briel, Annalen,  1906,  350,  118).  4 :  ^-Phenyl- 
ethylhydantoin  (nirvanol),  m.p.  197*,  and  its 
sodium  salt  are  hypnotics ;  the  free  acid  is 
tasteless,  the  sodium  salt  has  a  bitter  taste 
(Wemecke,  Deut.  Med.  Woch.  1916,  42,  1193; 
Piotrowski,  Chem.  Zentr.  1916,  11,  1182  ;  from 
Munch.  Med.  Wchschr.  63,  1572 ;  Farb.  vorm. 
M.L.  and  B.  Swiss,  72,  561).  Ai^-Phenyl^ 
propylhydanioin  is  also  a  soporific,  m.p.  170* 
(Farb.  vorm.  M.L.  and  B.  Swiss,  74,  189,  and 
79,  190).  For  the  preparation  of  4 : 4-(lisub- 
stituted    hydantoins     which     have     soporific 

Properties,  see  Chemische  Fabrik  von  Hey  den, 
K  R.  PP.  309508,  310426. 
PhenylaJanylglycinehydantoin  (4-benzylhy  da  n- 
toin-l -acetic  acid) 


CO 


^N(CHaC00H)C0 


\nh- 


CH— CH,] 


.Ph 


hydantoin,  has  m.p.  184*-186*, 
and  crystallises  in  flat  prisms  or  riiombio  plates 
(Johnson  and  Bates,  J.  Amer.  Ghem.  Soc.  1910. 
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38,  1087).    4'Meihoxypheniylhydanloin  hafl  HLp. 
188°-189^  HydanUnn-4'eajfboxylamine 

NH— C0> 


I 


'\ 


CHCONH, 


CO— nh/ 

hu  m.p.  240^  (decomp.)<  HydantotnA-ctcetic  acid 

NH-OO. 

t  >CHOH,COOH 

CO— NH^ 

has  m.p.  214^-215^  HydanioinA-propiamc  acid 
has  m.p.  165^  HifdnfUotn^^-p-bromopropionic 
acid  has  nLp.  228°-230'';  hwianioin-^-pyprO' 
ponylic  acid  has  m.p.  222''-223'' ;  hydarUain-4-p- 
chloropropionie  acid  forma  rectangular  plates; 
hydantain-i-aerylic  acid  has  m.p.  256*'-258'' 
(Dakin,  Bioohem.  J.  1919, 13,398).  4'Cinnamyl 
hydarUoin 

XX):NH 
CHPh :  CHCH<  I 

^NHOO 
m.p.  171M72*  (Pinner  and  Spilker,  Ber.  1889, 
22,    686).    4'EihylhydnrUoin,    m.p.    117M18°, 
yields  4'hromoeihylidenehydarUoin 
.NH-C :  CBrMe 

"^NHCO 
m.p.  230°-236^  on  bromination ;  the  correspond- 
ing methyl  compound  yields  ^-bromomethylene- 


action  of  bromine  (Qabriel,  Annalen,  1000,  348, 
60). 

4-Bemylhydanioin  (inactive) 
HN— CO 


,NH*C :  CHBr, 


m.p.    24r-242*» 


hydarUoin  Co/        I 

^NHCO 
(Gabriel,  Annalen,  1900,  348,  60). 

4 :  A-DimethyViydarUoin  (acetonylcarbamide) 

/NH-CMe, 
CO^         I         formed  by  the  action  of  hydro- 

^NH-CO 
cyanic  acid,  and  cyanic  acid  on  acetone  has  m.p. 
176° ;  the  nUro  derivative  has  m.p.  161M62** 
(Ui«ch,  Annalen,  1872,  164,  264 ;  firrera,  Gazz. 
chim.  ital.  1896,  26,  1,  210) ;  4 :  A-diethyViydan- 
toin  has  m.p.  166%  and  4 : 4'dipropylhydarUoin, 
m.p.  199°  (Errera,  Lc).  By  the  action  of 
somum  hypochlorite  and  free  hypochlorous  acid 
on  4 :  4>disub8tituted  hydantoins,  the  corre- 
sponding 1  :  ^-dichhro  compounds 
/NaCRR' 

\Naco 

are  obtamed.  These  compounds  can  be  crystal- 
lised from  chloroform,  but  are  decomposed  by 
water,  alcohol,  or  hydrogen  iodide,  regenerating 
the  original  hydantoin  (Biltz  and  Behrens,  Ber. 
1910,  43, 1984). 

1  :  Z'DichhrO'4 : 4-diphenylhydantcin 

CPhjNa. 


CO 


cjo— Na^ 

has  m.p.  164°  with  decomposition,  it  yields 
4 : 4'dipMnyl-l :  ^-dimethylhydantoinwhen  treated 
with  methyl  sulphate. 

l-Methyl-4^pheiiylhydafUoin  has  m.p.  161°- 
162°  (Pinner,  Ber.  1888,  21,  2320).  4'Methyl^Z- 
ethylhydantoin  forms  volatile  plates  (DuviUier, 
BiUl.  Soc.  chim.  1896,  fil.]  13,  487). 

3  : 4'Dimethylhydantoin  has  m.p.  120°-121°, 
and  yields  S'TnethylA-hromomethytenehydantoin 
/NMe-O :  CHBr 


C0< 


/" 


\nhco 


k 


m.p.    143°-144°,    by    the 


ol 


NH--CH-CH,C,H, 

was  prepared  by  Wheeler  and  Hoffmann  (Amer. 
Chem.  J.  1911,  46,  372)  by  heating  benzal 
hydantoin  with  phosphorus  and  hydrit^lic  acid. 
It  crystallises  m)m  alcohol  in  Lancet-shaped 
crystals  or  in  prisms,  m.p.  190°.  Dakin  and 
Dudley  (J.  Biol.  Chem.  1914,  17,  36)  i>repaFecl 
d-  and  UhemylhydafUoin  by  hydrolysis  of  Z- 
and  of  d-B-phenyUa-uramido  propionic  acids 
(C,H,CH,)CH(NHCONH,)COOH ;  d^henzyl- 
hydantoin  has  m.p.  181°-183°,  and  [a]^-^96-4'' 
in  60  p.c.  alcohol ;  it  racemises  completely  on 
standing  in  alkaline  solution  at  room  tempera- 
ture; Ibemylhydantoin  has  m.p.  181°-183° ; 
on  prolonged  heating  with  concentrated  acid  it 
racemises  completely ;  the  melting  point  of  the 
r-  acid  being  194°-196°. 
4-p»Nitrobemylhydanioin 

HN— CO 


i, 


NH— CHCH,C,H4N0, 

crystallises  in  pale  yellow  prisms,  and  has  m.p. 
238°-240°  (decomp.).  4'P'AminobemylhydanUnn 
hai  m.p.  146° ;  when  diazotised  and  heated  it 
yields  tyrosine  hydantoin  (Johnson  and  Braut- 
lecht,  J.  Biol.  Chem.  1912,  12,  187). 
4 : 4'Dimethyl-l'O'tolylhydantoin 

HN-C(CHJ, 


ic 


(C,H4Me)N— CO 

crystallises  in  thin  prismatic  plates,  m.p.  172* 
(Bailey  and  McPherson,  ibid.  1916,  11,  2626; 
Ber.  1908,  41,  2497). 

For  the  synthesis  of  the  polypeptide  hydan- 
toin, phenylalanylglycinehydantoin 


^  /N((3H,C00H)-C0 

C0< 

^NH 


€H-CH,] 


,Ph 


m.p.  184°-186°,  V.  Johnson  and  Bates  (J.  Amer. 
Chem.  Soc.  1916,  38,  1087).  For  other  deriva- 
tives of  hydantoin,  see  West,  J.  Biol.  Chem. 
1918,  34, 187. 

TldOhydantolns.    2'Thiohydanioin 
.NH— CO 


CS 


I 


NH— CH, 

was  obtained  by  Klason  (Chem.  Zeit.  14,  Rep. 
200).  It  may  be  obtained  quantitatively  by 
hydbrolysis  with  hydrochloric  acid  of  2-thio- 
3-acetylhydantoin  or  of  2-thio-3-benzoylhydan- 
toin  (produced  respectivelv  by  the  action  of 
potassium  thiocyanate  on  glycocoll  or  on  hippnrio 
acid  in  presence  of  acetic  anhydride).  It 
crystallises  in  yellow  prisms,  m.p.  227°*228° 
(decomp. ) .  It  is  stable  and  yields  stable  aodiom 
and  potassium  salts  (Johnson  and  Nioolet,  J. 
Amer.  Chem.  Soc.  1911,  33,  1973;   ifttd  1913, 
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35,  780).  2'Thio-l'p-tolylhydantoin,  m.p.  228% 
is  converted  into  l-p^tolyU^fdantoin  on  neating 
with  aqueous  solution  of  ohloraoetio  acid  {Una. 
1912,  34,  1046).  6'ThiohifdafUoin  is  fonned  by 
the  condensation  of  carbethoxjamidoaoet-thio- 
amide  in  preeenoe  of  aUodi 

yNH— CS 

0,H,OO0NHCH,CSJIH,  ->  Cf 


^  ^NH^<3H, 


It  crystallises  from  hot  water  in  spear-shaped 
twinned  crystals  and  gradually  decomposes 
above  200*;  it  hydrolyses  with  hydrochloric 
acid,  yieldiog  hydantoin  and  sulphuretted 
hydrogen  (Johnson  and  Ghemo£f,  ibid.  1912, 
34,  1208). 

2-Thiohydanioin-i-propioni6  acid  has  m.p. 
166°  (Johnson  and  Guest,  Amer.  Chem.  J.  1912, 
47,1542). 

2'Thio-4-hemalhifdanioin,  mloroscoDic  needles, 
has  m.p.  268**  (slight  decomp.).  (Jonnson  and 
Nicolet,  J.  Amor.  Chem.  Soo.  1912,  34, 1048 ;  ef. 
also  Ruhemann  and  Stapleton,  Chem.  Soo. 
Trans.  1900,  77,  246). 

2-  ThioA-o-hydroxifienzylhydanloin 
vNH-CO 

^NH-CHCH.CH^OH 

m.p.  107%  is  readily  desulphurised  by  heating 
with  26  p.c.  solution  of  monochloraoetic  acid 
at  140^-160%  yielding  ^-o-hydroxybtnzylkydan' 
toin  {4-0'iyro8inehydafUoin). 

Aeylthiohydantoins.  2'Thia'3'aceiylhydantoin 
ciystaiUses  from  absolute  alcohol  in  beautiful 
square  tables  or  blocks ;  it  melts  at  175^-176® 
to  a  clear  oil  without  effervescence.  2-TAto-3- 
bemoylhydanUnn  crystallises  from  alcohol  in 
square  plates ;  it  melts  at  166**  to  a  clear  oil 
without  effervescence.  2'Thio-Z'aceiyl-4'bemyl- 
hydantoin,  prepared  by  the  action  of  ammonium 
thiooyanate  on  phenylalamno  in  acetic  anhydride 
solution,  has  m.p.  170%  2.7'A»p/-3-aee<yM- 
meihylhydantoin,  prepared  by  the  action  of 
potassium  thiooyanate  on  alanine  in  presence 
of  acetic  anhydride,  crystallises  in  stout  prisms, 
and  has  m.p.  166°  (Johnson  and  Nicolet,  J.  Amer. 
Chem.  Soc.  1911,  33,  1976;  ibid.  1912,  34,  1041 ; 
ibid.  1913,  36,  1130 ;  Amer.  Chem.  J.  1913,  49, 
200 ;  J.  Biol.  Chem.  1912,  11,  98). 

4i4'Dini€thyl-l-o-iolyl-2'thiokydantoin 
HN— qCHa), 


si 

(C,H4CH,)N— ' 


CO 


is  prepared  by  boiling  equimolecular  amounts 
of  o-tolyl  mustard  oil  and  aminoisobutvrate  for 
an  hour,  distilling  off  the  alcohol,  dissolving  the 
residue  in  water,  and  precipitating  the  thio* 
hydantoin  by  the  addition  of  hydrochloric  acid, 
m.p.  196*6°  (Bailey  and  McPherson,  J.  Amer. 
Chem.  Soc.  1916,  38,  2626).  M.  A.  W. 

HYDNO-CARPIC  ACID,  HTPOGAUC  ACID, 
V.  OiM,  FiZBD,  and  Fats. 

HYDRACETIN.  Mono -acetyl  derivative  of 
phenylhydnkzine. 

HYDRACRYLIC  ACID  v.  Laoiio  agid. 

HYDRASCULIN  v.  HoBSE-GHzsnnTT. 

HYDRAMDf.  A  trade  name  for  a  combina- 
tion of  p-phenylenediamine  and  quinol. 

HYDRARGILLITE  v.  Gibbsttb. 


HYDRARGOL.    Mercury  succinimide 
(C,H4C0C0N),Hg. 

HYDRARGOTIN.  Trade  name  for  mercury 
tannate. 

HYDRARGYROL.     A  mercury  salt  of  p* 

phenol  sulphonic  acid  (HO^_~ySO,— O— ),H,. 

HYDRARSAN.  A  solution  of  arsenic  and 
the  iodides  of  mercury  and  potassium  with 
antipyrine. 

HYDRASTINE  O.iHaiOeN.  An  alkaloid 
occumng  together  with  berberine  and  canadine 
in  the  root  of  HydrasUs  canadensis  (Linn.), 
*  Golden  Seal,*  to  the  extent  of  about  1*6  p.c. 

Its  preparation  and  physical  properties  are 
described  oy  Durand,  Amer.  J.  rharm.  1861, 
23,  112 ;  Perrins,  Pharm.  J.  1861-1862,  [ii.]  3, 
646;  Bilahla,  Amer.  J.  Sci.  36,  67;  Power, 
Pharm.  J.  1884-1886,  [iu.]  16,  297 ;  Eijkman, 
Rec.  trav.  chim.  1886,  6,  290  ;  Freund  and  Will, 
Ber.  1886, 19,  2797  ;  1887,  20,  88  ;  Schmidt  and 
Wilhelm,  Arch.  Pharm.  1888,  226,  329;  and 
Elsa  Schmidt  (Amer.  J.  Pharm.  1919,  91, 
270). 

Freparaiion. — ^Hydrastino  may  be  isolated 
from  the  mother-liquor  from  which  the  berberine 
salt  has  crystallised  (see  Berberinb).  This  is 
lareely  diluted  with  water,  and  almost  neutralised 
wiui  ammonia.  On  evaporation,  ammonium  sul- 
phate, resin,  &c. ,  separate  out ;  these  are  removed, 
and  the  hydrastine  precipitated  from  the  cold 
liquid  by  ammonia.  The  coloured  precipitate 
is  dissolved  in  alcohol  (Perrins,  Power),  or  ethyl 
acetate  (Schmidt  and  Wilhelm),  and  the  colour* 
ing  matter  removed  by  digestion  with  animal 
cluLrcoal;  the  alkaloid  ciystallises  from  tho 
concentrated  solution.  Purification  of  the 
hydrastine  is  effected  by  repeated  crystallisation 
from  alcohol. 

Some  authors  prefer  to  extract  hydrastine 
from  the  root  before  berberine,  thus,  according 
to  Freund  and  Will,  hydrastine  is  most  readily 
obtained  by  percolating  finely  powdered  hy« 
drastis  root  with  ether,  and  oryst^allising  the 
ethereal  residue  from  aJcohol.  Elsa  Schmidt 
employs  a  similar  method,  using  bensene  as  the 
solvent. 

Properties. — Colourless,  rhombic  prisms,  m.p. 
132°.  Insoluble  in  water,  readily  soluble  m 
chloroform  or  benzene ;  less  readily  bo  in  ether 
or  alcohol.  [a]j,  in  chloroform,  —67*8°  (Freund 
and  Will);  in  chloroform,  —63-8°;  in  dry 
alcohol,  —49-8°;  in  60  p.c.  alcohol,  +116° 
(Carr  and  Reynolds,  Chem.  Soc.  Trans.  1910, 
97,  1334).  llie  ordinary  salts  of  hydrastine 
are  soluble  in  water,  giving  dextrbrotatonr 
solutions,'  but  do  not  crystallise  well  {cf.  Schmidt 
and  Keistein,  Arch.  Pharm.  1890,  [iii.]  228,  49). 
Hydrastine  and  its  hydrochloride,  a  hygroscopic 
powder,  are  official  m  the  U.S.P.  1910;  they 
are  chiefly  employed  for  the  arrest  of  uterine 
hsemorrhi^i^e  in  doses  of  ^  to  }  grain.  Hydrastine 
is  poisonous  in  larger  doses. 

Detection  and  estimation. — ^The  most  charac- 
teristic colour  reaction  of  hydrastine  is  the  pro- 
duction of  a  fluorescent  solution  (due  to  the 
formation  of  hydrastinine)  by  the  addition  of 
permanganate  to  em  aqueous  solution  of  its 
sulphate  {ef.  Lyons,  Pharm.  J.  1886*1886,  [iii.] 
16,  880).  For  other  colour  reactions  of  hycfiras- 
tine,  see  Power,  Pharm.  J.  1886-1886,  [ii.]  16, 
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1092 ;  Labat,  BuU.  Soc.  chim.  1909,  [iv.]  5,  742, 
745.  The  assay  o!  hydrastis  rhizome  prescribed 
in  the  U.S.  P.  19]  6  consists  in  the  gravimetric 
estimation  of  the  ether-soluble  alkaloids,  which 
should  amount  to  not  less  than  2*5  p.c.  For 
other  methods  of  assay,  see  Gordin  and  JPrescott, 
Arch.  Pharm.  1899,  237,  439;  1901,  239,  638  ; 
van  der  Haar,  Pharm.  Wcekblad.  1911, 48, 1302. 
Constitution. — ^The  oxidation  of  hydrastine  by 
liitrio  acid  yields  opianio  add  and  hydrastinine. 

C„H„0,N+H,0=CioHioO,+CnHisO,N 
Hydrastine  Optanicadd  Hydrastinine 

The  determination  of  its  constitution  is 
bound  up  with  that  of  these  fission-products 
and  is  due  mainly  to  the  researches  of  Freund 
and  Roser.  The  work,  which  has  been  reviewed 
by  Frennd  (Annalen,  1892,  271,  311),  leads  to 
the  following  constitutional  formulae  :— 
OMe 


CH.< 


20C^>-<2D 


CH 
/^NMeOH 

CH,  CH, 

Hydrastine  Hydrastinine 

An  optically-inactive  stereoisomeride  of 
hydrastine  has  been  prepared  syntheticalhr 
(Hope  and  Robinson,  Chem.  Soc.  Proc.  1912, 
28,  17). 

Hydrastinine  CiiHi,0:,N,  is  prepared  by  the 
oxidation  of  hydrastine  (Freund  and  Will,  Ber. 
1887,  20,  88),  and  has  been  synthesised  by 
Fritzsch  (Annalen,  1895,  286,  18);  Decker 
(D.  R.  P.  234850, 1911) ;  Rosenmund  (Ber.  Deut. 
pharm.  Ges.  1919,  29,  200). 

It  may  also  be  prepared  from  berberine 
(Freund,  D.  R.  P.  241136,  1911)  and  cotamine 
(Pyman  and  Remfry,  (yhem.  Soc.  Trans.  1912, 
101,  1595).  Like  berberine  {q.v.),  the  free  base 
occurs  in  two  isomeric  forms,  in  aqueous  solution 
as  the  quaternary  hydroxide  shown  above,  and 
in  the  solid  state  as  the  carbinolamine  (c/. 
Dobbie  and  Tinkler,  Chem.  Soc.  Trans.  1904, 
85,  1005).  It  melts  at  116M17^  crystallises 
from  light  petroleum,  and  is  easily  soluble  in 
aicohol  or  ewer,  but  sparingly  so  in  water. 

The  hydrochloride,  properly  hydrastininium 
chloride,  CnHi,0,Na,  is  official  in  the  U.8.P. 
1916.  It  melts  and  decomposes  at  210^  and 
is  easily  soluble  in  water,  giving  a  neutral  solu- 
tion showing  a  blue  fluorescence.  It  gives  no 
turbidity  with  ammonia,  but  sodium  hydroxide 
causes  a  milky  turbidity  which  disappears  on 
shaking,  and,  on  keeping,  the  solution  deposits 
free  hydrastinine. 

Canadlne  C,oH,|04N  occurs  with  crude 
hydrastine  (set  above),  from  which  it  may  be 
isolated  bv  fractional  crystallisation  of  the 
nitrates,  the  canadine  salt  being  less  soluble. 
Silky  needles,  m.p.  132•5^  [a]p— 298**  in  chloro- 
form (Schmidt,  Arch.  Pharm.  1894,  232,  136). 
•On  oxidation  with  iodine  it  is  converted  into 
berberine.  By  fractional  crystallisation  of  tetra- 
faydroberberine  d  -  bromocamphorsulphonate, 
Gadamcr  (ibid,  1901,  239,  648)  isolated  a  Iffivo- 


rotatory  base  identical  with  canadine,  which  is 
therefore  Z-tetrahydroberberine.  Jowett  and 
Pyman  have  found  Z-a-canadine  methochloride 
in  XanHhoxylum  brcuhyacanihum  (Chem.  Soc. 
Trans.  1913, 103,  293).  F.  L.  P. 

HYDRAULIC  CEMENTS  v.  Cembnos. 

HTDRAUUC  UME  r.  Cements. 

HYDRAZINES.  The  name  *  hydrazine  '  was 
applied  by  Emil  Fischer  to  the  then  unknown 
diamide  H,N'NH„  which  he  regarded  as  the 
parent  substance  of  the  hydrazines,  a  large  and 
important  class  of  bases  which  had  been  pre- 
pared by  him  and  the  reactions  of  which  showed 
them  to  possess  a  structural  formula  derived 
from  diamide  by  the  replacement  of  one  or  two 
hydrogen  atoms  by  hydrocarbon  radicles.  The 
name  was  intended  to  indicate  the  connection 
of  these  compounds  with  the  azo  and  diazo 
compounds  and  particularly  with  hydrazoben- 
zene,  C,H,'NH'NH'C,H«,  the  oldest  known 
member  of  this  class,  which  itself  may  be  re- 
garded as  a  symmetrically  disubstituted  hydra- 
zine. 

It  is  apparent  that  there  are  five  different 
ways  in  which  the  four  hydrogen  atoms  of 
diamide  may  be  replaced  by  hydrocarbon  radi- 
cles, thus:  (1)  feNHNH.,  (2)  RRNNH,. 
(3)  RHNNHR,  (4)  RRNNHR,  (6)  RRNNRR, 
but  the  name  hydrazine  was  formerly  only 
applied  to  those  derivatives  of  diamide  which 
had  the  hydrocarbon  radicle  or  radicles  asym- 
metrically attached  to  the  molecule,  that  is  to 
say,  those  which  are  constituted  in  accordance 
with  formula  (1)  and  (2). 

This  was  mainly  owing  to  the  fact  that  the 
compounds  constituted  as  in  formula  (3)  had 
already  been  named,  as  for  example  hydra- 
zobenzene,  C«H(NH'NH'C«H(,  and  that  no  sub- 
stances of  the  formulsB  4  and  5  had  as  yet  been 
prepared.  At  the  present  time  compounds  of 
all  five  classes  are  known,  and  therefore  the  name 
hydrazine  is  applied  to  all  derivatives  of 
diamide. 

The  hydrocarbon  radicles  forming  the  hydra- 
zines may  belong  either  to  the  aliphatic  or 
aromatic  series,  although  the  most  important 
members  of  the  group  oelong  to,  the  aromatic 
series.  like  the  amines,  they  are  divided  into 
primary  and  secondary  hydrazines,  according 
as  one  or  two  hydrocarbon  radicles  are  con- 
tained in  them ;  that  is  to  say,  the  primary 
hydrazines  are  constititted  as  in  formula  (1),  the 
secondary  hydrazines  as  in  formula  (2).  The 
secondary  hydrazines  may  be  symmetrical  or 
asymmetrical  as  in  formula  (2)  or  (3) :  com- 
pounds constituted  as  in  formula  (4)  are  tertiary 
hydrazines,  whilst  quaternary  hydrazines  have 
a  structure  represented  by  formula  (5). 

Qtneral  mShods  of  preparation, — ^The  primary 
and  secondary  hydrazines  can  be  oonsidered  as 
being  derived  from  the  primary  and  secondary 
amines  respectively  by  the  replacement  of  one 
of  the  hydrogen  atoms  attached  to  the  nitrogen 
by  the  primary  amino  group — 
RNHH  -»  RNHNH,,     RRNH  -»  RRNNH, 

These  compounds  are  therefore  prepared  from 
the  primary  and  secondary  amines  torough  the 
agency  of  nitrous  acid. 

Since  the  primary  aromatic  amines  yield 
diazonium  salts  when  treated  with  nitrous  acid, 
these  salts  are  always  intermediate  products  in 
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the  formation  of  the  primary  aromatic  hydra- 
zines and  are  converted  into  them  by  the  action 
of  reducing  agents.  For  general  purposes  this 
redaction  may  be  effected  in  one  of  two  wim — 

(1)  By  the  redaction  of  the  solution  of  the 
diazoninm  salt  by  stannous  chloride  (V.  Meyer 
and  Leooo,  Ber.  1883»  16,  2976)— 

C,H5N,a4-4H=C,H5NHNH„Ha 

(2)  By  treating  the  diazonium  salt  with 
alkali  sulphite,  in  order  to  prepare  the  alkali  salt 
of  tha  sulphonic  acid,  and  then  by  reducing  this 
with  zinc  dust  and  acetic  acid  to  form  the  alkali 
salt  of  the  hydrazlhe  sulphonic  acid  thus — 

C,H,N,SO,K+2H=C,H5NHNHS03K 

Finally,  by  boiling  this  salt  with  hydrochloric 
acid  to  convert  it  into  the  hydrochloride  of  the 
hydrazine  and  potassium  hydrogen  sulphate 
(£.  Fischer,  Annalen,  1877,  190,  71 ;  Beychler, 
1887,  20,  2463). 
C,HjNHNHS0,K4-H,0+Ha 

=C«H,NHNH„Ha4-KHS04 

These  reactions  can  only  be  applied  to  the 
aromatic  amines  because  those  of  the  aliphatic 
series  do  not  form  diazonium  salts. 

Primary  aliphatic  hydrazines  have,  however, 
been  prepared  by  £.  Fischer  (Ber.  1884,  2841 ; 
Annalen,  1877,  199,  281)  from  the  symmetrical 
dialkyl  ureas  by  transforming  them  into  their 
nitroso  derivatives  by  the  aid  of  nitrous  acid  and 
then  by  converting  the  hydrazinureas,  formed 
from  these  on  rrauction,  into  the  primaij 
hydrazines  by  the  action  of  fuming  hydrochloric 
acid. 

RHNCONHR+NOOH=RHNCON(NO)R 
RHNC0N(N0)R-|-4H 

=RHNCON(NH,)R+H,0 
RHNCOJ^(NH,)R-|-H,0 

=CO,+(NH,)NHR+NHR 

Primary  hydrazines  of  the  aromatic  series  are 
also  formed  when  certain  diazoamino  compounds 
are  reduced  in  alcoholic  solution  with  zinc  dust 
and  acetic  acid.  Thus  diazouninobenzene 
passes  in  this  manner  into  phenylhydrazine 
(£.  Fischer,  Annalen,  1887,  90,  77). 
C,H5N,NH(C,H,)-f4H 

«C,H4NHNH,-|-C,H^H, 

The  secondary  hydrazines  both  of  the  aro- 
matic and  aliphatic  series  are  prepared  from  the 
corresponding  secondary  amines.  The  amines 
are  converted  into  their  nitroso  derivatives  by 
the  aid  of  nitrous  acid,  which  are  then  trans- 
formed into  the  hydrazines  by  reduction. 
R,NH+NOOH=R,NNO+H,0 
R^N0+4H=R,NNH+H,0 

PhenyDiydnzine  CaHs-NHNH.,  the  most 
important  member  of  the  hydrazine  group,  can 
be  prepared  by  either  of  the  methods  mentioned 
above. 

(1)  From  aniline  by  the  aid  of  stannous 
chloride.  Ten  grams  of  aniline  are  dissolved  in 
100  grams  of  concentrated  hydrochloric  aoid, 
and  the  semi-solid  mass  of  anilme  hydrochloride 
is  then  cooled,  externally,  by  means  of  ice. 
A  solution  of  10  grams  of  sodium  nitrite 
dissolved  in  50  c.c.  of  water  is  then  gradually 
added  until  a  test  portion  diluted  with  water 
shows,  by  means  of  starch  and  potassium 
iodide  paper,  the  presence  of  excess  of  nitrous 


'  acid.    The  solution  of  benzene-diazonium  chlo- 

I  ride  formed  in  this   manner  is  then  treated 

I  with    a    solution    of    60   grams    of    stannous 

j  chloride  dissolved  in  50  c.c.   of  concentrated 

,  hydrochloric   acid,   the   reducing   asent   being 

cooled  by  means  of  ice  and  added  {gradually 

with  constant  stirring  to  the  solution  of  the 

I  diazonium  salt.    After  standing  for  one  hour, 

the  phenylhydrazine  hydrochloride  is  filtered  at 

the  pump,  dissolved  in  water  and  converted  into 

the  free  base  by  the  addition  of  excess  of  aqueous 

I  caustic  potash.    The  liberated  base  is  extracted 

I  with  ether,  dried  by  potassium  carbonate  and 

purified     by     distillation     under     diminished 

pressure. 

(2)  From  aniUne  by  the  aid  of  sodium  sul' 
phite,  A  solution  of  50  fframs  of  aniline  in 
21  molecules  of  hydrochloric  acid  and  300  c.c. 
of  water  is  diazotised  by  the  addition  of  the 
calculated  quantity  of  sodium  nitrite  solution, 
and  is  then  mixed  with  a  cold  concentrated 
aqueous  solution  of  21  molecules  of  sodium  sul- 
phite. The  whole  is  then  gently  warmed  on  the 
water  bath  emd  treated  with  zinc  dust  and  a 
little  acetic  acid  until  colourless,  when  it  is 
heated  to  the  boiling-point  and  filtered,  whUst 
hot,  from  the  unchanged  zinc.  One-thiftf  of  its 
volume  of  concentrated  hydrochloric  acid  is 
then  added  to  the  hot  solution  and  the  phenyl- 
hydrazine  hydrochloride,  which  separates  on 
cooling,  is  removed  by  filtration  and  treated 
in  the  same  manner  as  in  the  previous  prepara- 
tion. 

For  the  preparation  of  phenylhydrazine  and 
its  derivatives  from  urea  and  substituted  ureas 
by  the  action  of  alkaline  hypobromites, 
cp,  Schestakow,  D.  R.  P.  164755 ;  Patentol.  26, 
1869. 

Tertiary  aromatic  hydrazines  of  the  general 
formula  RNH'NR,  may  be  prepared  By  the 
interaction  of  )3-arylhydroxylamine  and  mag- 
nesium halogen  aryl  (Busch  and  Hobein,  Ber. 
1907,  40,  2099).  Thus  triphenylhydrazine 
C«HsNH'N(CaH,),  is  formed  when  phenyl- 
maffuesium  bromide  reacts  with  )3-phenyl- 
hydrox^lamine.  The  corresponding  quaternary 
hydrazine  tetraphenylhydrazine 

(C,H.),NN(C.H5), 

has  been  prepared  by  Chattaway  and  Ingle 
(Trans.  1895,  67,  1090)  by  the  action  of  iodme 
on  the  sodium  compound  of  diphenylamine,  and 
by  Weland  and  Gambarjan  (Ber.  1906,  39, 
1501)  by  the  oxidation  of  diphenylamine. 

Certain  compounds  belonging  to  the  group  of 
the  dihydrazines  have  been  prepared  by  V. 
Braun  (Ber.  1908,  41,  2169;  ibid.  2604;  1910, 
1495),  and  are  recommended  as  reagents  for 
compounds  containing  carbonyl  oxygen.  Thus 
diphenylmethandimewiyldihydrazine 

[NH,N(CH,)C,H4l,CH, 

is  prepared  by  condensing  methylanUine  with 
formaldehyde  to  giye  p-dimethyldiaininodi- 
phenylmethane  [HN(CH,)CcH4laUHa,  the  ni- 
troso compound  of  which  gives  the  diLydrazine 
on  reduction  with  zinc  and  acetic  aoid. 

Properties  and  reaetions  of  the  bydraztaies. 
The  primary  aromatio  hydrazines  are  mono- 
acid  bases  which  form  well-defined,  stable  salts 
with  both  mineral  and  oiganio  acids.  Unlike 
the  corresponding  aliphatio  primaiy  hydrazinet 
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they  do  not  form  Baits  containing  two  equlva- 
lenta  of  a  mono-basio  acid,  ^e  secondary 
aromatic  hydraunes  are  also  mono-acid  bases, 
bat  their  salts  are  partially  decomposed  by  water. 
The  primary  aromatic  hydrazines,  for  example 
phen^lhydrazine,  react  with  metallic  sodium 
forming  a  sodium  compound  from  which  alkyl 
derivatives  can  be  prepared  by  the  action  of 
alkyl  iodides — 

C,H5NNaNH,+RI=C,H,NRNH,+NaI 

(cp.  Michaelis,  Ber.  1886,  19,  2448 ;  1887,  20, 
43 ;  also  Annalen,  1889,  252,  267).  The  pure 
sodium  compound  can  be  prepared  by  acting  on 
sodamide  with  a  dilute  benzene  solution  of 
phenylhydrazine  (Titherley,  C3iem.  Soc.  Trans. 
1897,  71,  461)— 
NaNH,+C,H5NHNH,=C,H,NNaNH,+NH, 

The  corresponding  potassium  salt  may  be 
obtained  as  lax^e  colourless  rhombic  crystals 
when  phenylhy<£razine  is  treated  with  a  satu- 
rated alcoholic  solution  of  potassium  hydroxide 
in  the  absence  of  air  (Chattaway,  Chem.  Soc. 
Trans.  1907,  91,  1326). 

The  primary  hydrazines  are  readily  affected 
by  oxidising  agents  and  are  consequently  strong 
reduci!!^  agents.  Phenylhydrazine  reduces  Feh- 
ling*8  solution  in  the  cold,  even  in  venr  dilute 
solution,  a  reaction  which  distinguishes  this 
compound  from  the  secondai^  base,  diphenyl- 
hydrazine,  which  reduces  Fehlmff's  solution  only 
on  warming.  (For  the  behaviour  of  phenyl- 
hydrazine  on  oxidation,  cp,  Fischer,  Annalen, 
1878,  190.  67 ;  1879,  199,  281 ;  Fischer  and 
Ehrhard,  Annalen,  1879,  199,  333;  Haller, 
Ber.  1885,  18,  90 ;  Zincke,  ibid,  1885,  18,  786 ; 
Strache,  Monatoh.  1891, 12,  523 ;  1892, 13,  316 ; 
Muister,  Ber.  1887,  20,  2633.) 

The  oridnal  statement  by  Fischer  that  the 
oxidation  of  phenylhydrazine*^  by  mercuric  oxide 
leads  to  a  partial  production  of  the  diazonium 
salt  has  been  modified  by  Chattaway  (Oiem.  Soc. 
Trans.  1908,  93,  270),  who  finds  that  diazonium 
salts  are  not  produced  when  the  action  is  carried 
out  in  alkaline  solution  but  only  in  the  presence 
of  a  lai^e  excess  of  strong  acid.  Azoimides  are 
formed  when  alkali  is  absent  and  the  hydrazines 
are  present  in  excess.  The  quantitative  con- 
version of  phenylhydrazine  into  benzenedia- 
zonium  chloride  may  be  effected  by  dissolving 
the  hydrazine  in  glacial  acetic  acid,  cooling  the 
solution  to  about  —16°  by  the  addition  of 
crushed  ice  and  either  bv  passing  in  a  rapid 
stream  of  chlorine  or  (if  t&o  diazonium  bromide 
is  desired)  addinc  the  calculated  quantity  of 
bromine  dissolved  in  acetic  acid  and  similarly 
cooled  by  ice.  The  reaction  evidently  proceecls 
in  accordance  with  the  scheme 


C.HjNH 
HNH 


C,H.Na 
HNa 


CtH.-NCl 

N 


(Chattaway,  Chem.  Soc.  Trans.  1908,  93,  853).      , 
The  mechanism  of  the  reaction  involved  in  . 

the    oxidation    of    phenylhydrazine    either    by  - 

oxygen  or  an  oxidising  agent,  is  explained  in 

the  following  way  (CJhnttawav,  Trans.  1908,  93, 

270)  :— 

In  the  first  instance,  one  of  the  hydrogen  . 

atoms  of  the  hydrazino  group  is  attacked  and  a 

hydroxyhydrazine  is  produced 

RNHNH2+0=RNHNH(0H) 


This  substance,  however,  not  being  stable  in 
the  presence  of  alkali,  undei^oes  duruption  in 
accordance  with  the  scheme 

RNH  R     N      H 

HNOH  ""h      N     oh 

the  splitting  off  of  the  hydrocarbon  and  water 
occurring  in  either  one  or  two  stages. 

If,  however,  a  very  energetic  oxidising  agent 
is  used,  a  certain  number  of  molecules  may, 
before  breaking  down,  undergo  a  further 
oxidation  thus : — 

RNH        RNH 

I         =.1     +111^1 
HONOH     OH     N     OH 

yielding  a  phenol  and  free  nitrogen.  In  tho 
absence  of  alkali,  which  acts  as  a  catalytic  acent 
and  much  accelerates  the  decomposition  of  tSese 
hydroxyhydrazines,  the  introduction  of  the 
second  hydroxyl  ffroup  takes  place  to  a  much 
greater  extent,  and  in  the  pfeeence  of  strong  acid 
and  at  a  low  temperature  a  diazonium  Mlt  is 
formed,  thus — 

RNH  RN-Cl 

+Ha  -»  -f  2H,0 

HONOH  N 

The  oxidation  of  phenylhydrazine  by  basic 
metallic  oxides  leads  to  the  formation  of  the 
free  metal.  The  following  process  is  recom- 
mended for  producing  a  fimi  of  metallic  copper 
on  class  vessels  (Chattaway,  Chem.  Soc.  Trans. 
1908,  93,  275 ;  see  also  Proc.  Roy.  Soc.  1908, 
A,  80,  88).  One  part  of  freshly  distilled  phenyl- 
hydrazine  and  2  parts  of  water  are  heated  until 
a  clear  solution  is  obtained,  when  it  is  mixed 
with  about  half  its  bulk  of  a  warm  saturated 
solution  of  cupric  hydroxide  in  strong  ammonia. 
Nitrogen  is  freely  evolved  during  the  addi- 
tion, and  the  cupric  hydroxide  is  reduced  to 
cuprous  hydroxide,  which  remains  dissolved  in 
the  ammoniacal  liquid  and  does  not  undergo 
any  immediate  further  reduction.  A  hot 
10  p.c.  solution  of  potassium  hydroxide  is  then 
added  until  a  slight  permanent  precipitate  of 
cuprous  hydroxide  is  produced,  and  the  clear 
liquid  is  then  cautiously  heated  in  contact  with 
a  perfectly  clean  glass  surface.  Metallic  copper 
is  deposited  on  it  in  the  form  of  a  thin  reflectmg 
coherent  lamina.  To  obtain  a  film  of  sufScient 
thickness,  it  is  best  not  to  pour  off  the  warm 
reducing  fluid  but  to  allow  it  to  remain  in 
contact  with  the  glass  until  cold.  When  the 
liquid  is  poured  off,  the  film  of  copper  should 
be  well  washed  with  water  and  afterwards 
with  alcohol  and  ether.  It  should  then  be 
protected  by  one  or  two  coats  of  quickly  drying 
varnish. 

When  phenylhydrazine  is  oxidised  with 
copper  sulphate  or  ferric  chloride,  the  parent 
hydrocarbon  is  formed  and  the  whole  of  the 
mtrogen  is  eliminated  in  the  free  state  (Haller, 
Ber.  1885,  18,  90  ;  Zincke,  ibid,  786)— 
C,H5NHNH,+CuS04+H,0 

=C.H,4-Cu,0-fN,-f2HiS04 

This  reaction  can  be  used  as  a  means  of 
estimating  phenylhydrazine  by  measuring  the 
amount  of  nitrogen  evolved  (Gallinek  and  V.  v. 
Richter,  Ber.  1885,  18,  3177  ;  Strache,  Monateh. 
1891,  12,  524  ;  Strache  and  Kitt,  ibid,  1892,  13 
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316).  (For  other  methods  of  eBtimating  hydra- 
zmes,  ep,  Denigte,  Ann.  Chim.  1895,  [vii.]  6, 
381 ;  Caufise,  Compt.  rend.  1897,  126,  712,  and 
ForBter,  Chem.  Soc.  Trans.  1898,  74,  792.) 

Phenylh^drazine  also  reacts  with  hydrogen 
peroxide,  yielding  benzene  together  with  some 
diasobenzeneimide ;  it  moreover  acts  as  a  strong 
reducing  agent  towards  nitro  compounds,  re- 
ducing them  to  the  corresponoing  amino 
derivatives  (Barr.  3er.  1887,  20,  1498).  (For 
the  reduction  of  nitro  compounds,  cp.  also 
Walter,  J.  pr.  Chem.  1896,  [ii.]  63,  433.  Reduc- 
tion of  1  : 6-dinitroanthraquinone,  Schmidt  and 
Gattermann,  Ber.  1896,  29,  2941.  Reduction 
of  nitro  derivative  of  phenanthraquinone, 
Schmidt  and  Kampf,  Ber.  1902,  36,  3124. 
Reduction  of  hydrozyazo  compounds,  Oddo 
and  Puxeddo,  Ber.  1905,  38,  2752.  Reduction 
of  6-nitroBalicylic  acid,  Puxeddo,  Gazz.  chim. 
ital.  1906,  36,  li.  87.)  The  hydrazines  resist  the 
action  of  reducing  agents  but  pass  on  protracted 
treatment  with  zinc  dust  and  hydrochloric  acid 
into  aniline  and  ammonia  (£.  Fischer,  Annalem, 
1887,  239,  248)— 

C.H5NHNH,4-2H=C,H3NH,+NH8. 

Primary  hydrazines  yield  with  nascent  nitrous 
acid  in  ice-cold  solution  unstable  nitroso  deriva- 
tives which  pass  into  diazo-imides  and  water, 
when  warmea  with  alkali — 

N 
C.H,N<^«=C.H.N<    +H.0. 

The  diazoimide  is  formed  directly  if  the  above 
reaction  is  carried  out  at  a  higher  tempera- 
ture (£.  Fischer,  Annalen,  1877,  190,  89,  168, 
181).  Phenylhydrazine  yields  Modiazobenzene 
salts  with  amyl  nitrite  in  the  presence  of  sodium 
or  potassium  ethoxide  (Stolfe,  Ber.  1908,  41, 
2811).  The  primary  aliphatic  hydrazines  are 
hysTOBcopic  liquids  reaoily  soluble  in  water 
ana  which  possess  a  smell  resembling  that  of 
ammonia.  The  aromatic  primary  hydrazines 
are  usually  solids  at  the  orainary  temperature. 
They  possess  a  faint  aromatic  smell  ana  are  only 
sparingly  soluble  in  water. 

Phenylbydrazlne  C.HsNHNH.  when 
freshly  distilled  is  a  practically  colourless,  highly 
refracting  oil  whicn  distils  under  dimimshed 
pressure  without  decomposition,  or  at  240°-241* 
(780  mm.)  with  slight  evolution  of  ammonia. 
When  cooled  it  sets  to  a  mass  of  tabular  mono- 
clinic  crystals  which  melt  at  17*5°.  According 
to  E.  Fischer  (Ber.  1908,  41,  73),  the  melting 
point  of  phenylhydrazine  is  19*6^,  after  the 
substance  has  been  purified  first  by  fractional 
distillation  at  15-20  mm.,  then  by  solidification 
and  removal  of  the  liquid  portion,  an  operation 
repeated  four  times,  then  by  recrystallisation 
from  anhydrous  ether,  and  finally  by  distillation 
under  a  pressure  of  0'5  mm.  For  ordinary 
purposes  it  is  sufficient  to  crystallise  the  base 
once  or  twice  from  its  own  volume  of  pure  ether 
and  then  distil  under  a  pressure  of  10-20  mm. 
The  base  should  be  coloured  pale  yellow  and 
should  dissolve  in  10  times  its  volume  of  a  mix- 
ture of  60  p.c.  acetic  acid  (1  part)  and  water 
(9  parts).  Phenylhydrazine  is  rather  less 
volatile  with  steam  than  aniline  and  rapidly 
becomes  brown  when  exposed  to  the  air.  It 
has  a  sp.  er.  of  1007  at  23^  The  base  is 
sparingly  sduble  in  water  but  forms  a  hydrate 


of  the  formula  2(CeH5NHNH,),H,0  which 
melts  at  24*1°.  It  is  almost  insoluble  in  con- 
centrated aqueous  caustic  alkali,  but  is  very 
readily  soluble  in  certain  alkaline  salts^  such  as 
the  alkali  salts  of  the  sulphinio  and  sulphonio 
acids,  soaps,  &c.  (Otto,  Ber.  1894,  27,  2131). 
For  some  time  it  has  been  prepai«d  on  the 
lai^e  scale  from  diazotised  aniline  by  the 
sulphite  method,  and  is  used  commercially  for 
the  production  of  antipyrine,  &o.,  and  in  the 
form  of  its  sulphonio  acid  for  the  production  of 
the  so-called  tartrazine  colouring  matters. 
Phenylhydrazine  is  a  valuable  reagent  in  organic 
chemistry,  owing  to  the  ease  with  which  it 
forms  crystalline  compounds  with  substances 
containing  carbonyl  oxygen.  These  compounds, 
which  belong  to  tne  clara  of  the  hydrazones  and 
osazones,  are  dealt  with  dsewhere  (eet  Hydba- 

ZONXS). 

When  taken  internally  phenylhydrazine 
acts  as  a  violent  poison,  and  when  brought  in 
contact  with  the  udn  causes  painful  inflamma- 
tion. Chemists  who  work  much  with  this  sub- 
stance usually  suffer  from  ill  health,  of  which 
the  most  prominent  feature  is  a  kind  of  eczema. 
It  seems  to  form  a  definite  green  compound  with 
the  blood  to  which  the  name  htBmoverdin  has 
been  given  {cp,  Lewin,  Compt.  rend.  1901,  133, 
699 ;  Zeit.  Biol.  1901,  42,  107). 

Of  the  salts  of  phenylhydrazine,  the  h^ro- 
chioride  CeHs-NH-NH^HCl  is  the  most  im- 
portant. It  crystallises  as  colourless  glistening 
leaflets  which  dissolve  readily  in  hot  water  but 
separate  from  the  solution  on  coolins.  It  can 
be  recrystallised  from  alcohol  and  By  careful 
heating  can  be  sublimed  unchanged.  Other 
aromatic  hydrazines  of  importance  are — 

Dlphenylhyilrazliie  (Q,H»)>NNH,.  This 
compound  is  produced  by  the  reduction  of 
nitrosodiphenylamine  (C«Iis)tN*NO,  which  is 
obtained  from  diphenylamine  (C«H5)tNH  by 
the  action  of  nitrous  acid  (E.  Fischer,  Annalen. 
1877,  190,  174 ;  Stahel,  ibid.  1890,  268,  242 ; 
Overton,  Ber.  1893,  26, 19).  It  forms  colourless 
plates  which  melt  at  34*5°,  and  is  partially  de- 
composed on  distillation  under  diminished 
pressure.  The  hydrazine  yields  well-defined 
crystalline  compounds  with  sugars  and  can  be 
used  for  the  quantitative  estimation  of  arabinose 
(Neuberg  and  Wohlgemuth,  Ber.  1894,  27, 
3106). 

Methylphenylhydnudne  C«He(CH,)N'NH, 
may  be  prepared  either  by  the  reduction  of  the 
nitroso  compound  CaHA(CH3)N-N0  (E.  Fischer, 
Annalen,  1877,  190, 150),  or  by  the  alkylation  of 
sodium  phenylhydrazine  by  means  of  methyl 
iodide  (A.  Michaelis,  Ber.  1886,  19,  2450; 
PhiUips,  ibid.  1887,  20,  2485).  It  is  a  colourless 
liquid,  boiling  with  slight  decomposition  and 
evolution  of  ammonia  at  227*^  (746  mm.) ; 
under  a  pressure  of  76  mm.  it  boils  without 
decomposition  at  131^  Methylphenylhydrazine 
is  a  valuable  reagent  for  the  isolation  of  certain 
ketones  (Neuberg,  Ber!  1902,  35,  959). 

Phenylbenzylhydnzine 

C,H,(CH,C,H5)NNH, 

(Ofner,  Monatsh.  1904,  25,  693)  is  prepared  by 
the  direct  action  of  benzyl  chloride  on  phenyl- 
hydrazine  and  is  a  colourless  liquid  boiling  at 
2l6''-218'*  at  38  mm.  It  is  a  usef id  reM^ent  for 
the  isolation  of  the  siq^aii^  a^  ^e  hycuazones 
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formed  JErom  it  are  lees  soluble  and  more  easily 
produced  than  those  from  simpler  hydrazines 
{cp,  Bu£f  and  Ollendorf ,  Ber.  1 899,  32,  3255 ; 
Lobry  do  Bmyn,  Kec.  trav.  chim.  15,  97, 
227). 

P-BromophenyDiydraiiiM  HsN*NH-C«H4Br 
may  be  prepared  hj  brominating  phenylhvara- 
zine  hyotrocnloride  in  the  presence  of  a  large 
excess  of  strong  hydrochloric  acid  (Neufeld, 
Annalen,  1888,  248,  94 ;  L.  Michaelis,  Ber.  1893, 
26,  2191).  It  crystallises  from  hot  water  as 
long  needles  which  melt  at  107®  and  is  a  useful 
reagent  for  the  characterisation  of  sugars.  It 
has  been  used  for  the  preparation  of  hydrazones 
from  certain  naturally  occurring  ketones,  as  for 
example  camphor  ('nemann  and  Kruger,  Ber. 
1895,  28,  1756 ;  Tiemann,  ibitL  2191). 

PhenyDiydniliie-i'-siilphoiiIe  acid 
C,H4(S0,H)NHNH, 

is  of  historical  interest  as  being  the  first  deriva- 
tive of  hydrazine  to  be  prepared,  and  was  ob- 
tained from  diazotised  p-amidobenzonesulphonic 
acid  by  reduction  with  sodium  hydrocen  sulphite 
(Strecker  and  Bomer,  Ber.  1871, 4,  784 ;  Bomer, 
Zeitsch.  Ghem.  1871, 482).  It  may  be  prepared  by 
the  direct  sulphonation  of  phenylhydrazine  and 
when  pure  crystallises  as  glistening  needles  con- 
taining i  a  molecule  of  water  of  crystallisation. 
It  is  prepared  on  the  large  scale  from  p-sul- 
phanilic  acid  by  diazotisation  and  reduction 
with  sodium  sulphite,  and  is  used  for  the  pro- 
duction of  the  tartrazine  colouring  matters 
(g.r.). 

p-mtrophenyDiydnzine  G«H4(N0|)NH'NHt. 
This  substance  is  recommended  by  Bambeiger 
(Ber.  1899,  32,  1806)  for  the  investigation  of 
aldehydes  and  ketones  as  being  more  stable  than 
j}-bromophenylhydrazine.  It  is  prepared  from 
the  sodium  salt  of  ^nitrophenylhydrazinesul- 
phonic  acid  by  the  action  of  concentrated 
hydrochloric  acid  (Puigotti,  Ber.  1892,  25 
119 ;  Bumberser  and  Stemitzki,  ibid,  26,  1306), 
and  also  by  ooiling  the  potassium  salt  of  p- 
nitrophenylhydrazinediBul|monic  acid  with  dilute 
hydrochloric  acid  (Hantzsch  and  Boighaus,  Ber. 

1897,  30,  91).  It  may  also  be  prepared  from 
^•nitraniline  by  diazotisation  and  reduction. 
The  base  forms  orange-red  leaflets  and  needles 
from  hot  alcohol,  which  melt  with  decomposition 
at  1 57*'.  (For  the  use  of  this  base  in  the  prepara- 
tion of  hydrazones  of  the  aldehydes  and  Ketones, 
ep.  Bamberger,  Ber.  1899,  32,  1806;  Hyde, 
t^id.  1810.) 

The  naphthyDiydnzines.  Both  the  a-  and 
)3-naphthylhydxazines  can  be  used  for  the 
preparation  of  hydrazones  from  compounds  con- 
taining carbonyl  oxygen,  but  the  fi-  compound 
is  especially  recommended  by  Hiker  and  Rothen- 
fusser  (Ber.  1902,  35,  2627)  for  the  isolation  of 
numerous  sugars.  The  two  bases  are  prepared 
in  a  similar  manner  from  the  corresponding 
diazonaphthalenee  on  reduction  with  stannous 
chloride,  or  by  heating  the  naphthol  with 
hydrazine   hydrate   at    160®   (Honmann,   Ber. 

1898,  31,  2909).  a-Naphthylhydrazine  forms 
leaflets  from  water  which  melt  at  116®-117®  and 
boil  almost  without  decomposition  at  203® 
(20  mm.)  (Knorr,  Ber.  1884,  17,  551).  fi- 
Naphthylhydrazine  forms  glistening  leaflets 
from  water  which  melt  at  124M25®  {cp,  also 
Franzen,  Ber.  1905,  38,      " 


Hydrazinx  avd   somx   of   rra   DxBiVATiyxs 

USED    AS    BeaOKNTS    VOB    THX     ISOLATION 

OF  Aldehydes  and  Ketones. 

Hydrazine  H,N*NH^  This  substance  was 
first  prepared  by  Curtius  by  the  action  of  hot 
dilute  acids  on  triazoacetic  acid  (Ber.  1887,  20, 
1632).  It  has  since  been  obtained  by  other 
methods  of  which  the  more  important  are 
(1)  from  aminoguanidine  HaN'C(MH)NH'NHs 
on  treatment  with  caustic  alkali  (Thiele, 
Annalen,  270,  1).  (2)  From  sodium  hypo- 
chlorite and  ammonia  (Baschig,  D.  R.  FP. 
192783, 198307 ;  Chem.  Zentr.  1908,1.427, 1957). 
This  process  consists  in  heating  the  hypochlorite 
solution  with  excess  of  ammonia,  when  the 
monochloramine  first  formed  reacts  with  the 
ammonia  to  form  hydrazine:  on  boiling  off 
the  excess  of  ammonia  and  neutralising  with 
sulphuric  acid  the  sparingly  soluble  hydrazine 
sulphate  crystallises  out. 

(1)  NH,-|-NaOa=NH,a-|-NaOH 

(2)  3NH,a+2NH,=N,-f3NH^a 

(3)  NH,Cl-|-NH,=N,H4Ha 

hydrazine  hydrochloride. 
By  adding  cane  sugar,  dextrin,  stareh,  glycerol, 
pelatin,  albumin,  &c.,  to  the  solution  so  as  to 
increase  its  viscosity  reaction  (2)  is  retarded 
and  the  yield  of  the  hydrazine  salt  according 
to  equation  (3)  is  greatly  increased  (Ens. 
Pat.  39,  1908).  (3)  From  dichlorocarbami& 
(Chattaway,  Ghem.  Soc.  Trans.  1909,  95,  237). 
The  last-named  preparation  is  carried  out  in 
the  following  way  : — 

Dlehlorocarbamide  NHaCONHa  (Chat- 
taway,  Chem.  Soc.  Trans.  1909,  95,  465).  Six 
grams  of  carbamide  are  dissolved  in  50  c.o.  of 
distilled  water  emd  10  grams  of  finely  divided 
zinc  oxide  are  added.  The  mixture  is  cooled  to 
about  —5°  in  a  freezing  mixture  and  a  rapid 
stream  of  chlorine  passed  through  the  liquid. 
H  the  operation  is  carried  out  in  a  small  flask, 
and  this  is  well  shaken  in  the  freezing  mixture 
during  the  passage  of  the  gas,  the  temperature 
does  not  rise  above  zero.  'Die  zinc  oxide  quickly 
dissolves  and  a  clear  liquid  results,  from  which 
in  a  short  time  crystals  of  dichlorocarbamide 
beffin  to  separate.  When  the  liquid  has  become 
a  thick  pulp  from  the  separated  solid  and  crystals 
no  longer  appear  to  separate,  the  dichloro- 
carbamide is  rapidly  collected  at  the  pump, 
washed  twice  with  5  c.c.  of  ice-cold  distUlM 
water  and  then  several  times  with  chloroform. 
The  yield  is  77'6p.c.  of  the  theory. 

j}-Urazine.  Tms  substance  is  formed  by 
the  elimination  of  hydrogen  chloride  from  two 
molecules  of  monocmorocarbamide,  which  may 
be  regarded  as  the  initial  product  formed  by  the 
action  of  ammonia  on  dichlorocarbamide — 


oo<Sif  +  cK>«> 


-*  CO<N|l^>CX) 
j9-Uiaxine 
the  condensation  is  therefore  effected  by  the 
action  of  ammonia  (Chattaway,  Chem.  Soc 
Trans.  1909,  95, 237).  Crude  dichlorocarbamide 
free  from  all  adhering  mother-liauor  is  dissolved 
in  from  10  to  20  times  its  weight  of  water  and 
rapidly  added  to  excess  of  strong  ammonia,  the 
mixture  being  thoroughly  stirred.  A  vigorous 
evolution  of  nitrogen  takes  place  and  a  white 
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orystalline  jSowder  Beparates ;  a  little  more 
orystalliBeB  out  on  keeping,  and  a  still  further 
small  quantity  on  evaporating  the  mother-liquor 
alter  neutralising  with  hydrochloric  add. 

Hydrazine      sulphate.    When  p-urazine  is 
mixed  with  about  6  times  its  weight  of  concen- 
trated sidphuric  acid  and  warmed  to  about  80^, 
it   dissolves   apparently  without   change ;    on 
heatins  the  somtion  to  about  95^-100",  hydro- 
lysis slowly  takes  place  with  evolution  of  carbon 
diozide.     On    raising    the    temperature    still 
higher,  the  rate  of  evolution  of  carbon  diozide  j 
increases,  until,  at  about  120^-130*^,  it  is  very  ^ 
ra;>idl^  liberated ;   at  this  tranperature,  hydro-  \ 
l^Bia  IS  soon  complete  and  a  clear  colourless  ! 
liquid  is  obtainea  which  deposits  crystals  of 
hydrazine   sulphate    on    cooung.    It   is    best, 
however,  to  add  to  the  cooled  liquor  its  own 
bulk  of  water,  when  pure  hydrazine  sulphate  at 
once  separates  as  a  white  crystalline  powder. 

Free  hydrazine  has  been  prepared  by  Lobiy 
de  Bruyn  (Ber.  1896,  27,  3086)  by  the  action  of 
sodium  methozide  in  methyl  alcohol  on  hydra- 
zine hydrochloride,  and  also  by  heating  the  hy- 
drate N,H4,H,0  with  barium  ozide  at  100''. 
It  is  a  very  stable  liquid  which  boils  without 
decomposition  at  113*6°  (761  mm.),  and  at  66"" 
(71  mm.).  It  solidifies  when  cooled  below  0°, 
and  then  melts  at  1*4^  It  has  a  sp.gr.  of  1*003 
at  23**  (ep.  Baschig,  Ber.  1910,  43,  1927). 

Hydrazine  hydrate  N,H4,H|0  is  the  form  in 
which  hydnoine  is  liberated  nom  its  salts  by 
the  action  of  aqueous  alkalis.  It  is  a  strongly 
refracting,  almost  odourless  liquid,  which  boils 
without  decomposition  at  118*6°  (739*6  mm.) 
and  solidifies  wnen  placed  in  a  mixture  of  solid 
carbon  diozide  emd  ether,  but  melts  again  below 
-^40°.  It  is  advisable  when  preparing  this 
substance  to  employ  a  silver  retort  and  to  avoid 
the  use  of  rubber  connections,  as  the  hydrate, 
when  hot,  attacks  elass  strongly  and  quickly 
destroys  cork  and  ruober. 

Semiearbazide  H.N'C0'NH'NH2.  This  sub- 
stance was  first  used  for  the  preparation  of 
derivatives  of  ketones  by  Baeyer  acting  on  the 
suggestion  of  Thiele  (Ber.  1894,  27,  1918),  the 
compound  having  been  prepared  earlier  in  the 
year  by  Thiele  and  Stange  (Ber.  1894,  27,  31 ; 
Annaien,  1894,  283, 19),  who  obtained  it  by  the 
action  of  potassium  cyanate  on  hydrazine  sul- 
phate, and  by  Curtius  and  Heidenreich  .(Ber. 
1894,  27,  66),  who  prepared  it  by  the  inter- 
action of  hydrazine  hydrate  and  urea.  Semi- 
earbazide may  be  conveniently  prepared  in  the 
following  way :  226  grams  of  nitrourea  in  1 700  c.c. 
of  concentrated  hydrochloric  acid  are  mized  at 
0°  with  ezcess  of  zinc  dust  and  are  then  left  for 
a  short  time  after  all  action  has  subsided.  The 
filtered  solution,  after  being  saturated  with 
sodium  chloride,  is  treated  with  200  grams  of 
sodium  acetate  and  100  grams  of  acetone.  The 
acetonesemicarbazone  zinc  chloride,  which 
separatee  after  some  time,  is  washed  with  salt 
solution  and  decomposed  by  strong  ammonia 
(360  C.C.  to  200  grams  of  the  compound)  (Thiele 
and  Heuser,  Annaien,  1896,  288,  312). 

Semiearbazide    crystalllBes    from    absolute 
alcohol  as  prisms  which  melt  at  96°.    It  readily 
reacts    wiUi    substances    containing    oarbonyl 
ozygen,  in  accordance  with  the  scheme 
H,N*CO*NH*NH,+OCJR, 

=H^*CO*NH*N :  CR,+H,0 


forming  semicarbazones  which  possesses  the  ad- 
vantage of  being  readily  decomposed  into  their 
components  on  treatment  witn  dilute  acids. 
The  method  recommended  by  Baeyer  (Ber. 
1894,  27,  1918)  for  the  preparation  of  a  semi- 
carbazone  is  as  follows  : 

Semiearbazide  hydrochloride  is  dissolved  in 
a  little  water  and  the  requisite  amount  of  alco- 
holic potassium  acetate  together  with  the  ketone 
are  added,  as  well  as  sufficient  alcohol  and 
water  to  effect  complete  solution.  The  length 
of  time  required  for  the  reaction  depends  on 
the  nature  of  the  ketone  and  varies  from  a  few 
minutes  to  4-^  days ;  it  is  finished  when  the 
addition  of  water  precipitates  a  crvstalline  solid. 
Semiearbazide  is  usually  met  with  in  the  form 
of  its  hvdrochloride.  The  free  base  slowly 
alters  on  keeping. 

Thiosemlcarbazide  NH.*GS*NH*NH^  This 
substance,  like  semiearbazide,  reacts  with  com- 
pounds containing  oarbonyl  ozygen  in  accor- 
dance with  the  equation — 

HJ^*CS-NH*NH,+OCR, 

=H^*CS*NH*N :  CR,-|-H,0 

forming  thiosemicarbazones,  which  possess  the 
property  of  forming  insoluble  salts  with  the 
heavy  metals  from  wiiich  the  ketone  or  aldehyde 
can  be  readily  regenerated  (Neubeig  and 
Neimann,  Ber.  1902,  2049). 

The  base  can  be  prepared  from  hydrazine 
sulphate  in  the  following  manner  (Freund  and 
Sohander,  Ber.  1896,  29,  .2601 ;  Freund  and 
Imsart,  ibid,  1896,  28,  948):  60  grams  of 
hydrazine  sulphate  and  27  grams  of  anhydrous 
potassium  carbonate  are  dissolved  in  200  o.o.  of 
water  and  mized  with  40  grams  potassium  thio- 
cyanate.  The  mizture  is  Ix>iled  for  some  minutes 
and  is  then  treated  with  200-300  c.c.  of  hot 
alcohol  and  filtered.  The  filtrate  is  freed  from 
alcohol  by  vigorously  boiling  and,  when  cooled, 
deposits  long  needles  of  the  base  which  mdt 
at  181°. 

Semioxamazide  H,N'(X)*CO'NH*NH.  (Kerp 
and  Unger,  Ber.  1897,  30,  686).  This  substance 
may  be  prepared  by  gently  heatinff  ozamethane 
witn  an  alcoholic  solution  of  hydrazine  for  a 
short  time  on  the  water  bath.  It  crystallises  in 
slender  lustrous  leaflets  which  melt  and  decom* 
pose  at  220°-221°.  Semiozamazones  are  pro- 
duced in  quantitative  yield  from  aldehydes,  out 
the  ketones  react  in  a  less  general  manner  and 
seem  to  require  special  conditions  for  their 
formation. 

Aminogoanidlne  HaN*0(NH)NH*NH,  is 
prepared  from  nitroguanidine  on  reduction 
(Thiele,  Annaien,  270,  23 ;  D.  R.  P.  69241 ; 
Frdl.  iiL  16),  and  from  cyanamide,  hydrazine 
hydrochloride  and  alcohol  (Pellizari  and  OuneOy 
Gazz.  chim.  ital.  1894,  24,  463).  The  hydro* 
chloride  forms  long  prisms  from  dilute  alcohol 
which  melt  at  163°. 

The  base  is  recommended  by  Baeyer  (Ber. 
1894, 27, 1919)  for  the  preparation  of  derivatives 
of  ketones,  the  following  method  being  used. 

Aminoguanidine  hyoroohloride  is  dissolved 
in  a  little  water  containing  a  trace  of  hydro- 
chloric acid  and  is  then  mized  with  the  ketone 
together  with  sufficient  alcohol  to  effect  solution. 
The  reaction  is  finished  after  wanning  for  a  short 
time  on  the  water  bath,  when  water  and  caustic 
potash  solution  are  added  and  the   base  is 
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e^ctracted  by  ether.  The  oil  which  remainfl 
after  evaporating  the  ether  is  Buspended  in  hot 
water  and  heat^  with  an  aqueous  solution  of 
picrio  acid.  The  piorate  separates  as  a  crystal- 
line precipitate  which  is  reorystallised  either 
from  dilute  or  absolute  alcohol,  according  to  its 
solubility.  J.  JF.  T, 

HYDRAZOBENZENE.  Prenared  by  re- 
ducing nitrobenzene  in  hot  alkaline  solution 
with  zinc  dust  or  iron  in  presence  of  alcohol 
or  solvent  naphtha.  May  uso  be  obtained  W 
electrolysis ;  m.p.  127°  (Darmstfidter,  D.  R.  P. 
181116,  189312). 

HYDRAZONES.  Substances  containing  the 
complex  ^N'NH,  react  with  those  compounds 
whicn  have  in  their  molecule  an  oxygen  atom 
doubly  bound  to  carbon,  forming  condensation 
products  in  accordance  with  the  general  equation 

>C :  0+H,NN<-»C  :  NN<4-H,0. 

Such  condensation  products  are  termed  hydra- 
zones.  Only  the  carbonvl  compounds  which 
belong  to  the  groups  of  the  aldehydes  and 
ketones  react  in  this  manner;  the  carboxyUc 
acids  containing  the  group  COOH  do  not 
react  as  if  they  contained  carbonyl  oxygen, 
but  give  hydrazides  in  accordance  with  the 
scheme. 

RCOOHH-H,NN<-»  RC0NHN<4-H,0. 

One  or  more  carbonyl-  groups  present  in  the 
compound  may  enter  into  combination  with 
the  hydrazine  residue,  forming — ^for  example,  in 
the  case  of  the  dicarbonyl  denvatives — dihydra- 
zones,  thus 

—CO        C=N— N< 

—CO        C=N— N< 

Those  dihydrazones,  which  are  derived  from 
dicarbonyl  compounds  having  the  two  carbonyl- 
groups  on  contiguous  carbon  atoms,  are  termed 
osazones.  Thus  in  the  case  of  the  two  com- 
pounds formed  from  glyoxal  CHO'CHO  and 
phenylhydrazine 

CHO 

I  is  glyoxalphenylhydrazone : 

CHiNNHCgH.  ^'^       >^      J'    J^ 

CH : NNHC.H5 

'  is  glyoxalphenylosazone 

CH:N'NHC,H,  ^ 

(Fischer,  Ber.  1888,  21,  986). 

Phenylhydrazine  C,H.NHNH,  was  the 
first  member  of  the  class  of  the  hydrazines  to  be 
applied  to  the  characterisation  and  isolation  of 
the  carbonyl  compounds  (comp.  £.  Fischer,  Ber. 
1884,  17,  572),  but  since  that  time  the  reaction 
has^  been  shown  to  be  a  seneral  one  for  all 
derivatives  of  hydrazine  having  a  primary 
amino  Rroup  intact. 

Hydrazine  H^NH,  itself  reacts  with 
aldehydes  and  ketones,  as  Curtius  has  shown, 
forming  either  hydrazones  of  the  type  { 

RCH :  NNH, 
(or  RRC : NNH,),  in  which  one  molecule  of  the  I 
carbonyl  compound  reacts,  or  azines  of  the  for-  I 
mula  RCH  :  NN :  CHR  (or  RRC :  NNCRR), 
in  which  two  molecules  of  the  carbonyl  deriva-  I 
tive  take  part.    The  azines  from  the  aldehydes  1 
are  known  as  aldazines,  those  from  the  ketones 
as  ketacines.    In  the  aliphatic  series,  the  aide-  ' 


I  hydes  pass  directly  into  the  aldazines  when 
treated  with  hydrazine,  whilst  the  hydrazones, 
RRC :  N*NH„  which  can  be  isolated  from  the 

Eroduct   of   the   interaction   of   ketones    and 
ydrazine,  readily  pass  into  the  ketazine  and 
hydrazine  in  accordance  with  the  equation 

2(R,C : NNH,)  -»  R,C : NN-R,-fH,NNH, 

It  is  apparent  that  azine  formation  in  the 
manner  described  above  cannot  occur  with  the 
substituted  derivatives  of  hydrazine  of  the 
genenJ  formulie  RNH'NH,  and  RtN'NH., 
and  it  is  therefore  compounds  of  this  type  whicn 
are  of  such  great  importance  as  reagents  for  the 
prejMtfation  of  the  nydrazones,  osazones,  and 
semicarbazones 

CoDstttutton  ol  the  hydrazones.  The  con- 
stitution of  the  hydrazones  formed  from  car- 
bonyl compounds  oy  the  action  of  secondary 
asymmetric  hydrazines  R^-NH^  admits '  of 
only  one  formula,  namely,  R^N'lfrCRa;  but 
the  hydrazones  formed  from  the  primary 
hydrazmes  may  conceivably  be  constituted  in 
accordance  with  one  or  other  of  the  three  forms 


:(1)>C:NNHR  (2)  > 


<3)>C<N:NE 


Of  these,  formula  (2)  may  be  discarded, 
because  the  same  compound  is  formed  by  the 
interaction  of  benzaldehyde  and  phenylethyl- 
hydrazine 
C,H,-CHO+H,NN(C,H5)C,H5 

=C,H5-CH : NN(C,Hs)C.Hb 
as  by  the  ethylation,  by  means  of  sodium  eth- 
oxide  and  ethyl  iodide,  of  the  hydrazone  formed 
by  the  condensation  of  benzaldehyde  and 
paenylhydrazine 
CJIsCHO+HtNNHCH, 

=C,H5CH :  NNHC,H» 
CeH.CH :  NNHC,H5-|-NaOC,H, 

=C.H5CH : NNNaCtH»-fHOCtH, 
CHjCH :  NNNaCHj-fCjHjI 

=C,H5CH :  NN(C,H5)C,H4+NaI 

The  azo  formula  (3)  would  appear,  at  first 
sight,  to  be  untenable,  because  the  hydrazone 
pr^>u:ed  from  phenylhydrazine  and  acetalde- 
nyae  is  different  from  ethaneazobenzene 

CH,CH,N :  NCH. 

which  is  prepared  by  the  oxidation  of  ethane- 
hydrazobenzene.  It  has  been  shown,  however, 
that  there  is  an  intimate  connection  between 
these  two  substances,  and  that  the  chaQge 

C^HfiN : NCjH,  -»  C,H»NHN :  CHCH, 
is  readily  effected  by  mineral  acids  (Fischer, 
Annalen,  1879,  199,  328 ;    Ber.  1896,  29,  703), 
or  by  sodium  ethoxide  (Bambei^ger,  Ber.  1903, 
36,  66) ;  whereas  the  reverse  change 
CjHjNHN :  CHCHj  -»  C.HbN : NCH,CH, 

is  effected  by  the  action  of  light  (Chattaway, 
Chem.  Soc.  Trans.  1906,  89,  462).  The  question 
as  to  the  azo  or  hydrazone  structure  of  these 
compounds  has  given  rise  to  a  great  deal  of 
controversy,  and  is  even  at  the  present  time 
not  definitely  settled.  The  discussion  may  bo 
said  to  have  arisen  owing  to  the  discovery  made 
by  Japp  and  Klingemann  (Ber.  1887,  20,  3284, 
3398),  that  the  hydrazone  of  pyruvic  acid 

CeHjNHN  :  C(CH,)CO,H  ^(3  ^^     . 
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was  identical  with  benzene-a-azopropionio  acid 
C.H5N : NCH(CH,)CO,H.  R. Meyer (Ber.  1888, 
21,  118)  also  showed  that  the  dicarboxjrlio 
acid  obtained  by  the  hydrolysis  of  the  ethyl  salt 
which  is  formed  by  the  interaction  of  benzene- 
diasonium  chloride  and  ethyl  malonate,  thus  : 

C,H5N,a+CH,(C0^), 

=C,Hs\N :  NCH(C0,R),+HC1 
C,H,N :  NCH(C0,R),+2H,0 

=C,HjN : NCH(C0,H),+2R0H 

was  identical  with  the  compound  prepared  by 
the  condensation  of  mesozahc  acid  and  phenyl- 
hydrazine,  thus : 

CJH5NHNH,+C0(C0,H), 

=C,H,NHN :  C(CO,H),-|-HjO 
That  is  to  say,  the  question  arose  as  to  whether 
these  compounds  were  true  hydrazones  having 
the  structure  R'NH'N :  C<  or  whether  they 
were  azo  compounds  havinir  the  structure 
RN :  NCH<. 

Since  that  time  many  other  instances  of  the 
same  kind  as  that  recorded  by  these  chemists 
have  been  investigated,  and  repeated  attempts 
have  been  made  to  establish  eitner  one  or  other 
of  these  constitutional  formula  for  the  hydra- 
zones  (R.  Meyer,  Ber.  1891,  24,  1241 ;  Japp 
and  Elingemann,  Annalen,  1888,  247,  190; 
V.  Meyer,  Ber.  1888,  21,  11 ;  Haller.  CJompt. 
rend.  1888,  106»  1173 ;  Beyer  and  Gloisen,  Ber. 
1892,  26,  746;  v.  Pechmann,  Ber.  1892,  26, 
3190  ;  Bambeiser  and  Wheelwright,  tbid.  1892, 
26,  3201 ;  Bamberger,  ibid.  1894,  27,  2691). 

Much  of  the  evidence  falls  under  the  head  of 
the  constitution  of  the  azo  compounds,  and  the 
article  under  this  heading  shomd  be  consulted 
for  further  information  ;  out  it  is  evident  that 
much  still  remains  to  be  learnt  regarding  the 
conditions  controlling  the  tendency  of  a  hydro- 
gen atom  attached  to  the  terminal  atom  of  any 
system  such  as 

Ri      R,       R      Rj       Ri      Rj       Rj 
HNN:N     HCC:C     HON  :  N     HCC :  0 

Ri     Rf       R|  R| 

to  pass  to  the  other  terminal  atom  with  a 
consequent  shifting  of  the  double  bond,  thus : 

R^       R|        R      Rg        Rj       Rj        Rj 

N:NNH      C:CCH      C:NNH      CrC'OH 

III  I 

R|^     R4        R|  R| 

The  evidence  at  present  available  seems  to 
show  that  the  hydrogen  atom  in  compounds  of 
this  type  may  assume  either  one  or  other  of 
these  positions,  in  which  case  definite  compounds 
are  formed,  having,  as  in  the  case  under  dis- 
cussion, either  the  azo  or  hydrazone  form  :  on 
the  other  hand,  there  may  be  tautomerism 
between  the  two  forms,  in  which  case  the  hydro- 
gen atom  acts  as  if«it  vibrated  between  the  two 
terminal  atoms  of  the  system  (c/.  Billow  and 
Hopfner,  Ber.  1901,  34,  71 ;  Bulow  and  Haller, 
ibid.  1902,  36,  916).  There  is,  however,  little 
doubt  that  in  the  majority  of  cases  the  com- 
pounds formed  from  benzenediazonium  chloride 
and  substances  of  the  typo  of  ethyl  malonate  as 
well  as  those  produced  "by  the  action  of  phenyl- 


hydrazine  on  oarbonyl  compounds  have  the 
hydrazone  structure. 

The  -formation  of  iihepylhydruones.  As  a 
rule,  phenylhydrazine  readily  reacts  with  ketones 
and  aldehydes,  yielding  phenylhydrazones, 
which  are  crystallme  and  of  demiite  melting* 
point.  The  following  method  generally  gives  the 
phenylhydrazone  in  a  pure  condition.  Phenyl- 
hydrazine  is  dissolved  in  60  p.c.  aqueous  acetic 
acid  and  diluted  with  three  times  its  volume  of 
water.  The  carbonyl  compound  diluted  when 
necessary  by  a  suitable  solvent  is  then  added 
and  the  whole  is  warmed.  The  phenylhydra- 
zone then  separates  either  in  the  crystalline  con* 
dition  or  as  an  oil  which  usually  crystallises 
when  scratched  with  a  glass  rod. 

Derivatives    of   phenylhydrazine,    such    as 
phenylhydrazine-p-smphonio  acid 
C,H4(S0jH)NHNH, 
l>-nitrophenylhydrazine         C,H4(N0,)NHNH, 
or  ^-bromophenylhydrazine 

C,H4(Br)NHNH, 

may  be  used  for  the  production  of  hydrazones ; 
moreover  other  hydrazines,  such  as  /f-naphthyl- 
hydrazine  CioHt'NH'NH,,  methylphenyl* 
hydrazine  C«M((CH,)N'NHt,  a«ym-diphenyl- 
hydrazine  (C«Hs)jN'NHj,  and  l>enzylphenyl- 
hydrazine  C,H5CH,(CtH6)NNH,  are  often 
used  for  this  purpose  (cp.  Hydrazines). 

Reaotion  of  toe  hydrazones.  When  warmed 
with  mineral  acids,  the  hydrazones  are  more  or 
less  readily  hydrolysed  into  the  carbonyl  com- 
pound and  the  hydrazine.  This  reaction  pro- 
ceeds, however,  much  more  readily  when  the 
hydrazone  is  warmed  with  an  aqueous  solution 
of  p3rruvio  acid,  when  tha  following  reaction 
often  occurs  (Fischer  and  Ach,  Anntden,  1889, 
263,  67)  :— 

R,C :  N•NH•C,H^-^CH,•CO•CO,H 

=R,C04-CH,C( : NNHC,H.)CO,H 
The  hydrazones  of  the  aliphatic  aldehydes 
and  ketones  form  addition  products  with  hydro- 
cyanic acid,  yielding  nitriles  in  accordance  with 
the  equation 

C^H.-NHN :  CRt-^HCN 

=C,H5NHNHC(CN)R, 

{cp.  V.  Miller  and  PlSchl,  Ber.  1892,  26,  2023). 

Hydrazones  when  reduced  break  at  the 
point' of  union  of  the  two  nitrogen  atoms  and 
pass  into  amines.  This  method  has  been  made 
use  of  by  Tafel  (Ber.  1886,  19,  1924 ;  1889,  22, 
1864)  for  the  formation  of  primary  amines  from 
aldehydes  and  ketones.  Thus  the  hydrazone 
of  acetaldehyde  yields  in  this  manner  a  mixture 
of  aniline  and  ethylamine 

CH.CH :  NNHCHj-f  4H 

=CH,CH,NH,+C,H4NH, 

When  oxidised  by  amyl  nitrite,  hydrazones  are 
converted  into  hydrotetrazines  (V.  Pechmann, 
Ber.  1893,  26,  1046). 

CeHsCH  :  N  C,HjCH  :  N  N  :  CHC.Hb 

2  I      ->  I    I 

CHjNH  CHcNNCgHs 

These  compounds  dissolve  in  concentrated 
sulphuric  acio,  forming  intensely  coloured 
solutions.  It  is  probable  that  Billow's  reaction 
for  hydrazides  and  hydrazones,  which  depends 
on  the  formation  of  a  coloured  solution,  wh^n 
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the  hydrazone,  dissolved  in  concentrated  sul- 
phuric acid,  is  treated  with  a  drop  of  ferric 
chloride  solution,  is  due  to  the  production  of  the 
hydrotetrazine. 

The  action  of  zinc  chloride  on  hydrazones 
causes  the  elimination  of  ammonia  and  leads  to 
the  formation  of  derivatives  of  indole  (E. 
Fischer  and  Hess,  Ber.  1884,  17,  569;  £. 
Fischer,  ibid.  1886,  19,  1503;  Amuden,  1886, 
236, 116 ;  Brunner,  Monatsh.  1895, 16, 183, 849). 

The  reaction  may  be  expressed  by  the 
following  general  equation,  but  is  difficult  to 
follow  by  means  of  structural  formula  : — • 

CH,  CH 

/  /    \ 

C,H,NHN:C  -»    C.H^    G-CH, 


\ 


CH. 


\/ 


This  reaction  has  been  made  use  of  by  Ewins 
(Ghem.  Soc.  Trans.  1911,  99,  270)  for  the 
preparation  of  3-)3-aminoethylindole,  thus — 

C.H.NHNH,+CH,CH,CH,NH, 


CCH,CH,NH, 

^CeH^CH 

\/ 
NH 


CH(OCJHJ, 


-fNH,+2C,H.0H 


This  compound  was  found  to  be  identical 
with  the  base  obtained  by  the  action  of  putre- 
factive bacteria  on  tryptophan.  It  will  be 
noticed  that,  owing  to  the  unstable  character  of 
the  aldehyde,  it  could  not  be  used  in  the  free 
state  for  the  production  of  the  hydrazone  and 
that  the  aoetal  derivative  was  used  in  its  place. 
Hvdrazones  which  are  formed  from  i3-ketonic 
eth^l  salts  pass,  when  heated,'into  alconol  and  a 
derivative  of  •  pyrazolone.  Thus  the  phenyl- 
hydrazone  of  ethyl  acetoacetate,  whicn  is  a 
colourless  crystalline  substance  and  is  therefore 
probably  ethyl  benzenehydrazocrotonate  formed 
in  accordance  with  the  equation 

CtHjCOjCH, 

I       -f-H^NHC.H5 
.CO 


CH, 


CjHjCOjCH, 

CH8C(0H)NHNHC.H, 
CjH.CO.CH 
-»  II 

CHjCNHNHCH, 

passes  when  heated  at  200°  under  diminished 
pressure  into  phenylmethylpyrazolone 

l5Srd?9-CH  ,cx).-CH 

CHr-NiHi  -^CeHj-N^  || 

\NH— C-CH,  ^NH-C-CH, 

In  many  cases  the  formation  of  the  pyrazo- 
lone derivative  takes  place  immediately  without 
the  intermediate  formation  of  the  hydrazone. 

Stereoisomerism,  in  accordance  with  the 
Hantzsch-Wemer  hypothesis,  has  been  observed 
among  the  hydrazones,  and  in  certain  instances 
the  two  forms 

R— C— H  R— C~H 

II  and  If 

N— NHR  RHN-N 


have  been  isolated  {cp.  K  FiscKer,  Ber.  1884,  J. 
17,  575 ;  BUtz,  ibid.  1894,  2288 ;  Hantzsch  and 
Hombostel,  ibid.  1897,  30,  3003;  Bambeiger 
and  Schmidt,  ibid.  1901,  34,  2001). 

As  already  mentioned,  the  name  *  osazone  * 
denotes  a  compound  containing  in  its  molecule 
two  hydraadne  residues,  R— NH-— N=,  attached 
to  two  contiguous  carbon  atoms.  £.  Fischer 
(Ber.  1884, 17,  579)  obtained  from  carbohydrates 
a  series  of  characteristic  compounds  formed  by 
the  introduction  of  two  phenymydnuone  groups 
into  the  molecule  of  a  carbohydrate.  The  com- 
pound from  dextrose  was  termed  'phenyl 
glucosazone  ' ;  that  from  galactose  '  j^enyl- 
salactoeazone,'  and  so  on.  Later,  when  it  was 
found  that  in  these  compounds  the  two  phenyl- 
hvdrazine  residues  were  m  contiguous  positions, 
the  name  'osazone'  was  applied  to  all  com- 
pounds containing  this  particular  grouping 
(£.  Fischer,  Ber.  1888,  21,  985).  Osazones  are 
formed  by  the  action  of  two  molecules  of  phenvl- 
hydrazine  on  a-dicarbonyl  compounds,  namely^ 
such  as  contain  the  group  CO*CO  ; 

CH,CO 

I    -|-2C,H5NHNH, 
CH3CO 
Diacetyl. 

CH,— C :  NNHC,H 

I  -f2H,0 

CH,— C :  NNHC,H, 
I>iacetyli>heiiylo8axoiie. 

The  yellow  colouring  matters  known  as 
'  tartrazines  *  are  derived  from  osazones,  formed 
in  this  way  from  dihydroxytartaric  acid. 

Osazones  are  also  formed  by  the  action  of 
phenylhydrazine  on  compounds  containing  the 
group  ---CH(OH)'CO — ,  thus  on  a-keto-alcohols 
and  a-aldehydo-alcohols  ;  and  it  is  the  members 
of  the  carbohydrate  family  belonging  to  these 
classes  which  yield  ozasones.  In  the  cold, 
unless   on  long   standing,   only  the   carbonyl 

group    reacts    with    phenylhydrazine,    and    a 
ydiuzone  containing  the  group 

— CH(0H)C(N,HC,H5)— 

is  formed ;  but  this  compound,  on  heating  with 
excess  of  phenylhvdxazine,  is  converted  into  an 
osazone,  the  alconol  group  also  taking  part  in 
the  reaction.  The  molecule  of  hydrogen  which 
is  removed  in  this  process  reduces  a  molecule  of 
phenylhydrazine  to  aniline  and  ammonia. 
Thus  with  dextrose— 

CH,OH[CHOH]4CHO-^3C,H,NH•NH, 
-»CH,OH[CHOH],C(N,HC,H,)CH(N,HC,H,) 
Phenylglucosazone. 

-fNH,C,H5+NH,.f2H,0 

These  osazones  have  proved  of  great  use  in 
identifying  various  sugars.  Sometimes,  how- 
ever, two  distinct  sugars  yield  the  same  osazone  : 
thus  Isvulose,  like  dextrose,  gives  phenyl- 
glucosazone : — 

CH,0H[CH0H],C0CH,0H+3C,H,NH-NH, 

LsBvuloee. 
-»CH,OHlCHOH],C(N,HCeH,)CH(N,HC,H,) 
Phenyl&laooBaione. 
+NH,C,H,)-f-NH,4-2H,0 

the  a-aldehyde  alcohol  and  the  a-keto  alcohol 
yielding  the  same  osazone. 

The  osazones  are  crystalline  compounds,  of 
a  yellow  colour,  and  generallv  have  a  definite 
melting  point,  by  means  of  wnich  they  may  be 


HYDROGEN. 


541 


identified.  Concentrated  sulphnrio  add  dis- 
solves the  various  oeazones,  giving  characterisUo 
colorations,  and  the  solution  generally  exhibits 
some  particular  colour-change  on  standing 
(Japp  and  Klinfi;emann,  Ber.  1888,  21,  640). 
Fuming  hydrocmoric  acid  hydrolyses  the  osa- 
zones  in  the  cold  into  phenymydrazine  and  the 
a-dicarbonyl  compound  from  which  they  are 
derived  (£.  Fischer,  ibid.  1888,  21,  2631). 

J   F   T 

HTDRAZOTOLUENE.  Prepared  by  reducing 
o-nitrotoluene  in  hot  alkaline  solution  with 
zinc  dust  or  finely  divided  iron.    M.p.  165^ 

HTDRAZONE  COLOURING  MATTERS  v. 
Pyrazolone  ooloubino  mattsrs. 

HYDRINDKNK  v,  Kbtons3  and  Indsns. 

HTDRDfDONE  v,  Indene. 

HYDRIODIC  ACID  v.  Iodine. 

HTDRIODOL  {cypndol),  A  1  p.c.  addition 
of  merourio  iodide  to  sterilised  oil* 

HTDROBROmC  ACID  v.  Bromine. 

HYDROCARBOSTYRIL  v.  Quinoline. 

HYDROCHLORIC  ACID  v.  Chlorine. 

HYDROCURCUMIN  r.  Turmeric. 

HYDROCYANIC  ACID  v.  Cyanides. 

HYDROERGOTININE  {Ergotoxine)  v,  Erqot. 

HYDROFLUORIC  ACID  v.  Fluorine. 

HYDROFLUOSIUCIC  ACID  v.  Fluorine. 

HYDR06EU3  v.  Colloids. 

HYDROGEN.  At.wt.  1-0077.  Symbol  H. 
The  existence  of  this  gas  was  recognised  in 
the  16th  century ;  its  combustible  property 
was  discovered  m  the  following  century  by 
Turquet  de  Mayeme,  and  in  1700  Lemery 
observed  the  detonating  property  of  a  mixture 
of  air  and  hydrogen. 

Cavendish,  in  1766,  showed  that  when  the 
gas  was  produced  from  dilute  acid  and  one  of 
the  metals,  iron,  zinc,  or  tin,  it  was  obtained  in 
amount  varying  with  the  metal  used. 

Hydrogen  was  for  a  time  confounded  with 
other  combustible  gases,  such  as  marsh-gas, 
carbon  monoxide,  and  vapour  of  ether ;  all  were 
supposed  to  contain  the  same  inflammable 
pnndple,  phlogifUm,  modified  by  variable 
amounts  of  other  substances. 

Macquer  and  De  la  Metherie  first  observed, 
in  1766,  that  water  was  produced  by  burning 
hydrogen,  but  it  was  then  thought  that  other 
products  than  water  were  prt^uced  at  the 
same  time,  and  Lavoisier  made  many  experi- 
ments with  the  object  of  detecting  the  presence 
of  an  acid  which  he  imagined  should  be  among 
the  products  of  combustion,  as  was  the  case  in 
the  combustion  of  such  bodies  as  sulphur, 
carbon,  phosphorus,  &c.  Cavendish,  however, 
in  1781,  proved  conclusively  that  water  was 
the  only  product  of  combustion  when  hydrogen 
bums  in  air  or  oxygen,  and  that  if  a  mix^ire 
of  hydrogen  and  oxvgen  in  the  proportion  of 
two  volumes  of  the  former  to  one  of  the  latter 
were  burnt,  the  whole  of  the  gases  were  con- 
verted into  water. 

Sourcas.  Hydrogen  occurs  free  in  nature  in 
the  gaseous  mixtures  evolved  from  certain 
▼olcanos  (Bunsen,  Ann.  Chim.  Phys.  1853,  [iii.] 
38,  215;  Deville,  Compt.  rend.  1862,  55,  75). 
The  gases  evolved  from  Mte.  Pel^  in  Marti- 
nique during  the  eruptions  of  1902  contained 
22*3  p.c.  of  hydrogen  by  volume  (Moissan, 
Compt.  rend.  1902,  135,  1085).  It  also  occurs 
in  the  jets  of  steam,  known  as  fumaroles,  which 


occur  in  Tuscany  and  other  places.  The  gases 
issuing  from  the  salt  beds  of  Stassfurt  (Rei* 
ohardt.  Arch.  Pharm.  1860,  [ii.]  103,  347; 
Precht,  Ber.  1880,  13,  2326),  and  Wieliozka 
(Rose,  Pogg.  Ann.  48,  353)  contaui  hydrogen, 
and  it  also  occurs  in  the  gases  given  on  by  the 
oil-wells  of  Peimsylvania,  West  Virgiuia,  Ohio, 
and  Indiana  (Engler,  Ber.  1888,21, 1816 ;  U.S.A. 
Geol.  Sur.  1909,  2,  297).  Hydrc^en  has  been 
found  occluded  in  certain  meteorites  (Graham, 
Proc.  Rov.  Soc.  1867,  15,  502;  Mallet,  ibid, 
1872, 20,  365),  and  in  a  large  number  of  minerals 
(Ramsay  and  Travers,  Proc.  Roy.  Soo.  1897,  60, 
442 ;  a?Llden,  ibid.  1897,  60,  453),  and  in  cla^ns. 
To  a  very  slight  extent,  hydrogen  occurs  free  in 
the  atmosphere  (Gautier,  Ann.  Chim.  Phys. 
1901,  [vii.]  22,  5;    Liveing  and  Dewar,  ibid, 

1901,  22,  482;  Rayleigh,  Phil.  Mag.  1902,  [vi.] 
3,  416;  Leduc,  Compt.  rend.  1902,  135,  860, 
1332).  According  to  Claude  (Compt.  rend. 
1909,  148,  1454),  there  is  less  than  1  part  of 
hydrogen  in  one  inillion  parts  of  air.  Its  presence 
in  the  air  is  probably  due  to  the  decomposition 
of  cellulose  under  the  influence  of  anerobic 
mioro-oivanisms.  Hydrogen  is  also  produced 
in  the  ctecay  of  various  organic  bodies,  being 
found  in  the  intestinal  gases  of  many  animals 
(Tappeiner,  Ber.  1881,  14,  2375). 

Spectroscopio  observations  have  shown  that 
hydrogen  completelv  surrounds  the  sun,  forming 
an  envelope  wnich  has  received  the  name  of  the 
chromospnere.  Hydrogen  also  occurs  in  certain 
stars  and  nebula. 

In  a  state  of  combination,  hydrogen  forms 
one-ninth  the  weight  of  water  and  one-fourth 
the  weight  of  marsh-gas.  It  also  occurs  in 
smaller  quantities  in  combination  with  phos« 
phorus,  sulphur,  iodine,  bromine,  carbon,  and 
nitrogen.  It  is  an  essential  constituent  of  all 
acids ;  most  animal  and  vegetable  substances 
contain  it,  and  it  is  a  constituent  of  many 
minerals.  It  exists  in  the  air  in  small  quantities 
in  combination  with  nitrogen  as  ammonia ;  and 
in  certain  mineral  and  volcanic  springs  it  is 
found  in  combination  with  sulphur  and  chlorine 
as  hydroffen  sulphide  and  hydrochloric  acid 
respectively. 

Preparation.  (1)  Electrolysis  oj  certain 
aqueotts  aolutione, — Pure  h^dr^en  is  readily 
prepared  by  the  electrolysis  of  a  mixture  of 
1  part  of  sul|>huric  acid  and  10  P&rts  of  water 
between  platinum  electrodes.  The  potential 
difference  between  the  terminals  must  exceed 
1*7  volts.  The  hvdrogen  is  evolved  at  the 
cathode,  and  suitable  provision  must  be  made 
to  prevent  oxygen  from  the  anode  diffusing  into 
the  hydrogen.  A  convenient  method  consists 
in  immersing  the  anode  in  a  mass  of  liquid 
zinc-amalgam,  which  absorbs  the  oxygen  com- 
pletely, forming  zinc  oxide  and  eventually  zinc 
sulphate.  The  current  from  three  or  four 
Bunsen  elements  is  sufficient  to  work  such  an 
electrolytic  cell  for  laboratory  use.  A  suitable 
piece  of  apparatus  is  described  in  Amer.  Chem.  J. 
1897,  19,  810.  A  30  p.o.  solution  of  sodium 
hydroxide  may  also  be  employed ;  plate  nickel 
electrodes  are  most  convenient,  and  a  useful 
piece  of  apparatus  for  this  purpose  is  described 
by  V^zes  and  Labatut  (Zeitsch.  emorg.  Chem. 

1902,  32,  464).  Hvdrogen  prepared  from 
sodium  hydroxide  solution  always  contains  a 
little  organic  matter,  owing  to  the  presence  of 
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carbonate  in  solution  (Morley) ;  it  can  be  ob- 
tained quite  pure  by  electrolysing  a  solution  of 
pure  recrystiulised  oaryta  (Baker,  Chem.  Soo. 
Trans.  1902,  81,  400). 

These  electrolytic  methods  are  employed  on 
a  commercial  scale,  dilute  sulphuric  acid  being 
electrolysed  between  lead  electrodes,  or  sodium 
or  potassium  hydroxide  between  iron  electrodes. 
The  chief  difficulty  encountered  is  that  a  mixture 
of  oxygen  and  hydrogen  is  giyen  o£f  at  both 
electrodes.      The    hydrogen    contains    about 
1  p.o.  of  oxygen,  and  the  oxygen  about  2  p.c. 
of  nydrogen.    Under  certain  circumstances  this 
admixture   of  oxysen  may  proye  dangerous. 
The  intnxluction  <3   diapmragms  increases  the 
resistance  of  the  cell,  and  is  therefore  to  be 
ayoided  if  possible.     Various  patterns  of  cell 
haye  been  deyised,  and  are  described  in  J.  Soc. 
Chem.  Ind.  1900, 19, 1120 ;  1901, 20, 258 ;  1902, 
778  ;   1905,  94  ;  1905,  1240  ;  1908,  946 ;   1909, 
799 ;   Eng.  Pats.  2820,  1902,  and  27249,  1903 ; 
Fr.    Pats.    356652,    1905,    and   397319,    1908; 
D.  R.  P.  198626, 1906.    The  Elektron  works  at 
Griesheim  use  as  electrolyte  potassium  chloride, 
thereby  obtaining    potassium    hydroxide    and 
chlorine  in   addition   to   the  hydrogen.     The 
Oerlikon  Maachinenfabrik  employ  the  Schmidt  . 
process,   using   potassium   carbonate   solution, 
and  the  Heraeus  Company  at  Hanau  a  20  p.c.  I 
solution  of  caustic  soda  at  about  60^  (Schuckert 
process).    Laige   quantities    of   hydrogen   are 
also  made  by  the    Castner-Kellner    Company 
by  the  electrolysis  of  common  salt  solutions, 
^ey  supply  the  gas  in  a  compressed  state. 
Other  electrolytic  processes  which  haye  proyed 
commercially  successful   are   those   of   Garuti 
Sohoop,    the    International    Oxygen    Co.     of 
Newanc,  N.J.,  8ohriyer,  Churchill,  and  Burdett. 
For  descriptions  of  the  yarious  cells  employed, 
nature  of  electrodes,  diaphragms,  &c.,  yields, 
and     energy     expenditure,     see     Greenwood's 
Industrial  Gases,  1920 ;  C.  F.  Hale,  J.  Soc.  Chem. 
Ind.  1921,  40,  122  B. 

(2)  Chemical  decomposition  of  water, — Hydro- 
sen  may  be  prepared  by  decomposing  water ;  a 
laige  number  of  readily  oxidisable  substances 
can  be  employed  for  this  purpose. 

The  alkafi  metals  and  the  metals  of  the 
alkaline  earths  decompose  water  at  ordinary 
temperatures,  liberating  hydrogen  and  ^ro- 
ducmg  the  corresponding  metallic  hydroxide. 
The  action  is  yery-  yiolent,  particulariy  with 
potassium,  rubidium,  and  caesium.  Ijie  re- 
actions dan  be  readily  controlled,  howeyer,  by 
employing  the  amalgams  of  these  metals.  The 
action  of  steam  on  pure  sodium  has  been  used 
for  the  preparation  of  pure  hydrogen  (Scott» 
Phil.  Trans.  1893,  184,  548  ;  MeUor  and  Russell, 
Chem.  Soc.  Trans.  1902,  81,  1279),  and  the  use 
of  sodium,  mixed  with  oil,  aluminium,  and  in- 
fusorial earth,  for  the  preparation  of  hydrogen 
on  a  commercial  scale  has  been  patented 
(U.S.  Pats.  883531,  1908;  909536,  1909). 

Magnesium  decomposes  water  at  tempera- 
tures aboye  70**  (Ditte,  Compt.  rend.  1871,  73, 
108),  and  bums  yigorously  when  heated  in 
steam.  Macnesium  amalgam  decomposes  cold 
water  (Fleck  and  Basset,  J.  Amer.  Chem.  Soo. 
1895,  17.  789). 

Aluminium  does  not  decompose  water  unless 
some  means  is  afforded  of  lemoying  the  oxide 
from  the  surface  of  the  metal.    Tms  is  easily 


effected  by  amalgamating  it  with  it  its  weight 
of  mercury,  when  the  amalgam  produced  reaculy 
decomposes  water  and  can  be  employed  as  a 
source  of  pure  hydrogen  (Bailie  and  Fery,  Ann. 
Chim.  Phys.  1889,  [vi.l  17,  246;  Wislioemis 
and  Kauffmann,  Ber.  1895, 28, 1323).  Hydrogen 
is  readily  obtained  pure  by  slowly  addii^  water 
to  a  mixture  of  fine  aluminium  filings  containing 
1  to  2  p.c.  of  mercuric  chloride  and  0'5  p.o,  of 
potassium  cyanide,  keeping  the  temperature  at 
%""  (Maurichcau-Beaupr6,  Compt.  rend.  1908, 
147,  310;  Fr.  Pat.  392725,  1998).  One  kilo,  ol 
this  mixture  yields  1300  litres  of  hydrogen. 

At  a  red  heat,  water  yapour  is  easily  decom- 
posed by  iron,  hydrogen  and  triferric  tetroxide 
oeing  produced  (lAyoisier,  (Euyree,  2,  360). 
This  method  is  employed  on  a  lai^a^e  scale  and 
has  been  the  subject  of  numerous  patents  (Eng. 
Pats.  7518,  1887 ;  20752,  1890 ;  4134,  1891 ; 
28721,  1896;  10356,  1903;  21479,  1908; 
17591,  1909;  12117,  1912;  Fr.  Pats.  873271, 
1907;  386991,  1908;  395132,  1908;  444105, 
1912  ;  461480,  461623,  461624,  1913  ;  U.a  Pat. 
971206,  1908;  D.  R.  PP.  226453,  1909; 
254222,  263390,  263391,  268062,  268339,  1912; 
c/.  Bergius,  J.  Soc.  Chem.  Ind.  1913,  32,  462. 
The  oxide  produced  is  reduced  to  metal  by 
heating  with  coal  or  by  treatment  wit^  water 
gas  as  in  the  MeBserschmidt  process,  or  by  either 
carbon  or  carbon  monoxide  as  in  the  Bergius 
process,  and  used  again. 

Steam  is  readily  decomposed  by  passing  it 
oyer  red-hot  coke,  when  a  mixture  consisting 
essentially  of  carbon  monoxide  and  hydrogen 
in  approximately  equal  yolumee,  is  produ^, 
known  as  water-gas  (v.  Gas,  wateb).  Numerous 
methods  haye  been  proposed  for  the  purpose  of 
preparing  hydrogen  commercially  tiom.  this 
mixture.  In  one  process'  (Frank,  Fr.  Pat. 
371814,  1906),  the  dried  mixture  is  pawed 
over  calcium  carbide  at  a  temperature  aboye 
300%  when  carbon  monoxide  and  dioxide  react 
with  the  carbide,  forming  calcium  oxide,  car- 
bonate and  carbon,  while  the  nitrogen  present  is 
conyerted  into  calcium  cyanamide.  The  oxides 
of  carbon  may  be  partially  remoyed  by  a 
preliminary  cooling  process,  whereby  the  mon- 
oxide is  liquefied  and  the 'dioxide  solidified, 
Jouve  and  Gautier  (Fr.  Pat.  372045,  1906)  pro- 
poee  to  pass  the  gas  through  a  porous  partition 
m  order  to  separate  the  hydrogen  by  reason  of 
its  rapid  power  of  diffusion.  It  is  said  that  by 
one  such  operation  the  percentage  of  carbon 
monoxide  may  be  reduced  from  45  to  8  p.o.  In 
other  processes,  the  carbon  monoxide  is  remoyed 
by  chemical  means  ;  for  this  purpose  it  is  passed 
oyer  a  catalyser,  e,g.  ferric  oxide,  heated  to 
400°--500*'  with  excess  of  steam,  when  the 
monoxide  is  replaced  by  an  equal  yolume  of 
hydrogen,  carbon  dioxide  b^Lng  produced, 
which  may  be  removed  by  solution  in  water  or 
by  absorbing  it  in  milk  of  lime  (Henry  and 
Hembert,  Compt.  rend.  1885, 101,  797  ;  D.  R.  P. 
224862, 1907;  Claude,  idem,  1921,  173,  653). 

The  oxidation  of  carbon  monoxide  by  steam 
with  the  liberation  of  hydrogen  can  be  effected 
at  400^-500°  in  the  presence  of  reduced  iron  or 
nickel  (Fr.  Pats.  35^24,  1905 ;  375164,  1906 ; 
rf,  Mond  and  Langer,  Eng.  Pat.  12608, 1888,  and 
Fr.  Pat.  361429,  1905). 

The  Griesheim  Elektron  Company  (Eng. 
Pat.  13049,  1912,  J.  Soc.  Chem.  In(ri913,  271) 
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pass  water-gas  mixed  with  steam,  into  a  heated 
retort  containing  lime,  when  the  oxides  of  carbon 
are  removed  as  calcium  carbonate.  In  the 
Linde-Frank-Caro  process  water-gas  is  first 
treated  with  lime  or  a  solution  of  caustic  soda 
to  remove  carbon  dioxide,  and  is  then  subjected 
to  pressure  and  cooled  with  liquid  air  whereby 
carbon  monoxide,  nitrogen,  and  other  impurities 
are  liquefied  whilst  the  hydrogen  still  remains 

faseous.  The  liquid  carbion  monoxide  can  be 
umt  in  a  gas  engine  and  so  serve  to  drive  the 
Slant.  By  further  treatment  hydrogen  of 
9*2-99*4  *p.c.  purity  is  obtained  which  may  be 
employed  for  filling  balloons  or  for  catalytic 
reactions.  (For  a  method  of  determining  small 
quantities  of  carbon  monoxide  in  hydrogen,  see 
6.  K.  Rideal  and  Taylor,  Analyst,  1919,  89.) 

Hydrogen  free  from  compounds  of  carbon 
and  oxygen,  can  be  preparea  by  heatinff  coke, 
impregnated  with  10  p.c.  potassium  carbonate 
and  mixed  with  fiye  tmies  its  weight  of  burnt 
lime,  in  a  current  of  steam  at  550-750"  (Eng. 
Pat.  8734,  1910). 

The  decomposition  of  steam  may  also  be 
e£fected  by  passing  it  over  red-hot  barium  sul- 
phide, which  becomes  oxidised  to  sulphate,  with 
the  simultaneous  formation  of  hydrogen  (Fr. 
Pat.  361866, 1905).  The  sulphate  is  reduced  with 
coal  or  producer  gaa  to  sulpnide,  and  used  again. 
(3)  Action  of  metaUt  on  adds. — The  common- 
est method  of  preparing  hydrogen  for  laboratory 
pumoses  consists  in  acting  upon  granulated  zinc 
with  either  dilute  hydrochloric  acid  (1  of  acid  to 
2  of  water),  or  sulphuric  acid  (1  of  acid  to  8  of 
water),  when  hydrogen  is  evolved  and  zinc  chlo- 
ride or  sulphate  is  left  in  solution.  Very  pure 
hydrogen  is  obtained  from  pure  zinc  and  pure 
dilutea  acid,  but  the  action  is  extremely  slow. 
A  regular  stream  of  the  ^as  may  be  obtained, 
however,  by  adding  a  little  platinic  chloride 
solution.  Platinum  is  deposited  over  the 
surface  of  the  zinc,  and  the  liberated  hydrogen 
escapes  freely  from  the  surface  of  the  platinum, 
leaving  the  zinc  surface  free  from  bubbles  of 
gaa  (Gourdon,  Oompt.  rend.  1873,  76,  1260). 
A  similar  effect  is  produced  by  adding  a  small 
quantity  of  a  salt  of  copper,  silver,  gold,  tin, 
antimony,  bismuth,  m'ckel,  or  cobalt. 

The  apparatus  shown  in  the  annexed  figure 
may  be  used  for  obtaining  pure  hydrogen  for 
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laboratonr  purposes  (Edwards,  J.  Ind.  Eng. 
Chem.  1919,  11,  961).  Tho  apparatus  is  ex- 
hausted  through  a,  whilst  the  lube  d,  which 
dips  into  mercury,  serves  as  an  indicator  of  the 


residual  pressure  and  as  a  safety  valve.  The 
acid  flask,  /,  is  nearly  filled  with  cUlute  sulphuric 
acid  (1:8)  and  contains  a  few  fragments  of 
zinc,  so  that  the  hydrogen  evolved  will  sweep 
out  all  air.  The  vent  e  is  then  closed  until  the 
pressure  of  the  gas  i»  sufficient  to  force  the  acid 
into  the  tube,  U>  free  the  connections  from  air. 
The  tube  beyond  the  tap,  b,  enters  the  generator 
through  a  rubber  stopper,  which  is  always 
under  liquid.  The  rate  of  generation  of  the  gas 
is  controlled  by  the  tap  c  (J.  Soo.  Chem.  Ind, 
1920,  20  A). 

Other  metals,  e,g,  aluminium,  magnesium, 
and  iron,  may  be  used  instead  of  zinc  for 
generating  hydrogen  from  acids.  Pure  hydro- 
gen is  refulily  prepared  by  acting  upon  alumin- 
ium with  mercuric  chloride  solution  slightly 
acidified  with  hydrochloric  acid  (Bodenstein, 
Zeitsch.  physikal.  CtxettL  1897,  22,  3).  The  use 
of  zinc,  and  more  particularly  of  iron  and  sul- 
phuric acid  upon  a  commercial  scale,  is  very 
common  (r.  Eng.  Pats.  15509,  1897;  16277, 
1896;   17515,1898;  25084,1897). 

(4)  Aciion  of  tneUUa  and  non-metala  on 
alkdlis, — ^The  metals  zinc,  aluminium,  and  tin 
readily  dissolve  in  warm  concentrated  alkali 
hydroxide  solutions,  liberating  hydrogen  and 
forming  alkali  zincate,  aluminate,  and  stannate 
respectively.  Very  pure  hydrogen  is  thus  pro- 
duced from  aluminium  free  from  carbon.  The 
non-metallic  element,  silicon,  similarly  dissolves, 
and  considerable  quantities  of  hydrogen  may  be 
prepared  by  heatmff  powdered  silicon  or  ferro- 
silicon  with  sodium  hydroxide  solution  and  milk 
of  lime  (D.  R.  P.  216768, 1908 ;  Eng.  Pat.  21032, 
1909)  {v.  infra,  Hydrogtnfor  BaUoona). 

Hydrogen  may  be  prepared  by  heating 
slaked  lime  with  either  zinc  oust  (Schwarz,  Ber. 
1886,  19,  1141)  or  coal.  The  resulting  calcium 
carbonate  in  the  latter  process  may  be  recon- 
verted into  slaked  lime  by  heating  in  steam 
(Bloxam). 

(5)  Decompoaition  of  metaUic  hydrides, — The 
hydrides  of  the  alkali  metals  and  those  of  the 
alkaline  earths  readily  decompose  water  at 
ordinary  temperatures,  liberating  hydrogen  and 
forming  the  corresponding  metallic  hydroxide. 
The  use  of  calcium  bydricfe  for  preparing  hydro- 
gen is  very  convenient,  since  the  hydride  is 
readily  portable,  and  each  eram  of  the  substance 
yields  more  than  1  litre  of  hydrogen  when  de- 
composed by  water.  The  hydrogen  liberated 
is  twice  that  which  is  absorbed  by  the  metallic 
calcium  in  the  preparation  of  the  hydride  (Fr. 
Pat.  327878,  1902);  (v.  ir^ra.  Hydrogen  ^or 
BaUoona). 

Palladium,  especially  when  amorphous, 
capable  of  adsorbing  large  quantities  of  hydro- 

gen ;   from  the  substance  thus  produced,  pure 
ydrogen  is  readily  obtained  by  heating  it  under 
reduo^  pressure  (v.  infra), 

Purijlcaiion, — ^The  electrolysis  of  either  dilute 
sulphuric  acid  or  a  solution  of  pure  baiyta, 
yields  practically  pure  hydrogen,  as  also  aoes 
the  action  of  steam  on  pure  sodium.  Most 
methods  of  preparation,  however,  yield  hydro- 
gen containing  more  or  less  of  a  number  of 
impurities,  nearly  all  of  which  may  be  removed 
by  treating  the  gas  with  reagents  cM>able  of 
absorbing  them.  The  precise  nature  of  most  of 
the  impurities  depenos  upon  the  method  of 
preparation  employed,  but  one  in  particular, 
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▼iz.  fttmoBpheric  air,  is  common  to  nearly  all 
methode.  Its  presence  in  the  gas  is  due  partly 
to  its  presence  in  the  liquids  employed  in  the 
preparation  of  the  sas,  a  source  of  error  which 
may  be  diminished  by  preyiously  boiling  the 
solution,  partly  to  the  difficulty  of  completely 
expelling  air  from  the  apparatus,  and  partly 
owing  to  leakage  into  the  apparatus  through 
cork  or  rubber  joints,  which  should  therefore 
be  as  few  as  possible.  The  oxygen  thus 
introduced  may  be  remoyed  by  passing  the  gas 
oyer  red-hot  copper  or  sponsy  platinum  or 
through  chromous  chloride  scuution,  but  the 
nitrogen  cannot  be  similarly  remoyed. 


For  laboratory  purposes,  hydrogen  is  best 

Euiified  from  phosphine,  arsine,  and  stibine, 
y  passing  it  tnrough  saturated  permanganate 
solution  and  then  through  5-10  p.c.  silyer 
nitrate.  After  washing  h^^droffen  with  concen* 
trated  permanganate  solution,  no weyer,  the  gas 
contains  traces  of  oxygen.  For  remoying  traces 
of  arsine  from  large  quantities  of  hydrogen, 
bromine  is  the  best  absorbent ;  on  a  technical 
scale  potassium  hypochlorite  or  bleaching 
powder  may  be  substituted  (Reckleben  ana 
Lockemann,  Zeitsch.  ansew.  Ghem.  1908, 21, 433). 
Arsine  is  said  to  oe  completely  remoyed 
from  hydrogen  by  bubbling  the  ^as  through 


A    conyenient    but    expensiye    method    of    petroleum  spirit  cooled  by  liquid  air  to  —HO**, 


obtaining  pure  hydrogen  consists  in  passing 
the  dried,  approximately  puro  gas  oyer 
palladium,  the  metal  haying  been  preyiously 
strongly  heated,  introduced  mto  a  tube  fitted 
with  a  stopcock  and  the  tube  eyacuated.  The 
metal  Ib  allowed  to  cool  during  the  absorption  of 
the  gas.  The  gas  left  in  the  apparatus  is  finally 
pumped  out.  From  the  palladium-hydrogen, 
puro  hydrogen  is  readily  obtained  by  attaching 
the  palladium  tube  to  the  apparatus  into  which 
the  gas  is  to  be  introduced,  and  gently  warming 
the  metal. 

Hydnwen  prepared  from  acid  and  ordinary 

iron,  which  contains  a  certain  amount  of  carbide,    , _._^ . si     ' 

inyariably  contains  gaseous  hydrocarbons  which    33 ;    Berthelot,  Gompt.  rend.  1897,  125,  743  ; 
giye  the  gas  an  unpleasant  odour,  and  this         '  «  -    -  .,   ,    ^  ,/wv«    mm 

method  of  preparation  is  neyer  used  for  labora- 


tory purposes.  The  hydrocarbons  may  be  re 
moyea  by  passing  the  gas  through  alcohol,  or  a 
tube  filled  with  pieces  of  wood-charcoal  or 
paraffin  (Stenhouse,  Annalen,  1858,  106,  125; 


and  the  process  has  been  recommended  for 
technical  use  (Compt.  rend.  1903,  136,  1317). 

An  elaborate  method  for  purifying  hydrogen 
by  freezing  out  the  impurities  is  descnbed  by 
ifamerUngh  Onnes  (Proc.  K.  Akad.  Wetensch. 
Amsterdam,  1909,  11,  883);  using  25  litres  of 
liquid  air,  10,000  litres  of  hydrogen  can  be 
purified  in  8  hours. 

Hydrogen  may  be  dried  for  ordinary  purposes 
by  passing  it  oyer  anhydrous  calcium  chloride 
or  Uirov^  concentrated  sulphuric  acid.  The 
latter  process,  howeyer,  sligntly  contaminates 
the  gas  with  sulphur  dioxide  (Dittmar  and 
Henderson,  Proc.  Koy.  Soc.  Glasffow,  1891,  22, 
33 ;  Berthelot,  Gompt.  rend.  1897,  125,  743  ; 
Milbauer,  Zeitsch.  physikal.  Chem.  1907,  57, 
649).  The  use  of  phosphoric  anhydride,  free 
from  lower  oxides,  is  to  be  preferred. 

Properiiefi, — ^Hydrocen  is  a  colourless,  odour- 
less, tasteless  gas.  It  is  the  lightest  gas  known, 
1  litre  of  hydrogen  at  N.T.P.  and  at  sea-leyel 


Varenne  and  H6br6,  Bull.  Soc.  chim.  1877,  [ii.]    in  lat.  45°,  weighs  0'089873:t0'0000027  gram 
28,  523).  j  (Morley,  Zeitsch.  physikal.  Ghent  1896,  20,  242  ; 

According  to  Morley,  the  purest  redistilled  i  ef.  Begnault,  Relation  des  Exp^r.  2, 121 ;  Leduc, 
zinc  always  contains  a  little  occluded  oxides  of  Gompt.  rend.  1891, 113, 186 ;  Thomson,  Zeitsch. 
carbon,  which  find  their  way  into  hydrogen  i  anorg.  Ghem.  1896,  12,  1).  The  density  of 
prepared  from  the  metal  and  acid.  The  com-  i  hydrogen  compared  with  air  is  therefore  0*0694. 
mereial  metal  may  also  contain,  besides  a  little  {  Tae  product  pv,  instead  of  being  constant 
lead,    traces    of   sulphur,    arsenic,    antimony,    as  Boyle's  law  demands,  continually  increases 


carbon,  silicon,  and  eyen  phosphorus,  which 
cause  the  hydrogen  generated  from  the  metal  by 
means  of  acid  to  contain  the  corresponding 
gaseous  hydrides.  Sulphuric  acid  may  contain 
sulphur  dioxide,  which  will  be  partly  eyolyed 
witn  the  hydrogen  and  partly  rediiced  to  hydro- 
gen sulphide  (Kolbe,  Annalen,  1861,  119,  174), 
and  also  nitrogen  compounds,  which  lead  to  the 
formation  of  nitrogen  and  nitrous  oxide  in  the 
hydrogen.  Frecjuently  sulphuric  acid  contains 
arsenic  and  selemum,  mich  feacls  to  the  formation 
of  the  corresponding  hydrides.  Hydrochloric 
acid  prepared  from  sulpnuric  acid  may  contain 
the  same  impurities. 

Sulphur  dioxide,  the  hydrides  of  sulphur, 
selenium,  silicon,  and  hydrogen  chloride  carried 
oyer  by  the  hydrogen  may  be  absorbed  in  a 


as  the  pressure  is  increased.  At  200  atmos. 
(absolute)  it  is  1*134  (Amagat,  Ann.  de  chim.  et 
de  Phys.  [6]  29,  1883,  68).  The  coefficient  of 
thermal  expansion  at  constant  pressure  is 
0*003661  (Begnault),  and  at  constant  yolume 
the  coefficient  is  0*0036624  (Ghappuis).  The 
thermal  conductiyity  of  hydrogen  is  seyen 
times  that  of  air  (Stefan).  Between  O''  and  200"* 
the  molecular  specific  heat  at  constant  pressure 
is  6*81  and  at  constant  yolume  is  4*81  calories. 
The  specific  heat  increases  with  rise  of  tem- 
perature. According  to  Mallard  and'  Le 
Atelier  (Gompt.  lend.  1887,  104,  1780),  the 
mean  molecular  specific  heat  of  hydrogen 
at  constant  pressure  between  0^  and  f°  is 
fi-S+O-OOOO  (<+273);  the  yalue  at  constant 
yolume     is     4*700-f0*0004«     (Pier,     Zeitsch, 


solution  of  potassium  hydroxide.    The  hydrides  i  Elektrochem.    1909,    15,   536).      According   to 
of  phosphorus,  arsenic,  and  antimony  may  be  |  Grafts,   G0=4*864-O*OOO64<,   where   G     is    the 


absorbed  b^r  solutions  of  yarious  metallic  salts, 
€,g.  mereuric  chloride,  lead,  nitrate,  or  silyer  , 
sulphate  (Dumas,  Ann.  Ghim.  Phys.  1843,  [iii.] 
8,  l89).  i 

All  the  aboye  impurities  are  decomposed  , 
when  the  hydrogen  is  passed  oyer  red-hot  copper 
turnings.    The  small  quantity  of  nitrogen  that 
may  be  introduced  by  the  decomposition  of 
oxides  of  nitrogen  is  usually  not  inconyenient. 


mean  specific  heat  between  t  and  15^  (Ghem. 
Soc.  Trans.  1915,  290).  The  ratio  of  the  specific 
heats  is  1*405  (Rontgen).  Hydrpgen  is 
diamagnetic. 

Hydrogen  is  yery  slightly  soluble  in  water, 
its  absorption-coefficient  between  0^  and  25^ 
being  giyen  by  the  formula 

0-021528-0*000192ia-f' 
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(TimofejefiP,  ZeitscL  physikal.  Chem.  1890,  6, 
141 ;  c/.  Winkler,  Ber.  1891,  24,  89 ;  Bohr  and 
Bock,  Wied.  Ann.  1891,  44,  316;  GefiFken, 
Zeitach.  physikal.  Chem.  1904,  49,  257).  For 
its  solubility  in  alcohol,  v.  Timofejeff,  I.e.,  and  in 
various  aqueous  salt  solutions,  v.  Geffken,  l.c. 

The  liquefaction  of  hydrogen  for  many  years 
presented  the  most  difficult  problem  to  experi- 
menters on  the  liquefaction  of  gases.  In  1877, 
Gailletet  submitted  hydrogen  to  the  same  pro- 
cess as  he  had  successfully  used  in  the  lique- 
faction of  oxygen  and  nitrogen,  and  observed 
the  formation  of  a  fine  mist  when  hydrogen  was 
subjected  to  a  pressure  of  280  atmos.  and  theii 
suddenlv  released.  Tn  1884  Wroblewski  (Compt. 
rend.  1884,  100,  979)  liquefied  hydrogen  by 
cooling  the  gas,  under  a  pressure  of  190  atmos., 
by  means  of  boiling  nitrogen,  and  then  quickly 
releasing  the  pressure.  By  a  similar  method, 
Olszewski  (Compt.  rend.  1884,  99,  133;  1885, 
101,  238)  succeeded  in  obtaining  colourless  drops 
of  liquid  hydrogen.  Dewar  (Chem.  Soc.  Pioc. 
1896,  229 ;  Chem.  Soc.  Trans.  1898,  628  ;  Proc. 
Roy.  Soc.  1901,  68,  260)  was  the  first  to  succeed 
in  preparing  liquid  hydrogen  in  sufficient 
quantity  to  show  a  definite  meniscus  by  applying 
the  r^cnerative  process  to  the  compressed  gas 
after  first  cooling  it  to  —206°.  Travers  (Phil. 
Mag.  1901,  [vi.]  1,  411),  Olszewski  (Ann.  Chim. 
Phys.  1903,  [vii.]  29,  289),  and  Xemst  and 
Pollitzer  (Zeitsch.  Elektrochem.  1911,  17,  735) 
have  described  processes  whereby  liquid  hydro- 
gen may  be  prepared  in  quantity. 

Liquid  hydrogen  forms  a  clear,  colourless 
liquid,  boiling  at  — 252-5°  (Dewar,  Proc.  Roy. 
Soc.  1898,  63,  256 ;  Travers,  Phil.  Mag.  1902, 
[vi.]  3,  535).  The  vapour  pressures  of  the  liquid 
at  various  temperatures  between  24*59*'  and 
32*93''  (abs.)  have  been  measured  by  Cath  and 
Eamerlingh  Onnes^  and  may  be  represented 
by  the  formula  Tlogp=-56-605-h3*8015T 
-  010458T«  +  0*003321T»  -  000005102T*,  in 
which  p=pre8sure  in  international  atmospheres. 
Liquid  hydrogen  has  the  greatest  specific  heat 
of  any  liquid,  namely  6*4  (Dewar)  (c/.  Keesom 
and  Onnes  K.  akad.  Amsterdam  Proc.  20,  1000, 
1918).  When  cooled  by  rapid  evaporation 
under  diminished  pressure,  the  liquid  solidifies 
to  a  transparent  soud,  melting  at  —257°  (Dewar) 
or  -258*9°  (Travers,  Proc.  Roy.  Soc.  1902,  70, 
484),  and  having  a  8p.gr.  at  —259*9°  of  0*0763 
{ibid.  1904,  73,  261).  According  to  Kamerlingh 
Onnes  and  Grommelin  the  density  of  liquid 
hydrogen  increases  from  0*07086  at  the  boiling- 
point  (-252*77°)  to  0*07631  at  -258*27°. 
Contraction  occurs  on  freezing,  and  at  —262*0° 
the  density  of  solid  hydrogen  is  0*08077.  The 
density  of  liquid  hydrogen  at  the  triple  point 
(-169*2°)  is  0*07709,  and  on  the  assumption 
that  the  density  of  solid  hydrogen  at  this  tem- 
perature does  not  differ  appreciablv  from  that 
at  —162°,  the  contraction  on  freezmg  is  about 
4*8  p.c.  of  the  liquid  volume.  Augustin  (Ann. 
Physik.  1916,  [iv.J  46,  419)  found  the  density 
of  liquid  hydrogen  0*07106  at  —252*83°  and 
746*42  mm.  The  refractive  indices  obtained 
by  the  method  of  total  reflexion  were  at  this 
temperature  and  pressure  A666*3,  1*10924; 
A579-0,  110974;  A6461,  111003;  A436*9, 
1*11179;  A404-7,  111262  (Aupistin,  le.).  Ac- 
cording to  Verschaffelt  the  viscosity  of  liquid 
hydrogen  at  20*43°  (abs.)  is  0*00013.  For  the 
Vol.  m.-T. 


vapour  of  hydrogen  it  is  0*000010.  The  critical 
pressure  of  hydrogen  is  16  atmos.  and  its  critical 
temperature  18  —243°  to  —241°  (Dewar)  (3318° 
(abs.)  and  12*8  atmos.  (Onnes,  (>ommelin,  and 
Cath). 

Apparatus  for  liquefying  hydrogen.  Tho 
apparatus  works  on  Linde's  principle,  with 
preliminary  cooling  by  means  of  liquid  air. 
It  is  so  arranged  that  many  experiments  can 
be  carried  out  in  the  apparatus  itself,  without 
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Fig.  2. 

transferring  the  liquefied  hydrogen ;  to  this  end 
the  li(^uefying  chamber  is  closed  air-ticht,  and 
a  special  smidl  vacuum  vessel  provided  for  the 
collection  of  the  liquid.  The  compressed  hydro- 
gen enters  by  the  middle  tube,  shown  thickened 
m  the  sections  of  the  spirals,  then  enters  the 
bath  of  liauid  air,  through  which  it  passes  in  a 
;  great  number  of  windings  (b)  of  veiy  fine  spiral 
copper  tube,  thence  into  the  sheet  orass  vessel 
(c)  m  26  windings,  where  it  expands,  cools,  and 
liquefies.  After  passing  at  V  a  valve  (not  shown 
in  the  figure)  and  expanding  nearly  to  atmo- 
spheric pressure,  it  leaves,  through  a  similar 
number  of  windings,  to  utilise  its  low  tem- 
perature as  far  as  possible,  by  the  tube  shown. 
The  evaporated  air  ako  leaves  W  a  third  spiral 
tube  {d),  to  utilise  its  cold.  The  axial  tube 
with  cross  pieces  (one  to  a  manometer,  the  other 
fitted  with  a  cork  which  will  yield  in  case  of  rise 
of  pressure  through  any  stoppages)  is  of  German 
silver,  and  is  2}  cm.  wide.  It  permits  of  the 
entry  of,  for  example,  the  little  apparatus 
shown,  for  specific  heat  determinations.  The 
brass  vessel  can  be  separated  into  two  halves,  to 
allow  the  little  vacuum  vessel  shown  to  be 
placed  in  position.  With  a  passage  of  2-3  cb.  m. 
of  hydrogen  gas  per  hour  the  hourly  yield  of 
liquid  is  300-400  c.c,  or  about  10  p.c,  and  the 
consumption  of  liquid  air  about  0'3  litre.  The 
apparatus,  when  used,  is  first  warmed,  and  the 
hyorogen  from  a  compressor  or  cvlinder  passed 
through  till  all  is  qmte  dry.  Then  liquid  air 
is  passed  in  from  the  vacuum  vessel  on  the  left 
till  the  brass  vessel  is  covered,  and  the  apparatus 
left  to  itself  till  the  whole  has  reached  the  tem« 
perature  of  liquid  air.  Hydroeen  a^<  150 
atmospheres  is  now  passed  in,  ana  after  about 
ten   minutes    liquifaotion   begins.    If   needed, 
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the  hydroffen  can  be  transferred  by  a  siphon 
vacuum-tube  with  a  gauze  filter  on  the  end  to 
stop  any  accidental  frozen  air.  VexY  pure 
hydroffen  most  be  used ;  with  a  cylinder  it  is 
possible  to  work  till  the  pressure  is  reduced 
from  160  to  70  atmospheres — ^with  a  compressor, 
practically  all  the  hydrogen  can  of  course  be 
utilised,  whilst  with  a  cylinder  nine-tenths  of 
it  is  lost  (Nemst,  Zeitsch.  Elektrochem.  1911, 17, 
736 ;  J.  Soc.  Chem.  Ind.  1911,  30,  1169). 

The  spectrum  of  hydrogen  oonslBte  essentially 
of  four  oright  lines— one  in  the  red,  corre- 
sponding with  Fraunhofer's  dark  line  C,  and  one 
in  the  greenish-blue,  coincident  with  the  dark 
line  F.  Their  wave-lengths  are  (Angstr5m) 
C=6662,  F=4861,  blue=4340,  indigo=4101 
in  ten-millionths  of  a  millimetre. 

Hydrogen  is  an  inflammable  eas,  burning  in 
air  or  ozysen  with  an  eztremdy  hot,  almost 
colourless  name,  and  producing  water.  Even 
with  pure  hydrogen,  however,  the  centre  of  the 
flame  is  coloured  green,  while  the  external 
portions  are  of  a  violet-blue  colour.  On  re- 
ducing the  pressure,  the  blue  colour  is  trans- 
formed to  green,  and  from  that  successively  to 
yellow,  orange,  and  red.  Under  increased  pres- 
sure, hydrogen  bums  with  a  luminous  flame. 

The  combination  of  hydrogen  and  oxygen 
proceeds  slowly  at  ordinary  temperatures  in  the 
presence  of  sunlight  (Baker,  Chem.  Soc.  Trans. 
1902,  81,  400).  The  rate  of  combination  is  slow 
at  ISO""  (Oautier  and  H6Uer,  Bull.  8oc.  chim. 
1896,  [iii.]  16,  468),  but  with  rise  of  temperature 
it  becomes  quicker  and  quicker,  and  explosion 
occurs  at  about  660®  (Gautier  and  Holier,  l.c ; 
Berthelot,  Compt.  rend.  1897,  126,  271 ;  Ann. 
Chim.  Phys.  1898,  [vii.113, 30 ;  Meyer  and  Raum, 
Ber.  1896,  28,  204 ;  Bone  and  Wheeler,  Phil. 
Trans.  1906,  A,  206, 1 ;  Bowe,  Zeitsch.  physikal. 
Chem.  1907,  69,  41).  Mixtures  of  the  two  gases, 
if  perfectly  pure  and  dry,  mav  be  heated  to  the 
melting-point  of  silver  without  combination 
occurring  (Baker,  l.c,).  The  ignition-points 
of  various  mixtures  of  oxygen  and  hydrogen, 
from  3H,+0,  to  H,-f  40,,  vary  between  667° 
and  607®  when  fired  by  adiabatic  compression, 
electroyltic  gas  having  an  ignition-point  of  636° 
(Dixon,  Chem.  Soc.  Trans.  1910,  97,  661 ;  cf. 
Talk.  J.  Amer.  Chem.  Soc.  1906, 28, 1617  ;  1907, 
29,  1636).  The  union  of  hydrogen  and  oxygen 
proceeds  quickly  at  ordinary  temperatures  in 
the  presence  of  finely  divided  palladium,  plati- 
num, iridium,  osmium,  or  gold. 

Mixtures  of  air  and  hydrogen  are  explosive 
within  the  limits  74*2-4*1  p.c.  of  hydrogen 
(Coward,  Chem.  Soc.  Trans.  1914, 1869  ;  Coward, 
Carpenter,  and  Payman,  idem,  1919,  27). 

Hydrogen  unites  at  260°  with  sulphur  and 
selenium,  and  at  400°  with  tellurium,  it  can  be 
made  to  unite  directly  with  nitrogen  under  the 
influence  of  the  silent  discharge  (CSiabrier, 
Compt.  rend.  1872,  76,  489;  Donkin,  Proo. 
Boy.  Soc.  1881,  31,  281)  or  of  electric  sparks 
rBerthelot,  Ann.  Chim.  Phys.  1880,  [v.]  21,  286) ; 
for  its  combination  with  nitrogen  under  the 
influence  of  high  pressure,  temperature,  and 
catalysts,  nee  Ammonia,  Stnthbsis  op.  Com- 
pounds of  hydrogen  with  arsenic,  phosphorus, 
antimony,  boron,  and  silicon,  can  oe  prepared 
indirectly. 

Hydrogen  unites  with  pure  carbon  directly 
when  bec^^  to  1160°,  metnane  being  produced 


,  (Bone  and  Jerdan,  Chem.  Soc.  Trans.  3897,  71, 
'  41 ;  Bone  and  Coward,  1908,  93,  1976 ;  1910, 
97,  1219).  By  passing  an  electric  arc  between 
carbon  poles  in  an  atmosphere  of  hydrogen, 
acetvlene  is  produced,  accompanied  by  a  little 
metnane  and  ethane  (Berthelot,  Compt.  rend. 
1862,  64,  640;  Bone  and  Jerdan,  Chem.  Soc. 
Trans.  1901,  79, 1062). 

Gaseous  hydrogen  combines  with  fluorine 
even  in  the  dirk  and  at  ordinary  temperatures, 
with  explosive  violence,  hydrogen  fluoride  being 
produced  (Moiasan,  Ann.  Qiim.  Phys.  1891,  [vi.] 
24,  224).  With  liquid  fluorine  at  -210°, 
Explosion  also  occurs,  and  a  similar  result  follows 
on  mixing  solid  fluorine  and  liquid  hydrogen 
(MoiBsan  and  Dewar,  Bull.  Soc.  chim.  1897,  [lii.] 
17, 932 ;  Compt.  rend.  1903, 136,  641). 

Chlorine  does  not  combine  appreciably  with 
hydrogen  at  ordinary  temperatures  in  the  dark, 
but  omy  when  heated  above  400°  or  exposed  to 
light.  In  diffused  light,  combination  occurs 
slowly,  and  there  is  usually  an  initial  fpriod  of 
induciian  (Bunscn  and  Koscoe,  Phil.  Trans. 
1867,  ii.  378)  during  which  the  rate  of  combina- 
tion slowly  increases  to  its  maximum  value 
and  afterwards  remains  constant.  This  period 
of  induction  is  due  to  the  presence  of  traces  of 
volatile  impurities  (Burgess  and  Chapman, 
Chem.  Soc.  Trans.  1906,  89,  1399).  Under  the 
direct  action  of  actinic  rays,  mixtures  of  hydro- 
gen and  chlorine  explode. 

Hydrogen  combmes  directly  with  bromine 
above  400°,  and  slowly  even  at  100°  in  the 
presence  of  light  (Kastle  and  Beatty,  Amer. 
Chem.  J.  1898,  20,  169).  With  iodine,  the  rate 
of  combination  becomes  measurable  above  200°. 

The  alkali  metals,  when  heated  to  360°  in 
hydrogen,  directly  absorb  the  gas,  forming 
white  solid  hydriaes  of  the  type  MH  (Guntz, 
Compt.  rend.  1896,  122,  244;  Moissan,  Bull. 
Soc.  chim.  1902,  27,  1141 ;  Ann.  Chim.  Phys. 
1906,  [viii.]  6, 289, 323  ;  Holt,  Chem.  Soc.  Abstr. 
1909,  ii.  807).  The  alkaline-earth  metals 
similariy  combine  with  hydrc^en,  yielding  solid 
hydrides  of  the  type  RHa  (Moissan,  BuU.  Soc. 
chim.  1899,  [iii.]  21,  876 ;  Guntz,  Compt.  rend. 
1901,  133,  1209).  According  to  Winkler  (Ber. 
1891,  24,  884),  hydroffen  combines  directly  with 
various  finely  divided  metals,  e.g,  cerium, 
yttrium,  lanthanum,  obtained  by  reducing  their 
oxides  with  magnesium  powder. 

Hydrogen  is  a  reducing  agent,  and  readily 
displaces  a  larse  number  of  metals  from  their 
compounds  wiUi  oxygen,  sulphur,  chlorine,  &c. 
Hius  the  oxides  of  copper,  lead,  iron,  antimony, 
ftc,  are  easily  reducea  to  the  metallic  state, 
with  the  formation  of  water,  when  heated  in  a 
current  of  hydrogen  to  a  more  or  less  elevated 
temperature.  Silver  oxide  is  slowlv  reduced  at 
ordinary  temperatures,  and  rapidly  and  com- 
pletely at  100^  (Colson,  Compt.  rend.  1900,  130, 
330),  a  reaction  which  may  be  used  to  determine 
hydrogen  in  gaseous  mixtures.  Palladous  oxide 
is  reduced  in  the  cold  by  hydrogen  (Wohler, 
Annalen,  1874,  174,  60),  as  also  is  the  corre- 
sponding chloride,  either  in  the  anhydrous  state 
or  in  solution  (Phiilipe,  Amer.  Chem.  J.  1894, 16, 
266 ;  Campbell  and  Hart,  ibid.  1896, 18, 294). 

When  hydrogen  ia  passed  through  a  solution 
of  silver  nitrate,  sulphate,  or  acetate,  metallic 
silver  ia  precipitatod;  the  amount  of  metal 
thus  separated  is  small  oompazed  with  that  left 
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in  solntion.  The  reaction  is  carried  further  by 
raJBing  the  temperature,  and  tlie  preoipitatea 
metal  is  yery  pure.  Palladium,  platinum,  and 
gold  are  similarly  precipitated.  Under  great 
pressures,  such  reductions  are  much  more  com- 
plete. Thus  silyer  and  mercury  are  quanti- 
tatively precipitated  from  solutions  of  their 
salts  at  ordinaiT  temperatures  under  200  atmos. 
pressure.  At  Wher  temperatures,  nickel,  co- 
Dalt,  lead,  and  bismuth  are  similarly  precipi- 
tated, the  deposition  of  nickel  being  complete 
at  200''  and  180  atmos.  (Ipatieff  and  Wer- 
ohowBkv,  Ber.  1909,  42,  2078). 

Occluded  hydrogen  {v.  infra)  is  capable 
of  bringing  about  a  great  number  of  chemical 
changes  that  the  free  sas  is  unable  to  efifect. 
Thus  hydrogen  occluded  in  pallium  will  unite 
with  chlorine,  iodine,  and  oxygen,  even  in  the 
dark,  at  ordinary  temperatures  (Bottger,  Ber. 
1873,  6,  1396).  It  alBo  reduces  chlorates  to 
chlorides ;  nitrates  to  nitrites*  and  even  to  am- 
monia ;  mercuric  chloride  to  mercurous  chloride ; 
ferric  salts  to  ferrous  salts ;  f erricyanidee  to 
ferrocyanides  ;  and  indigo-blue  to  indigo-white 
(Gladstone  and  Tribe,  Chem.  News,  1878,  37, 
68).  A  number  of  these  reactions  can  be  utilised 
in  quantitative  analysis  (Chapman,  Analyst, 
1904,  29,  346).  Hydrogen  occluded  in  platinum 
or  wpper  produces  similar  changes. 

Hydrogen  also  becomes  much  more  chemi- 
cally active  in  contact  with  various  finely 
divided  metals,  such  as  platinum  black  and 
nickel,  cobalt,  iron  and  copper  reduced  from 
their  oxides.  Thus,  hydrogen  and  oxygen 
combine  rapidly,  at  ordinary  temperatures,  in 
the  presence  of  platinum  black.  The  union  of 
the  gases  is  started  by  the  heat  evolved  as  they 
are  occluded,  and,  once  started,  combination 
proceeds  quickly,  the  metal  being  heated  so 
much  that  it  becomes  incandescent.  Similarly, 
at  400°  hydrogen  and  iodine  vapour  rapidly 
unite  in  the  presence  of  platinum  black. 

A  very  general  method  of  reduction  and 
hydrogenatlon  has  been  based  upon  the  fact 
that  hydrc^en  becomes  chemically  active  in  the 
presence  of  finely  divided  nickel  that  has  been 
just  previously  reduced  from  its  oxide.    The  best 

f)roduct  is  formed  by  calcining  nickel  nitrate  at  a 
ow  red  heat  and  reducing  the  oxide  at  about 
300°.  The  temperature  of  reduction  greatly 
afifects  the  activity  of  the  nickeL  It  is  further 
affected  by  the  presence  of  certain  substances, 
like  sulphur,  phosphorus,  and  arsenic,  which 
inhibit  the  catalytic  action  of  the  metal.  By 
passing  the  vapours  of  a  large  number  of  sub- 
stances, mixea  with  hydrogen,  over  reduced 
nickel  at  quite  moderate  temperatures,  reduc- 
tions are  easily  effected ;  thus  nitrous  oxide 
produces  nitrogen  and  water,  nitric  oxide  and 
nitrogen  peroxide  are  reduced  to  ammonia,  and 
the  oxides  of  carbon  are  converted  into  methane. 
Maity  substances  in  the  state  of  liquids  may  be 
hydrogenated  or  reduced  under  particular 
pressures  and  temperatures,  and  the  course  of 
the  reaction  is  occasionally  modified  ^  the 
material  of  the  vessel  in  which  it  is'  efrected. 
Oivanio  nitro  compounds,  fatty  or  aromatic,  are 
reauced  to  amines.  Unsaturated  fatty  hydro- 
carbons are  transformed  into  parafi&os,  while 
benzene  and  numerous  derivatives  are  easily 
converted  into  hexahvdrobenzene  and  its  sub- 
stitution-products.   Aldehydes  and  ketones  are 


reduced  to  alcohols  with  remarkable  ease. 
In(^go  blue  is  reduced  to  indigo  white,  and 
leuco  derivatives  of  other  vat  dyes  may  be 
similarly  obtained.  The  nickel  is  not  altered, 
and  permits  of  hydrogenatlon  bein^  carried  on 
indefinitely.  In  certain  cases  other  metals, 
c.ff.  cobalt,  iron,  copper,  platinum  may  be 
used,  but  nickel  is  found  to  be  the  most  generally 
applicable.  The  hydrogen  must  be  carefully 
freed  from  impurities  which  under  its  action 
and  the  catalyst  after  a  time  loses  its  activity, 
which,  however,  can  be  renewed  by  appropriate 
treatment.  (Sabatier  and  Senderens,  Compt. 
rend.  1897,  124,  1358;  1899,  128,  1173;  1900, 
130,1659,1628,1761;  131,140;  1901,132,210, 
566, 1254  ;  133,  321 ;  1902,  134,  514,  689. 1127  ; 
135,  87,  225 ;  1903,  136,  738,  921,  983 ;  137, 
301,  1025;  1904,  138,  457,  1257;  1905,  140, 
482  ;  Bull.  Soo.  chim.  1905,  [iii.]  33,  263  ;  Ann. 
Chim.  Phys.  1905,  [viii.]  4,  319,  433 ;  Sabatier 
and  Mailhe,  Compt.  rend.  1903,  137,  240 ;  1904, 
138,  407,  245  ;  1905,  140,  350 ;  1906,  142,  553 ; 

1907,  144,  824,  955,  784,  1086;  145,  18,  1126; 

1908,  146,  457,  1193 ;  Ann.  Chim.  Phys.  1909, 
[viii.]  16,  70);  Ipatiev  and  others,  various 
papers  in  J.  Russ.  Phvs.  Chem.  Soc.  1906  et  seq, 
Cf,  Sabatier,  La  CataWse  en  Chimie  Orffaniaue ; 
ffee  art.  Catalysis ;  also  Henderson's  Catalysis 
in  Industrial  Chemistry,  Longman's  Series  of 
Monographs  on  Industrial  Chemistry.)  Many 
processes  of  hydrogenatlon  under  the  influence 
of  catalysts  are  reversible ;  by  modifying  the 
conditions,  particularly  of  temperature,  dehydro- 
genation  may  take  place;  thus,  cyclic  com- 
pounds may  be  regenerateid  from  their  hydro- 
genated derivatives,  hydrocarbons  may  be 
degraded,  and  aldehydes  and  ketones  may  be 
formed  from  their  respective  primary  and 
secondary  alcohols. 

Certain  chemical  systems  which  lead  to  the 
liberation  of  hydrogen  are  capable  of  acting  as 
reducing  agents  when  anotner  substance  is 
added  to  them  that  is  capable  of  being  reduced. 
Thus  a  solution  of  potassium  chlorate  remains 
imafifeoted  when  hyorogen  is  passed  through  it, 
but  reduction  to  chloride  readily  occurs  if  zinc 
and  sulphuric  acid  are  added  to  the  solution. 
Other  systems  are  furnished  by  the  alkali 
metals  or  their  amalgams  in  contact  with  water, 
which  are  capable,  among  other  things,  of  re- 
ducing aldehydes  and  ketones  to  alcohols ;  and 
zinc,  iron,  or  tin,  with  either  hydrochloric,  sul- 
phuric, or  acetic  acid,  systems  which  are  capable 
of  reducing  nitro  compounds  to  amines,  &c. 
Hydrogen  evolved  from  such  systems  therefore 
appears  to  possess  an  activity  superior  to  that 
of  the  ordinary  gas ;  it  is  termed  luucefU 
hydrogen. 

The  superior  activity  possessed  by  hydrogen 
at  the  moment  of  its  liberation  is  supposed  by 
some  chemists  to  be  due  to  the  fact  tlmt  the  gas 
is  liberated  in  the  atomic  state,  and  is  there^re 
more  capable  of  entering  into  chemical  reactions 
than  after  it  has  assumed  the  molecular  state, 
since  the  combination  of  atoms  to  form  mole- 
cules is  accompanied  by  the  deffrading  of  a 
certain  amount  of  energy.  That  this  cannot  be 
a  full  explanation  is  seen,  however,  by  the  fact 
that  a  reduction  effected  by  one  system  evolving 
nascent  hydrogen  is  not  necessarily  effected  by 
another  system,  t,g*  the  system  zinc  and  dilute 
sulphuric  acid  will  reduce  chlorates  to  chlorides. 
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but  the  Bystem  Bodium-amalgam  and  water 
will  not.  For  evidence  for  the  disBociatioii  of 
hydrogen  into  atoms  at  high  tomperatures,  see. 
liangmuir  and  Mackay  (J.  Amer.  Chem.  Soc. 
lOlC  36,  1708;  Limgmuir,  ibid,  1912,  34, 
1310 ;  Freeman,  ibid,  1013,  35,  027). 

Adsorption  of  hydrogen  by  metals.  In  1863, 
Beville  and  Trooet  (Gompt.  rend.  1863,  57,  804) 
observed  that  red-hot  platinum  and  iron  were 
permeable  to  hydrogen.    Upon  further  investi- 

fating  this  subject,  Graham  (Proc.  Boy.  Soo. 
867,  16,  223 ;  1868,  16,  422 ;  1860,  17,  212, 
500)  found  that  palladium  posseesed  this 
property  in  a  much  higher  degree,  and,  further, 
he  showed  that  there  was  no  need  to  assume  a 
porosity  in  the  structure  of  these  metals  to 
account  for  this  phenomenon,  but  that  it  was 
due  to  the  fact  that  such  metals  absorb  hydro- 
gen, yielding  substances  which  still  retain 
metaUio  lustre  and  characteristic  metallic 
properties,  but  which  readily  evolve  the  ab- 
sorbcKi  gas  under  altered  conditions.  To  this 
property,  Graham  gave  the  name  occlusion, 
it  may  be  studied  by  placuv;  the  metal  within 
a  poreelain  tube,  glazed  inside  and  out,  evacu- 
atm^  it  by  means  of  a  mereury  pump  and 
heatme  to  redness.  Hydrogen  is  then  admitted 
and  alfowed  to  flow  over  the  metal  while  it  cools. 
The  tube  is  then  evacuated  again  and  the 
contents  heated  to  redness  once  more,  by 
which  means  the  occluded  hydrogen  is  expelled 
from  the  metal,  and  may  l>e  pumped  on  and 
measured. 

The  amount  of  hydrogen  adsorbed  depends 
to  some  extent  on  the  physical  condition  of  the 
metal.  In  one  experiment,  a  palladium  wire 
was  found  by  Graham  to  absorb  035  times  its 
own  volume  of  hydrogen.  Mond,  Ramsay,  and 
Shields  (Phil.  Trans.  1805,  A,  186,  657 ;  1807, 
A,  100, 120  ;  1808,  A,  101, 105)  have  shown  that 
palladium  black  adsorbs  at  the  ordinary  tem- 
perature 873  to  880  volumes  of  hydrogen,  and 
that  palladium  wire  and  sponge  adsorb  a 
similar  amount.  Amorphous  palladium  is  more 
active  than  the  crystalline  variety,  especially 
at  low  temperatures  (c/.  Holt,  Edgar,  and 
Firth,  Zeitsch.  physikal.  Chem.  1013,  82,  513; 
Andrew  and  Holt,  Proc.  Roy.  Soc.  1013,  [A] 
80,  170 ;  Holt,  idem,  1014,  [A]  00,  226 ;  Firth, 
Chem.  Soc.  Trans.  1020,  171).  Palladium- 
hydrogen  readily  evolves  hvdrogen  in  a  vacuum, 
that  prepared  from  the  '  black  at  the  ordinary 
temperature,  while  the  substance  obtained  from 
the  foil  requires  warming  to  100^  In  all  cases, 
however,  a  red  heat  is  required  to  drive  ofif  the 
last  traces  of  gas.  Even  at  a  red  heat,  however, 
palladium  still  adsorbs  laigo  quantities  of 
nydrogen  if  the  pressure  is  sufficiently  increased 
(Dewar,  Chem.  Soc.  Proc.  1807,  102;  Berry, 
Chem.  Soc.  Trans.  1011,  00,  463;  Sieverts, 
Zeitsch.  physikal.  Chem.  1014,  88,  103,  451). 
Hvdrogen  which  has  been  ionised  by  the  action 
of  Rontgen  rays  or  by  fi  and  y  rays  from  radium 
will  not  diffuse  through  a  palladium  plate  at 
the  ordinary  temperature  (Sieverts).  According 
to  Sieverts,  Juriscb,  and  Metz  (Zeitsch.  anorg. 
Chem.  1015, 02, 320)  the  solubility  is  proportional 
to  the  square  root  of  the  pressure  ana  diminishes 
with  increasing  temperature.  Although  hydro- 
gen is  insoluble  in  pure  silver,  the  addition  of 
silver  to  palladium  greatly  increases  the  solu- 
bility, until  a  maximum  is  reached  at  all  tem- 


peratures at  40  P.O.  Ag,  beyoftd  which  it  again 
falls  rapidly.  At  138^  an  alloy  containing 
40  p.c.  Ag  dissolves  more  thim  four  times  as 
much  hydrogen  as  pure  palladium,  the  solubility 
becoming  ntt  at  70  p.o.  Ag.  Platinum  added  to 
palladium  diminishes  the  solubility.  Small 
quantities  of  hydrogen  sulphide  adsorbed  by 
palladium  entirely  prevent  the  occlusion  of 
hydrogen  by  that  metal  (r/.  Maxted,  Chem. 
Ttaw   1010,  115,  1050). 

Palladium  readily  adsorbs  035  vols,  of 
hydrogen  if  it  is  employed  as  negative  electrode 
in  a  water  voltameter.  Should  the  electrolysis 
be  continued  beyond  this  point,  the  metal 
becomes  supersaturated  with  gas;  the  excess 
is,  however,  evolved  as  soon  as  the  current 
ceases  (Thoma,  Zeitsch.  physikal.  Chem.  1880, 
3,60). 

Colloidal  palladium  and  platinum  solutions 
adsorb  h^Lrogen  ven^  reaaily  and  in  laige 
amounts  (Kemot  and  Niguesa,  Rend,  accad.  Sci. 
Fis.  Mat.  NapoU,  1000,  [iu.]  15,  168).  Various 
other  metals,  e.g.  iron,  nickel,  cobalt,  gold, 
iridium,  and  copper,  also  adsorb  small  quantities 
of  hydrogen 

The  process  of  occlusion  is  accompanied  by 
an  evolution  of  heat,  4370  calories  being  evolvecl 
per  gmm  of  hydrogen  occluded ;  the  thermal 
effect  is  the  same  for  each  successive  fraction  of 

fas  adsorbed  (Favre,  Compt.  rend.  1860,  68, 
306  ;  Mond,  Ramsay,  and  Shields,  l.c,). 
The  nature  of  the  substances  formed  when 
hydrogen  is  occluded  by  metals^has  not  yet  been 
determined  with  certainty.  The  metals  are 
unaltered  in  appearance,  and  such  physical 
properties  as  thermal  and  electrical  conductivity, 
sp.gr.,  and  tenacity  are  only  slightly  diminished. 
(Graham  was  of  opinion  that  no  chemical  union 
occurs,  but  that  the  hydrogen  assumes  the  solid 
form  and  acts  as  a  quasi-metal.  This  adsorbed 
form  of  hydrogen  he  proposed  to  call  hffdro- 
geniunu 

From  the  expansion  of  alloys  of  palladium 
with  platinum,  gold,  and  silver,  when  charged 
with  hydrogen,  Graham  calculated  the  sp.gT.  of 
hydrogen  to  be  0*733;  subsequent  determina- 
tions by  Dewar  gave  the  figure  0'620,  a  figure 
which  does  not  compare  at  all  with  the  actual 
sp.ffT.  of  solid  hydrogen. 

Troost  and  Hautefeuille  (Compt.  rend.  1874, 
78,  686)  believed  that  their  experiments  indi- 
cated the  existence  of  a  defimte  compound, 
Pd,H,  whilst  Dewar  (Chem.  News.  1807,  76, 274) 
suggested  the  existence  of  PdjH,.  The  fact 
that  when  fully  chaiged  with  hydrogen,  the 
composition  of  palladium-hydrogen  approxi- 
mates closely  to  this  latter  formula  is,  however, 
almost  the  only  evidence  that  can  be  adduced 
in  support  of  the  existence  of  this  compound 
(Mond,  Ramsay,  and  Shields,  l.c.).  The  einperi- 
ments  of  Hoitsema  (Zeitsch.  physikal.  Chem. 
1805,  17,  1)  have  shown  that  between  20"*  and 
200^  no  definite  compounds  of  palladium  and 
hydrogen  exist;  at  constant  temperature  the 
relationship  between  the  vapour  tension  of  the 
system  pkUadium-hydrogen  and  the  percentage 
of  hydrogen  in  the  solid  phase  is  such,  however, 
as  would  be  expected  if  two  partially-miscible 
solid  solutions  of  hydrogen  in  the  metal  are 
formed,  the  miscibility  of  which  increases  with 
rise  of  temperature. 

According  to  Holt,  Edgar,  and  Firth,  the 
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action  of  the  palladium  depends  on  its  treatment. 
They  conclude  that  the  hydrogen  exists  partly 
as  an  adsorbed  layer  of  high  pressure  removable 
by  evacuation,  and  partly  absorbed  and  dis- 
tributed irregularly  in  the  mass  of  the  metal. 
Tn  the  sorntion  4370  oals.  per  ^ram  hydrogen 
are  evolvea  and  the  palladium  mcreases  about 
10  p.c.  in  volume.  About  92-98  p.o.  of  the 
hydrogen  is  evolved  at  ordinary  temperatures 
tn  oaSiS,  and  the  expulsion  is  complete  at  440**. 
Under  high  pressure  the  hydrogen  is  retained  to 
the  extent  of  .300  vols,  at  500^ 

The  specific  electrical  conductivity  and 
density  of  palladium  hydrogen  alloys  have  been 
measured  Dy  Wolf  (^eitsch.  physikal  Ghem. 
1914,  87,  675).  The  diffusion  of  hydrogen 
through  a  palladium  septum  at  temperatures 
ranging  from  70°  to  300°  and  at  pressures 
between  700  and  100  mm.  has  been  measured 
by  Holt  (Proc.  Roy.  Soc.  1915,  [A]  91,  148). 
At  these  pressures  the  rate  of  diffusion  is  pro- 
portional to  the  pressure  of  the  gas.  At  pres- 
sures below  100  mm.  the  diffusion  is  much 
slower,  and  no  simple  relation  to  the  pressure  can 
be  traced.  As  regards  platinum,  platinum 
black,  made  by  mixing  boiling  solutions  of 
sodium  chloroplatinate  with  sooium  formate, 
is  much  more  active  towards  hydrogen  than 
spongy  platinum,  absorbing  160  vols,  as  against 
1  VOL  at  0°. 

The  meteoric  iron  of  Lenarto,  containing 
91  p.c.  of  iron,  yields  2*85  times  its  volume  of 
occluded  gas,  mainly  hydrctten  (Graham,  Proc. 
Roy.  Soo.  1867,  15,  502).  Sinoe  under  ordinary 
pressure  iron  absorbs  only  half  its  volume  of 
hydrogen,  this  would  seem  to  show  that  the 
meteorite  has  come  from  an  atmosphere  con- 
taining hydrogen  under  a  pressure  much  greater 
than  wat  of  our  own  atmosphere,  thus  affording 
a  confirmation  of  the  conclusions  drawn  from 
spectroscopic  observations  regarding  the  exist- 
ence of  dense  and  heated  hydrogen  atmospheres 
in  the  sun  and  fixed  stars. 

Atomic  weight  of  hydrogen.  This  has  been 
determined  by  measuring  the  ratio  of  the  com- 
bining weights  of  oxygen  and  hydrogen.  Since 
this  ratio  is  of  fundamental  importance,  a  very 
considerable  amount  of  attention  has  been 
directed  towards  its  accurate  measurement. 
The  methods  used  may  be  grouped  under  two 
headings  :  (a)  synthesis  of  water ;  and  (b)  deter- 
minations of  the  relative  densities  of  hydrogen 
and  oxygen. 

(a)  "^e  classical  method,  first  employed  by 
Dulong  and  Berzelius  (1820),  and  used  later 
by  Dumas  (Ann.  Ohim.  Phys.  1843,  [iii.]  8,  189) 
in  his  elaborate  series  of  determinations,  con- 
sists in  reducing  heated  cupric  oxide  in  a 
stream  of  pure,  dry  hydrogen,  and  estimating 
the  water  produced  and  the  loss  in  weight 
experienced  by  the  cupric  oxide.  The  result 
obtained  ky  Dumas,  t^.  H  :  0  : :  1  :  15*9607, 
corroborated  as  it  was  by  the  experiments  of 
Erdmann  and  Marchand  (J.  pr.  Chem.  1842,  26, 
401)  was  for  many  years  accepted  as  the  true 
value;  but  subsequent  work  has  shown  that 
this  result  deviates  considerably  from  the  truth, 
and  has  disclosed  numerous  sources  of  error 
in  the  older  determinations.  The  method  of 
Dumas,  with  various  modifications,  has  been 
used  by  Cooke  and  Richards  (Amer.  Chem. 
J.  1888,  10,  81,  191) ;    Keiser  {ibid.  1888,  10, 


249);  Noyes  (ibid,  1889,  11,  155;  1890,  12, 
441) ;  Dittmar  and  Henderson  (Proc.  Roy. 
Soc.  Glasgow,  1891.  22,  33),  and  Leduc  (Compt. 
rend.  1892,  115,  41) ;  their  results  are  given 
in  the  table  below. 

The  synthesis  of  water  has  been  effected  by 
other  methods  than  the  above.  In  ^1889, 
Ravleigh  (Proc.  Roy.  Soc.  45,  425)  weighed  pure 
hyarogen  and  oxygen  in  glass  globra,  mixed 
them  and  then  gradually  exploded  the  mixture 
in  a  eudiometer.  The  residual  gas  was  then 
analysed,  and  hence  the  ratio  oi  hydrogen  to 
oxygen  determined.  The  first  complete  'quan- 
titative synthesis  of  water  in  which  both  gases 
were  weijghed  separately,  and  afterwar£  in 
combination,  is  aue  to  Morley  (Smithsonian 
Contributions  to  Knowledge,  1895,  29).  The 
hydrogen  was  weighed  in  palladium  (a  method 
due  to  Keiser)  ana  the  oxygen  in  compensated 
globes,  after  the  manner  of  Regnault.  After 
weighing,  the  gases  wero  burned  by  means  of 
electric  sparks  in  a  suitable  apparatus,  from 
which  the  unbumed  residue  could  oe  withdrawn 
for  examioation.  Finally,  the  apparatus  con- 
taining the  water  produced  was  dosed  by  fusion 
and  weighed. 

The  syntheses  of  water  by  Keiser  (Amer. 
Ghem.  J.  1898,  20,  733)  were  effected  by  the 
direct  oxidation  of  hydrogen  occluded  in  palla- 
dium; the  hvdrogen,  oxygen,  and  water  were 
idl  determinea  The  experiments  recorded  in  the 
elaborate  investigation  by  Noyes  (J.  Amer. 
Chem.  Soo.  1907,  29,  1718)  were  performed 
partly  by  this  metiiod  and  partly  by  the  method 
employed  in  his  earlier  work  (v.  supra),  A 
novel,  but  indirect  method  for  measuring  the 
ratio  of  oxygen  to  hydrogen  has  been  emmoved 
by  Thomsen  (Zeitsch.  anoig.  Chem.  1895, 11, 14). 

The  results  of  these  experiments  are  collected 
in  the  following  table  : — 


Experimenter 

Date 

BaUoO/H 

At.  wt. 
of  Hyd. 

1842 

(0-16) 

Dumas      . 

15-9607 

1-00246 

Erdmann  ft  Marchand 

1842 

15-9750 

1-00156 

Cooke  ft  Richards 

1887 

15-8690 

1-00825 

Keiser 

1888 

15-9514 

1-00305 

Noyes 

1889 

15-8966 

1-00660 

Dittmar  ft  Henderson 

1891 

15-8677 

1-00834 

Leduc 

1892 

15-8810 

1W750 

Rayleigh  . 

1889 

15-8900 

1-00692 

Morley 

1895 

15-8790 

1-00762 

Keiser       . 

1898 

15-8799 

1W756 

Noyes 

1907 

15-8745 

1-00783 

Thomsen  . 

1895 

15-8690 

1-00825 

The  weighted  mean  of  these  results  is 
H= 1-00769  according  to  Clarke  (A  Recalcula- 
tion of  the  Atomic  Weights,  3rd  edit  1910,  29, 
4th  edit.  1920). 

(6)  The  ratio  of  the  densities  of  oxygen  and 
hydrc^en  is,  subject  to  a  correction  to  Be  men- 
tioned later,  equal  to  the  ratio  of  their  atomic 
weights.  The  first  accurate  measurements  of 
these  densities  were  made  by  Dumas  and 
Boussingault  in  1841  (Compt.  rend.  12,  1005) ; 
the  results  obtained  four  years  later  bv  Regnault 
{ibid.  20,  975)  were  adopted  as  standard  values 
for  many  years,  and  gave  for  the  ratio  a  value 
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of  15*9611.  The  remarkable  agreement  of  this 
fiffure  with  that  deduced  from  Dumas*  synthesis 
of  water  is  only,  however,  accidental,  for  in 
1885,  i&^amennone,  and  independently,  Ray- 
leigh  in  1888  (Proc.  Roy.  Soo.  43,  356)  pointed 
out  a  serious  error  in  all  previous  determmations 
of  gaseous  densities,  owing  to  the  fact  that  the 
glass  globes  in  which  the  gases  are  weighed  are 
elastic,  and  shrink  to  a  measurable  extent  when 
evacuated.  The  effect  of  neglecting  to  correct 
for  this  shrinkage  is  that  the  apparent  weight  of 
gas  is  slightly  Tower  than  its  true  value.  The 
corrected  value  for  the  density  ratio  from 
Regnault*s  experiments  is  15*9105  (Crafts, 
Comot.  rend,  1888, 100, 1662). 

The  densities  of  hydrogen  and  oxygen  have 
been  frequently  determined  with  the  utmost 
care;  v.  Rayleigh  (Proc.  Roy.  Soc.  1892,  50, 
448) ;  Cooke  (Amer.  Chem.  J.  1889,  11,  509) ; 
Leduc  (Compt.  rend.  1891,  113,  186);  Thomsen 
(Zeitsch.  anoig.  Chem.  1896, 12, 4)  and  especially 
Morley  (Smitfisonian  Contributions,  1895).  The 
table  below  summarises  the  results  obtained : — 


Density 
ratio  0/H 


Experimenter 

Date 

Dumas  &  Boussingault   . 

1841 

Regnault 

1845 

Rayleigh 

1888 

Rayleigh 

1892 

Cooke  . 

1889 

Leduo  . 

1891 

Morley 

1895 

Thomsen 

1896 

15*9015 
15-9105 
15*8840 
15-8820 
15-8900 
16*9060 
15*8955 
15*8878 


The  weighted  mean  is  15*8948  (Clarke,  2.r.). 

This  result  is  subject  to  a  slight  correction 
for  the  fact  that  hydrogen  and  oxygen  do  not 
combine  together  by  volume  exactly  in  the  ratio 
of  two  to  one ;  according  to  Morley  {I.e.),  the 
exact  ratio  is  2*00274  (c/.  Scott,  Phil.  Trans. 
1893,  184,  643 ;  Leduc,  Compt.  rend.  1892,  176, 
311 ;  Rayleigh,  Proc.  Roy.  Soc.  1904,  73,  163). 
Correcting  the  above  mean  value  for  the  density 
ratio  in  accordance  with  this  result,  the  figure 
15*8726  is  obtained,  which  leads  to  the  value 
1*00803  for  the  atomic  weight  of  hydrogen  on 
the  oxygen  scale. 

Determinations  of  the  volumetric  composi- 
tion of  water  by  Burt  and  Edgar  (Phil.  Trans. 
1916,  [A]  216,  393)  gave  the  volume  ratios  of 
H  to  O  as  200288  : 1.  From  this  value,  taking 
the  normal  litre  weights  of  oxygen  and  hydrogen 
as  1-42900  and  0*089873  gram  respectively  the 
atomic  weight  of  hydrogen  becomes  1*00772. 

According  to  Clarke  (^.c),  the  probable  mean 
derived  from  the  results  of  methods  (a)  and  (6) 
combined,  is  H= 1-00772.  A  review  of  the 
most  trustworthy  results  of  the  various  deter- 
minations which  have  been  made  since  the  time 
of  Berzelius  leads  Hinrichs  (Rev.  gen.  Chim. 
pure  AppL  1910,  13,  361)  to  consider  1*0078  as 
the  most  probable  value.  The  value  at  present 
adopted  is  H=- 1-0077. 

Applications  of  hydrogen.  Hydrogen  is  used 
in  conjunction  with  oxygen  for  the  production 
of  the  Drummond  or  oxy-hydrogen  lime  light. 
For  this  purpose,  the  gases  are  compressed  in 
iron  bottles  furnished  with  taps  and  jets,  so  that 
they  can  be  allowed  to  escape,  and  burned  as 


I  required.  They  arc  allowed-  to  impinge  on  a 
I  cylinder  of  lime  which  is  thereby  heated  to 
whiteness,  and  gives  a  light  almost  equal  to  the 
electric  arc. 

For  the  autogenous  welding  of  metals,  the 
working  of  platinum,  and  the  manufacture  of 
laboratory  utensils  and  mercury  vapour  lamps 
from  fused  quartz,  hydrogen  in  the  form  of  the 
oxyhydrogen  blowpipe  flame  is  used  in  large 
quantities,  although  it  has  here  to  meet  the 
competition  of  acetylene,  which  is  cheaper  and 
readily  obtainable  as  required  from  calcium 
carbide,  requires  less  gas,  and  yields  a  higher 
temperature. 

Autogenous  soldering. — ^This  process  is  much 
used  for  unitinff  the  edges  of  the  sheets  of  lead 
which  are  employed  in  making  vessels  for  the 
purpose  of  holding  acids.  Joints  made  in  this 
way  are  much  more  durable  than  those  made 
with  solder.  The  apparatus  for  this  purpose  Ib 
made  so  that  hydr<^en  can  be  generated  at 
pleasure,  and  when  not  in  use  the  pressure  of 
gas  inside  the  apparatus  lifts  the  acid  out  of 
contact  with  the  zmc.  The  hydrogen  generator 
consists  of  a  cylindrical  eopper  vessel  Imed  with 
lead;  there  is  an  upper  and  lower  chamber 
connected  by  a  pipe,  and  they  are  fitted  with 
arrangements  wluch  admit  of  easy  renewal  of 
acid  or  zinc  and  the  removal  of  the  zinc  sulphate 
formed.  The  apparatus  gives  a  very  constant 
flame,  which  may  4)e  naed  with  advantage  in 
soldering  lead  in  the  way  which  is  practised  in 
the  construction  of  sulphuric  acid  chambers. 
The  hydrogen  is  delivered  from  a  platinum- 
tipped  nozzle  through  which  a  jet  of  air  also 
issues  from  a  foot  l^llows ;  this  is  effected  by 
attaching  the  nozzle  by  means  of  india-rubber 
tubing  to  a  tube  which  branches  out  V-shaped 
into  two  limbs  each  provided  with  a  stopcock ; 
each  of  these  limbs  is  provided  with  an  india- 
rubber  tube,  one  of  which  is  attached  to  the 
bellows  and  the  other  to  the  delivery  tube  of  the 
hydrogen  generator.  The  operator  can,  there- 
fore, carry  the  nozzle  in  his  hand  and  direct  the 
flame  where  he  pleases,  and  by  means  of  the 
stopcock  he  can  readily  regulate  the  supply  of 
air  or  hydrogen. 

The  nest  proportion  in  which  to  use  the  gases 
for  welding  is  one  part  of  oxygen  and  four  parts 
of  hydrogen;  if  the  amount  of  oxygen  is  in- 
creased the  flame  may  oxidise  the  metal 

Tungsten  lamps, — The  manufacture  of  tung- 
sten filament  lamps  requires  a  regular  supply  of 
hydrogen  to  prepare  the  inert  atmosphere  in 
which  tiie  filaments  are  heated  to  a  high  tempera- 
ture during  the  final  treatment.  It  is  almost 
the  universal  custom  to  employ  a  mixture  of 
equal  volumes  of  hydrogen  and  nitrogen  when 
the  filaments  are  electrically  heated  to  whiteness. 
Since  incandescent  tungsten  filaments  are  very 
sensitive  to  oxidation,  it  is  of  great  importance 
that  the  hydrogen  employed  should  b€  of  a  high 
degree  of  purity.  The  process  devised  by  Lane 
(v.  infra)  is  frequently  adopted  for  obtaining  the 
gas,  since  besides  preparing  hydrogen,  it  also 
admits  of  nitrogen  being  collected. 

Hydrogen  for  haUoons. — ^After  the  publica- 
tion by  Cavendish  of  his  researches  on  '  in- 
fiammable  air,*  Charles,  in  1783,  suggested  the 
use  of  hydrogen  for  the  inflation  of  balloons. 
Montgolfier  had,  during  the  same  year,  invents 
the  balloon  which  he  inflated  with  rarefied  air. 
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In  hydrogen^  however,  Cliarles  recognised  a 
much  more  suitable  means  of  inflation,  although 
the  cost  was  very  considerable,  500  lbs.  of  sul- 
phuric add  and  twice  that  amount  of  iron  being 
consumed  in  the  inflation  of  a  balloon  about 
13  feet  in  diameter.  A  military  airship  of 
250,000  cubic  feet  capacity  would  require 
about  18  tons  of  iron  and  31  tons  of  sulphuric 
acid. 

The  first  balloon  sent  up  from  English  soil, 
on  Nov.  25,  1793,  was  inflated  with  hydrogen. 
In  the  following  year,  the  French  Government 
instituted  a  series  of  ezx>eriments  at  Meudon 
under  Gu^rton  de  Morveau,  Contelle,  and  Ck>mt6, 
with  the  view  of  perfecting  the  balloon  for  recon- 
noitring, signalling,  and  other  warlike  purposes. 
For  the  preparation  of  the  hydrogen,  Guyton  de 
Morveau  suggested  a  method  invented  by 
Lavoisier,  that  of  passing  steam  over  red-hot 
iron,  and  a  furnace  was  accordingly  built,  which 
after  many  trials,  was  capable  of  producing  suf- 
ficient gas  to  fill  a  balloon,  27  feet  in  diameter, 
in  4  hours.  This  balloon,  with  one  filling, 
remained  in  use  for  a  month. 

Balloons  inflated  with  hydrogen  were  used  in 
the  American  CivU  War  in  1861.  The  gas  was 
generated  from  old  scrap  iron  and  sulphuric  acid 
in  wooden  tanks  lined  with  lead  :  the  apparatus 
was  carried  from  place  to  place  on  two  carts. 

In  1878,  Giffard  made  a  gigantic  captive  bal- 
loon for  the  Paris  Exhibition.  It  was  spherical 
in  form,  1 18  feet  in  diameter,  and  had  a  capacity 
of  882,902  cub.  feet.  To  fill  this  great  aerial  ship 
with  hydrogen  gas,  190  tons  of  sulphuric  add 
and  80  tons  of  iron  were  consumed  (Jour.  United 
Service  Inst.  27,  735-756). 

Hydrogen  was  also  used  in  the  Soudan  War 
for  inflating  balloons.  For  this  purpose,  the  gas 
was  compressed  in  strong  iron  cylinders,  12  feet 
long  by  1  foot  in  diameter;  these  were  for  a 
reserve  supply,  and  weighed  half  a  ton  each.  A 
gas  factory  and  pumping  station  were  put  up. 
To  meet  first  requirements  about  100  lighter 
cylinders,  9  feet  long,  and  containing  120  feet  of 
gas  in  a  compressed  condition,  were  taken  out ; 
these  were  so  constructed  as  to  be  easily  carried 
by  men.  One  waggon  containing  a  ton  of  stores 
was  sufficient  for  a  balloon  ascent ;  a  volume  of 
gas  occupying  4,150  feet  was  sufficient  to  lift  a 
man  1,000  yards  (Illus.  Nav.  and  Mil  Gaz.  11, 
172). 

At  the  present  time  it  is  highly  important 
for  the  mamtenance  of  laige  dirigible  balloons 
to  be  assured  of  a  regular  supply  of  pure  hydro- 
gen gas.  Minute  quantities  of  impurities,  such 
as  phosphine  and  arsine  attack  the  fabric  of  the 
baUoon.  The  chief  drawback  to  the  use  of 
hydrogen  is  its  high  rate  of  diffusion,  a  drawback 
which  is  being  minimised  bv  improvements  in 
the  manufacture  of  balloon  fabrics. 

Most  of  the  hydrogen  now  used  for  inflating 
the  gas  bags  of  dirigible  airships  is  produced 
dther  electrolytically  or  by  the  action  of  steam 
on  red-hot  iron.  The  former  method  depends  for 
success  upon  a  cheap  supply  of  electrical  energy. 
It  yields  pure  hydrogen  and  the  plant  requires 
very  little  attention. 

In  the  other  method  as  described  by  Lane 
(Eng.  Pat.  17591,  1909),  iron  is  heated  to  red- 
ness in  a  current  of  steam,  and  the  oxide  pro- 
duced is  reduced  by  heating  in  a  current  of  water- 
gas,  the  resulting  metal  being  used  again.    By 


carrving  on  the  reduction  process  in  a  number 
of  the  retorts  and  the  prepo^ration  of  hydrogen 
simultaneously  in  the  others,  it  is  possible  to 
make  the  production  of  hydrogen  more  or  less 
continuous. 

The  need  for  rapid  convenient  methods  for 
preparing  hydrogen  for  military  purposes  has 
fed  to  the  introduction  of  the  *  eiCicoC*  '  hydro- 
lith,*  and  *  hydrogeniit  *  processes  for  its  prepara- 
tion. These  are  due  to  Janbert,  and  are  em- 
ployed by  the  French  army.  In  the  '  silicol ' 
process  ferrosilicon  containing  88-90  p.c.  or 
more  of  silicon  is  acted  upon  by  a  35-40  p.o. 
solution  of  caustic  soda  at  60*'-80°.  The  heat 
of  the  freshly-prepared  solution  is  sufficient  to 
start  and  maintain  the  reaction.  This  method 
was  employed  by  the  British  navy  during  the 
recent  war.  According  to  Weaver  (J.  Ind.  Eng. 
Ghem.  1920, 12,  232)  the  process  yields  the  most 
economic€d  results  when  about  equal  wdghts 
of  sodium  hydroxide  (as  30  p.o.  solution)  and 
ferrosilicon  (88  p.c.  Si)  are  used.  For  a  charge 
of  363  kg.  of  ferrosilicon,  one  half  of  the  sodium 
hydroxide  solution  and  28  kg.  of  ferrosilicon 
are  placed  in  the  generator  (a  cylindrical  tank 
6  ft.  6  in.  high  and  6  ft.  diameter),  and  when 
the  temperature  reaches  90%  ferrosilicon  is 
added  at  the  rate  of  5*6  kg.  per  minute ;  sodium 
hydroxide  vi  at  the  same  time  added  continuously 
at  such  a  rate  that  the  temperature  remains 
constant.  When  aU  the  solution  has  been 
added,  the  temperature  is  kept  at  90°  bv  the 
introduction  of  cold  water  until  the  solution 
contains  about  20  p.c.  sodium  hydroxide 
(J.  Soo.  Ghem.  Ind.  1920,  39,  403  A).    In  the 

*  hydrolith  *  process,  a  white  crjrstalline  powder 
consisting  of  caldum  hydride  (90  p.c.  pure,  the 
remainder  being  oxide  and  nitride),  is  decom- 
posed by  water.  One  kilo,  of  the  solid  yields 
about  1  cubic  metre  of  hydrogen.  The  portable 
apparatus  used  by  the  Frencm  army  can  fill  an 
army  dirigiUe  in  4  hours.  For  speed,  con- 
venience, and  reliability,  hydrolith  is  unexcelled, 
but  its  high  cost  renders  its  use  almost  pro- 
hibitive for  private  aeronautics.  '  Hydrogenite ' 
iB  a  compressible  powder,  consisting  of  ferro- 
silicon (9d-95  p.c.  Si)  25  pts.,  sodium  hydroxide 
60  pts.,  and  soda  lime  20  pts.  (Sander,  Ghem. 
Zeit.  1911,  35,  1273) ;  when  ignited  by  a  suit- 
able *  match,'  it  reacts  spontaneously*  much  as 
do  thermit  mixtures,  with  the  evolution  of 
hydrogen  and  the  production  of  sodium  and 
caldum  silicates.  Tne  material  is  hygroscopic, 
and  is  sold  in  a  compressed  cake  in  metal  cart- 
ridges. One  kilo,  of  substance  yields  from  270 
to  370  litres  of  hydrogen.  (For  the  method 
of  using  the  substance  for  filling  balloons, 
V,  Jaub^,  Rev.  g^>n.  chim.  13,  341,  357;  and 
c/.  D.  B.  P.  218257,  1908.) 

Hydrogen  in  ehemieal  Industry.  Hydrogen 
for  commercial  purposes  may  be  obtained 
electrolytically,  or  by  purely  chemical  methods, 
as  in  the  iron  contact  process,  whereby  purified 

*  blue '  water-gas,  a  mixture  containing  hydrogen 
and  carbon  monoxide,  obtained  by  passing 
steam  over  heated  ooke  (v.  Watkr>qas)  is  passed, 
alternatively  with  steam,  over  iron  oxide,  the 
oxide  being  continually  reduced  and  oxidised, 
with  the  production  of  hydrogen  and  carbon 
dioxide,  which  latter  gas  is  removed  by  washing 
and  absorption ;  or  as  in  the  Badischo  catalytic 
process,  where  the  purified  '  blue '  water-gas 
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is  mixed  with  steam  and  peussed  over  some 
catalytic  material  (a8  a  preparation  of  a  nickel, 
iron,  or  chromium  salt)  dried  and  heated  to 
400**-500°,  when  the  mixture  of  hydrogen  and 
oarhon  monoxide  reacts  with  the  steam  with 
the  formation  of  more  hydrogen  and  carbon 
dioxide : 

H,+C0+H,0=2H,-hC0, 
Water-gas.  Steam.  Carbon  dioxide. 
The  mixture  of  hydrogen  and  carbon  dioxide  is 
passed  under  pressure  through  water  whereby 
the  carbon  dioxide  is  absorbed.  Or  the  purified 
'  blue  '  water-gas  may  be  subjected  to  a  regulated 
cold  and  pressure,  as  in  the  Linde-Frank-Caro 
process,  \nieieby  all  its  components,  with  the 
exception  of  the  hydrogen,  may  be  remoyed  by 
liquefaction  (c/.  K.  K.  Rideal,  J.  Soc.  Chem. 
Ind.  1021,  40,  lOT.).  Hydrogen  is  now  required 
on  a  large  Boale  for  the  hardening  of  fats  and 
oils  {q.v!)  and  for  the  production  of  synthetic 
ammonia  {v.  Aboconia;  CShemigal  Affinity; 
Utilisation  of  Atmosfhebio  Nitrogbn). 

Triatomie  hydrogen  (hyzone).  A  reactive 
modification  of  hydrogen  has  been  produced  by 
several  methods,  all  of  which  are  dependent  on 
gaseous  iomsation :  (i)  by  the  a-rays  from 
radium  emanation;  (ii)  by  an  electrical  dis- 
charge under  reduced  pressure ;  and  (iii)  by  the 
high  potential  corona  at  atmospheric  pressure. 
TMs  active  hydrogen  reduces  sulphur,  arsenic, 
phosphorus,  mercury,  nitrogen,  and  both  acid 
and  alkaline  solutions  of  potassium  perman- 
ganate. It  is  condensed  or  destroyed  by 
temperatures  about  that  of  liquid  air.  It  is 
very  unstable  and  reverts  to  the  ordinary  form 
in  about  a  minute.  The  formation  of  a  poly- 
atomic molecule  is  indicated  by  the  contraction 
of  the  hydrogen  when  ionised.  Positive  ray 
analysis  at  very  low  pressures  shows  a  large 
proportion  of  triatomie  molecules  responsible 
for  the  chemical  activity.  AU  the  properties  of 
the  gas  point  to  its  being  an  ozon&  form  ( Wendt 
and  Landauer,  J.  Amer.  Chem.  Soc.  1020,  42, 
930 ;  Chem.  Soc.  Abstr.  1920,  118,  ii.  425). 

HYDROGENIUM  «.  Hydbooen. 

HYDROGEN  PEROXIDE.  Symbol  H,Ot. 
This  compound  was  discovered  in  1818  bv 
Thenard.  It  occurs  at  times  in  small  quanti- 
ties in  the  atmosphere,  in  dew,  in  rain,  and  in 
snow  (Schone,  Ber.  1874,  7,  1695;  ibid.  1893, 
26,  3011 ;  ibid.  1894,  27,  1233;  Zeitsch.  anal. 
Chem.  1894,  33,  137) ;  but  Ilosva  (Ber.  1894,  27, 
920)  maintains  that  the  tests  used  for  detecting 
it  in  these  media  would  also  be  given  by  the 
oxides  of  nitrogen,  which  are  always  present. 
It  is  said  to  be  contained  in  many  green 
plants  (Bach.  Compt.  rend.  1894,  119,  1218; 
Chodat  and  Bach,  Ber.  1902,  36,  1275,  3943 ; 
1903,  36,  1756 ;  1904,  37,  36).  It  is  also  con- 
tained  in  solution  in  the  water  produced  by  the 
combustion  of  hydrogen  in  oxygen  (Schuller  and 
Bach,  Compt.  rend.  1897,  124,  951 ;  Keiser  and 
McMaster,  Amer.  Chem.  J.  1908,  39,  96),  and  in 
the  flames  of  alcohol,  coal  gas,  ether,  and  carbon 
disuh>hide  (Engler,  Ber.  1900,  33,  1109). 

Water  in  contact  with  oxygen  yields  hydrogen 
peroxide  on  exposure  to  sunhght.  When  air  at 
atmospheric  pressure  is  led  through  the  cathode 
compartment  of  an  electrolytic  cell  containing 
I  p.c.  sulphuric  acid  hydrogen  peroxide  is  formed  I 
at  the  cathode.  With  oxygen  the  amount  is  > 
increased  and  is  abo  increased  by  increasing  j 


the  pressure  of  the  oxygen.  Working  with  a 
potential  of  2  volts,  a  current  density  of  2  amps, 
per  sq.  dcm.  and  a  pressure  of  100  atmoe.,  a 
2*7  p.c.  peroxide  solution  can  be  obtained. 
300-400  grams  of  hydrogen  peroxide  can  be 
obtained  for  each  kilowatt-hour. 

Hydrogen  peroxide  is  formed  in  small  quan- 
tities in  the  electrolysis  of  aqueous  solutions 
(Richaiz,  Zeitsch.  anorg.  Chem.  1903,  37,  75; 
Ber.  1909,  42,  4674;  Riesenfeld  and  Reinhold, 
ibid.  2977) ;  when  a  Tesla  brush  discharge,  or  the 
silent  electric  discharge  is  passed  through  water 
vapour  (Findlay,  Zeitsch.  Elektrochem.  1906» 
12,  129 ;  Nemst,  ibid.  1905,  11,  710  ;  Lob,  Ber. 
1908,  41,  1517 ;  Ringe  and  FiBcher,  ibid.  945) ; 
during  the  slow  oxidation  of  many  metals, 
particularly  their  amalgams,  in  the  presence  of 
water  (Traube,  Ber.  1893,  36,  1471;  Smith, 
Chem.  Soc.  Trans.  1906,  481 ;  Barnes  and 
Shearer,  J.  Phys.  Chem.  1908,  12,  155,  468; 
Rankin,  Proc.  Roy.  Soc.  1910,  B,  82,  78); 
with  zinc  amalgam  and  in  the  presence  of  an 
alkaJine  earth  a  better  yield  is  said  to  be  ob- 
tained (D.  R.  P.  48542;  J.  Soc.  Chem.  Ind. 
1890,  213). 

It  may  be  synthesised  by  the  action  of  the 
silent  electric  discharge  upon  oxy-hydroffen  gaa 
cooled  by  liquid  air  under  a  pressure  of  3  cm. 
of  mercury  (Fischer  and  Wou,  Ber.  1911,  44, 
2956).  A  mixture  of  hydrogen  and  oxygen 
containing  oxygen  up  to  6  p.c.  on  being  subjected 
to  a  silent  discharge  in  a  Berthelot  tube  pro- 
duced large  quantities  of  hydrogen  peroxide,  the 
yield  in  some  cases  being  practically  100  p.c. 
The  best  yield  was  obtained  under  the  following 
conditions  :  (1)  a  current  strength  of  4*6  amps, 
on  the  primary  of  the  induction  coil ;  (2)  a  gas 
velocity  of  400  c.c.  per  hour ;  (3)  moist  gases  ; 
(4)  a  concentration  of  3*5  p.c.  oxygen  (Wolf, 
Zeitsch.  Elektrochem.  1914,  20,  204). 

Hydrogen  peroxide  is  also  formed  under 
several  other  circumstances,  as,  e.g.,  when 
freshly-ignited  bone  black  is  moistened  with  as 
much  water  as  it  will  take  up,  and  exposed  to 
liffht  and  air.  Even  in  a  few  minutes  a  percep- 
tible amount  of  hydrogen  perioxide  is  lormed 
(DingL  poly.  J.  256-^519).  A  carbonic  oxide 
flame  (wnen  the  gas  has  been  previously  passed 
through  water)  is  said  to  produce  it  in  quantity, 
or  if  burnt  in  contact  wiui  the  surface  of  water 
the  same  effect  is  produced  (J.  Soc.  Chem.  Ind. 
1884,  496). 

When  turpentine  oil  or  any  other  hydro- 
carbon  containing  a  terpene  is  oxidised  by  air  or 
ozone  in  the  presence  of  water,  hydrogen 
peroxide  is  formed  and  passes  into  solution  in 
the  water.  In  this  way  it  is  possible  to  prepare 
a  solution  of  two  volumes  strength,  that  is  to 
say,  of  such  a  strength  that  when  fully  decom- 
posed it  is  capable  of  yielding  twice  its  own 
volume  of  oxygen  gas  (Kingzett,  Eng.  Pat. 
12274 ;  J.  Soc.  CJhem.  Ind.  1898,  691). 

It  is  also  said  to  be  produced  by  the  oxida- 
tion of  a  number  of  organic  compounds,  such  as 
urine,  ether,  &c.,  in  direct  sunlight  (Richardson, 
Chem.  Soc.  Trans.  1893, 1110  ;  ibid.  1896, 1349). 

Preparation. — 1.  By  passing  a  copious  stream 
of  well-washed  carbon  dioxide  througn  cooled  dis- 
tilled water  to  which  is  added  very  gradually  pure 
barium  peroxide,  finely  powdered  and  suspended 
in  water.  The  cautious  addition  of  the  CNirium 
peroxide  is  necessary,  as  an  excess  of  it  would 
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cause  the  decomposition  of  any  hydrogen  per-  ' 
oxidQ  formed,  with  evolution  of  oxygen  and  | 
formation  of  water.  After  allowing  the  gas  to  > 
pass  some  considerable  time,  the  barium  I 
carbonate  is  filtered  ofiP,  and  the  solution  | 
evaporated  in  vacuS  over  sulphuric  acid  until  it 
acquires  a  syrupy  consistency ; 

BaO,+CO,+H,0=H,0,+BaCO, 

(D.  R.  P.  179771,  179826 ;   J.  Soc,  Chem.  Ind 
1906,  117). 

2.  The  preparation  is  also  effected  by  the 
decomposition  of  barium  peroxide  with  hydro- 
fluoric, silicofluoric,  phosphoric,  sulphuric, 
borofluoric,  or  hydrochloric  acid,  of  which  the 
last  is  to  be  preferred,  owing  to  its  cheapness, 
whilst  the  purest  peroxide  is  obtained  with 
phosphoric  or  borofluoric  acids.  The  barium 
peroxide,  which  must  be  of  the  purest  quality 
and  very  finely  ground,  is  made  into  a  thin 
paste  with  water,  and  introduced  very  graduaUv 
mto  the  acid  solution,  the  temperature  of  whict 
must  never  exceed  10^-15°,  and  must  be  con- 
stantly agitated.  When  the  solution  is  nearly 
neutralised,  the  liquid  is  decanted  from  the 
precipitate,  and  freed  from  iron  and  aluminium 
oxides  by  treatment  with  sodium  phosphate 
solution,  then  with  sufficient  barium  peroxide 
or  waste  barium  oxide  to  make  the  liquid 
neutral,  lastly  with  ammonia,  after  which  it  is 
rapidly  pumped  through  a  filter  press.  It  is 
then  freed  from  dissolved  baryta  by  the  addition 
of  sodium  sulphate.  The  most  stable  peroxide 
is  that  prepared  with  phosphoric  acid,  and 
contains  a  small  amount  of  that  acid  in  the  free 
state  (Chem.  Zeit.  9, 949  and  976  ;  Bourgougnon, 
J.  Amer.  Chem.  Soc.  12,  64;  Fawsitt,  J.  Soc. 
Chem.  Ind.  1902,  229;  see  also  Eng.  Pats. 
10476,  3628,  21333 ;  J.  Soc.  Chem.  Ind.  1891, 
482 ;  ibid.  1892,  707 ;  ibid.  1900,  70).  Nitric 
acid  has  also  been  employed  (Er.  Pat.  359523 ; 
J.  Soc.  Chem.  Ind.  1906,  374). 

3.  Hydrogen  peroxide  has  also  been  con- 
veniently, but  not  so  cheaply,  prepared  by 
treating  sodium  peroxide  with  hydrofluoric  or 
hvdrochloric  acids  (U.S.  Pat.  692139 ;  J.  Soc. 
Chem.  Ind.  1902,  364 ;  Forcrand,  Compt.  rend. 
1899,  129,  1246;  Merck,  Chem.  Zentr.  1904, 
ii.  67) ;  and  by  treating  persulphates,  percarbon- 
ates,  and  perborates,  obtained  by  electrolysis 
of  the  ordinary  acids  with  dilute  acids  ( Jaubnert, 
Chem.  Zentr.  1905,  ii.  99 ;  D.  R.  PP.  217538, 
217539,  195351,  199958,  179826 ;  J.  Soc.  Chem. 
Ind.  1905,  379;  ibid,  1906,  321,  379;  ibid, 
1908,  448,  856  ;  ibid,  1910,  489). 

To  obtain  hydrogen  peroxide  from  per- 
sulphates, acid  solutions  of  persulphates,  ob- 
tained by  electrolysis,  or  by  treating  solid  per- 
sulphates with  sulphuric  acid,  are  converted  on 
warming  into  monopersulphuric  acid : 
H,S,Oa-hH,0=H,S05+H^04 
and  this  into  hydrogen  peroxide  : 

H,S05-f-H,0=H,S044-H,0, 

The  solutions  must  contain  a  high  concentration 
of  sulphuric  acid  {circa  40  p.o.)  in  order  that 
H^StOg  may  be  converted  into  H^SOs.  The 
concentration  must  not  be  too  great  since  the 
action  is  reversible ;  in  solutions  containing  over 
58  p.c.  H,S04  the  HjO,  reforms  H,S05.  A 
certain  strength  of  sulphuric  acid  is  needed  to 
obtain  a  concentrated  distillate  at  a  fairly  rapid 


rate.  The  general  conditions  affecting  the 
stabilitv  of  hydrogen  peroxide  must  be  obwrved. 
The  solution  must  not  contain  salts  of  copper, 
iron,  or  manganese,  and  must  be  free  from  dust 
or  organic  matter.  Traces  of  platinum  derived 
from  the  electrodes  catalyse  the  decomposition 
of  H,Os  in  presence  of  H^SOs 

H,S05+H,0,=H^04-f-H,0-fO, 
Teuchner  (Eng.  Pat.  24507,  1905)  removes  these 
traces  of  platinum  by  adding  aluminium,  the 
salts  of  which  have  no  catalytic  influence. 
For  the  most  successful  conditions  of  distillation, 
see  Pietzsch  and  Adolph,  Eng.  Pats.  23158  and 
23660. 

Persulphates  (of  potassium  and  ammonium) 
are  distilled  with  sulphuric  acid,  giving  H,Os  of 
high  concentration : 

K^Op+H,S04=K,S,07+H,S05 
H,S05+H,0=H,0,-hH,S04 
Water  is  introduced  and  the  H^O,  is  distilled 
as  fast  as  formed  at  a  high  concentration.  By 
this  means  96  p.c.  of  the  theoretical  yield  of 
H.O,  from  K^,Og  may  be  obtained  as  a  20  p.c. 
solution.  On  the  large  scale  1  kilo,  of  ammonium 
persulphate  is  said  to  be  produced  by  2*4  kilo- 
watt-hour. Assuming  96  p.c.  efficiency  of 
conversion  into  H,Os  and  distillation  as  above, 
1  Idlowatt-hour  produces  about  60  grams  H^Os 
(Prideaux.  J.  Soc.  Chem.  Ind.  1918,  257  R). 

Hydrogen  peroxide  is  produced  by  Cobellis 
(U.S.  Pat.  1195560)  by  heating  a  solution  of 
ammonium  persulphate  and  bisulphate.  ^  The 
process  is  miade  continuous  by  electrolysing  a 
solution  of  ammonium  sulphate  at  comparatively 
low  temperatures  to  form  the  per-salt,  heating 
under  pressure  to  form  sulphate  and  hydrogen 
peroxide  which  is  subsequently  distilled  off  under 
diminished  pressure  in  a  current  of  inert  gas 
(Reports  of  the  Progress  of  Applied  Chemistry, 
1917,  ii.  192). 

Pure'  concentrated  solutions  of  hydrogen 
peroxide  have  been  prepared  by  the  action  of 
alcohol  and  dilute  sulphuric  acid  on  sodium 
peroxide  in  earthenware,  glass,  or  lead  vessels  at 
—10°.  The  alcohol  is  then  removed  by  distilla- 
tion in  vacu6  (Dony-H6nault,  Fr.  Pat.  403294 ; 
J.  Soc.  Chem.  Ind.  1909, 1314).  A  mixture  of  a 
perborate  with  an  equivalent  amount  of  a  dry 
solid  organic  or  inorganic  acid,  or  of  a  solid 
acid  salt  has  been  prepared,  which,  on  treatment 
with  water,  yields  hydrogen  peroxide  (Fr.  Pat. 
401911 ;  J.  Soc.  Chem.  Ind.  1909,  1198). 

Hydrogen  peroxide  has  also  been  prepared 
by  blowing  superheated  steam  against  a  heated 
body  (Eng.  Pat.  20868,  1907 ;  Fr.  Pat.  382189, 
1907;  D.  R.  P.  205262,  1908;  J.  Soc.  Chem. 
Ind.  1906,  808;  ibid,  1908.  123,  226;  ibid. 
1909,  140 ;  Fischer  and  Ringe,  Ber.  1908,  41 
945),  and  by  blowing  moist  air  against  a  spark 
or  arc  discharge  (D.  R.  PP.  197023 ;  228425 ;  J. 
Soc.  Chem.  Ind.  1910,  1462). 

(For  other  methods,  see  D.  R.  P.  185597 ; 
Bomemann,  Zeitsch.  anorg.  Chem.  34,  1 ; 
Fr.  Pat.  371043;  Scheuer  and  Vemet,  BulL 
Soc.  Ind.  Mulhouse,  1907,  77,  336 ;  ibid.  1908, 
78,  184,  187 ;  J.  Soc.  Chem.  Ind.  1910,  1306 ; 
Fr.  Pat.  415361 ;  Eng.  Pats.  10476,  1913  ;  22714, 
1914.) 

Commercial  hydrogen  peroxide  is  liable  to 
contain  hydrochloric,  sulphuric,  phosphoric, 
and  hydrofluoric  acids,  alumina,  line,  magnesia, 
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potaah,  and  soda,  derived  from  water  or  other 
materialB  used  in  ita  manufacture,  whilst  baryta 
and  traces  of  iron,  copper,  lead,  and  manganese 
are  sometimes  foond  U  it  has  been  carelessly 
made. 

When  these  last  are  present,  the  product  is 
tolerably  stable  only  if  it  be  sufficiently  acid, 
though  even  then  it  is  less  stable  than  in  the 
absence  of  these  impurities. 

It  is  usually  sold  as  of  so  many  yolumes 
strength,  that  is,  the  unit  volume  gives  10, 12,  20 
unit  measures  of  oxygen. 

The  commercial  liquid  of  so-called  10  volume 
or  about  3  p.c.  strength  may  be  purified  by  the 
addition  of  about  ^  p.c.  of  concentrated  phos- 
phoric acid  (preferaoly  pure)  to  precipitate  iron, 
copper,  lead,  and  manganese,  and  prevent  the 
subsequent  formation  of  their  peroxides  which 
would  otherwise  take  place.  Saturated  barvta 
water  (hot  or  cold)  is  then  added  very  gradually, 
until  neutrality  is  reached.  No  excess  must  be 
used  or  hydrated  BaO,  will  be  precipitated, 
which  will  induce  decomposition  of  a  portion  of 
the  hydrogen  peroxide. 

Tne  clear  liquid  is  now  drawn  off,  and  is 
poured  into  an  excess  of  cold  saturated  baryta 
water,  when  hydrated  BaO,  is  thrown  down,  and 
is  then  washed  until  no  metal  except  barium 
can  be  detected  in  the  waahinos. 

The  BaO|  is  then  suspended  in  water  and 
added  drop  by  drop  to  a  solution  consisting  of 
90  parts  of  distilled  water  to  10  parts  of  pure 
concentrated  sulphunc  acid  until  only  traces  of 
acid  remain  free ;    these  are  best  removed  by 
weak  baryta  water,  for  an  accidental  excess  of 
BaO|  will  induce  decomposition  of  some  of  the 
already  formed  hydrogen  peroxide,  whilst  an 
excess  of  BaO  wiU  have  no  such  effect.    The  | 
barium  sulphate  is  allowed  to  settle,  and  the  j 
clear  liquid  drawn  off,  if  found  free  from  both 
barium  and  sulphuric  acid.    The  resulting  pro-  ' 
duct  is  about  3  p.c.  strength,  fairly  stable  and  of  I 
great  purity  (Mann,  Chem.  Zeit.  12,  867 ;  J.  8oc.  I 
Chem.  Ind.  1889,  640).  j 

Hydrogen  peroxide  does  not  volatilise 
appreciably  from  its  aqueous  solutions  at  60°-60°. 
llie  most  important  factor  in  the  decomposition 
is  the  purity  of  the  water  used  as  solvent*  tap- 
water  giving  a  rate  which  is  50  times  that  of  the 
best  conductivity  water. 

The  commercial  solutions  can  be  concen- 
trated to  95-99  p.c.  by  evaporating  in  air  at 
75**  to  20  p.c.  strength,  then  in  vacud  to  50- 
65  P.O.,  after  which  it  is  treated  with  ether,  in 
which  the  peroxide  is  readily  soluble.  The 
ethereal  extract  is  then  carefully  distilled  and 
fractionated  in  vacud  (Wolffenstein,  Ber.  1894, 
27,  3307  ;  Staedel,  Zeitsch.  angew.  Chem.  1902, 
16,  642 ;  Tyrer,  U. ;  Merck,  Lc) ;  also  by 
distilling  the  solutions  at  a  temperature  below 
86°  in  a  powerful  current  of  an  inert  sas  (D.  R.  P. 
219154). 

The  concentrated  solution  remains  liquid  at 
—20°,  but  when  immersed  in  a  mixture  of  ether 
and  carbon  dioxide,  it  crystallises  to  a  soHd 
moss,  consisting  of  the  anhydrous  peroxide. 
Clear  colourless  crystals  of  the  latter  can  also 
be  obtained  by  introducing  a  fragment  of  the 
solid  into  a  freshly  prepared  90-80  p.c.  solution 
at  —8°  (Staedel,  I.e.).  Hydrogen  peroxide 
should  be  kept  in  x>ara£tin  or  xMiranin-iined 
vessels. 


The  decomposition  of  hydrogen  peroxide 
under  the  influence  of  heat  is  reg^ilated  piinci- 
pally  by  the  amount  of  water  existing  at  each 
instant  in  the  liquid,  and  follows  a  mathenatical 
law  resulting  from  this;  thus  the  water  acts 
as  a  catalyst.  The  physical  state  of  the  wails  of 
the  containing  vessels  has  a  marked  influence 
on  the  results  (Lemoine,  Compt.  rend.  1912, 
156,  9 ;  BulL  Soc.  chim.  1913,  13,  5). 

A  number  of  substances  have  been  proposed 
as  suitable  for  increasing  the  stability  of  hydro- 
gen peroxide,  such  as  sulphuric  or  phosphoric 
acids  (Tyrer,  Pharm.  J.  63,  100) ;  sodium  pyro- 
phosphate (Eng.  Pat.  23676;  J.  Soc.  Chem. 
Ind.  1910,  151);  organic  substances  such  as 
alcohol,  ether,  glycerol,  ftc.  (Sanders,  BulL 
Soc.  Ind.  Mulhouae,  1897,  95 ;  Froyes,  ibid,  97, 
Eng.  Pat.  15993) ;  1  gram  pure  crystalline 
naphthalene  to  1  litre  of  solution  (Zinno,  BulL 
Soc.  Ind.  Mulhouse,  18d5,  78) ;  gallic  add  or 
pyrogallol  (Amdt,  D.  B.  P.  196370) :  uric  or 
barbituric  acids  (D.  R.  PP.  216263,  203019,  J. 
Soc.  Chem.  Ind.  1908,  1204;  ibid.  1909,  1314); 

Shenacetin  or  an  amide  or  imide  or  acetyl 
erivative  of  an  aromatic  base  (J.  Soc.  Chem. 
Ind.  1906,  1219) ;  oxaUc  acid  (Fischer,  Pharm, 
Zentr.  1907,  48,  57,  79);  p-acetylaminophenol 
(Schkngk,  Apoth.  Zeit.  1911,  26,  106). 

Acetanilide  has  been  found  to  be  fairiy 
efficient  as  a  preservative.  Benzoic  and  salicylic 
acids  have  also  been  recommended. 

According  to  Allain  (J.  Pharm.  Chim.  1906, 
24,  162)  sodium  or  calcium  chloride  in  the 
proportion  of  1  p.c.  are  more  efficient  preserva* 
tives  for  medicinal  hydrogen  peroxide  than 
sulphuric  or  phosphoric  acids.  They  are  also 
less  objectionable  than  the  latter  from  a 
therapeutic  point  of  view.  See  also  Kingzett 
(J.  Soc.  Chem.  Ind.  1890,  3). 

Clover  (Amer.  J.  Pharm.  1913,  85,  538)  has 
studied  the  influence  of  various  acids  and  salts 
on  the  gradual  decomposition  of  hydrogen 
peroxide  solutions.  Addition  of  salts  of  the 
alkali  and  alkaline-earth  metals  does  not  appear 
to  have  any  marked  effect.  Of  the  acids  used, 
phosphoric  acid  gave  the  best  result  at  all 
concentrations,  but  the  best  preserved  solution 
had  lost  nearly  30  p.c.  in  strength  after  seven 
months.  Traces  of  copper  and  iron  have  a  very 
deteriorating  effect,  but  this  is  prevented  to  a 
great  extent  by  acetanilide. 

According  to  Merek  (D.  R.  P.  275499)  the 
stability  of  solutions  of  hydrogen  peroxide,  or 
its  solid  compounds  with  carbamide,  ammonium 
sulphate,  &o.,  can  be  greatly  increased,  without 
rendering  the  mixture  acid  by  the  addition  of 
acyl  derivatives  of  aminohydroxycarboxylio 
acids.  The  solution  should  react  acid  to 
dimethyl  yellow  and  should  be  kept  in  brown 
glass  bottles  (c/.  Jensen,  Pharm.  J.  1920,  87). 

The  amount  of  hydrogen  peroxide  in  an 
aqueous  solution  may  be  conveniently  deter- 
mmed  by  titration  with  a  solution  of  potassium 
permanganate  containing  7 '9  grams  KJ!dn04  per 
litre.  2  c.c.  of  hydrogen  peroxide  solution 
are  introduced  into  a  graduated  tube  of  36  c.c. 
capacity,  5  or  6  drops  of  hydrochloric  acid  are 
added,  and  then  the  solution  of  permanganate  is 
gradually  introduced  with  constant  agitation 
until  the  contents  of  the  tube  are  of  a  red  or 
brownish  colour;  the  quantity  of  solution  is 
then  read   off,  5    c.c.  representing    1    p.c.  of 
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hydrogen  peroxide.  The  results  are  accurate  to 
vithin  0*1  p.c.  and  can  be  obtained  in  a  few 
minutes  ^  (Chem.  Zeii.  9,  940  and  976). 

In  the  presence  of  persulphates,  however, 
accurate  results  can  only  be  obtained  by  using 
a  minimum  volume  of  solution,  a  large  excess  of 
sulphuric  acid  and  performing  the  titration  very 
rapidly;  for  this  purpose  an  excess  of  per- 
manganate is  added,  and  the  latter  is  wen 
titrated  back  with  sodium  thiosulphate  (Friend, 
Chem.  Soc.  Trans.  1904,  597,  1533 ;  ibid.  1905, 
1367  ;  Skrabal  and  Vaoek,  Chem.  Zeit.  1910,  34 ; 
Rep.  121). 

If  oxalic  acid  is  present,  this  must  first  be 
removed  (Sisley,  J.  Soc.  Chem.  Ind.  1901,  1028 ; 
ibid.  1904,  685;  Roche,  ibid.  1902,  190). 

Another  and  more  accurate  method  is  to 
strongly  acidify,  the  solution  of  hydrogen  per- 
oxide with  sulphuric  or  hydrochloric  acid,  then 
add  a  solution  of  potassium  iodide  free  from 
iodate,  and  determine  the  iodine  liberated  by 
means  of  a  standard  solution  of  sodium  thio- 
sulphate (Kingzett,  Chem.  Soc.  Trans.  December, 
1880,  and  The  Analyst,  1888,  13,  62 ;  Rupp, 
Arch.  Pharm.  238, 156  ;  Plants,  J.  Pharm.  Chim. 
1904,  20,  538;  cf.  Auger,  Compt.  rend.  1911, 
152,  712). 

Hydrogen  peroxide  can  also  be  estimated  by 
titrating  against  ferrous  ammonium  sulphate  in 
presence  of  ammonium  sulphate  and  phosphoric 
acid  (Mathewson  and  Calvin,  Amer.  Chem.  J. 
1906,  36,  113) ;  and  by  estimating  the  quantity 
of  arsenious  acid  it  will  oxidise  to  arsenic  acid 
(Qriitzner,  Arch.  Pharm.  237,  705;  Jamieson. 
Amer.  J.  Sd.  1917,  44, 150). 

According  to  Delm  the  most  rapid,  conve- 
nient, and  accurate  method  of  estimating  hydro- 
gen peroxide  is  to  measure  the  volume  of  oxygen 
evolved  when  a  known  quantity  of  the  solution 
is  treated  with  sodium  hypobromite  in  a  special 
apparatus  described  by  him  (J.  Amer.  Chem. 
Soc.  1907,  29,  1315).  The  following  reaction 
takes  place  H,0,+NaBrO=NaBr-hHaO+0,. 
By  this  method  the  presence  of  preservatives 
may  be  neglected.  (For  the  estimation  of  the 
peroxide  retained  by  fabrics,  see  Scheuer  and 
Vemet^  Z.c.) 

To  determine  the  quantity  of  add  present 
in  commercial  hydrogen  peroxide,  the  best 
method  is  by  direct  titration  in  the  cold,  with 
N/10  sodium  hydroxide  solution,  using  phenol- 
phthalein  as  indicator  (Brown,  J.  Ini  Eng. 
Chem.  1910,  377;  Endemann,  Zeitscb.  angew. 
C%em.  1909,  22,  673 ;   Liining,  ibid.  1549). 

Properties. — ^Pure  anhydrous  hydrogen  per- 
oxide forms  colourless  prismatic  crystals  of 
8p.gr.  1*644,  latent  heat  of  fusion  74  cals.,  specific 
heat  of  soUd  0*470  ;  m.p.  -2*',  b.p.  84^-«5768 
mm.,  69*2**/26  mm.  It  forms  a  syrupy  trans- 
parent acid  liquid,  which  is  colourless  in  thin 
layers,  but  bluish-green  when  viewed  in  bulk 
(Spring,  Chem.  Zentr.  1895,  i.  1105).  It  has 
8p.gr.  1*4584  at  0*"  (Bruhl,  Ber.  1895,  28,  2854); 
1*4633  at  0"*  (Maass  and  Hatcher,  J.  Amer.  Chem. 
Soc.  1920,  42,  2548);    mean  coefficient  of  ex- 

1  The  reaction  between  hydrogen  peroxide  and 
potassium  permanganate  in  acid  solution  may  be 
utilised  for  preparing  oxygen  gas.  In  this  way  a  good 
stream  of  tolerably  pure  oxygen  may  be  readily 
prepared.  Crystals  of  the  KMnO|  should  be  placed  in 
a  Wouitl's  bottle  containing  1 : 0  sulphuric  acid,  and 
tiic  3  p.c.  solution  of  H^Oj  allowed  to  drop  regularly 
nto  the  solution  from  a  suitable  reservoir. 


pansion  —10°  to  +20°,  0*00107;  specific  heat 
of  liquid  0*579.  It  is  quite  stable  if  kept  at  0°. 
It  forms  hydrates  HjO„H,0 ;  H,0„2H,0 
(Wolffenstein,  Lc.  3311);  m.p.  -51°  (Maass 
and  Herzberg,  J.  Amer.  Chem.  Soc.  1920,  42, 
2569). 

When  heated  to  the  boiling-point  of  water  it 
decomposes  with  explosive  violence  into  oxygen 
and  water,  but  when  the  peroxide  or  its  solu- 
tions are  quite  pure  it  is  not  so  readily  decom- 
posed by  heat;  the  vapours  of  hydrogen 
peroxide  are  said  to  be  quite  stable  (Wolffenstein 
Ber.  1894,  27,  3307 ;  Nemst,  Zeitsch.  physikal. 
Chem.  1904,  46,  720). 

The  liquid  evaporates  slowly  in  vacud 
without  the  residue  undergoing  any  change 
(Thenard).  It  bleaches  organic  colouring 
matters,  but  not  so  quickly  as  chlorine ;  when 
brought  in  contact  with  the  skin  it  forms  a  white 
blister,  which,  after  a  time,  produces  an  irritable, 
itching  sensation  (Wolffenstein,  Lc).  It  ie 
almost  insoluble  in  anhydrous  ether,  but  dis- 
solves many  salts  and  attacks  glass.  Most 
metals  cause  decomposition  of  the  pure  substance, 
but  not  always  explosively. 

One  volume  of  the  concentrated  solution 
yields  at  14°  and  760  mm.  pressure,  475 
volumes  of  oxygen,  the  theoretical  amount  being 
501*8  volumes  (Thenard).  The  compound  is 
most  stable  in  dilute  aqueous  solution;  when 
the  solution  is  subjected  to  great  cold,  part  of 
the  water  freezes  out. 

The  hydrogen  atoms  of  hydrogen  peroxide 
may  be  replacMl  by  metals  or  acid  radicles  yield- 
ing derivatives  which  xesemble  the  corresponding 
compounds  of  water  in  constitution  and  pro- 
perties.  See  D'Ans  and  Friederich,  Zeitsch. 
anoig.  Chem.  1912,  73,  325. 

Hydrogen  ]ieroxide  is  a  remarkable  oxidising 
agent.  It  converts  arsenious  into  arsenic  acid, 
and  sulphurous  acid  into  sulphuric  acid;  lead 
and  other  sulphides  into  the  corresponding 
sulphate;  manganese  monoxide  into  dioxide, 
and  monoxides  of  iron  and  cobalt  into  tho 
sesquioxides.  The  monoxides  of  barium,  stron- 
tium, and  calcium  are  converted  by  it  into  their 
respective  peroxides.  The  concentrated  solution 
of  hydrogen  peroxide  acts  with  violence  on 
selenium,  arsenic,  molybdenum,  and  chromium, 
converting  them  at  once  into  their  oxides. 

It  decomposes  alkaline  copper,  silver,  and 
bismuth  nitrate  solution  with  evolution  of 
oxygen  and  formation  of  the  metallic  oxide,  or 
in  the  last  case  the  hydroxide  (Berthelot,  Compt. 
rend.  1901,  132,  897;  Moser,  Zeitsch.  anorg. 
Chem.  1906,  50,  33  ;  Gutbier  and  Bunz.  Chem. 
Zentr.  1909,  L  732.).  In  contact  with  sodium  it 
explodes  violently. 

Hydrogen  peroxide  oxidises  on;anic  sulphides 
into  sulphoxides  (Gazdar  and  Smues,  Chem.  Soc. 
Trans.  1908,  1833).  It  also  reacts  with  benzene 
in  presence  of  ferrous  sulphate,  forming  phenol 
(Young,  Chem.  Soc.  Proc.  1899,  131),  and  with 
a-diketones,  and  generally  with  substances 
possessing  a  quinonoid  structure,  and  can  there- 
fore be  employed  for  oxidising  phenolic  sub- 
stances like  brazilein  and  aurin,  without  having 
to  protect  the  hydroxyl  group  by  methylation 
(Perkin,  Chem.  Soc,  Proc.  1907,  166).  Hydrogen 
peroxide  reacts  with  a  number  of  opium  alka- 
loids forming  crystallino  bases  (Frcund  and 
Speyor,  Pharm.  Zeit.  1907,  52iylt5):  According 
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to  Schaer  (Arch.  Phann.  1910,  248,  458),  it  may 
be  used  as  a  test  for  other  alkaloids.  A  few 
milligrams  of  the  alkaloid  to  be  tested  are 
addc^  to  a  cooled  mixture  of  the  peroxide'  and 
sulphuric  acid.  Quinine  gives  a  lemon  or 
canary  yellow  colour ;  berberine  a  cherry  red ; 
hydrastme  a  chocolate;  emetine  a  dark 
orange,  and  nicotine  a  blood-red  colour. 

In  presence  of  ferrous  sulphate  hydrogen 
peroxide  also  reacts  with  a  number  of  sugars, 
forming  osones  (Cross,  Bevan,  and  Smith,  Chem. 
Soc.  Trans.  1898,  403  ;  Morell  and  Bellars,  ibid, 
1905,  280 ;  Chem.  Soo.  Proc.  1902,  55 ;  Chem. 
News,  1904,  90,  158).  It  also  reacts  with  other 
organic  compounds  (Cross,  Bevan,  and  Heiberg, 
Chem.  Soo.  Proc.  1899,  130  ;  Harden,  ibid,  158  ; 
Wolffenstein,  Ber.  1895,  2^  1459 ;  Bevan  and 
Heibeig,  ibid,  1900,  33,  2015;  Clover  and 
Haughton.  Amer.  Chem.  J.  1904,  32,  43). 

Pure  hydrogen  peroxide  reacts  with  potas- 
sium cyanide  thus : 

KCN+H,0,=KCNO+H,0 
KCNO+2H,0=K(NH4)CO, 

Potassium  formate  and  ammonia  are  also  pro- 
duced, but  if  the  peroxide  contains  acid,  then 
oxamide  is  formed  (Masson,  Chem.  Soc.  Trans. 
1907,  1449). 

Chromic  acid  decomposes  hydrogen  peroxide 
in  accordance  with  the  equation : 

4HA,0,+7H,0,=Cr,(O,07)3H-llHs0+50, 

With  potassium  persulphate  it  reacts  thus : 

HaOa-hK,S,Og=2KHS04+0, 

an    unstable   intermediate   compound   is    also 
formed  (Friend,  Chem.  Soo.  Trans.  1906,  1092). 
With    sodium    thiosulphate    it    gives    the 
reaction : 

3Na,SjOa-f4H,Oa=2Na,S,Oe-f2NaOH+3H,0 
NaaS,Oa4-2NaOH+4H,0,=2Na,S04+6H,0 

(Willstatter,  Ber.  1903,  36,  1831). 

In  presence  of  certain  solid  substances,  es- 
pecially when  finely  divided,  hydrogen  peroxide 
undergoes  violent  decomposition,  the  substances 
themselves  remaining  unchanged  (FiUippi,  Chem. 
Zentr.  1907,  ii.  1890  ;  Antropofif,  Zeitsch.  physi- 
kal.  Chem.  1908,  62,  513 ;  Bredig  and  WiUde 
Biochem.  Zeitsch.  1908,  ii.  67).  This  is  the  case 
with  carbon,  many  metals,  and  oxides,  and 
iodine  (Walton,  Zeitsch.  physikal.  Chem.  1904, 
47,  185 ;  Abel,  Zeitsch.  Elektrochem.  1908,  14, 
589).  Gold,  platinum,  and  particularly  eilver, 
act  most  violently  and  evolve  great  heat.  The 
presence  of  acids  retards  this  decomposition, 
whilst  the  presence  of  alkalis  facilitates  it. 

This  decomposition  is  still  more  readily 
brought  about  oy  these  metals  when  in  the 
colloidal  state  (Bredig  and  Reinders,  Chem. 
Zentr.  1901,  ii.  87;  Bredig,  Zeitsch.  physikal. 
Chem.  1899,  31,  258 ;  ibid,  1901,  37,  323 ;  ibid. 
38,  122;  Price  and  Denning,  ibid,  1903,  46, 
89;  Brossa,  ibid.  1909,  66,  162;  Spear,  J. 
Amer.  Chem.  Soc.  1908,  30,  195  ;  see  also  Kastel 
and  Loevenhart,  Amer.  Chem.  J.  1903,  29,  663 ; 
Liebermann,  Ber.  1904,  37,  1519 ;  Bredig,  ibid. 
798;  Poppada,  Gazz.  chim.  ital.  1907,  37, 
u.  172). 

Hydrogen  peroxide  is  also  decomposed  by 
caUUases,  a  class  of  organic  ferments  which  are 
iiidely  ^stributed  in  the  animal  and  vegetable 
kingdoms  (Senter,  Proc.  Roy.  Soc.  1904,  74, 201 ; 


Wender,  Chem.  Zeit.  1904,  28,  300,  322 ;  Euler, 
Chem.  Zentr.  1905,  i.  941 ;  Bach,  Ber.  1904,  37, 
3785;  ibid,  1905,  38,  1878;  Laer,  Bull  Soc. 
chim.  Belg.  1906,  19,  337;  J.  Inst.  Brewing, 
1906, 12,  313  ;  Rywoscli^  Centr.  Bakt.  Par.  1907, 
i.  44,  295). 

Hydrogen  peroxide  also  acts  aa  a  deoxidising 
agent ;  thus  silver  oxide  when  brought  in  contact 
with  it  causes  a  mutual  decomposition  of  the 
two  compounds  Ag,0+Hj0j=H,0-f  Oj+Agj, 
an  atom  of  oxygen  is  liberated  from  each  com- 
pound, and  a  molecule  of  free  oxygen  is  thus 
obtained.  A  similar  reaction  occurs  when  hy- 
drogen peroxide  and  ozone  are  brought  together, 
H20i+08=H,0-h20,  (Mulder,  Rec.  trav.  chim. 
1903,  22,  388 ;  Baeyer  and  Villiger,  Ber.  1902, 
34,  749 ;  2769 ;  Inglis,  Chem.  Soc.  Trans.  1903, 
1013). 

Hydrogen  peroxide  is  reduced  by  manganese 
dioxide  and  peroxide  of  lead  in  presence  of  an 
acid,  H,0,-hMnO,=MnO-hO,-f  H,0. 

Alkaline  mercury  salts  are  reduced  to  the 
metallic  state  by  hydrogen  peroxide  (Kolk, 
Chem.  Zeit.  1901,  25,  21).  Direct  sunlight 
accelerates  the  decomposition  of  hydrogen 
peroxide.  The  effect  of  hydrogen  peroxide  on 
a  photographic  plate  is  similar  to  that  of  light, 
and  is  probably  due  to  the  hydrogen  peroxide 
vapour  itself,  and  not  to  a  radiation  from  it 
(Russell,  J.  Soc.  Chem.  Ind.  1899,  516 ;  Otsuki, 
ibid.  1905,  575;  Precht  and  Otsuki,  ibid.  290; 
Dony-H^nault,  ibid,  1904,  138 ;  Graetz,  Chem. 
Zontr.  1904,  ii.  1561 ;  Dony-Hdnault,  ibid,  1906, 
ii.  203 ;  BulL  Soc.  chim.  Belg.  1908,  22,  224 ; 
Soeland,  Ann.  Physik.  1908,  [iv.]  26,  899). 

Hydrogen  peroxide  forms  molecular  com- 
pounds with  certain  inorganic  and  organic  salts 
in  which  it  appears  to  play  the  same  part  as 
water  of  crystallisation  (Tanatar,  Chem.  Zeit. 

1901,  25 ;  Rep.  326  ;  J.  Russ.  Phys.  Chem.  Soo. 
1908,  40,  376  ;  Staedel,  l.c. ;  Jones  and  Carroll, 
Amer.  Chem.  J.  1902,  28,  284 ;  WUlstatter,  Ber. 
1903,  36,   1828;    De  Forcrand,  Compt.  rend. 

1902,  134,  601). 

An  acidified  solution  of  potassium  dichro- 
mate  in  presence  of  hydrogen  peroxide  gives 
rise  to  an  unstable  combination  of  chromic  acid 
and  the  dioxide ;  this,  on  wiJTing  with  ether,  can 
be  extracted  from  the  aqueous  solution,  impart- 
ing to  it  a  beautiful  and  characteristic  blue 
colour. 

A  solution  of  guaiacum  mixed  'with  a  small 
amount  of  blood  gives  a  blue  coloration  on 
addition  of  hydrogen  peroxide.  This  is  a  deli- 
cate test  for  the  compound,  and  serves  also  as  a 
test  for  blood. 

Hydrogen  peroxide  gives  a  blue-green 
coloration  with  an  alcoholic  solution  of  guaiacol 
and  sulphuric  acid,  and  an  intense  yellow  colour 
with  a  solution  of  quinine  sulphate  in  concen- 
trated sulphuric  acid  (Denig^  Pharm.  J.  1909, 
July  3l8t). 

In  the  presence  of  hydrogen  peroxide, 
chlorates,  bromates,  iodates,  phosphates,  sul- 
phates, hypochlorites,  also  salts  of  organic 
acids,  give  a  vellow-green  coloration  with 
1  p.c.  guaiacol  solution.  On  addition  of  hydro- 
chloric or  sulphuric  acid  the  colour  changes 
to  red  (Baudran,  Compt.  rend.  1905,  141,  891). 
Solutions  of  vanadic  and  titanic  acids  are  turned 
brown  or  red  by  the  peroxide,  and  with  a  mixture 
of  potassium  chlorate  and  aniline  in  the  presence 
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of  aoid  a  violet  oolour  is  formed  after  a  short 
time  (Bach,  Compt.  rend.  1894»  119,  1218);  if 
dimethylaniline  is  used  instead  of  aniline,  a 
yellow  oolour  is  formed.  By  the  latter  reaction 
1  part  of  peroxide  in  5,000,000  can  be  detected. 

When  nydrogen  peroxide  is  added  to  a  solu- 
tion of  potassium  iodide,  even  in  presence  of 
ferrous  sulphate  or  copper  sulphate,  iodine  is  set 
free,  which  may  be  shown  by  the  coloration  of 
starch.  Hydrogen  peroxide  is  the  only  com- 
pound known  which  can  liberate  iodine  in  pre- 
sence  of  ferrous  sulphate  (c/.  Traube,  Ber.  1884, 
17,  1062),  1  part  in  25,000,000  can  thus  be 
detected. 

Tartaric  acid  added  to  hydrogen  peroxide  in 
presence  of  a  ferrous  salt  gives  on  the  addition 
of  caustic  alkali  a  violet  coloration,  due  to  the 
production  of  a  ferric  compound  of  deoxytartaric 
acid. 

A  very  delicate  reagent  for  hydrogen  per- 
oxide has  been  suggested  by  CharitschKoff 
(Chem.  Zeit.  1910,  34,  50).  It  consists  of  the 
pinkish-red  cobalt  salts  of  the  naphthenic  acids 
obtained  from  the  waste  liquors  from  the  refining 
of  petroleum  with  alkali  A  strip  of  filter  paper 
is  dipped  into  a  petroleum  solution  of  the 
cobalt  salt,  and,  after  drying,  is  moistened 
with  the  liquid  to  be  tested.  If  the  peroxide  is 
present  the  colour  changes  immediately  to  olive- 
green.     Ozone  does  not  give  this  reaction. 

An  ammoniacal  silver  nitrate  solution  gives  a 
characteristic  grey  opalescence  or  precipitate 
with  hydrogen  peroxide  (von  Sobbe,  Chem.  2^it. 
1911,  35,  898). 

For  other  tests,  see  Denigte  (Bull.  Soc.  chim. 
1890,  797} ;  Aloy  {ibid.  1902,  27,  734) ;  Precht 
and  Otsuki  (Zeitsch.  physikal.  Chem.  1905,  52, 
236). 

Technical  applications. — ^Moistened  lead  sul- 
phide in  contact  with  hydroeen  peroxide  is 
quickly  oxidised  to  lead  sulpnate.  This  fact 
has  led  to  the  employment  of  hydrogen  per- 
oxide as  a  picture  restorer.  The  painting  dark- 
ened by  age  or  by  exposure  to  air  containing 
sulphurett^  hydrogen,  owing  to  the  white  lead 
employed  as  body  colour  being  partially  con- 
veited  into  lead  sulphide,  after  careful  treatment 
with  an  aqueous  solution  of  the  peroxide  is 
found  to  be  greatly  improved  in  colour  from  the 
oxidation  of  the  sulphide  to  the  white  sulphate. 

Dilute  solutions  of  hydrogen  peroxide  mixed 
occasionally  with  nitric  acid,  are  also  used  as 
'  auricome,  '  golden  hair  water,'  ftc,  for  impart- 
ing a  light  colour  to  the  hair  (Sclux>tter,  Ber. 
1874,  7,  980;  Lange,  Dingl  poly.  J.  1886, 
259,  196). 

It  is  also  employed  for  removing  the  last 
traces  of  chlorine  from  vegetable  fibres  which 
have  been  bleached  with  the  latter,  and  to  remove 
the  last  traces  of  sulphur  dioxide  from  bleached 
wool  and  silk. 

Hydrogen  peroxide  may  be  used  for  bleaching 
in  many  cases  where  other  agents,  such  as 
bleaching  powder,  sulphurous  acid,  chlorine, 
would  be  injurious.  It  is  particularly  valuable 
for  bleaching  ostrich  feathers,  bones,  ivory,  silk, 
wool,  gelatin,  straw,  hair,  parchment,  wood, 
cotton,  the  teeth,  fto. 

The  advantages  of  using  hydrosen  peroxide 
as  a  bleaching  agent,  particularly  for  wool,  are 
claimed  to  be  the  following  :  a  purer  white  can 
be  obtained ;   the  fibres  are  not  tendered  by  it 


to  the  same  extent  as  by  the  sulphur  bleach ;  the 
wool,  after  bleaching,  does  not  turn  yellow,  does 
not  emit  an  unpleasant  odour  when  in  contact 
with  peftpiration,  and  purer  tones  and  more  even 
colours  can  be  obtain^  on  dyeing  the  bleached 
wool.  It  is  also  stated  to  be  more  convenient 
to  use,  more  pleasant  for  the  workpeople,  and 
less  corrosive  on  the  machinery.  With  care, 
the  process,  moreover,  need  not  be  much  more 
expensive  than  with  the  older  bleaches,  and  it 
is  now  used  very  extensively  and  with  good 
results,  both  in  England  and  on  the  Continent 
(Wachtel,  Farber-Zeit.  1900,  11,  268 ;  Russell, 
Proc.  Roy.  Soc.  1899,  64,  409). 

In  the  case  of  wool  the  scoured  article  is  first 
soaked  thoroughly  in  a  dilute  solution  of  sodium 
silicate  (2  lbs.  to  10  gallons).  After  saturation 
the  wool  is  wrung  out  and  placed  in  the  peroxide 
bath,  which  is  prepared  by  adding  3|  gallons  of 
10  volume  peroxide  to  6j^  gallons  of  water  in 
which  j^  lb.  of  sodium  silicate  has  been  dissolved. 
The  wool  is  kept  in  the  bath  for  about  24  hours 
(or  a  shorter  or  longer  interval  depending  on  the 
quality  of  the  wool  and  on  the  whiteness 
desired)  at  80°F.  Occasionally  the  wool  is 
turned  over,  and  the  solution  tested  whether 
it  is  alkaline,  which  it  must  be  for  satisfactory 
results.  It  is  then  pressed  through  a  wringing 
machine  and  dried  at  a  temperature  of  15^-lTC., 
and  pr^erably  in  the  sunlight.  When  quite  dry 
the  wool  is  well  washed  and  redried  (Fawsitt, 
J.  Soc.  Chem.  Ind.  1902,  229;  Luttringhaus, 
Farber-Zeit.  1901,  12,  328;  Dommergne,  Rev. 
Chim.  Ind.  1896,  7,  73). 

With  slight  modifications  this  process  is  also 
applicable  to  cotton,  straw  and  siUc,  but  for  the 
two  last,  the  peroxide  solution  is  made  up  of 
1  part  10  volumes  peroxide  to  2  of  water,  and  for 
every  10  volumes  of  peroxide,  4  ozs.  of  sodium 
silicate  are  employed  (Fawsitt,  Lc. :  Koechlin,  J. 
Soc.  Chem.  Ind.  1899,  1119).  In  the  case  of  silk 
the  bath  may  be  made  strongly  alkaline  with 
caustic  soda  from  the  beginning  of  the  process. 

Bone  and  ivory  are  first  cleansed  oy  treat- 
ment with  light  petroleum,  ammonia  or  other 
solvent ;  they  are  then  immersed  in  a  bath  con- 
taining 1  of  10  volumes  peroxide  to  2  of  water 
made  slightly  alkaline  witn  ammonia.  Feathers 
are  bleached  similarly,  but  are  washed  after 
bleaching  with  a  dilute  solution  of  sulphuric 
acid.  * 

On  a  small  scale  lace  can  be  bleached  con- 
veniently in  the  following  way :  The  material, 
after  being  moistened  with  water,  is  immersed 
in  a  solution  of  potassium  permanganate  for 
a  few  minutes.  It  is  then  rinsed  and  treated 
for  about  10  minutes  with  a  very  dilute  solu- 
tion of  hydrogen  peroxide,  after  which  it  is 
treated  with  acid  to  remove  the  manganous 
oxide  formed  in  the  previous  operation  (Thomas, 
J.  Soc.  Chem.  Ind.  1900,  734). 

For  bleaching  delicate  materials  the  hydrogen 
peroxide  should  not  be  too  strong ;  a  solution 
of  1  in  10  is  strong  enough,  and  a  bleaching  vat 
of  this  solution  may  be  used  for  a  long  time 
if  the  strength  be  kept  up  by  fresh  additions 
of  hydrogen  peroxide.  In  bleaching  dead  hair, 
it  is  first  digested  for  12  hours  in  a  solution  of 
3  parts  of  ammonium  carbonate  in  100  of  water 
at  a  temperature  of  30°C.,  rinsed,  then  washed 
with  soap  and  treated  with  ammonium  carbonate 
until  all  fatty  matter  is  removed.  Thus  prepared 
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it  is  treated  in  a  bath  of  hydrogen  peroxide  and 
water  as  in  the  first  case. 

Hydrogen  peroxide  has  been  used  for  tanning 
leather,  also  to  disinfect  hides  that  have  been 
long  stored,  and  to  preserve  extracts  of  tanning 
materials  (Gohiuur,  J.  Soc.  Chem.  Ind.  1890, 
84).  It  has  also  been  recommended  for  use  in 
photographic  processes  (Smith,  J.  1873,  1131 ; 
Gros,  D.  R.  PP.  147131  ;  163769 ;  158368 ; 
Otsuki,  Ic. ;  Liippo  Cramer,  Chem.  Zeit.  1902, 
26,  Rep.  292,  336 ;  Ebert,  ibid,  27,  Rep.  162). 

Medicinal  and  surgical  applications. — As  an 
antiseptic  and  disinfectant  it  has  the  advantage 
of  (I)  being  odourless;  (2)  vielding  oxygen 
without  leaving  any  residuum  but  pure  water ; 
(3)  absence  of  injurious  influence  on  the  organism* 

The  antiseptic  properties  of  hydrogen 
peroxide  solution  were  firiat  brought  into  notice 
by  Richardson  in  1860.  They  were  also  studied 
by  Kingzett,  and  subsequently  by  Paul  Bert  and 
Regnard  (Compt.  rend.  1882,  94,  1383). 

It  is  used  in  the  treatment  of  syphiUtlo  and 
scrofulous  sores,  alveolar  abscesses,  and  purulent 
discharges.  It  is  also  of  great  value  in  oases  of 
purulent  discharge  from  the  conjunctiva,  and 
it  is  particularly  efficient  for  destroying  diphthe- 
ritic membranes. 

Its  behaviour  is  that  of  a  powerful  oxidising 
agent,  but  on  healthy  skin  its  action  is  slow. 
In  contact  with  fistulous  wounds  or  pus  it  is 
rapidly  decomposed  with  effervescence,  which 
continues  till  the  wound  is  cleansed  or  the 
diseased  secretion  is  destroyed  (Kingzett,  J. 
Sec.  Chem.  Ind.  1890,  3  ;  Paneth,  Chem.  Zentr. 
1890,  174  ;  Schmidt,  ibid.  1906,  iL  146  ;  Jaubert, 
ibid.  1905,  ii  99). 

Hydrogen  peroxide  may  be  used  to 
bleach  di^olourod  teeth.  In  cases  where  the 
teeth  are  covered  with  coloured  matter  (Lichen 
denialis,  fto.)  peroxide  of  hydrogen  in  conjunc- 
tion with  finely  levigated  pumice-stone  may 
be  employed  in  place  of  water.  A  suitable 
liquid  for  cleansing  the  teeth  and  mouth  is 
prepared  by  mixing  1  part  of  3  p.c.  peroxide 
of  hydrogen  with  9  parts  of  water  (Chem.  News, 
45,  71 ;  and  Ch.  Trade  J.  April  14,  1888). 

It  has  been  proposed  to  use  mixtures  of 
hydrogen  peroxide  containing  starch,  cooked  or 
in  viscid  solution,  with  anhydrous  calcium 
sulphate  as  dentrifices,  the  starch  preventing  loss 
of  oxygen  from  the  oodde  and  the  latter  pre- 
serving the  starch  from  putrefaction  (Queissier, 
Fr.  Pat.  381924,  1907;  J.  Soc.  Chem.  Ind. 
1908,  226). 

Hydrogen  peroxide  has  the  power  of  freeing 
water  from  living  organisms,  a  property  which 
has  been  utilised  in  brewing.  It  also  destroys 
the  acid  and  mould  ferments  in  the  wort,  and 
has  been  used  in  sterilising  casks  and  filter  pulp. 
In  stronger  doses  it  destroys  the  alcoholic  ferment 
and  stops  fermentation  (G.  Reisenbichler,  Chem. 
News,  56,  219 ;  Miquel,  Monit.  Solent.  1884,  [3] 
14,  170  ;  Chodat  and  Bach,  Ber.  1902,  35,  1275  ; 
Loew,  Aid,  2487  ;  Bonjean,  Compt.  rend.  1905, 
140,  60 ;  Laer,  J.  Inst.  Brewing,  1909,  16,  653). 

Altenhofer  has  recommended  hydrogen  per- 
oxide as  a  disinfectant  for  drinking  water 
(Zentr.  Bakteriol  and  Parasitenkde,  1890, 
129  ;  Kuster,  Chem.  Zentr.  1889,  i.  411 ;  1891, 
ii.  272 ;  1896,  i.  948 ;  but  see  also  Gourmont, 
Nagier,  and  Rochaix,  Compt.  rend.  1910,  150, 
1453). 


Hydrogen  peroxide  is  one  of  the  chief  con- 
stituents of  '  Sanitas,*  which  is  a  solution  of  the 
products  of  oxidation  of  turpentine  oil  in  the 
presence  of  water  and  air  (Kingzett). 

It  has  been  tried  with  success  in  the  pre- 
servation of  beer ;  after  a  month  the  taste  and 
aroma  of  the  beer  remained  good  (Weingartner, 
Bled.  Zentr.  1884,  428). 

Hydrogen  peroxide  has  been  suggested  as  a 
useful  and  harmlesspreservative  of  milk  ( Jablin 
and  Gounet,  Ann.  Chim.  anal  1901,  6,  129 ;  J. 
Soc.  Chem.  Ind.  1902,  420;  ibid.  1905.  1184; 
Fr.  Pat.  355547 ;  Amberg,  J.  BioL  Chem.  New 
York,  1906,  i.  219). 

To  test  milk  for  hydrogen  peroxide,  10  drops 
of  a  2  p.c.  alcoholic  solution  of  benzidine  and 
a  few  drops  of  acetic  acid  are  added  to  10  c.c.  of 
the  milk.  H  hydrogen  peroxide  is  present  a 
blue  coloration  appears.  The  peroxide  can  be 
detected  in  this  way  in  other  liquids  if  a  little 
milk  serum  is  added  (Wilkinson  and  Peters, 
Zeitsch.  Nahr.  Genussm.  1908, 16, 172,  615, 589 ; 
for  other  tests,  see  Feder,  ibid.  15,  234  ;  Arnold 
and  Mentzel,  ibid.  1903,  6,  306). 

Hydrogen  peroxide  is  used  in  the  laboratory 
in  the  valuation  of  bleaching-powder,  the 
principle  depending  upon  the  fact  that  hypo- 
chlorites, when  mixed  with  hydrogen  peroxide, 
instantly  evolve  aU  their  oxygen,  at  the  same 
time  liberating  the  oxygen  of  the  peroxide  (J. 
Soc.  Chem.  Ind.  1887,  391).  It  is  also  employed 
in  estimating  the  amount  of  active  oxygen  in 
potassium  permanganate  and  in  manganese 
dioxide  (Somossberg,  Zeitsch.  anaL  Chem.  1902, 
41,  736 ;  Camot,  Compt.  rend.  1893.  116,  1295). 
The  amount  of  sulphur  in  sulphides  is  also 
determined  by  first  oxidising  to  sulphate  and 
then  proceeding  as  usual  (G.  Lunge,  Ber.  18, 
1872  ;  see  also  Baumann,  Zeitsch.  angew.  Chem. 
1890,  72;  Talbot  and  Moody,  J.  Soc.  Chem. 
Ind.  1893,  780). 

Hydrogen  peroxide  has  been  employed  in 
the  separation  of  a  number  of  metals  from  one 
another  (Rose,  Ber.  1894,  27.  2227 ;  Lesinsky, 
ibid.  1893,  26,  1496,  2331,  2908 ;  Jannasch  and 
Rottgen,  Zeitsch.  anorg.  Chem.  1896,  8,  202; 
Frie&eim  and  Briihl,  Zeitsch.  anal.  Chem.  1899, 
38,  681 ).  Also  for  the  separation  of  the  halogens 
(Jannasch  and  Zimmermann,  Ber.  1906,  39, 
196,  3655).  and  for  separating  vanadium  from 
ores  and  dags  (Fr.  Pat.  357397 ;  J.  Soc.  Chem. 
Ind.  1906,  72). 

Hydrogen  peroxide  has  also  been  used  as  a 
solvent  for  Indian  gum  (Bull.  Soc.  Ind.  Mulhouse, 
1894,  36),  but  its  use  in  the  estimation  of  the 
quantity  of  flour  in  a  mixture  of  the  latter  with 
bran,  iB  considered  to  be  untrustworthy  by 
Bremer   (Zeitsch.    Nahr.    Genussm.    1906.    11, 
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ydrogen  peroxide  has  been  employed  with 
success  in  determining  the  amount  ot  sulphur  in 
coal  gas.  The  solution  used  for  this  purpose 
consists  of  the  commercial  product  diluted  to  a 
1  p.c.  solution.  This  solution  is  run  into  the 
Referees'  *  apparatus,*  through  which  the  coal 
gas  passes  at  a  measurable  rate,  and  the  sul- 
phurous acid  gas  in  it  is  oxidised  to  sulphuric 
acid  S08+H,0,=S04H,.  The  amount  of  sul- 
phur  19  then  determined  by  titration  or  precipi- 
tation (J.  Soc.  Chem.  Ind.  1887,  286). 

Higher   oopides     of    hydrogen.-^The    oxides 
HgOf  and  H,0,  have  been  described  (Bach. 
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Ber.  1900,  33,  1606,  3111  ;  ibid,  1902,  36,  158 ; 
Borthelot,  Compt.  rend.  1900,  131,  637),  but  it 
is  doubtful  whetner  they  really  exist  (Armstrong, 
Chem.  Soo.  Proo.  1900, 134 ;  Ramsay,  Chem.  Soc. 
Trans.  1901,  1324 ;  see  also  Baeyer  and  Villiger, 
1900,  33,  2488 ;  Clover,  Amer.  Chem.  J.  1903, 
24,  463  ;  Briihl,  Chem.  Zentr.  1896,  i.  86  ;  Nagel, 
Pharm.  Zeit.  1898,  43,  556).  Kastner  (J.  1820, 
472)  described  a  suboxide,  but  its  existence  has 
not  been  oonfirmed. 

HYDROGEN  SULPHIDES  v.  Sulfhitb. 

HYDROHJEMATITE  v.  Tubqite. 

HYDROLTTES  v,  Aoatb. 

HYDROLYSIS.  The  term  hydrolysis  (or 
liydrolytio  dissociation)  is  given  to  a  number  of 
different  chemioal  leaotions,  all  of  which  consist 
in  the  addition  of  water  to  a  complex,  and  the 
subsequent  resolution  of  the  product  into 
simpler  substance?. 

Some  of  the  best-known  types  of  hydrolysis 
arc  those  of  metallic  salts,  esters,  acid  chlorides, 
amides,  &c.,  or  generally  acyl  derivatives, 
complex  carbohydrates,  and  gluoosides,  and 
finaUy,  polypeptides  and  proteins. 

1.  Hydrolysis  of  salts.  The  hydrolysis  of  a 
salt  by  water  may  be  represented  by  means  of 
an  equation  of  the  type : 

KCN+HOH  $  HCN+KOH 
The  reaction  is  a  balanced  one,  and  may  be 
regarded  as  due  to  the  incomplete  neutralisation 
of  the  acid  and  base  from  which  the  salt  is 
derived  ;  in  terms  of  the  ionic  theory  the  acid  in 
question  (HCN)  does  not  yield  sufficient  hydrions 
to  combine  with  the  hydroxyl  ions  of  an  eqmva- 
lent  quantity  of  the  strong  base  (KOH).  When 
equivalent  quantities  of  a  strong  acid  and  a 
strong  base  are  brought  together  in  aqueous 
solution  complete  neutralisation  takes  place, 
and  a  normal  salt  with  a  neutral  reaction 
towards  common  indicators  is  formed.  (Basis 
of  methods  of  acidimetry  and  alkalimetry.)  In 
the  cases  of  such  salts  appreciable  hydrolysis 
would  not  be  expected  even  in  dilute  solution. 
The  following  are  the  common  types  of  salts 
which  axe  hySrolvsed  by  water :  (1)  salts  derived 
from  feeble  adds  and  strong  bases;  (2)  salts 
from  strong  adds  and  feeble  bases ;  (3)  salts  from 
feeble  adcb  and  feeble  bases.  As  examples  of 
the  first  type  we  have  potassium  oyaniae  and 
sodium  phosphate, 

KCN+H-GH  ^  HCN+KOH 
Na,P04+H0H  ^  Na,HP04+NaOH 
and  even 

NajEPO^+HOH  -^  NaH,P04+NaOH 

Solutions  of  such  salts  invariably  have  an 
alkalkie  reaction  towards  common  indicators, 
e.g,  litmus,  phenolphthaldn.  The  water  may 
be  regarded  as  a  fioeble  add,  which,  like  any 
other  feeble  add,  liberates  a  certain  amount  of 
acid  from  the  salt  with  which  it  is  brought  into 
contact.  In  many  cases  acid  salts  are  first 
formed,  e,g.  sodium  phosphate,  sodium  carbon- 
ate, but  free  acid  and  free  base  may  be  liberated. 
The  alkaline  reaction  of  the  solution  can  be 
accounted  for  by  the  fact  that  the  feeble  add, 
or  the  acid  salt  formed,  is  ionised  to  a  slight 
extent  only,  whereas  with  moderately  dilute 
solutions  the  strong  base  is  almost  completely 
ionised,  and  thus  there  is  a  great  excess  of 
hydroxyl  ions  over  hydrions,    ^  examples  of 


the  second  typo  wo  have  ferric  chloride  and 
cupric  sulphate,  which  are  derived  respectively 
from  the  feeble  bases,  ferric  hydroxide  and 
cupric  hydroxide.  The  aqueous  solutions  of 
such  salts  invariably  give  an  acid  reaction. 
The  hydrol3r8is  may  be  represented  by  means 
of  the  equations : 

Fea,+H-OH  <J  Fea,OH+HCl 
or  even  FeCl,+3H0H  fj  Fe(0H),+3Ha 
and   CuS04+2H-OH  fj  Cu(0H),+H,S04 
With  moderately  concentrated  solutions  basic 
salts,  e,g,  FeCl,'OH  are  almost  certainly  formed, 
and  it  is  only  in  very  dilute  solution  that  the 
hydrolysis  wul  proceed  to  the  formation  of  the 
metalhc    hydroxide,    and   even   when   this   is 
formed  it  is  not  precipitated,  but  remains  in 
solution  in  the  form  of  a  colloid.    A  group  of 
salts  which  belongs  to  this  type  is  that  of  the 
salts  derived  from  feeble  organic  bases  such  as 
aniline,  and  from  the  strong  mineral  adds,  e.g. 

C.H5NH,a+H0H  :^ CeHj-NHjOH+HCl 

Aniline  Aniline 

hydrochloride.  hydroxide. 

•^  C,H5NH,+H,0+HC1 

As  examples  of  the  third  type  we  have  ferric 
phosphate,  aluminium  carbonate  and  sulphide, 
and  aniline  acetate.  The  hydrolysis  in  the  first 
case  is  readily  shown  by  washing  finely  divided 
ferric  phosphate  with  distilled  water,  when  it 
is  found  that  the  filtrate  is  always  distinctlv 
add,  owing  to  the  free  phosphoric  add  whicn 
has  been  washed  away  by  the  water,  and  if  the 
operation  is  continued  nearly  pure  ferric 
hydroxide  remains  on  the  filter,  in  the  case 
of  the  two  aluminium  salts,  they  are  so  readily 
hydrolysed  that  when  brought  into  contact 
with  water  they  yidd  the  corresponding  metallic 
hydroxide,  and  the  free  acids,  carbonic  add  and 
hydrogen  sulphide,  which  escape  and  thus 
destroy  the  equilibrium. 

In  the  case  of  salt  formation  we  may  regard 
the  water  as  capable  of  acting  as  either  a  feeble 
base  or  a  feeble  acid.  When  in  contact  with 
equivalents  of  a  stronff  add  and  a  feeble  base 
the  water  competes  with  the  base  for  the  add, 
and  hence  neutralisation  is  not  complete,  or,  in 
otiher  words,  hydrolysis  of  the  salt  occurs  and 
the  feebler  the  base  the  greater  the  degree  of 
hydrolysis.  The  mechanism  of  salt  hyd^lysis 
accordmg  to  the  ionic  theory  is  as  follows :  In 
aqueous  solution  the  given  salt,  e.g,  potassium 
cyanide  is  ionised  in  the  ordinary  manner  into 

K  and  CN  ions,  but  water  itself  is  ionised  to  a 

certain  extent,  H>0  2  H+ OH,  and  as  hydrogen 
cyanide  is  a  very  feeble  add,  and  therefore 
ionised  to  only  a  very  slight  extent  in  aqueous 

+ 
solution,  there  is  a  tendency  for  the  H  ions  of 

the  water  to  combine  with  the  CN  ions  from  the 
cyanide,  jrielding  undissociated  HCN,  the  result  is 

that  the  equilibrium  HaO;^^+OH  is  destroyed 
and  more  molecules  of  water  are  ionised,  but 
this   results  in   further   combination   between 

H  and  CN  ions,  and  by  this  means  an  exoesff  of 

OH  over  H  ions  is  prod^oe^*  and  thus  the 
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alkaline  reaction.  The  changes  continue  until 
ultimately  an  equilibrium  is  established  between 

the  KCN,  CN,  K,  H,  OH,  HON,  and  H,0 
present.  The  degree  of  hydrolysis,  t.e.  the 
fraction  of  the  salt  hydrolysed,  cannot  be 
determined  by  direct  titration  of  the  free  acid  or 
tree  base  present  in  the  solution ;  the  addition 
of  standard  acid  to  the  solution  of  potassium 
cyanide  would  immediately  destroy  tne  equili- 
brium which  previously  existed,  and  more  salt 
would  be  hydrolysed  in  order  to  restore  the 
equilibrium,  and  the  point  of  neutrality  would 
not  be  reached  until  acid  sufficient  to  decompose 
Hie  salt  completely  had  been  added.  The 
methods  commonly  adopted  for  determining  the 
degree  of  hydrolysis  are  (c/.  Farmer,  B.  A.  Report, 
1901,  240) :  1.  Determination  of  the  concentra- 
tion of  the  free  acid  or  free  alkali  present  in  the 
solution  of  the  salt  by  its  catalytic  effect  on  the 
hydrolysis  of  an  aqueous  solution  of  ethyl  acetate 
or  on  the  inversion  of  a  solution  of  cane  sugar, 
and  then  determining  the  amount  of  pure  acid 
or  alkali  required  to  produce  the  same  effect 
(for  add,  e/.  Walker,  ^eitsch.  physikaL  Chem. 
1889,  4,  319;  for  alkali,  c/.  Shields,  ibid.  1893, 
12,  167  ;  also  Bruner,  ibid.  1900,  32,  133  ;  Ley, 
ibid,  1899,  30,  216 ;  Walker  and  Aston,  Chem. 
Soc.  Trans.  1895,  67,  576).  2.  Determination  of 
the  electrical  conductivity  of  the  solution 
(Walker,  Zeitsch.  physikaL  C3iem.  1889,  4,  333; 
Bredig,  ibid.  1894,  13,  313;  Lundy,  J.  Chim. 
Phys.  1907,  5,  574 ;  Denham,  C3iem.  Soc.  Trans. 
1908,  93,  41).  The  molecular  conductivity  of  a 
hydrolysed  salt  of  the  type  aniline  hydrochloride 
is  mBOB  up  of  two  quantities  :  (a)  conductivity 
due  to  the  non-hydrolysed  salt ;  (6)  conductivity 
due  to  the  free  acid  formed  on  hydrolysis — since 
the  free  base  (aniline)  is  not  an  electrolyte. 
M  =  (1  — ar)iii+artfjjjj|,  where  M  =  molecular  con- 
ductivity, a;=degree  of  hydrol3rsis,  u,=mole- 
cular  conductivity  of  non-hydrolysed  salt.  The 
various  quantities  in  the  equation  with  the 
exception  of  z  can  be  determined  and  then  x 
calculated.  3.  By  determining  the  partition 
coefficient  (Farmer,  Chem.  Soc.  Trans.  1901,  79, 
863).  Li  the  case  of  aniline  hydrochloride  the 
hydrolysis  of  the  salt  leads  to  the  formation  of 
free  aniline  and  hydrochloric  acid,  and  the 
concentration  of  the  free  base  is  determined  by 
shaking  the  aqueous  solution  at  a  given  tempera- 
ture with  a  known  volume  of  benzene,  and  find- 
ing the  concentration  of  the  aniline  in  the 
benzene  layer.  Since  Cn/C^q  is  always  constant 
(Cgsooncentration  of  aniline  in  benzene  and 
0^q= concentration  of  aniline  in  water)  for  a 
given  temperature  the  concentration  of  free 
aniline  in  the  aqueous  layer  can  be  calculated 
directly,  and  thus  the  degree  of  hydrolysis 
determined.  The  assumption  is  made  that  the 
salt  present  does  not  affect  the  partition  co- 
efficient to  an  appreciable  extent.  4.  By  the 
change  in  colour  produced  by  a  solution  of  the 
hydrochloride  of  an  organic  base  on  a  solution 
of  methyl  orange  of  known  concentration,  and 
a  comparison  of  this  change  with  that  produced 
by  the  addition  of  known  quantities  of  hydro- 
chloric acid  (Veley,  Chem.  Soc.  Trans.  1908, 
93,  652,  2114,  2122;  1909,  95,  758;  Trans. 
Far.  Soc.  1908,  4,  19). 

Most  of  the  methods  give  only  rough  approxi- 


(cp.  » 

1909,  29,  648).    A  few  of  the  results  obtained 
are  as  follows  : — 


-•Si 

Salt 

Tern 

P.c.ol 
hydrolyi 
01  N  sol 

Method 

Glydne  hydrochloride 

.   •   i 

'  25  1900 

Hydrolysis  of  ester 

Acetozime      „ 

25  3600 

t»                »» 

Urea 

25  90-00 

tf 

Urea 

60  8100 

Inversion  of  sugar 

Sodium  cyanide 

25 

110 

Saponification    of 
ester 

„      acetate 

,  25 

0008 

„               ,• 

„       carbonate 

25 

817 

»*               f* 

AnAne  &drochloride 

I  25 

i  60 

805 
2-60 

Inversion  of  sugar 

!  25 

IW) 

ConducUvltv 
Inversion  of  sugar 

Zinc  chloride    . 

0-10 

Alomlniam  chloride  . 

iino 

6*10 

Ferric  chloride  !* 

100 

0-50 
10-00 

Conductivity 
Inversion  of  sugar 

Lead        „        .         . 

40  .  0-50 

Conductivity 

.  251 

The  whole  question  becomes  more  compJi> 
oated  when  the  acid  or  base  formed  by  hydrolysis 
is  unstable  and  is  transferred  into  an  isomeride 
(pseudo-acid  or  pseudo-base). 

The  influence  of  concentration  on  hydrolysis 
is  given  by  Guldberg  and  Waage*s  law  of  mass 


action.    According  to   this 


= constant. 


where  Cg  represents  the  concentration  (molar) 
of  the  non-hydrolysed  salt,  0^  that  of  the 
add  formed  by  hydrolysis,  and  Cg  that  of  the 
base.  If  originally  1  gram.  mol.  of  salt  was 
dissolved  in  v  litres  of  solution  and  z  gram 
mols.  were  hydrolysed,  then 


1-a? 


/—-  =  constant,  or  -^^ — r—  « 

/  V  V  x" 


:  constant. 


It  is  obvious  that  as  t*  increases,  i.e.  as  the 
concentration  is  diminished,  x,  i.e.  the  degree 
of  hvdrolysis,  must  increase  in  order  to  keep  the 
whole  expression  constant. 

The  relationships  are  not  quite  the  same 
in  the  case  of  a  salt  derived  from  a  feeble  base 
and  a  feeble  acid,  e.g.  aniline  acetate. 

C,HjNH,0-CO-CHgH-H,0 

^  C.HsNH,Ofl+CH,-COOH 

If  the  reaction  is  represented  as  taking  place 
between  the  ions  of  the  salt  and  the  water, 
and  the  salt  is  practically  completely  ionised, 
and  the  base  and  acid  not  appreciably,  then 
^c»t"^An/^A'^=oonstant,  where  Cc^=concen. 
tration  of  the  cation  and  C^=concentration 


of  the  anion. 


But  G^^^Gj, 


•'•  G*g^Cj^<j^=oonBUnt,  orj  -  j  /-'-sconstant 

where  «,  a,  6  are  the  gram  mols.  respectively  of 
salt,  acid,  and  base  in  v  litres  of  solution.  But 
this  expression  is  independent  of  v,  and  hence 
dilution  does  not  affect  the  degree  of  hydrolysis. 
Another  factor  which  affects  the  degree  of 
hydrolysis  is  the  addition  to  the  solution  of 
one  of  the  products  of  hydrolysis,  eg.  free  acid 
or  free  base.  Thus  the  hydrolysis  of  aniline 
hydrochloride  in  aqueous  solution  can  be  stopped 
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Completely  by  the  addition  of  hydrochloric  acid 
or  of  anmne.  This  follows  again  dlrectl^r  from  | 
the  equation  Cg /C^  "C^ = constant.  If  C^,  t.e.  the  , 
concentration  of  the  acid,  is  increased  it  is  necos- 
saiy,  in  order  that  the  whole  expression  may 
remain  constant,  that  either  C3  should  diminish 
or  Cg  increase  or  both,  and  the  only  way  in 
which  this  can  be  effected  is  by  a  diminution  in 
the  degree  of  hydrolysis. 

The  velocity  of  salt  hydrolysis  has  been 
determined  in  a  few  cases,  e.g,  ferric  chloride 
(Goodwin,  Zeitech.  physikal.  Chem.  1896,  21, 
1) ;  potassium  ruthenium  chloride  K,RuCl5 
(Lind  and  Bliss,  J.  Amer.  Chem.  Soc.  1909,  31, 
868). 

A  type  of  hydrolysis  analogous  to  salt 
hydrolysis  is  that  of  the  chlorides  of  certain 
non-metals,  e.g,  Pa,+3H,0=3HCl-fP(OH),. 
This  reaction  proceeds  to  completion  in  the 
presence  of  an  excess  of  water,  and,  as  a  rule, 
the  chlorides  of  non-metals  are  hydrolysed  more 
readily  than  those  of  metals.  Nitrogen  tri- 
chloride and  carbon  tetrachloride  are,  however, 
stable  in  the  presence  of  water  and  many 
metallic  chlorides  denved  from  feeble  electro- 
positive metals  are  »pj^reciably  hydrolysed,  e.g, 
reCI„BiCl^  &c. 

2.  Hydrolysis  of  esters.  The  hydrolysis  of 
an  ester  may  be  brought  about  by  water  alone, 
by  solutions  of  neutral  metallic  salts,  by  aqueous 
solutions  of  strong  alkalis  or  acids,  by  water  in 
the  presence  of  nnely  divided  solids,  such  as 
charcoal,  and  also  by  means  of  enzymes. 

The  reaction  with  water  may  be  represented 
by  an  equation  of  the  type  : 

CH,-C00C,H4-fH0H 

^CH.COOH-fCaH.OH 

The  reaction  is  the  reverse  of  esterification,  and 
is  hence  a  balanced  bimolecular  reaction;  in 
dilute  solutions,  however,  the  mass  of  the  water 
may  be  regarded  as  remaining  constant,  and 
^e  reaction  becomes  practically  non- reversible. 
The  course  of  the  reaction  can  be  followed  by 
estimating  the  amount  of  free  acid  in  the  solu- 
tion after  given  intervals  of  time ;  this  is  accom- 
plished by  removing  an  aliquot  part  of  the  solu- 
tion at  the  given  time  and  titrating  the  free 
acid  by  means  of  standard  alkali  solution.  In 
most  cases  it  is  necessary  to  use  a  feeble  alkali 
for  titration,  cg,  ammonium  hydroxide  using 
litmus  as  indicator,  as  nearly  all  esters  which 
are  hydrolysed  appreciably  by  water  are  decom- 
posed very  reaaily  by  strong  alkalis,  and  it 
becomes  impossible  to  tell  the  end  point  of  the 
titration  when  sodium  or  barium  hydroxide 
solutions  are  used.  Comparatively  few  esters 
axe  hydrolysed  to  any  appreciable  extent  by 
water  at  the  ordinary  temperature,  the  few 
that  have  been  investigated  are  esters  derived 
from  Comparatively  strong  acids,  e.g.  methyl 
sulphate,  ethyl  formate,  ethyl  trichloroacetate, 
ana  ethyl  pyruvate.  In  these  cases  the  velocity 
of  the  reaction  does  not  correspond  with  that 
of  a  simple  unimolecular  reaction,  the  values  for 
K  calculated  by  means  of  the  usual  equation 
K=l/i  log  a/a—z,  increase  as  t  increases,  and 
the  probable  reason  is  that  the  acid  formed 
during  the  hydrolysis  reacts  catalytically  on  the 
reaction  {see  under  hydrolysis  by  acids).  Hydro- 
lysis of  natural  glyceryl  eeten  by  means  of 
Vol.  in.— r. 


superheated  steam  is  used  as  a  commercial 
method  for  the  production  of  stearic  acid  for  the 
manufacture  of  candles. 

The  hydrolysis  of  esters  by  means  of  dilute 
mineral  acids  is  slow  and  reaaily  lends  itself  to 
study  as  a  time  reaction.  The  velocity  is 
directly  proportional  to  the  concentration  of 
the  mineral  acid,  i.e.  probably  to  the  hydrions 
which  act  as  a  catalyst,  and  the  reaction  may 
be    represented    by   the   differential   equation 

cbr/(ft =K"Cj,j^'Chjq'Ch 
In  dilute  solution,  and  mosc  esters  are  some- 
what sparingly  soluble  in  water,  Ch,o  can  be 
regarded  as  not  chanf^ing,  and  C^  la  also  constant, 
since  the  catalyst  is  not  used  up  during  the 
reaction.  The  process  thus  becomes  a  typical 
unimolecular  reaction,  and  the  velocity  constant 
can  be  determined  with  the  aid  of* the  usual 
formula  K^l/t  log^  a/a—x. 

The  cataljrtic  activity  of  the  acid  is  not 
entirely  due  to  the  hydrions,  but  also  to  tho 
unionised  acid  (c/.  art.  Estebitioation).  £. 
Remstedt  (Chem.  Soc.  Abstr.  1915,  IL  541) 
gives  the  following  formula : 

t;=KhCa-+KmC(l-o) 
where  vsrate  of  hydrolysis,  Kj^  and  K^^  are 
coefficients,  characteristic  of  the  hydrion  and 
unionised  acid  respectively,  C  is  the  concentra- 
tion  of  the  acid,  and  a  is  the  degree  of  ionisa- 
tion.  Experiments  with  ethyl  acetate  at  25^ 
and  usinff  various  organic  acids  as  catalysts  are 
described,  the  degree  of  ionlsation  of  the  acids 
being  determined  by  measurements  of  electrical 
conductivities  of  the  free  acids  and  sodium  salts 
over  a  considerable  range  of  dilution. 

The  concentration  of  the  organic  acid  at 
any  given  time  is  obtained  by  titrating  a  portion 
of  the  solution  with  standara  barium  hydroxide 
solution  and  phenolphthaleln  (unless  the  ester 
is  derived  from  a  strong  acid  when  ammonia 
and  litmus  are  used)  and  subtracting  from  the 
total  alkali  used  the  amount  required  by  the 
mineral  acid.  The  following  relative  values 
have  been  obtained  at  25%  using  0*1  N-hydro- 
chloric  acid  as  catalyst  working  with  the 
methyl,  ethyl,  and  propyl  esters  of  acetic, 
propionic,  and  butyric  acids  : 

K  methyl  ester  :  K  ethyl  ester=0*97 
and  K  ethyl  ester :  K  propyl  estere=l'01. 

K  acetate  ester  :  K  propionate  ester^l-O? 
K  propionate  ester  :  K  but^Tate  esters  1 '75 
K  Dutyrate  ester :  K  valerate  ester  s=  2 '93. 

From  these  values  it  is  clear  that  in  the  hydro- 
lysis of  an  ester  R'COOR'  by  means  of  a  strong 
mineral  acid  the  acyl  group  R'CO  has  a  much 
greater  influence  than  the  alkyl  poup  R'  on 
the  velocity  of  hydrolysis  (Hemptmne,  Zeitech. 
physikaL  Chem.  1894,  13,  562).  Lowenherz 
{ibid.  1894,  15,  389)  working  at  a  temperature 
of  40°  found  that  ethvl  formate  is  hydrolysed 
much  more  readily  than  ethyl  acetate  (ratio 
20  : 1) ;  that  methyl  and  ethvl  monochloroace- 
tates  are  hydrolysed  at  much  the  same  rates, 
ratio  I'Ol  :  1,  that  the  ratio  K  ethyl  acetate :  K 
ethvl  monochloroacetate=l*7  and  that  K  ethyl 
dichloroacetate  :  K  ethyl  monochloroaoetate 
=^1*6,  and  that  ethyl  benzoate  is  hydrolysed 
extremely  slowly.  .yui^^cu  u.  l^ 

As  the  result  of  experiments  on  the  hydrolysis 
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of  the  ethyl  esters  of  propionic,  acrylic,  batjrrio, 
orotonio,  /8a-phenylpropionic»  and  dnnamic 
acids  with  dUute  hydrochloric  acid  at  20°. 
WilUams  and  Sudborongh  (Chem.  Soc.  Trans. 
1012,  101,  412)  show  that  the  rate  of  hydrolysis 
of  the  ethyl  ester  of  an  afi  unsaturated  compared 
with  the  rate  for  the  corresponding  saturated 
acid  is  about  1 :  30.  The  difference  is,  however, 
not  nearly  so  marked  when  an  alkali  (barium 
hydroxide)  is  used  as  hydrolysing  agent. 

The  majority  of  chemists  are  of  opinion  that 
the  process  of  hydrolysis  consists  first  of  all  in 
the  formation  of  an  additiye  compound  between 

yOH 
the  ester  and  the  water,  e.a.   R*C^OH  (cp. 

\OBt 
Esterification),  and  the  subsequent  breaking  up 
of  this  into  add  and  alcohol  The  manner  in 
which  the  complex  dissociates,  e,g,  into  water 
and  ester,  or  into  alcohol  and  acid,  will  depend 
largely  on  the  relative  amounts  of  water  and 
alcohol  present.  A  view  put  forward  by 
Stieglitz,  and  supported  by  many  chemists 
(cp.  A.oree  and  Johnson,  Amer.  Chem.  J.  1907, 
38,  335),  is  that  the  ester,  being  a  feeble  base, 
combines  with  the  strong  mineral  acid  used  as 
catalvst,  forming  a  salt,  e,a.  B'CO,£t,HCl,  onlv 
small  amounts  of  such  salts  would  be  formed, 
as  the  base  is  an  extremely  feeble  one.  The 
salt  would  be  ionised  in  the  usual  manner  into 

+ 
CI  ions  and  complex  cations  R'COaEt,!!.     It  is 
these  complex  cations  which  then  react  with  the 
water  and  undergo  hydrolysis 

+  + 

R-CO,Et,H-f-H,0«R'CO,H+EtOH+H 

and  the  assumption  has  to  be  made  that  the 
hydrolysis  of  the  complex  cations  proceeds  more 
rapidly  than  the  hydrolysis  of  the  ester  molecules. 
The  view  that  it  is  the  complex  cation  and  not 
the  unionised  salt  (ester  hydrochloride)  which 
reacts  with  the  water  is  supported  bv  the  fact 
that  the  rate  of  hydrolysis  is  directly  propor- 
tional to  the  concentration  of  the  mineral  acid, 
t.e.  to  the  concentration  of  the  hydrion  and  not  to 
the  square  of  the  concentration  of  the  hydrion. 
The  hydrolysis  of  an  ester  by  means  of  an 
alkali  hydroxide  can  be  represented  by  an 
equation  of  the  type : 

The  reaction  is  non-reversible,  as  the  alkali  salt 
cannot  react  directly  with  the  alcohol,  and  as 
both  ester  and  alkali  are  used  up  as  the  hydrolysis 
proceeds  the  reaction  should  be  bimolecular. 
HydrolysLs  by  alkalis  proceeds  more  rapidly  than 
that  by  mineral  acids  {cp.  Van  Dikjen,  Kec.  trav. 
chim.  1895,  14,  106),  and  is  the  common  method 
used  in  the  laboratory.  The  ester  is  boiled  for 
some  time  with  an  excess  of  sodium  (or  potas- 
sium) hydroxide  solution  in  a  flask  fitted  with  a 
reflux  condenser.  If  the  ester  is  an  oil  only 
sparingly  soluble  in  water,  the  completion  of  the 
reaction  is  denoted  by  the  disappearance  of  the 
oily  layer,  unless  the  alcohol  formed  is  also 
insoluble  in  water.  If,  however,  the  ester 
itself  is  soluble  in  water,  but  has  a  characteristic 
odour,  the  disappearance  of  the  odour  indicates 
complete  hydrolysis.  In  order  to  separate  the 
acid  and  alcohol  formed,  the  mixture  is  (a) 
boiled,  when  the  alcohol  passes  over  together 


with  water,  provided  the  alcohol  is  a  compara- 
tively simple  monohydric  one;  (6)  extracted 
with  ether  if  the  alcohol  is  complex  and  is  not 
readily  volatQe.  To  obtain  the  acid  the  alkaline 
solute  left  after  treatment  (a)  or  (6)  is  acidified 
with  hydrochloric  acid,  when  the  organic  add 
is  directly  precipitated  if  it  is  sparingly  soluble 
in  water,  or  can  be  extracted  with  ether  if 
soluble  in  water. 

An  alcoholic  solution  of  potassium  hydroxide 
is  sometimes  used  for  hydrolysing  purposes, 
especially  when  the  ester  is  practically  msoluble 
in  water. 

The  decomposition  of  esters  by  alkaline 
hydroxide  solutions  is  the  basis  for  the  usual 
methods  for  the  manufacture  of  hard  and  soft 
soaps  {aee  Soap  ;  Saponification),  and  hence  a 
common  name  for  the  process  is  *  daponiJUa- 
tian,^  The  common  fats  are  glyceryl  esters  of 
monobasic  acids  of  high  molecular  weight,  more 
especially  of  palmitic,  stearic,  and  oleic  acids, 
and  on  saponification  yield  the  trihydric  alcohol 
glycerol  and  the  sodium  or  potassium  salts  of 
the  acids,  ^.g, 

C,H5(0-C0-C,  ,H„),H-3NaOH 

=C,H8(OH),+3Ci,H„COONa 

Anderson  and  Brown  (J.  Phys.  Chem.  1916, 
20,  195)  have  studied  the  velodty  of  saponifica- 
tion of  various  fats  in  different  media;  they 
find  that  the  velocity  is  practically  independent 
of  the  molecular  weight  of  the  fat,  but  varies 
considerablv  with  the  solvent  and  of  the  three 
used,  namely,  methyl,  ethvl,  and  amyl  alcohols, 
is  greatest  in  amyl  alcohol. 

The  saponification  of  fat  occurs  in  stages  and 
if  insufficient  alkali  is  used,  the  product  is  a 
mixture  of  unaltered  fat  with  mono-  and  di- 
glycerides  and  free  fatty  acid  (r/.  Fortine  Ci^em. 
^it.  1912, 36, 1117;  Marcusson,  Zeitsch.  angew. 
Chem.  1913,  26,  173). 

Reicher  (Annalen,  1885,  228,  257)  was  one  of 
the  first  to  determine  the  velocity  of  sanonifioa- 
tion  imder  varying  conditions.  When  the  alkali 
and  ester  are  not  used  in  equivalent  quantities 
the  differential  equation  is  of  the  type 
dxJdt=K{a--x)(b-x) 

where  a  and  h  are  the  original  concentrations, 
and  a—x  and  h—x  the  concentrations  at  the 
time  U    When  integrated  this  gives  an  equation 
„         1       ,       b{a-x) 

for  calculating  K.  The  concentration  of  the 
alkali  at  any  given  time  is  determined  by 
titration  with  standard  add  and  the  concentra- 
tion of  the  ester  calculated  from  that  of  the 
alkali,  as  with  an  ester  of  the  type  of  ethyl 
acetate,  the  disappearance  of  each  gram  molecule 
of  alkali  entails  the  disappearance  of  a  gram 
molecule  of  ester  (c/.  Warder,  Amer.  Chem.  J. 
1882, 3, 340  ;  Ber.  1881, 14,  I3U).  The  velodty 
constant  K  can  be  calculated  by  means  of  the 
equation 

^-cr<^''*'c(cpc^ 

where  C,  Cf,  and  Cq^  denote  the  concentration 
of  the  alkali  just  after  mixing,  the  concentration 
after  time  t  and  the  concentration  after  complete 
hydrolysis  (24-48  hours).  -  -y  --  --  ^^  -- 
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Reioher*8  experiments  were  carried  out  at 
9*4°,  and  show  that  the  Telocity  is  practically 
the  same  whether  sodium,  potassium,  or  calcium 
hydroxide  is  used  as  saponifymg  agent.  With 
strontium  or  barium  hydroxide  Uie  velocity 
constants  are  somewhat  smaller  and  with  a 
feeble  alkali,  such  as  ammonium  hydroxide,  the 
value  for  K  is  much  less,  t.g. 

K         :K  =200:1. 

NaOH         NH^OH 

The  leetdts  obtained  by  using  different  esters 
show  that  the  alkyl  group   R'  in  the   ester 

R*C<^Qj^^  influences   the  rate  of  hydrolysis  to 

a  greater  extent  than  it  does  when  mineral  acids 
are  used  for  hydrolysing  ;>  thus  the  values  for 
K  using  sodium  hydroxide  at  9*4°  are  :  methyl 
acetate  3*49,  ethyl  acetate  2'31,  propyl  acetate 
1'92,  Mobutyl  acetate  1*62,  and  t>oamyl  acetate 
1'64.  The  influence  of  the  acyl  group  R<JO  is 
also  marked,  as  shown  by  the  following  values 
for  K  at  14*4°,  using  sodium  hydroxide  and 
ethyl  esters:  acetate  3*2,  propionate  2'8, 
butyrate  1-7,  wobutyrate  1'73,  wovalerate  0-62, 
and  benzoate  0*83.  Later  experiments  by  Sud- 
borough  and  Foilmann  (Chem.  Soc.  Proc.  1897, 
13»  243)  prove  that  the  introduction  of  methyl 
groups  into  the  ethyl  acetate  molecule  retards 
hydrolysis  by  means  of  alcoholic  potassium 
hydroxide,  whereas  the  introduction  of  chlorine 
atoms  facilitates  the  decomposition.  The  in- 
vestigations of  Gyr  (Ber.  1908,  41,  4308)  show 
that  two  or  three  phenyl  groups  in  the  ethyl 
acetate  molecule  also  retard  hydrolysis,  whereas 
the  ethyl  ester  of  phenylacetic  acid  is  hydrolysed 
more  readily  than  ethyl  acetate  itself.  The 
results  obtained  by  Hjelt  (Ber.  1896,  29,  1864) 
with  substituted  derivatives  of  ethyl  malonate 
also  show  that  the  introduction  of  an  alkyl 
group  into  the  ethyl  malonate  molecule  retards 
hydrolysis,  and  that  when  two  such  groups  are 
present  the  effect  is  stUl  more  noticeable.  The 
influence  of  the  strength  of  the  acid  from  which 
the  ester  is  derived  idso  appears  to  be  a  deter- 
mining factor.  The  investigations  of  Kellas 
(Zeitsch.  physikal.  Chem.  1897,  24,  243)  on  the 
hydrolysis  of  ethyl  esters  of  substituted  benzoic 
acids  show  that  the  esters  of  many  substituted 
benzoic  acids  are  hydrolysed  by  alcoholic  potash 
more  readily  than  ethyl  benzoate  itself.  This 
appears  to  be  true  of  all  esters  derived  from 
acids  much  stronger  than  benzoic  acid,  e.g,  the 
bromo-,  chloro-,  and  nitro-benzoic  acids,  but 
does  not  hold  good  when  the  esters  are  derived 
from  acids  with  small  dissociation  constants, 
e.g,  the  toluic  acids.  Kellas's  results  also  show 
that  when  the  rates  of  hydrolysis  of  a  group  of 
three  isomeric  esters  are  compared  the  ortho- 
compounds  are  invariably  hydrolysed  more 
slowly  than  the  isomeric,  meta-,  and  para-  com- 
pounds, even  when  the  ortho-  acid  is  a  much 
stronger  acid  than  the  isomers. 

Findlay  ana  Turner  (Chem.  Soc.  Trans.  1906, 
87,  747)  and  Findlay  and  Hickmans  (ibid,  1909, 
96,  1004)  show  that  an  a-hydroxyl  group 
increases  the  readiness  with  which  the  ester  is 
hydrolysed  by  alkalis.  The  ratio  K  ethyl 
glycollate  :  K  ethyl  acetate=H-6 ;  and  K  ethyl 
.  lactate :  K  ethyl  propionate=  1 1  -9,  and  K  methyl 
mandelate  :  K  methyl  phenylacetate=5'7.  The 
introduction  of  a  pnenyl  ffroup  in  the  a- 
position    does    not    necessarily    increase    the 


rate  of  hydrolysis.  The  ratio  K  < 
acetate  :K  etikyl  acetate=l-9,  but' K  etfiyl 
mandelate :  K  ethyl  glycollate =0*88.  It  is 
shown  that  there  is  no  direct  proportionality 
between  the  affinity  constant  of  the  acid  and 
the  saponification  constant  of  its  ester,  although 
in  any  given  series  of  compounds  the  two  con- 
stants follow  the  same  order.  Palomaa  (Chem. 
Soc.  Abstr.  1914,  L  136)  shows  that  with  esters 
which  contain  an  oxwen  atom  in  the  chain 
(whether  as  OH,  OR,  CO,  or  0)  the  velocity  of 
hydrolysis  by  mineral  acids  is  reduced  to  a 
minimum  when  the  oxygen  atom  is  in  the  B- 
position  with  respect  to  the  ester  group.  On 
the  other  hand,  a  oyano  group  always  has  a 
retarding  effect  on  the  hydrolysis  of  an  ester 
by  dilute  hydrochloric  acid,  and  the  effect  is 
more  pronounced  in  the  a-  than  in  the  ^- 
position  (Amer.  J.  Sci.  1914,  [iv.]  37,  614). 
Brushel  and  Dean  (ibid.  1912,  [iv.]  34,  293) 
show  that  in  the  case  of  acetic  acid  the  rate  of 
hvdrolysis  is  increased  by  the  "introduction  of 
the  hydroxy  group,  but  retarded  by  an  alkyloxy 
group.  The  introduction  of  hydroxy  groups 
into  the  butyric  acid,  on  the  other  hand,  had  a 
retarding  effect  fDean,  ibid.  1914,  [iv.]  37,  331). 
For  hydrolysis  oi  halogenated  esters,  see  Drushel, 
ibid.  1912,  [iv.]  34,  69;  for  hydroxy  and 
alkyloxy  derivatives  of  propionic  acid,  ibid. 
1913,  [iv.]  36»  486.  When  alkali  is  used  for 
hydrolysing  the  esters  of  hydroxy  adds  (ibid, 
606)  the  esters  derived  from  strong  acids  are 
more  readily  saponified  than  those  from  weak. 
The  results  obtained  by  different  authorities 
point  to  the  general  conclusion  that  two  factors 
at  least  determine  the  rate  of  hydrolysis  of 
ethyl  esters  by  alkalis  or  acids,  (a)  The  com- 
plexity of  the  acyl  group,  esjpecially  as  regards 
the  presence  of  substituents  m  close  proximity 
to  the  carbonyl  group,  eg.  in  the  a-position 
in  aliphatic,  the  ortho-  position  in  aromatic, 
and  probably  the  cis-  position  in  unsaturated 
esters,  (h)  The  strength  of  the  acid  from  which 
the  ester  ia  derived.  When  mineral  acids  are 
used  as  hydrolysing  agents  the  rate  of  1  ^ 
appears  to  be  determined  largely  by  the 
factor,  although  the  second  factor  also  has  an 
effect,  as  shown  by  the  fact  that  ethyl  trichloro- 
acetate  is  hydrolysed  more  readily  than  the 
dichloroacetate.  When  alkalis  are  used  and 
also  probably  when  water  alone  is  used,  the 
second  factor  has  a  much  more  marked  effect 
than  when  acids  are  used ;  the  effect  is  so  marked 
in  certain  cases  that  the  influence  of  the  first 
factor  is  almost  completely  obscured,  e.g.  with 
the  esters  of  the  cmoroacetic  acids,  of  the 
a-hydroxy  acids  and  of  nitro  substituted  benzoic 
acids. 

The  generalisation  drawn  by  V.  M^r 
(Ber.  1896,  28,  1263;  (^.  Wegscheider,  ibid. 
2366)  viz.  that  there  is  a  simple  relationship 
between  the  rate  of  hydrolysis  of  an  ester  by 
alkalis  and  its  rate  of  formation  by  the  catalytio 
method  of  esterification  does  not  hold.  It  is 
highly  probable  that  there  may  be  a  relation- 
ship  between  the  rate  of  esterification  of  an  acid 
by  the  direct  method  and  the  rate  of  saponifica- 
tion of  the  ester,  and  also  a  relationship  oetween 
the  rate  of  hydrolysis  of  the  ester  by  acids  and 
the  rate  of  esterification  by  the  catalytic  method. 
No  relationship  between  the  rate  of  saponifi- 
cation   or    by   hydrolysis   by  acids    and  "^fhe 
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oonatitution  of  the  alkyl  group  R'  in  the  ester 

R'C<^QT>f  can  be  deduced  as  the  data  available 

are  not  sufficiently  numerous. 

Since  sodium,  potassium,  and  calcium 
hydroxides  as  saponifying  agents  have  practi- 
cally the  same  effect  when  solutions  of  equivalent 
strengths  are  used,  the  conclusion  has  been 
drawn  that  the  hydrolysis  is  due  to  the  hydrozyl 
ions  present.  The  reaction  cannot  be  a  simple 
addition  of  the  alkali  to  the  ester  followed  oy 
the  elimination  of  alcohol,  as  then  the  reaction 
with  calcium  hydroxide  would  be  termolecular 

2RCO,Et+Ca(OH),=(RCO,),Ca+2EtOH 

whereas  it  can  be  shown  to  be  bimolecular. 

It  is  possible  that  the  reaction  consists  in 
the  addition  of  water  (not  alkali)  to  the  ester 
and  the  subsequent  resolution  of  this  complex 
into  acid  and  alcohoL  The  alkali  in  this  case 
would  act  first  as  a  catalyst,  and  secondlv 
as  a  base  for  neutralising  the  acid  formed. 
According  to  Acree  (Amer.  Chem.  J.  1907,  38, 
344)  the  ester  can  function  as  a  feeble  acid  and 
form  small  amounts  of  salts  with  the  alkali, 
e.g. 

CH,-C<9p,  KOH  r>  CH.-C^OH  +K 


and  it  is  the  complex  anion  which  reacts  with  the 
water  yielding  the  anion  of  the  acid  and  alcohol 

CH.-C^OH  =  CH,C<^  +  R-OH 
\0R  ^ 

Esteis  of  dibasic  adds.  J.  Meyer  (Zeitsch. 
physikal.  Chem.  1909,  66,  81,  and  67,  257)  by 
the  study  of  the  hydrolysis  of  esters  of  dibasic 
acids  (tartaric,  succinic,  and  camphoric)  with 
hydrochloric  acid  as  catalyst,  has  been  able  to 
prove  that  the  reaction  proceeds  in  two  distinct 
stages :  (a)  normal  ester -fwater->acid  ester 
+ alcohol ;  (6)  acid  ester — ^water->acid+ alcohol. 
With  the  ethyl  esters  of  symmetrical  dibasic 
acids,  e.g.  tartaric  and  succinic,  the  whole 
reaction  appears  to  be  unimolecular  as  the 
velocity  constant  for  the  first  stage  is  almost 
exactly  double  that  for  the  second  stage,  and 
the  whole  is  pseudo-  unimolecular.  In  the  case  of 
ethyl  camphorate,  the  ester  of  an  unsymmetrical 
acid,  the  two  stages  proceed  at  very  different 

CH,CMc(CO,Et). 
rates,  the  normal  ester,  I  ^CMe,, 

CH,-CH(CO,Et)/ 
is  rapidly  hydrolysed  to  the  acid  ester, 

CH,CMe(CO,Et)v 

CH(COaH)/ 

but  this  latter  is  fairly  stable,  and  the  method  is 
a  convenient  one  f o^  the  preparation  of  the  acid 
ester.  For  different  esters  of  the  same  acid  the 
influence  of  the  alcoholic  group  on  the  rate  of 
esterification  is  scarcely  noticeable,  whereas  the 
constitution  of  the  actyl  group  has  a  marked 
effect.  Experiments  carried  out  with  the  same 
esters  using  alkali  hydroxide  as  hydrolysing 
agent  show  that  here  also  the  reaction  proceeds 
in  two  distinct  stages,  but  the  relationship 
between  the  velocity  constants  of  the  two  is 
not  so  simple  as  when  hydrochloric  acid  is  used. 
With  ethyl  malonate  the  first  stage  proceeds 
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about  100  times  as  quickly  as  the  second,  but 
with  ethyl  succinate  the  ratio  is  about  10 :  I, 
and  in  neither  case  can  the  whole  process  be 
represented  as  a  simple  bimolecular  reaction. 
With  the  esters  derived  from  symmetrical  di- 
hvdric  alcohols,  eg.  glycol  diacetate  C,H4(OAo)t» 
although  the  saponification  proceeds  in  two 
distinct  stages  the  velocity  constants  of  the 
two  stages  bear  a  simple  relationship  to  one 
another,  eg.  2  : 1,  and  hence  the  whole  appears 
to  be  a  bimolecular  reaction.  The  same  holds 
good  for  the  hydrolysis  of  glyceryl  triacetate, 
where  the  three  distinct  stages  proceed  at  the 
relative  rates  3:2:2. 

Esters  of  sulphonie  adds.  Esters  of  sulphonio 
acids  can  also  be  hydrolysed  by  water,  mineral 
acids,  or  alkalis,  and  since  most  of  the  sulphonio 
acids  are  very  strong  acids,  their  esters  are 
hydrolysed  quite  readily  by  water  alone.  The 
esters  are  also  converted  into  the  corresponding 
acids  when  heated  with  alcohol  (Krafft  and  Roos, 
Ber.  1892,  25,  2225 ;  Kastle  and  Murrill,  Amer. 
Chem.  J.  1895,  17,  290),  a  reaction  in  which  an 
alkyl  ether  is  also  formed 

RSOjOEt-fEtOH=RSOgOH-fEt,0 

This  decomposition  proceeds  slowly  at  the 
ordinary  temperature,  and  is  brought  about 
more  readily  by  methyl  than  by  ethyl  alcohol. 

Kastle,  Murrill,  and  Frazer  (Amer.  Chem. 
J.  1897, 19,  894)  have  shown  that  0*1  iV-solutions 
of  sulphuric  and  acetic  acids  have  no  effect  on 
the  hydrolysis  of  esters  of  sulphonio  acids  by 
water.  Hydrochloric  and  hydrobromic  acids, 
on  the  other  hand,  have  an  apparent  retarding 
effect,  but  this  is  due  to  the  fact  that  the 
halogen  hydracids  can  react  with  the  ester 
according  to  the  equation  : 

R-SO,OEt+HCl^SO,OH+EtCl 

a  reaction  which  does  not  affect  the  total  acidity 
of  the  solution.  A  more  detailed  investigation 
has  proved  that  this  second  reaction  proceeds 
more  rapidly  and  to  a  greater  extent  than  the 
hydrolysis  of  the  ester  by  water.  The  hydrol3rsis 
of  a  smphonic  ester  by  means  of  a  large  excess 
of  water  or  alcohol  in  acetone  solution  gives 
concordant  values  for  K  when  the  equation  for 
a  monomolecular  reaction  is  used.  Alkalis  are 
much  more  efficient  hydrolyang  agents  than 
water  for  sulphonio  esters ;  this  may  be  due  to 
the  alkali  acting  independently  of  the  water  or 
to  the  alkali  catalytically  affecting  the  hydrolysis 
by  water.  The  constants  at  25®  for  methyl 
benzenesulphonate,  using  water  and  ^-potassium 
hydroxide  solution,  are  1 :  90  (Wegscheider  and 
Furcht,  Monatsh.  1902,  23,  1903).  When  the 
neutral  ester  of  a  mixed  carboxylio  sulphonic 
acid  is  hydrolysed.  e.g.  0EtS0,-C,H4-C0,Et, 
the  'SOa'OEt  group  is  hydrolysed  much  more 
readily  than  the  -OOgEt  group,  and  an  add 
ester  of  the  type  OH'SOa'CeHf'CO.Et  is  formed. 
Esters  can  also  be  hydrol^ed  by  water  with 
finely  divided  metals  as  catalysts,  e.g,  Ndkon 
(Amer.  J.  physiol  1903,  10,  191)  has  shown 
that  platinum  black  accelerates  the  hydrolysis 
of  ethyl  butyrate  by  water.  The  reaction  is, 
however,  very  slow,  and  increases  with  the 
amount  of  platinum  present.  The  maximum 
effect  is  obtained  at  50°,  and  the  activity  of 
the  catalyst  is  readily  destroyed  by  various 
*  poisons.  *    The  reaction  is  reversible  as  platinum 
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black  can  also  accelerate  the  efiterification  of 
butyric  acid  in  ethyl  alcoholic  solution. 

Sabatierand  Maihle  (Compt.  rend.  1911, 152, 
494)  have  shown  that  titanium  dioxide  is  a  good 
catalyst  for  the  conversion  of  acids  and  alcohols 
into  esters.  The  method  adopted  is  to  allow 
a  mixture  of  molecular  quantities  of  the  vapours 
of  the  two  compounds  to  pass  over  a  column  of 
the  dioxide  kept  at  280''-^00°.  The  yield  of 
ester  is  much  the  same  as  in  Berthelot  and 
Menschutkin's  experiments,  but  the  process  is 
extremely  rapid.  The  reaction  is  reversible,  and 
using  equivalent  quantities  of  acid  and  alcohol 
an  approximately  70  p.c.  yield  of  ester  was 
obtained  in  most  cases  examined.  A  similar 
method  may  also  be  used  for  hydrolysis  of 
esters.  It  consists  in  allowing  a  mixture  of  the 
vapour  of  the  ester  with  an  excess  of  steam  to 
pass  over  the  titanium  dioxide  at  280''-^300°. 

Similar  results  can  be  obtained  with  thorium 
oxide  as  catalyst  provided  aromatic  acids  of  the 
type  of  benzoic  are  used  (ibid.  358). 

Certain  neutral  metallic  salts  also  act  cata- 
lytically  on  the  hydrolysis  of  esters  by  water 
(Kellog,  J.  Amer.  Chem.  Soc.  1909,  31,  403,  886). 
The  raits  which  have  been  investigated  are 
potassium  chloride,  bromide,  and  io<ude.  The 
catalytic  effects  are  comparatively  small  when 
compared  with  those  of  strons  acids,  the  chloride 
has  the  greatest  effect  and  the  iodide  the  least, 
and  when  the  concentration  of  the  salt  reaches 
a  certain  value  the  catalytic  effect  is  negative. 

Holmes  and  H.  C.  Jones  (J.  Amer.  Chem. 
Soc.  1916,  38,  105),  working  with  aqueous  solu- 
tion of  methyl  acetate  and  methyl  formate,  show 
that  salts  with  water  of  crystallisation  have  a 
greater  effect  in  increasing  the  velocity  of 
hydrolysis  than  salts  which  crystallise  anhydrous. 
Certain  salts  such  as  Li,S04,  Nal,  SrBr,, 
LiBr,,  liBr,  and  KI  produce  retarding  effects. 
On  dilution  the  effect  with  salts  having  water 
of  crystallisation  decreases  more  rapidly  than 
with  salts  which  crystallise  anhvdrous,  and  this  | 
shows  that  the  decomposition  of  the  esters  can-  ' 
not  be  due  to  the  hydrolysis  of  the  salts  alone. 

Hydrolysis  of  halogen  derivatives.  The 
hydrolysis  of  chloroacetic  acid  CH,Cl*CO,H  and 
of  its  sodium  salt  to  glycollic  acid  OH-CH^'COaH 
has  been  studied.  With  water  at  high  tempera- 
tures the  reaction  is  unimolecular  and  non- 
reversible, and  when  salts  of  the  acid  are  used 
the  velocity  appears  to  be  independent  of  the 
base  with  which  the  chloroacetic  acid  is  com- 
bined. The  velocity  coefficients  of  N-,  0*3  N-, 
and  0*1  ^-solutions  of  salts  of  monochloro-  and 
monobromoacetic  acids  are  inversely  propor- 
tional to  the  affinity  constants  of  the  two  acids. 
The  rate  diminishes  with  dilution  and  reaches 
a  minimum  at  about  0*1  N-,  and  from  that  point 
to  v=1000  the  velocity  of  decomposition  is 
practically  constant  (Kastle  and  Keiser,  Amer. 
Chem.  J.  1893,  16,  471). 

Senter  (Chem.  Soc.  Trans.  1907,  91,  460)  has 
shown  that  ^-solutions  of  hydrochloric  acid 
and  neutral  salts  have  but  little  effect,  and  that 
the  hydrolysis  of  the  monochloroacetic  acid  is 
directly  proportional  to  the  concentration  of 
the  acid  within  wide  limits.  At  102°  it  is 
shown  that  the  reaction  is  strictly  unimolecular 
in  dilute  solution,  but  that  slight  deviations  are 
met  with  in  more  concentrated  solutions.  The 
reaction  is  presumably  between  unionised  water 


and  unionised  acid,  and  when  the  sodium  salt  is 
used  the  reaction  is  between  unionised  water 
and  both  um'onised  salt  and  the  anion.  When 
sodium  hydroxide  is  used  for  hydrolysis  at  102° 
the  reaction  is  bimolecular  in  dilute  solutions, 
although  deviations  are  met  with  in  more 
concentrated  solution,  and  the  reaction  with  the 
alkali  proceeds  some  10  times  as  fast  as  with 
water  alone.  For  comparison  of  rates  of 
various  a-bromo  acids  and  sodium  salts,  ep. 
Chem.  Soc.  Trans.  1909,  95,  1835.  The 
velocity  reaction  between  the  sodium  salt  of  the 
acid  and  water  is  appreciably  increased  by  the 
introduction  of  methyl  and  ethyl  groups  into 
the  acid  molecule,  whereas  the  reaction  between 
the  sodium  salt  and  sodium  hydroxide  is  re- 
tarded by  the  presence  of  alkyl  substituents. 

The  esters  of  imino  acids  can  be  hydrolysed 
in  two  different  ways  : 

(1)  R-C<^^,+H,0  ->  RC<gj^,-fNH, 

(2)  R-C<^R' ->  R-Cr'N+R'OH 

The  former  reaction  is  enormously  accelerated 
by  acids  and  the  latter  by  alkalis.  According  to 
Steiglitz  (Amer.  Chem.  J.  1908,  39,  29,  166)  the 
former  reaction  consists  in  the  hydrolysis  of  the 

complex  cation  (R'C(:  NH)OR',H),  and  the  latter 
in  the  decomposition  of  the  anion  R'C(:  N)'OR'. 
The  effect  of  alkalis  is  much  more  pronounced 
than  that  of  acids.  When  water  alone  is  used  it 
is  the  non-ionised  ester  which  is  decomposed. 

3.  Hydrolysis  of  aeyl  derivatives.    The  chlo- 
rides, amides,  anilides,  and  anhydrides  of  organic 
acids  can   be  hydrolysed  in   much  the  same 
manner  as  esters,  e.g. 
R-CO-a+HOH=R-COOHH-Ha 

RCONHPh-fK-OH=RCOOK-fNH,Ph 
As  a  rule  the  derivatives  of  aliphatic  acids  arc 
hydrolysed  more  readily  than  those  derived 
from  aromatic  acids,  e,g.  acetamide  more  readily 
than  benzamide.  The  hydrolysis  is  usually 
effected  by  boiling  with  alkali  hydroxide,  but 
the  presence  of  ortho-  substituents  in  deriva- 
tives of  benzoic  acid  retards  hydrolysis  to  an 
appreciable  extent  (V.  Meyer,  Ber.  1894,  27, 
2153  ;  Sudborough,  Chem.  Soc.  Trans.  1894,  65, 
1030;  1895,  67,  587;  1897,  71,  229;  Reed, 
Amer.  Chem.  J.  1899,  21,  281).  When  two  such 
substituents  are  present  the  amide  cannot  be 
hydrolysed  by  boiling  with  potassium  hydroxide 
solution,  but  the  hydrolysis  may  be  accomplished 
by  heating  with  concentrated  hydrochloric  or 
hydrobromic  acid  under  pressure  in  sealed  tubes. 
One  of  the  most  convenient  methods  for  con- 
verting a  diortho-  substituted  benzonitrile  into 
the  corresponding  acid  is  to  hydrolyse  to 
the  amide  RCN+H,0=R-CONH,  by 
heating  at  120''-130°  with  90  p.c.  sulphuric 
acid,  and  when  cold  to  replace  the  amino  group 
by  hydroxyl  by  the  addition  of  sodium  nitrite 
solution  (Bouveault,  Bull.  Soc.  chim.  1892,  [iii.] 
9,  368 ;  Sudborough,  Chem.  Soc.  Trans.  1895, 
67,  602). 

The  hydrolysis  of  acetamide  by  hydrochloric 
acid  has  been  studied  by  Acree  and  Nirdlinger 
(Amer.  Chem.  J.  1907,  38, 489).  The  amount  of 
hydrolysis  after  given  intervals  of  time  was 
determined  by  introducing  known  volumes  of 
the  reaction  mixture  into  a  Lunge  nitrome^ 
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containing  sodium  hypobromite  Bolution  and 
meaauring  the  nitrogen  evolved.  Their  results 
show  that  at  65°  the  reaction  is  practically 
unimoleoular  when  dilate  solutions  are  used,  but 
that  the  ^ues  for  K  tend  to  increase  with  the 
time,  probably  owinff  to  a  slight  catalytic  effect 
of  the  ammonium  cmoride  formed  on  hydrol^mis. 
These  chemists  conclude  that  the  hydlrolysis  of 
an  acid  amide  by  mineral  acids  is  analogous  to 
the  hydrolysis  of  an  ester  or  the '  inversion  of 
cane  sugar  by  acids,  and  that  the  first  stage 
consists  in  the  formation  of  a  small  amount  of 
salt  between  the  acid  and  the  amide,  the  final 
stage  consisting  in  the  hydrolysis  of  the  complex 
cation  derived  from  the  sialt. 

CH,CONH,+H-|-a+H,0 

^  CHaCONH.+H.O+Cl 

-»  CHaCOjH+NH^+d 

Croker  and  Lowe  (Chem.  Soc.  Trans.  1907, 
91,  593,  952)  have  studied  the  hydrolysis  of  the 
amides  of  the  simple  aliphatic  acids  with  hydro- 
chloric acid,  and  also  with  sodium  hydroxide 
solution,  using  the  electrical  conductivity 
method  in  order  to  determine  the  amount  of 
amide  hydrolysed.  The  order  of  the  amides 
when  hydrochloric  acid  is  used  is  formamide, 
propionamide,  acetamide,  Mobutyramide,  capro- 
namide,  butyramide,  and  valeramide  ;  but  with 
sodium  hyoroxide  the  order  is  formamide, 
acetamide,  propionamide,  capronamide,  butyra- 
mide, itfobutyramide,  and  valeramide,  in  both 
cases  formamide  is  the  amide  most  readily 
h;i^droly8ed,  and  in  every  case  the  hydrolysis 
with  amali  proceeds  more  rapidly  than  that  with 
hydrochloric  acid  under  similar  conditions. 

The  hydrolysis  of  an  aliphatic  nitrile  by 
either  acids  or  alkalis  occurs  in  two  distinct 
stages,  the  intermediate  product  being  the  acid 
amide.  The  first  reaction  t€ikes  place  much 
more  slowly  than  the  second,  and  is  the  one 
actually  measured  when  hydrochloric  acid  is 
used  as  catalyst  (Kilpi,  Zeitsch.  physikal.  Chem. 
1914,  86,  641 ;  for  alkaline  hy^lysis  c/.  ibid, 
p.  740). 

E.  Fischer  (Ber.  1898,  31,  3266)  has  pointed 
out  that  uric  acid  and  similar  cyclic  nitrogen 
derivatives  are  less  readily  hydrolysed  by 
dilute  alkalis  than  their  alkylated  derivatives,  e.g, 
1:3:  9-trimethyl  uric  acid.  Similarly  the  amide 
and  methyl  ester  of  the  methvl  ether  of  salicylic 
acid  are  more  readily  hydrolysed  than  the 
corresponding  derivatives  of  salicylic  acid  itself, 
and  in  all  such  cases  the  compounds  most 
resistant  to  the  hydrolysing  agent  are  those 
which  can  form  metallic  salts  with  the  alkalis. 

These  facts  support  Stieglitz's  view  that  in 
hydrolysis  by  alkalis  a  salt  of  the  alkali  and 
amide  (or  ester)  is  formed  and  that  the  complex 
anion  of  this  salt  undergoes  hydrolysis.  When 
the  amide  or  ester  contains  a  replaceable 
hydrogen  atom,  salt  formation  of  a  different 
type  occurs,  and  the  characteristic  complex 
amon  is  not  formed. 

Most  compounds  of  the  type  of  alkylated 
acid   amides,   e.g.    compounds    containing   the 

grouping*    C'C<q        ',    can    be    hydrolysed. 
Thus  hippuric  acid  (benzoylglycine) 
CjHjCONHCHsCO.H 


is  hydrolysed  to  benzoic  acid  and  glycine  hydro- 
chloride when  boiled  with  concentrated  hydro- 
chloric  acid.  The  hydrolysis  of  naturallv 
occurring  protein  derivatives  by  means  of  adds 
or  alkalis  consists  in  the  addition  of  water  to 
such  groups  and  the  subsequent  resolution  into 
simpler  cleavage  products,  ultimately  into  amino 
acids  (ftee  ^tOTEnrs).  (For  hydrolysis  of 
sulphonic  acids,  cp.  Crafts,  Bull.  Soc.  chim.  1907, 
[iv.]  1,  917.) 

4.  Hydrolysis  of  di- and  poly-saeebaroses.  As 
a  rule  compounds  of  the  ether  type,  i.e.  com- 
pounds containing  two  alkyl  or  substituted  alWl 
sroups  attached  to  oxygen,  are  not  readily 
hydrolysed  when  boiled  with  alkali  or  acid 
solutions. 

All  the  carbohydrates  of  the  di-  or  poly- 
saccharose  type  take  up  water  when  warmed 
with  dilute  mineral  acid  and  are  resolved  into 
mono-saccharoses.  The  best  known  examples 
are: 

sucrose  (cane  sugar) -f  water 

=glucose  (dextrose) -j- fructose  (Isevulose) 
malt  sugar-f-water=dextro8e 
lactose  (milk  sugar) -f  water 

= dextrose +galacto8e. 
All  these  reactions  can  be  represented  by  the 
equation : 

CiaH„Oii+H,0=C,Hi,0,+C.Hi,0. 

Starch  is  also  hydrolysed  bv  dilute  mineral 
acids  yielding  as  final  product  dextrose  : 

(C,HioQ«)n+n(H,0)    n(C.H„0,) 

The  hydrolysis  of  cane  sugar  (sucrose)  by 
means  of  dilute  mineral  acid  hi^  been  examined 
in  detail ;  it  is  usually  referred  to  as  the  inver- 
sion of  sucrose,  as  the  optical  rotatory  power 
changes  from  -f  to  —  during  the  reaction.  The 
investigations  of  Wilhebny  (P<^.  Ann.  1860, 
81,  413,  499)  proved  that  m  dilute  solution  the 
amount  of  sugar  inverted  is  proportional  to  the 
amount  present,  or,  in  other  words,  the  reaction 
is  unimolecular.  The  method  of  determining 
the  concentration  of  the  sucrose  at  any  given 
time  is  based  on  polarimetric  readings.  If  the 
original  rotation  of  the  sucrose  solution  be 
-f  x**,  and  after  complete  inversion  be  J— y®,  then 
the  total  change  is  x-^-y^.  If  after  an  interval 
of  time  t  the  rotatory  power  of  the  solution  is 
-f  2°,  then  the  fraction  of  sucrose  which  has 

undexgone  inversion  is  —  ?,  and  the  velocity 

constant  can  be  determined  by  substituting  the 
values  for  t,  Co,  and  C^  in  the  equation 

K=l/nogeCaQ 
whero  Co  represents  the  concentration  of  the 
sucrose  at  the  beginning,  and  can  be  expressed 
by  x-hy,  Q  represents  the  concentration  at 
time  i,  and  is  equal  to  x—z.  The  velocity  of 
inversion  is  directly  proportional  to  the  con- 
centration of  the  hydrochloric  acid,  and  increases 
with  rise  in  temperature.  J.  Meyer  (Zeitsch. 
physikal.  Chem.  1908,  62,  59)  states  that  the 
reaction  between  sucrose  and  dilute  mineral  acid 
is  not  a  simple  unimolecular  reaction,  but  is 
complicated  by  the  mutarot«tion  of  the  glucose 
and  fructose. 

Hudson  (J.  Amer.  Chem.  Soc.  1908,  30, 1166), 
on  the  other  hand,  claims  that  the  reaction  is 
t3rpically  unimolecular,  a^d  that  ,tho  question 
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ol  mutftrotation  doee  not  anfic,  ob  both  the 
a-gluoose  and  a-frnctose  first  formed  undergo 
mutarotation  immediately  in  the  presence  of 
the  acidj  giving  the  usual  rotatory  values  for 
invert  sugar.  Even  in  the  earuer  readings 
deviations  from  the  unimolecular  reaction  are 
not  encountered  (r/.  also  Rosanofif,  daric  and 
Sibley,  J.  Amer.  Chem.  Soc.  1911,  33,  IW 1). 

The  hydrolysis  of  other  di-saocharoses,  and 
even  of  glucosidee  by  dilute  mineral  acids,  also 
follows  Wilhelmy's  Law,  but  the  relative  rates 
are  very  different;  the  following  values  have 
been  ootained  for  iV-sulphurio  acid  at  20^: 
lactose  1,  maltose  1*27,  sucrose  1240;  or  again 
a-methylglucoside  100,  and  j9-methy]glucoside 
170.  The  hydrolysis  of  carbohydrates  by 
means  of  dilute  mineral  acids  is  the  basis  of 
certain  commercial  methods  for  the  manufacture 
of  glucose.  Large  quantities  of  this  carbo- 
hydrate are  manufactured  by  boiling  starch 
{e.g.  potato  or  maize  starch)  with  dilute  sulphuric 
acid,  removing  the  acid  by  precipitating  as 
calcium  sulphate  and  evaporating  the  clear 
solution  under  reduced  pressure. 

Neutral  salt  action.  The  investigations  of 
Ostwald  (J.  pr.  Chem.  1883,  [ii.]  28,  460),  Spohr 
{ibid.  1886,  [ii.]  33,  265),  and  Arrhenius  (Zeitsch. 
physikal.  Chem.  1889,  4,  234;  1899,  31,  207) 
prove  that  the  addition  of  a  substance  which  is 
largely  ionised  in  aqueous  solution  accelerates 
the  hydrolysis  of  esters  or  of  carbohydrates  by 
aqueous  solutions  of  strong  acids.  This  has 
been  proved  by  the  addition  of  metallic  chlo- 
rides to  mixtures  in  which  hydrogen  chloride 
is  the  catalyst,  the  addition  of  bromides  to 
hydrogen  bromide,  and  of  nitrates  to  nitric  acid, 
llie  majority  of  chlorides  have  much  the  same 
effect  if  readily  ionised,  whereas  a  salt  such  as 
mercuric  chloride,  which  is  only  partially 
ionised,  has  a  much  feebler  action.  Non- 
electrol3rtes,  such  as  methyl  and  ethyl  alcohols 
have  but  little  effect  on  the  hydrolytic  activity  of 
hydrogen  ions.  The  neutral  salt  action  has 
been  shown  to  be  independent  of  the  con- 
centration of  the  compound  hydrolysed,  and 
is  stated  to  be  proportionately  greater  the 
more  dilute  the  acia  solution,  but  Lunden 
(Med.  Nobel  Institut.  1910,  2)  disputes  this 
statement. 

Caldwell  (Proc.  Roy.  Soc.  1906,  A,  78,  272), 
working  with  weight  normal  solutions,  shows 
that  the  presence  of  metallic  chlorides  increases 
the  catalytic  activity  of  hydrogen  chloride  on 
the  inversion  of  cane  sugar,  and  that  calcium 
chloride  has  the  most  pronounced  effect.  Similar 
effects  on  the  activity  of  nitric  acid  are  produced 
by  nitrates  (Whymper,  ibid.  1907,  A,  79, 
576).  Salts  also  tena  to  increase  the  activity 
of  hydrogen  chloride  when  used  as  a  catalyst 
in  the  hydrolysis  of  methyl  acetate  (Armstrong 
and  Watson,  ibid.  1907,  A,  79,  579),  but  their 
effect  is  not  so  marked  as  in  the  case  of  the 
inversion  of  sucrose  {cp.  Armstrong,  ibid.  1908, 
A,  81,  90 ;  Armstrong  and  Crothers,  ibid.  102). 
According  to  Armstrong  and  Caldwell  the  salts 
act  by  removing  part  of  the  water  in  the  form  of 
defimte  hydrat^  compound,  and  in  this  manner 
increase  the  concentration  of  the  reacting  sub- 
stance. Senter  (Chem.  Soc.  Trans.  1907,  91,  462) 
is  of  opinion  that  this  view  cannot  be  correct, 
«  as  the  relative  neutral  salt  action  of  different 
salts  is  not  that  of  their  ordinary  degree  of 


hydration  (e/.  chlorides  and  nitrates),  and  as  In 
equivalent  solutions  the  effect  is  practically 
independent  of  the  nature  of  the  salt  {cp.  Jones, 
Zeitsch.  physikal.  Chem.  1906,  55,  355,  429). 
A  further  argument  used  by  Senter  is  that  where- 
as rise  of  temperature  affects  hydration  to 
an  appreciable  extent,  alteration  of  temperature 
has  out  little  effect  on  neutral  salt  action.  It 
is  concluded  that  probably  the  earlier  sugges- 
tion of  Arrhenius  is  correct,  namely,  that  the 
ions  of  the  neutral  salt  have  some  action  on 
the  hydrions  or  hydroxyl  ions  of  the  catalyst. 

Reed  (Amer.  Chem.  J.  1899,  21,  342)  states 
that  neutral  salts  retard  the  hydrolysis  of  acid 
amides  by  alkalis;  and  Arrhenius  (Zeitsch. 
physikal.  Chem.  1887,  1,  110)  and  Spohr  {ibid. 
1888,  2,  1194)  claim  that  the  same  effect  is  pro- 
duced by  salts  on  the  rate  of  hydrolysis  of  esters 
by  alkaUs.  Senter,  on  the  other  hand  {l.c.  473), 
shows  that  they  accelerate  the  hydrolysis  of 
sodium  chloroacetate  by  sodium  hycuoxide. 
Since  neutral  salts  have  no  effect  on  the  decom- 
position of  sodium  chloroacetate  by  water,  it 
is  claimed  that  the  effect  of  the  salts  cannot  be 
due  to  their  action  on  the  reacting  substance 
(the  chloroacetate),  and  probably  is  due  to  thedr 
action  on  the  hydroxyl  ions  (c/.  ^tsch.  physikal. 
Chem.  1910,  70,  517). 

5.  Hydrolysis  by  mzymes.  Many  of  the 
hydrolytic  processes  induced  by  aqueous  solu- 
tions of  acidi9  or  alkalis  can  also  be  brought  about 
by  certain  complex  organic  substances  found  in 
animal  and  plant  tissues.  Such  substances  are 
termed  unorganised  ferments  or  enzymes ;  they 
act  not  merely  as  catalysts  in  processes  of  hydro- 
lysis, but  certain  of  them  induce  processes  of 
oxidation — the  oxidases — and  others  can  effect 
complex  decompositions  as  exemplified  by  the 
decomposition  of  glucose  into  ethyl  alcohol  and 
carbon  dioxide  under  the  influence  of  zymase. 
The  enzymes  are  somewhat  unstable,  nitro- 
genous, organic  compounds  of  colloidal  nature. 
But  not  necessarily  proteins;  they  act  as 
catalysts,  in  the  majority  of  cases  as  positive, 
but  in  a  few  as  negative  catalysts.  The  cataijrtio 
nature  is  shown  by  the  fact  that  the  rate  of 
reaction  is  directly  proportional  to  the  con- 
centration of  the  catalyst,  but  that  the  total 
decomposition  is  the  same  whatever  the  amount 
of  catalyst  used,  provided  sufficient  time  is 
allowed,  and  provided  the  enzyme  does  not 
undergo  decomposition  owing  to  secondary 
reactions.  One  of  the  most  characteristic 
proofs  of  their  catalytic  nature  is  due  to 
Henri,  who  showed  that  when  sugar  was  added 
after  given  intervals  of  time  to  a  solution  in 
which  cane  sugar  was  undergoing  hydrolysis  by 
invertase,  the  added  sugar  in  each  case  began 
to  be  inverted  by  the  enzyme  at  a  rate  irrespec- 
tive of  the  amount  already  decomposed.  Unlike 
most  inorganic  ferments  the  enzymes  are  sensi- 
tive to  high  temperatures ;  thus  when  heated  to 
just  below  lOO**  their  activity  is  completely  de- 
stroyed; they  are,  however,  resistant  towards 
certain  antiseptics  which  destroy  protoplasm  and 
kill  fermenting  organisms.  A  colloidal  solution  of 
an  enzyme  can  often  be  prepared  free  from  living 
organisms  by  treatment  with  a  mild  antiseptic, 
e.g.  toluene,  and  filtration  through  a  porous  clay 
filter.  Strong  antiseptics  such  as  formaldehyde 
are  to  be  avoided,  as  they  tend  to  destroy  the 
enzyme  also.  A  study  of  enzyme  action  is  often 


568 


HYDROLYSIS. 


complicated  by  the  fact  that  it  is  impossible  to 
isolate,  in  a  state  of  purity,  the  particular  enzyme 
required,  and  it  may  be  accompanied  by  another 
enzyme  capable  of  causing  the  destruction 
(autolysis)  of  the  first,  and  thus  bringing  the 
reaction  to  an  end  long  before  all  the  substrate 
is  decomposed. 

The  name  given  to  a  particular  hydrolysing 
enzyme  usually  indicates  the.  substance  it  is 
capable  of  hydrolysing  and  in  all  cases  the  termi- 
nation a«e  is  used.  Thus  maltase  is  the  enzyme 
which  hydrolyses  maltose,  amylase  the  enzyme 
which  hydrolyses  starch;  but  in  some  cases 
older  names  which  were  in  use  before  this 
scheme  was  adopted,  are  still  retained,  e,g, 
Bucrase,  the  enzyme  which  inverts  sucrose  (cane 
sugar),  is  still  called  invertase  or  even  invertin, 
the  common  digestive  enzymes  are  termed 
trypsin  and  pepsin.  The  substance  which  is 
decomposed  by  the  enzyme  is  usually  termed 
the  substrate. 

Although  the  processes  of  hydrolysis  by  acids 
and  by  enzymes  are  frequently  compared  it 
should  be  borne  in  mind  that  the  rate  at  which 
a  given  substance  is  hydrolvsed  by  the  two 
different  types  of  catalysts  is  frequently  quite 
different,  e.g.  sucrose  is  hydrolysed  by  invertase 
much  more  readily  than  by  a  ^-solution  of 
hydrochloric  acid  ;  in  fact,  with  a  concentrated 
solution  of  invertase  at  0°  the  inversion  is 
practically  instantaneous.  It  is  not  essential 
that  the  products  obtained  by  the  two  processes 
should  be  identical.  Thus  in  the  case  of  the 
inversion  of  cane  sugar  by  invertase  the  products 
are  a-glucose  and  a-fructose,  whereas  when 
mineral  acids  are  used  the  products  are  equili- 
brium mixtures  of  a-  and  /S-glucose  and  a-  and 
jS-fructose,  as  the  a-glucose  and  the  a-fructose 
undergo  immediate  mutarotation  in  the  presence 
of  the  mineral  acid.  Another  example  of  a 
similar  type  is  met  with  in  the  tri-saccharose, 
rafiinose  ;  when  hydrolysed  by  acids  this  yields 
galactose,  fructose,  and  glucose,  the  same  sugar 
with  raffinase  yields  melibiose  and  fructose,  and 
"n-ith  emulsin  it  yields  ^alatose  and  sucrose. 
Similarly  natural  products  of  protein  character 
yield  comparatively  simple  amino  acids  when 
hydrolysed  with  acids  or  alkalis,  whereas  with 
enzymes  more  complex  intermediate  products 
are  formed. 

An  important  point  of  difference  between 
hydrolysis  by  means  of  acids  or  alkalis  and 
hydrolysis  under  the  influence  of  enzymes  is 
that  any  particular  enzyme  has  a  very  restricted 
use  as  a  catalyst  or  the  action  of  enzymes  is 
essentially  selective.  Thus  lipase  can  hydrolyse 
esters  and  not  carbohydrates;  maltase  can 
hydrolyse  maltose  but  not  sucrose.  That  a 
slight  difference  in  the  configuration  of  two 
isomeric  compounds  is  sufficient  to  affect  their 
reactivities  with  a  particular  enzyme  is  shown  in 
the  case  of  the  two  stereoisomeric  a-methyl- 
glucosides.  (For  further  details,  see  art.  Fer- 
mentation.) Further  examples  are  met  with 
among  the  numerous  polypeptides  prepared 
within  recent  years  (cp,  Fischer  and  Bergell, 
Ber.  1903,  36.  2592 ;  1904,  37,  3103 ;  Fischer 
and  Abderhalden,  Zeitsch.  physiol.  Chem.  1905, 
46,  52  ;   1907,  51,  264). 

The  behaviour  of  some  of  the  natural  and 
artificial  glucoeides  {see  Glucosides)  towards  the 
two  enzymes  maltase  and  emulsin  has   been 


made  use  of  in  determining  their  configurations. 
Thus  maltose,  which  is  hydrolysed  by  maltase 
but  not  by  emulsin,  is  regarded  as  an  anhydride 
of  a-gluoose,  havins  a  configuration  sunUar  to 
that  of  the  a-meUiylglucoside;  most  of  the 
natural  giucosides,  on  the  other  hand,  are  hydro- 
lj(^  by  emulsin,  but  not  by  maltase,  and  tiierer 
fore  are  probably  analogous  to  ^-methylgluooeide. 
As  a  rule  a  natural  glucodde  is  accompanied  in 
the  plant  tissue  by  the  enzyme  which  is  able  to 
hydrolj^se  it.  The  commonest  glucoddodastic 
enzymes,  t.e.  enzymes  capable  of  hydrolysing 
giucosides  are  emulsin  (i^-glucase),  myroein, 
which  hydrolyses  sulphur  giucosides,  rhamnase, 
and  tannase. 

The  products  formed  by  the  hydrolysis  of 
naturally  occurring  compoimds  by  enzymes  are 
various;  thus  the  natural  giucosides  can  give 
rise  to  sugars,  alcohols,  phenols,  aldehydes, 
acids,  mustard  oils,  anthracene  derivatives, 
indigo,  &c. 

ft  has  been  proved  in  many  cases  that  a 
specific  enzyme  can  act  not  merely  as  a  hydrolys- 
ing, but  also  as  a  synthesising  agent.  The  process 
of  hydrolysis  is  thus,  in  certain  cases,  a  balanced 
reaction,  but  the  equilibrium  is  mainly  in  the 
direction  of  analysis  and  not  synthesis.  The 
synthesising  activity  of  an  enzyme  was  first 
demonstrated  by  Croft  Hill  (Chem.  Soc  Trans. 
1898,  73,  634 ;  1903,  83,  578)  in  the  case  of 
maltase.  The  greater  portion  of  the  maltose  is 
hydrolysed  by  the  enzyme  to  glucose,  but  a 
certain  proportion  of  di-saocharose  is  always 
present. 

A  series  of  aUcyl-^-glucosides  and  galactoeides 
has  been  synthesised  by  Bourquelot  using 
emulsin  or  a-glucosides  by  an  enzyme  extracted 
from  bottom  yeast  by  means  of  water  (Ann. 
Chim.  1913  [viiL],  29,  145 ;  1915  [ix.],  3,  287 ; 
1916  [ix.],  4,  310;  cp.  also  Bayliss,  J.  physioL 
1913, 46,  236). 

Bavliss  has  synthesised  arbutin  from  quinol 
and  dextrose  by  means  of  emulsin  in  the 
presence  of  glycerol  (Chem.  Soc.  Abs.  1912,  1, 
328)  The  synthetic  action  of  enzymes  in 
forming  poljmeptides  and  proteins  has  also  been 
demonstrated  (Abderhalden,  C^em.  Soc.  Abs. 
1915.  1,  725). 

According  to  Bayliss  (J.  physioL  1915,  50, 
85)  the  reaction  occurs  at  the  interface  of  con- 
tact between  the  solid  enzyme  phase  and  the 
b'quid  substrate  phase,  as  when  many  of  them 
are  filtered  the  filtrate  is  inactive,  but  the  solid 
active. 

Emulsin  and  lipase  have  also  been  shown 
to  possess  synthesising  properties;  in  the 
latter  case  natural  fats  have  been  synthesised 
by  the  action  of  lipases  on  mixtures  of  glycerol 
and  the  higher  fatty  acids  in  the  absence  of  a 
large  excess  of  water.  The  lipatic  enzymes 
present  in  certain  seeds  are  made  use  of  on  a 
commereial  scale  for  the  preparation  of  fatty 
acids  from  natural  fats  {cp.  Welter,  Zeitsch. 
angew.  Chem.  1911.  24.  385;  Pottevin,  Bull. 
Soc.  chim.  1906.  [iii.]  35,  693).  For  details  of  the 
synthetic  functions  of  enzymes,  see  art  Fer* 
mentation. 

In  some  of  these  balanced  actions  between 
carbohydrates  or  esters  and  enzymes  it  has  been 
shown  that  the  equilibrium  mixture  is  the  same, 
whether  mineral  acid  or  enzyme  is  used,  e.j7.  « 
Yisser's  experiments  using  invertase  and  fumulsin ; 
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in  other  cases,  however,  the  equilibrium  mixture 
with  the  enzyme  is  quite  dmerent  from  that 
obtained  when  an  acid  is  used,  e,g.  Dietz's 
experiments  with  lipase  and  Mo-amyl  n-butyrate 
(Zeitsch.  physiol.  Chem.  1907,  62,  279). 

A  considerable  amount  of  work  has  been 
done  on  the  velocities  of  different  reactions  in 
which  enzvmes  play  a  part.  Henri  (Lois 
general  de  Taction  des  diastases,  1903)  and  others 
claim  that  the  rate  of  inversion  of  sucrose  by 
invertase,  unlike  that  by  mineral  acids,  does  not 
agree  with  the  unimolecular  formula.  The 
investigations  of  O'Sullivan  and  Tompeon 
(Chem.  Soc.  Trans.  1890,  57,  834)  and  of  Hudson 
(J.  Amer.  Chem.  Soc.  1908,  30,  1160,  1564; 
1909,  31,  655)  prove  conclusively  that  the 
unimolecular  formula  holds  for  any  given 
solution,  if  the  birotation  of  the  a-glucose  and 
a-fruotoee  first  formed  is  taken  into  considera- 
tion. The  complications  attending  the  mutaro- 
tation  of  the  glucosejand  fructose  can  be  avoided 
by  adding  a  small  amount  of  alkali,  e.y.  10  c.c. 
of  0*4  jY-sodium  carbonate  solution  for  each 
100  C.C.  of  sugar  solution,  a  short  time  before 
the  polarimetric  reading  is  taken.  The  alkali 
stops  the  hydrolysis  and  rapidly  brings  about 
equilibrium  between  the  a-  and  jS-glucosee  and 
a-  and  ^-fructoses,  so  that  the  normal  rotatonr 
power  of  invert  suear  is  given.  Hudson  s 
results  clearly  prove  that  the  a-modifications  of 
glucose  and  fructose  are  first  formed,  and  that 
these  are  stable  in  the  presence  of  enzyme,  but 
rapidly  undergo  mutarotation  in  the  presence  of 
a  little  alkali.  Hudson's  experiments  also  show 
that  a  trace  of  hydrochloric  acid,  e.^.  0-0006  N-, 
accelerates  the  action  of  the  invertase  to  an 
appreciable  extent. 

The  decomposition  of  the  cane  sugar  is 
directly  proportional  to  the  concentration  of  the 
enyzme,  and  in  very  dilute  solutions  (under 
5  p.c.)  is  also  proportional  to  the  concentration 
of  the  sugar,  but  with  more  concentrated  solu- 
tions it  is  not  even  i^pproximately  proportional, 
but  decreases  and  becomes  practically  zero  in 
the  strongest  solutions.  According  to  0\SuUivan 
and  Tompeon,  and  to  Hudson,  the  diminution 
in  the  velocity  in  concentrated  solutions  is  due 
principally  to  the  viscosity  of  the  medium ;  it 
may  also  be  partly  due  to  the  formation  of  a 
definite  compound  between  the  sugar  and 
enzyme.  According  to  A.  J.  Brown  (Chem. 
Soc.  Trans.  1902,  81,  373)  a  given  quantity  of 
invertase  decomposes  a  nearly  constant  weight 
of  sugar  in  unit  time  (t.e.  the  decomposition  is 
independent  of  the  sugar  concentration),  pro- 
vided the  solution  is  moderately  concentrated ; 
but  after  an  appreciable  amount  of  sugar  is 
decomposed  the  further  inversion  is  directly 
proportional  to  the  concentration  of  the  sugar. 
This  change  of  velocity  from  a  linear  to  a  logar- 
ithmic period  is  in  harmony  with  the  view  that 
the  sugar  unites  with  the  enzyme,  and  that  it  is 
the  additive  compound  which  is  hydrolysed,  and 
that  the  enzyme  thus  liberated  immediately 
combines  with  a  further  amount  of  sugar. 
Cp.  the  hydrolysis  of  milk  sugar  by  enzymes 
(E.  F.  Armstrong,  Proc.  Roy.  Soc.  1904,  73, 
600). 

The  reaction  between  salicin  and  water  in 
the  presence  of  emulsin  is  also  a  unimolecular 
reaction  (Hudson  and  Paine,  J.  Amer.  Chem. 
Soo.  1909,  31,  1242),  provided  alkali  is  added  to 


'  bring    about    mutarotation    of    tlie    j8-glucose, 
which  is  the  primary  product 

I         C„Hi307+H,0=C.H„0.+(i,H,0, 

Salicyl  alcohol. 

The  ester  splitting  enzyme  contained  in 
castor  seeds  is  probable  a  mixture  of  two  distinct 
enzymes :  (a)  an  esterase  which  is  soluble  in 
water  and  which  hydrolyses  ethyl  butyrate 
more  readily  than  glyceryl  esters ;  (6)  a  true 
lipase  which  is  almost  insoluble  in  water  and 
which  hydrolyses  glyceryl  esters  more  readily 
than  ethyl  butyrate  (Falk  and  Sugiura,  J.  Amer. 
Chem.  Soc.  1913,  35,  1904 ;    1915,  37,  217). 

The  reaction  between  lipase  and  Moamyl 
butyrate  or  between  the  same  enzyme  and 
ifoamyl  alcohol  and  n-butyric  acid  in  the  presence 
of  a  large  excess  of  alcohol  is  a  normal  unimole- 
cular reaction,  although  it  proceeds  in  a  hetero- 
geneous medium.  Bietz  concludes  that  the 
reaction  takes  place  in  the  solid  phase,  and  that 
the  diffusion  of  the  ester  or  acid  into  the  colloidal 
enzvme  takes  place  so  rapidly  when  compared 
with  the  velocity  of  reaction  that  the  rates  of 
diffusion  do  not  affect  the  determination  of  the 
velocity  of  the  reaction. 

The  hydrolysis  of  ethyl  butyrate  by  lipase 
(Pierce,  J.  Amer.  Chem.  Soc.  1910,  32,  1517] 
pointe  to  the  formation  of  an  additive  compound 
of  the  ester  and  enzyme.  In  many  other  cases 
the  velocity  relationships  are  not  so  simple.  In 
some  of  these  the  reaction  is  retarded  after  a 
certain  time  owing  to  the  product  or  producte 
formed  combining  with  the  enzyme,  or  to 
negative  autocatalysis,  or  to  the  gradual  de- 
struction of  the  enzyme. 

In  the  reaction  between  pepsin  and  albumen 
the  amount  of  albumen  transformed  in  given 
time  by  different  amounts  of  pejisin  is  propor- 
tional to  the  square  root  of  the  pepsin  concen- 
trations. The  same  relationship  holds  good 
with  regard  to  trvpein  and  albumen,  and  is  due 
to  the  fact  that  the  velocity  is  inversely  propor- 
tional  to  the  amount  of  substance  transformed, 
and  this  pointe  to  the  formation  of  a  definite 
compound  between  the  enzyme  and  one  of  the 
producte. 

Most  decompositions  by  enzymes  are  charac- 
terised by  a  high  temperature  coefficient  when 
compared  with  catelytic  reactions  in  which  acid 
or  alkali  is  used.  In  the  latter  case  the  coeffi- 
cient is  about  2-3  for  a  rise  of  10°  ;  with  emulsin, 
however,  the  coefficient  is  7*14  for  a  rise  from 
60°  to  70°,  with  trypsin  5-3  for  a  rise  from 
20°  to  30°;  but  like  most  colloidal  catelyste 
enzymes  eidiibit  an  optimum  temperature,  at^ 
which  the  activity  is  greatest,  and  then  falls 
again  with  further  rise  of  temperature.  This 
may  be  due  to  the  coagulating  effecte  which  a 
moderately  high  temperature  usually  has  on 
the  majority  of  colloios. 

In  certein  cases  it  has  been  found  possible 

to  obtain  by  dialysis  from  a  given  enzyme  two 

portions,  a  dialysate  and  a  residue;    neither 

■  portion    alone   is   active,    but   the    hydrolytio 

'  activity  is  restored  when  the  dialysate  is  added 

j  to  the  dialysed  residue.    This  residue  is  de- 

'  composed  when  boiled  with  water,  and  is  the 

enzyme  proper,  whereas  the  dialysate  is  not 

decomposed  when  boiled  and  contains  the  co- 

enzvme  {ate  art.  Fsbm]^7,4Jjq;^).     In  the  case 

of  fiver  lipases  it  has  been  proved  that  both 
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enzvme  and  co-enzjrme  are  eMonUal  for  the 
hydrolysia  of  esters,  and  it  has  also  heen  proved 
that  the  co-enzyme  is  a  metallic  salt  of  taoro- 
cholic  acid.  In  living  tissues  a  number  of 
complex  substances  are  present  which  are 
capable  of  interfering  with  the  specific  action 
of  an  enz3rme.  These  are  termed  anti-enzymes ; 
some  are  normally  present  in  tissues,  others 
appear  to  be  formed  when  an  enzyme  is  injected 
into  the  tissue. 

A  view  generally  held  with  regard  to  the 
mechanism  of  enzyme  reaction  is  that  com- 
pounds perhaps  of  Uie  type  of  *  absorption  com- 
pounds (Bayliss)  are  formed  between  the 
enzyme  and  substrate,  and  that  the  absorbed 
material  then  reacts  with  water  {see  art. 
Febmxntatton).  The  fact  that  a  specific 
enzyme  can  hydroiyse  only  certain  particular 
sumtrates  is  in  harmony  with  this  view,  as 
it  is  known  that  chemical  constitution  plays 
an  important  part  in  absorption  phenomena 
(Zung,  Arch,  inter.  PhysioL  1907^  6,  245; 
Hedin,  Bio-Chem.  J.  1907,  2,  112;  Acree,  J. 
Amer.  Chem.  Soc.  1908,  30,  1755;  ep.  also 
Freundlich,  Zeitsch.  physikaL  Chem.  1907,  57, 
385). 

6.  AleoholfBit.  Reactions  in  which  alcohols 
play  much  the  same  part  as  water  in  hvdrolyais 
are  usually  grouped  together  under  tke  name 
alcoholsrsis.  The  reaction  with  methyl  alcohol 
is  termed  ^  mdhanolyais,*  and  that  with  ethyl 
'  ethanolyais.* 

The  ethanolysis  of  an  acid  amide  in  the 
presence  of  a  mineral  acid  is  analogous  to  the 
hydroljrsiB  of  the  amide  by  dilute  mmeral  acids 
as  shown  by  the  two  equations : 

The  latter  reaction  has  been  studied  in  detail 
by  Reed  (Amer.  Chem.  J.  1909,  41,  483).  The 
reaction  is  bimolecular  as  the  cataljrst  is  gradu- 
ally neutralised  by  the  ammonia  formed  in  the 
reaction,  and  proceeds  at  an  easily  measurable 
rate  at  50°  in  the  case  of  benzamide.  A 
comparison  of  the  values  of  K  for 
p-  and  m-nitrobenzamide  shows  that  this  is 
1*16,  a  value  practically  identical  with  the  ratio 
for  the  hydrolysis  of  the  two  amides.  The  ratio 
of  the  constants  for  benzamide  and  m-nitro- 
benzamide  varies  considerably  with  the  concen- 
tration of  the  hydrogen  chloride.  The  presence 
of  small  amounts  of  water  on  the  rate  of  alcoholy- 
sis  is  also  marked,  just  as  in  the  case  of  the 
esterification  of  an  acid,  and  similarly  ortho- 
substituents  appear  to  have  inhibiting  effects. 
The  general  conclusion  drawn  is  that  the 
mechanism  of  alcoholysis  is  analogous  to  that  of 
hydrolysis,  and  consists  in  the  formation  of 
salts  lietween  the  amide  and  the  mineral  acid 
and  the  reaction  of  the  complex  cation  with  the 
alcohol. 

Another  common  type  of  alcoholysis  met 
with  is  the  conversion  of  an  ester  of  a  given  acid 
into  another  ester  of  the  same  acid  by  means  of 
an  alcohol,  e,g.  : 

RCOOEt-fMeOH^^-COOMe+EtOH 

This  change  does  not  take  place  readily  except 
in  the  presence  of  a  catalyst,  the  most  efficient 


being  sodium  alkyl  oxide  (Puidie,  Chem.  Soc. 
Trans.  1885,  47,  862 ;  1887»  51,  627 ;  1888,  53, 
391;  Cbusen,  Ber.  1887,  20,  646),  hydrogen 
chloride  (Patterson  and  Biddnson,  Chem.  Soc 

<  Trans.  1901,  79,  280),  sodium  hydroxide  (Hen- 
riques,  Zeitsch.  angew.  C^em.  1898,  338; 
PfannL  Monatsh.  1910,  31,  301 ;  Kommenos^ 
ibid.  1910, 31,  111.  687 ;  1911, 32, 77  ;  Kremann, 
ibid.  1905,  26,  783 ;  1908,  29,  23)  or  ammonia 
(Leuohs  and  Theodorescu,  Ber.  1910,  43,  1239). 
As  a  rule  only  a  small  amount  of  the  catalyst 
need  be  used,  but  with  the  esters  of  aromatic 
adds  saturation  with  hydrogen  chloride  is 
necessary.  The  reaction  appears  to  be  rever- 
sible, as  it  is  possible  to  transform  an  ethyl  into 
a  methyl  and  conversely  a  methyl  into  an  ethyl 
ester.    The  reaction  is  not  limited  to  methyl  and 

.  ethyl  esters,  but  can  be  applied  to  more  complex 

;  esters,  such  as  benzyl  and  phenyl,  and  also  to 
glyceiyl  esters  (cp,  nailer,  Compt.  rend.  1906, 

I  143,  657 ;  1908,  146,  259 ;  Fanto  and  Stritar, 
Monatsh.  1908, 29, 299),  and  is  a  most  convenient 
laboratory  method  for  the  conversion  of  a  given 
ester  into  another  ester  derived  from  the  same 
acid.  The  esters  of  the  great  majority  of  ali- 
phatic and  aromatic  acids  react  in  tins  manner, 
out  Sudborough  and  Edwards  have  shown  that 
when  the  esters  are  derived  from  diortho-sub- 
stituted  benzoic  acids  the  transformation  cannot 
be  affected  by  using  either  sodium  alkyl  oxide  or 
saturating  with  hydrogen  chloride  and  boiling 
for  some  time.  Even  when  several  substituents 
are  present  transformation  occurs,  provided  the 
ortho-  positions  are  free.  This  indicates  that  the 
transformation  of  esters  under  the  influence  of 
hydrogen  chloride  is  analogous  to  the  esterifica* 
tion  of  an  add  by  the  same  catalysts 

This  analogy  has  been  further  confirmed  by 
determining  the  rates  of  alcoholysis  of  various 
esters.  These  changes  cannot  be  measured  by 
a  simple  chemical  method  as  in  the  case  of 
esterincation  or  hydroljrsiB,  but  use  has  been 
made  of  the  volume  chan^  which  occur  and 
the  results  obtained  by  dilatometric  readings 
at  constant  temperature  indicate  that  with  an 
excess  of  the  sdcohol  and  using  hydrogen  chloride 
as  catalyst  the  reaction 

MeOH+R'CO,Et-»EtOH+R<X>,Me 

is  practically  unimolecular.  The  steric  effects 
are  very  similar  to  those  met  with  in  the  caso 
of  catalvtic  esterification  (Kolhatkar,  Chem.  Soc. 
Trans.  1915,  107,  921).    (^Sfee  Estrbifioation.) 

Similar  transformations  can  be  brought  about 
in  the  case  of  the  alkyl  ethers  of  oarbonium 


eg. 


^•«< 


.CH:CH 


(Decker,  J.  pr. 


N!l-CHOEt 
Chem.  1890,  [ii.]  45,  182),  and  of  the  oxygen 
ethers  of  substituted  thiocarbamides,  e.g. 

OEt-CHj-NH-CSNHPh 

-»OMe-CH,NH-aS-NHPh 

(Johnson  and  Quest,  J.  Amer.  Chem.  Soc.  1910, 32, 
1279).  Comp.  also  Kuntze  (Arch.  Pharm.  1908, 
246,  110).  An  interesting  case  of  alcoholysis 
observed  by  Willstatter  and  StoU  (Annalen, 
1910,  378,  18)  is  the  conversion  of  amorphous 
chlorophyll  into  crystalline  chlorophyll  by  ethyl 
alcohol  in  the  presence  of  an  enzyme  'ohloro- 
phyllase,*  which  accompanies  chlorophyll  in 
plant   tissues.    The   reaction   consists   in  the 


HYDROXY  ACIDS. 


571 


replaoement  of  thd  complex  phjrtyl  group  by 
the  simpler  ethyl  group 

CO,HCa.H„N43Ig(CO,MeXCOiC«HM)+BtOH 
-C,oM„OH  +  CO,HC,jH„N4Bg(CO,Me)(CO,Et) 

For  alcoholysis  of  acid  amides  and  thio- 
amides  using  meroaptans  instead  of  alcohols, 
«ee  Reed,  Chem.  Soc.  Abstr.  1913,  1,  975. 

J.  J.  S. 

HYDR0MA6NESITE.  Hydrated  basic  car- 
bonate of  magnesium,  3MgCOa'Mg(OH)a'3H.O, 
occurring  as  small,  acicular,  or  bladed  (ortho- 
rhombic  or  monoclinic)  crystals,  but  more  often 
as  white,  earthy,  or  chalky  masses.  It  is  a 
mineral  of  secondary  origin,  and  usually  occurs 
as  veins  in  serpentine,  £om  which  it  has  been 
derived.  It  is  softer  and  less  heavy  (8p.gr. 
2*16)  than  magnesite.  When  calcined  it  can 
be  used  for  the  same  purposes  as  magnesite 
iq.v.),  A  lai^ge  deposit  is  quarried  at  Atlin,  in 
British  Columbia  (for  analyses,  see  O.  A.  Yonns:, 
Sum.  Rep.  Geol.  Survey,  Canada,  1915) ;  and 
there  is  a  considerable  quantity  available  at  a 
spot  93  miles  north  of  Ashcroft,  in  the  Lillooet 
district  of  British  Columbia.  Several  occur- 
rences are  known  in  California.  It  is  also  found 
with  the  massive  magnesite  of  Euboea  in  Greece. 

L:  J.  S. 

HYDROMETER  v.  Spboifio  OBAViTr. 

HYDROPHANE  v.  Opal. 

HYDROPYRIN.  A  trade  name  for  sodium 
aoetylsalicylate.    v.  Sykthetio  dbuos. 

HYDROQUDfONE,  HYDROTOLUQUINONE 
V.  Phenol  and  its  homoloques. 

HYDROQUINONE  CARBOXYUC  ACID  v. 

PROTOOATBCHinO  ACID. 

HYDROSOLS  v.  Colloids. 

HYDROSULPHITES  v,  Sulfhub. 

HYDROXYACETOPHENONES  v.  Ketones. 

HYDROXY  ACIDS.  Oxy  acids.  The  organic  I 
hydroxy  acids  are  derived  from  the  correspond- 
ing non-hydrozylated  acids  by  the  replacement 
of  one  or  more  hvdrogen  atoms  in  the  hydro- 
carbon radicle  of  the  acid  by  the  same  number  of 
hydroxy!  groups.  Aocordmg  as  the  hydroxyl 
group  is  introduced  into  a  fatty  radicle  or  into  a 
benzenoid  radiole,  the  resulting  acid  is  an  alcohol- 
acid  or  a  phenol-flkcid.  I 

Hydroxy  Acids  of  the  Aliphatig  Series,    i 

There  are  several  groups  of  hydroxy  acids  of 
the  aliphatic  series  and  tneee  will  be  discussed 
sentUim. 

I.  Monobydioxymonoearboxylie  aeids 

OH 
CnH^<^QQ  Q.    The  most  important  members 

of  this  group  are  glycollic,  lactic,  hydracrylic, 
hydroxybutyric,  and  hydroxvstearic  acids  {q.v.). 
They  occur  naturally,  e.g.  glycollic  acid  in  un- 
ripe grapes  and  in  the  leaves  of  Ampelopsis 
(Viiui)  hederacea  (D.  C.)»  lactic  acid  in  the 
juice  of  the  muscles,  in  sour  milk,  in  pickles 
and  in  the  gastric  juice. 

Oeneral  methods  of  preparaiion. 

(i)  By  the  careful  oxidation  of  diprimary, 
primary  secondary,  and  primary  tertiary 
fflycols  with  dilute  nitric  acid  or  with  platinum 
black  and  air,  e.g,  lactic  acid  from  glycol. 

(ii)  By  the  reduction  of  aldehyde  acids,  keto- 
acids,  and  dicarboxylic  acids  with  sodium 
amalgam  or  with  unc  and  hjrdrochloric  or 
sulphuric   acids,    e,g.    lactic    acid   from   pyro- 


racemio  acid  and  '  glycollic  acid  from  oxalic 
acid. 

(ill)  By  boiling  monohalogen  fatty  acid 
with  silver  oxide,  alkali,  or  with  water  or  by 
distilling  them,  e,g.  glycollic  acid  from  mono- 
chioroaoetio  acid ;  hv^acrylic  acid  from  )3-chloro- 
propionic  acid ;  y-butyrolactone  from  y-ohlofOr 
butyric  acid. 

(iv)  Bv  the  action  of  nitrous  acid  on  amino 
acids  of  the  fatty  series,  e,g.  glycollic  acid  from 
glycine. 

(v)  By  the  action  of  hydrogen  cyanide 
followed  by  hydrochloric  acid  on  aldenydes, 
ketones,  and  glycolchlorhydrins,  e.g,  lactic  acid 
from  acetaldiehyde ;  hydracrylic  acid  from 
glycolchlorhydrin. 

(vi)  By  treating  unsaturated  acids  with 
hydrobromio  add,  or  with  dilute  sulphuric  acid 
or  by  distilliiu;  them,  e.g.  y-valeroU^tone  from 
allylacetic  acia 

Properties. — ^These  acids  may  be  subdivided 
into  three  groups,  primary,  secondary,  and 
tertiary  acids,  e.g,  hyoraorylic  acid, 

CH.(OH)-d^CO,H.  lactic  add,  CH,(?COtH  and 
^H  ^OH 


ia'd^oi 


o-hydroxywobutyric  acid,  CHaCCOOH.    They 

^OH 

also  exhibit  differences  in  their  properties  de- 
pending on  the  position  of  the  hydroxyl  group 
m  the  molecule,  i.e.  whether  they  are  a-,  B-  or 
y-hydroxy-acids.  They  are  more  soluble  in 
water,  but  less  soluble  in  ether  than  the  corre- 
sponcUng  fatty  acids.  They  are  also  less 
volatile  and,  as  a  rule,  cannot  be  distilled  un- 
changed. 

Oeneral  reactions. 

(i)  Like  the  fattv  acids  they  yield  through 
change  in  the  carboxyl  group  normal  salts, 
esters,  amides,  and  nitnles. 

(ii)  Like  the  alcohols,  the  hydrogen  of  the 
hy<hx)xyl  ffroup  may  be  replaced  by  alkali 
metals  or  by  alkyl  groups ;  also  by  the  action 
of  acyl  chlorides  or  of  a  mixture  of  concen- 
tratea  nitric  and  sulphuric  adds,  acid  radicles 
or  the  nitro  group  may  be  substituted  for  it. 

(iii)  Phosphorus  pentachloride  replaces  the 
two  hydroxyl  groups  by  chlorine,  e.g.  glycollic 
acid  yields  chloracetylchloride. 

(iv)  Hydriodic  acid  reduces  the  hydroxy 
adds  to  the  corresponding  fatty  acids,  e.g. 
propionic  add  from  bctic  acid. 

In  the  above  reactions  the  hydroxy  acids 
behave  similarly,  but  on  oxidation  or  by  the 
application  of  heat,  these  acids  show  great 
differences. 

(v)  On  oxidation  these  acids  yield  different 
products,  according  to  whether  they  are 
primary,  secondary,  or  tertiary  acids. 

(a)  Primary  acids  yield  aldehyde  acids  and 
dibasic  acids,  e.g.  glycollic  add  jnelds  glyoxylic 
and  oxalic  acids. 

(6)  Secondary  acids  yield  ketonio  acids  ;  the 
a-ketonic  acids  change  to  aldehyde  and  carbon 
dioxide,  the  )3-ketonic  adds  to  ketones  and 
carbon  dioxide,  e,g.  lactic  add  yields  pyruvic 
add,  which  changes  into  acetaldehyoe  and 
carbon  dioxide. 

(c)  Tertiary  a-hydroxy  adds  yield  ketones, 
e.g.  a-hydroxvMobutyric  add  yields  acetone. 

(vi)  By  the  application  of  heat,  differences 
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in  deportment  are  shown  by  these  acids,  accord- 
ing  as  they  are  a>  fi-,  or  y-hydrozy  acids. 

(a)  a-Hvdrozy  adds  lose  water  and  become 
cyclic  doable  esters — the  lactides,  e.g.  lactic  add 
mcomes  lactide,  two  molecules  of  the  add 
condensing  with  the  loss  of  two  molecoles  of 
irater. 

(A)  ^-Hydrozy  adds  lose  water  and  become 
unsatnrated  acids,  eg.  hydraciylic  add  becomes 
acrylic  add. 

(e)  y-  and  S-Hydrozy  adds  lose  water  at  the 
ordinary  temperature  and  change  more  or  less 
completely  into  simple  cyclic  esters — ^lactones. 

II.  Aldahyda  Mds.  Formic  add  is  the 
simplest  member  of  this  group  of  add^,  and  also 
of  the  fatty  add  series.  The  nezt  member  is 
glyozylic  add,  CHOCOtH.  Its  cUim  to  be 
considered  here  lies  in  the  fact  that  all  the  salts 
are  derived  from  the  dihydroxy  formula  of 
fflyozyUo  add  (OH),CHCO|H,  and  thus  it 
oehaves  both  as  an  aldehyde  add  and  as  a 
dihydroxy  add.  For  details  as  to  this  group  of 
adds  V,  Glyoxyuc  acid. 

III.  M ODOhydioxydtearboxylle  adds 

CnH^i(OH)(CO,H), 
Various  groups  of  monohydroxydicarbozylic 
adds  are  known,  corresponding  to  the  several 
groups  of  dibasic  adds  (q.v,).  Hie  most  im- 
portant acids  of  this  type  are  tartronic, 
malic,  a-glutanic  and  paraconic  acids.  They 
occur  in  nature ;  thus  malic  add  in  unripo 
gooseberries,  and  in  rhubarb;  a-hydroxy- 
glutaric  acid  in  molasses.  The  adds  in  which 
the  hydroxyl  group  occupy  the  y  position  with 
reference  to  the  carboxyl  group,  wnen  separated 
from  their  salts,  readily  part  with  water  and 
become  lactones,  €.g.  paraconic  add.  The 
methods  of  preparation  are  very  similar  to  those 
of  the  monoDasic  acids. 

IV.  Dlhydroxydtearboxylle  aelds.  The  most 
important  acid  of  this  group  is  tartaric  acid 
(7.t7.).  Mesoxalic  acid,  which  is  ketomalonic 
acid,  exhibits  tautomerism  and  behaves  both 
as  a  keto-acid  and  as  a  dihydroxy  acid. 

V.  Hydioxytriearboxylie  adds.  The  most 
important  acid  of  this  group  is  citric  acid  (g.f.). 

Htdroxy  Acids  of  ths  Abomatic  Series. 

If  the  hydroxyl  group  is  attached  to  the 
benzene  nucleus  of  a  carboxy  acid  derived  from 
benzene  or  its  homologues,  the  acid  thus  formed 
is  a  phenol  acid.  Examples  of  this  class  are 
the  tbree  isomeric  hydroxybenzoic  acids,  which 
have  the  formula  C,Hj(OH)COOH.  On  the 
other  hand,  in  the  case  of  carboxy  acids  derived 
from  homologues  of  benzene,  a  hydroxy]  group 
mi^  be  introduced  into  a  fatty  lateral  chain, 
ana  in  such  a  case  the  resulting  acid  is  an  alcohol 
acid  ;  such  an  acid  is  mandelic  acid 
C.H,CH(OH)COOH 

I.  Monohydroxyaromatio  adds.  The  most 
important  members  of  this  group  of  acids  are 
salicylic,  m-  and  p-hydroxybenzoio  and  anisic 
acids  (<y.»'.).  They  occur  in  nature  ;  thus  sali- 
cylic acid  is  found  in  the  buds  of  Spiraa 
Vlmaria  (linn.)  and  as  the  methyl  ester  in  oil 
of  winter-green. 

OenercU  methods  of  preparation, 

(i)  By  the  action  of  nitrous  acid  on  the 
amino-adds,  e.g,  salicylic  acid  from  anthranilic 
acid. 


(li)  By  fusing  the  snlphonie  acids  with  alka* 
lis,  e.g.  salicylic  add  m>m  o-tolueneeulphonic 
add. 

(iii)  By  fusing  the  homologous  phenols  with 
alkalis,  wnen  the  methyl  group  attached  to  the 
benzene  nudeus  will  be  oxidised  to  the  carboxyl 
group,  e.g.  salicylic  add  from  p-cresof. 

(ly)  By  fusing  the  phenol  aldehydes  with 
potash,  e.g.  salicylic  acid  from  salicylaldehyde. 

(v)  By  the  action  of  carbon  dioxide  on  the 
dry  sodium  salts  of  the  phenols  at  high  tempera- 
tures when  the  carbonic  add  usually  enters  the 
ring  in  the  podtion  ortho  to  the  hydroxyl  group, 
e.g.  salicylio  add  from  sodium  phenate. 

(vi)  By  boiling  the  phenols  with  carbon  tetra- 
chloride and  caustic  potash,  the  carboxyl  group 
entering  the  ring  generally  in  a  position  para  to 
the  hydroxyl  groups :  o-acids  are  formed  in 
small  amounts,  e.g.  p-hydroxybenzoic  add  from 
phenol,  carbon  tetrachloride,  and  caustic  potash. 

Properties. — When  these  acids  react  with 
carbonates  only  the  hydrogen  of  the  carboxyl 
group  is  replaced  by  metal ;  but  with  alkaline 
hydroxides  they  behave  like  feeble  dibasic 
adds,  and  the  hydrogen  of  the  phenolic  hydroxyl 
is  also  replaced :  e.g.  in  disodium  salicylate 
OeH4(ONa)GOONa.  Carbon  dioxide  will  convert 
the  latter  into  the  former.  The  o-adds,  unlike 
the  m-  and  p-acids,  volatilise  in  aqueous  vapour, 
are  coloured  violet  by  ferric  chloride  and  dis- 
solve in  chloroform.  The  m-acids  are  coloured 
red  brown  when  heated  with  concentrated 
sulphuric  acid  and  are  converted  into  hydroxy- 
anthraquinones :  they  are  usually  more  statue 
than  the  o-  and  p-acids.  Boiling  hydrochloric 
acid  decomposes  the  p-acids  into  carbon  dioxide 
and  phenols.  All  the  hydroxy  acids  decompose 
into  phenol  and  carbon  dioxide  when  distilled 
with  lime. 

II.  Dlhydioxyaromatle  adds.  The  most  im- 
portant member  of  this  class  is  protocatechuic 
acid  (q.v.).  These  acids  may  be  prepared  by 
the  same  methods  as  were  used  for  the  mono- 
hydroxy  acids  {v.  supra).  The  carboxyl  group 
is  more  readily  introduced  into  the  dihydroxy- 
benzenes  than  into  the  monohydroxybenzenes. 
This  may  be  effected  by  heating  the  compounds 
with  a  solution  of  ammonium  or  sodium  car- 
bonate at  lOO^^-lSO**.  The  dihvdroxybenzoio 
acids  break  down  when  heated^  into  carbon 
dioxide  and  dihydroxybenzenes. 

IIL  Trihydroxyaromatie  adds.  The  most 
important  members  of  this  group  are  gallic  and 
tannic  acids  {tf.v.). 

HYDROXYANTHRAQUINONE  v.  Alizarin 

AND  ALLIED  COLOURINa  UATfEBS. 

HYDROXYBENZALDEHYDE    v.    Saugyl- 

ALDEHYDE. 

HYDROXYBENZENES  r.  Phenol  and  its 

HOHOLOOITES. 

HYDROXYBUTYRIC  ACIDS  C^H^O,. 

a-Hydroxybutyrie  aeld 

CH,CH,CH(OH)CO,H 
Prepared  by  treating  o-chloro-  or  a-bromo- 
butyric  acid  with  baryta  (Markownikow,  Anna- 
len,"^  153,  242)  or  with  moist  silver  oxide  (Nau- 
mann,  Annalen,  119, 115  ;  Friedel  and  Machuca. 
ibid.  120,  279) ;  by  treating  the  cyanhydrin  of 
propionaldehyde  with  hyc&ochlono  acid  and 
saponifying  the  nitrile  thus  produced  (Prbzibyek, 
J.  Russ.  uiem.  Soc.  8,  335) ;  by  heating  ethyl- 
tartronic  acid  i^t  180"  (Gutbeeit,  Annalen,  209, 
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234) ;  by  boiling  100  grams  of  a-bromobatyric 
acid,  600  c.c.  of  water  and  1  molecular  proportion 
of  potassium  carbonate  for  6  to  6  hours  (Bischoff 
and  Walden,  ibid,  279,  104).  Forms  white 
crystals,  m.p.  43''-44°,  sublimes  at  60''-70°  and 
boils  at  226  .  Qiromic  acid  oxidises  it  to  acetic 
and  propionic  adds,  whilst  electrolysis  of  a  con- 
centrated solution  of  the  sodium  salt  results  in 
the  production  of  propionaldehyde  and  formic 
acid  (MiUer  and  Holer,  Ber.  1894»  468).  It  has 
been  resolved  into  its  optically  active  components 
by  fractional  crystallisation  of  the  brucine  salts 
(Guye  and  Jordan,  Gompt.  rend.  120,  662,  632, 
1274). 

)3-Hydroxybatyiie  acid 

CH,CH(OH)CH,CO,H 

Prepared  by  the  reduction  of  aceto-acetic  ester 
with  sodium  amalgam  (Wislicenus,  Annalen, 
149,  206) ;  by  the  action  of  potassium  cyanide 
on  a-propylenechlorhydrin  and  saponification  of 
the  nitrile  thus  formed  (Markownikow,  ibid,  163, 
237).  It  forms  a  thick  syrup,  which  is  volatile 
in  steam  and  on  heating  decomposes  into  water 
and  crotonic  acid.  It  has  been  resolved  into 
its  optically  active  oomjponenls  by  fractional 
crystallisation  of  the  qwnine  salts  (McKenzie, 
Chem.  Soc.  Trans.  1902,  1402).  ^^-Hydroxy- 
butyric  acid  occurs  in  the  urine  in  considerable 
quantities  in  cases  of  diabetes  mtUitu^  (Laud, 
Chem.  Zentr.  1899,  ii.  63;  Bergell,  Zeitsch. 
phyHiol.  Chem.  1901,  33,  310;  Minkowski, 
Chem.  Soc.  Abstr.  1886, 413  ;  Kulz,  Zeitsch.  Biol. 
20,  166).  (For  estimation  in  urine  v.  Schafifer, 
J.  Biol.  Chem.  1908,  6,  211 ;  Black,  ibid,  207.) 
The  liver  cells  contain  an  enzyme,  fi-hydroxy- 
hiUynue,  which  converts  ^-hydroxy butyric  acid 
into  aceto-acetio  acid  (Wakeman  and  Dakin, 
ibid.  1909,  6,  373). 
y-Hydrozybatyrie  add 

CH,(OH)CH,CH,CO,H 

readily  loses  water  even  at  the  ordinary  tem- 
perature passing  into  the  cyclic  ester,  butyro- 

lactone  CH,CH,-CH,-COO.  Butyrolactone  was 
discovered  by  Saytzeff  in  1873,  but  he  r^arded 
it  as  the  diaidehyde  of  succinic  acid.  He  pre- 
pared it  by  the  reduction  of  succinyl  chloride  in 
acetic  acid  with  sodium  amalgam  (Annalen,  171, 
261)  It  may  also  be  prepared  by  the  distilla- 
tion of  y-chlorobutyric  acid  at  180°-200'*  (Henry, 
Bull.  Soc.  chim.  [ii.]  46,  341) ;  by  the  interaction 
of  ethylene  chlorhydrin  and  acetoacetic  ester  and 
decomposing  the  resulting  product  with  baryta 
(Chanlaroff,  Annalen,  226,  326) ;  by  treating  a 
solution  of  succinic  anhydride  in  ether  with 
sodium  amalgam  and  gradually  adding  hydro- 
chloric acid  to  the  product  (Fichter  and  Her- 
brand,  Ber.  1896,  1192) ;  by  heating  y-phenoxy- 
butyric  acid  with  fuming  hydrooromic  acid 
(Bentley,  Haworth  and  Pertan,  Chem.  Soc.  Trans. 
i8&6,  168) ;    by  the  reduction  of  aldehvdopro- 

S ionic  acid  with  sodium  amalgam  (Perkln  and 
prankling,  ibid,  1899, 17).  It  is  a  colourless  oil, 
b.p.  206""  (Fittig  and  Roeder,  Annalen,  227,  22) ; 
8p.gr.  11286  1670°;  it  is  volatile  in  steam. 
Qiromic  acid  oxidises  it  to  succinic  acid ;  heat- 
ing with  hydriodic  acid  converts  it  into  iodo- 
butyric  acid  (Saytzeff,  J.  pr.  Chem.  26,  [ii.]  70). 
It  reacts  with  magnesium  methyl  iodide,  forming 


6-methylpentane-aS-diol  (Henry,  Compt.  rend. 
1906,  143,  1221). 

a-Hydio]^obntyrio  add  ( BtUyhhcHnic  add, 
AceUmic  aetd.  Dimethyl  oxalic  acid) 
(CH,),C(OH)CO,H 
Prepared  by  treating  acetone  with  prussic  and 
hy(&ochlorio  acids  (Staodeler,  Annalen,  111, 
320;  Markownikow,  ibid,  146,  339);  by 
treating  dimethyloxalio  ester  with  zinc  and 
methyl  iodide  (Frankland  and  Duppa,  ibid,  136, 
26) ;  by  heating  acetonechloroform  to  180^  with 
water  or  by  ^iBng  with  caustic  soda  ( Willgerodt 
and  Schiff,  J.  i>r.*ChenL  41,  [ii.]  619 ;  Ber.  1882, 
2307) ;  by  heating  a-bromo-  or  a-chloroisobutyric 
add  with  water  to  180%  with  baryta,  or  with 
caustic  soda  (Markownikow,  Annalen,  163,  228 ; 
Fittig,  ibid,  200,  70;  Ostropjatow,  J.  Russ. 
Phys.  Chem.  Soo.  28,  61) ;  by  treating  a-amino. 
Mobutyric  acid  with  sodium  nitrite  (Tiemann 
and  Friedl&nder,  Ber.  1881,  1973) ;  by  treating 
Mobutyrio  acid  with  potassium  permanganate 
(Meyer,  Annalen,  219,  240).  It  forms  hygro- 
scopic prisms  which  sublime  at  about  60°,  and 
when  freshly  sublimed  melt  at  79°  ;  b.p.  212° ; 
volatQe  in  steam.  Oxidation  with  chromic  acid 
converts  it  into  acetic  acid,  acetone,  and  carbon 
dioxide ;  fusion  with  caustic  soda  yields  acetone ; 
heating  with  phosphorus  pentoxide  yields 
acetaldehyde,  acetone,  acetic  acid,  and  other 
products  (Bischoff  and  Walden,  Annalen,  279, 
111).    Acetone  chloroform  {q,v,) 

(CH,),C(0H)CC1, 

is  an  interesting  derivative  of  this  acid. 
HTDROXYCODEINE  v.  Opium. 

hydroxyethylaniline 

/~\nhch,-ch,oh 

Prepared  by  heatins  a  mixture  of  aniline,  water, 
ana  ethylenechlorhydrin.  B.p.  286°,  8p.gr. 
Ml  at  0°,  slightlv  soluble  in  water;  readily 
soluble  in  alcohol  and  ether.  Used  in  the 
manuf  aoture  of  indigo. 

HYDROXYLAMINE  NH,OH.  Discovered 
by  Lossen  (Annalen,  Suppl.  1868,  6, 220)  in  1866, 
but  until  1891  only  known  in  the  form  of  salts 
or  in  aqueous  solution.  Obtained  by  the 
reduction  of  nitric  add  with  metals  under 
suitable  conditions  (Divers,  Chem.  Soc.  Trans. 
1883,  443  et  seq, ;  1886,  697  et  stq,) ;  by  the 
reduction  of  nitrates,  nitro  bodies,  &c.,  with 
finely  divided  metals  (Wohl,  £ng.  Pat.  11216; 
J.  Soc.  Chem.  Ind.  1896,  696) ;  by  the  electroly- 
tic reduction  of  nitric  acid,  nitrous  acid,  or  their 
salts  or  other  derivatives  in  the  presence  of  a 
second  acid  electrolyte  at  a  low  temperature 
(Boehringer  and  Sohne,  D.  R.  PP.  133467, 
137697 ;   Fr.  Pat  319187 ;   J.  Soc.  Chem.  Ind. 

1902,  1468 ;  Compagnie  Parisienne  de  Couleurs 
d' Aniline,  Fr.  Pat.  322943 ;  J.  Soc.  Chem.  Ind. 

1903,  426 ;  Tafel,  Zeitsch.  anoiv.  Chem.  1902, 
31,  289  ;  Schoch  and  Pritchett,  J.  Amer.  Chem. 
Soc.  1916,  38,  2042) ;  by  the  reduction  of  nitrites 
with  sodium  amalgam  (Divers,  Chem.  Soc. 
Trans.  1899,  89)  or  with  sulphites  (Baschig, 
£ng.  Pat.  3028;  J.  Soc.  Chem.  Ind.  1888, 
210;  Eichkoff,  Arch.  Pharm.  27,  [iii.]  713; 
Lidoff,  J.  Russ.  Chem.  Soc.  1884,  761 ;  Divers 
and  Haga,  Chem.  Soc.  Trans.  1887,  661 ;  1896, 
1666).  It  is  best  prepared  W  taking  a  con- 
centrated   aqueous    solution    oT^  commercial 
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■odium  nitrite  (2  mole.)  and  sodium  carbonate 
(1  mol.)  and  passing  in  sulphur  dioxide  at  ^2^ 
to  —3^  with  constant  stirring  until  it  is  just 
acid.  The  solution  is  warmM  gently  with  a 
few  drops  of  sulphuric  acid  and  then  kept  at 
90^-95®  for  two  days.  It  is  then  neutralised 
with  sodium  carbonate,  evaporated  until  the 
solution  weighs  about  10|-11  times  as  much 
as  the  sodium  nitrite  originally  taken,  when  on 
cooling  nearly  all  the  sodium  sulphate  crystal- 
lises out.  The  hydrozylamine  sulphate  is 
obtained  from  the  mother  liquors  and  purified 
by  recrystallisation  (Divers  and  Haga,  l.e.). 
Jouve  (Compt.  rend.  128,  434}  has  prepared 
hydrozylamine  synthetically  b^  the  direct 
union  of  hydrogen  and  nitric  acid  m  the  presence 
of  spongy  platinum  at  115''-120^  The  anhy- 
drous compound  may  be  obtained  by  dissolving 
hvdroxylamine  hydrochloride  in  absi^ute  methyl 
alcohol,  adding  a  solution  of  sodium  methozide 
in  the  same  solvent,  separating  the  sodium 
chloride  so  formed  and  distilling  o£f  the  greater 
part  of  the  methyl  alcohol  under  100  mm. 
pressure.  The  residue  is  distilled  in  small 
portions  under  20  mm.  pressure  with  the 
addition  of  a  little  vaseline  to  prevent  frothing. 
When  the  solid  hydrozylamine  begins  to  come 
over,  the  receiver  is  changed  and  cooled  to  0^, 
care  being  taken  that  the  hydrozylamine  vapour 
does  not  come  in  contact  with  air  at  60^-70^, 
as  then  ezplosions  occur  (Lobry  de  Bruyn,  Bee. 
trav.  chim.  10,  100 ;  11,  18 ;  v.  also  Briihl,  Ber. 
1894,  1347).  Crismer  (BulL  Soc.  chim.  6,  [iii.] 
793)  obtains  it  by  heating  zinc  dihydrozylamine 
chloride,  and  Uhlenhuth  (Annalen,  311,  117)  by 
the  distillation  of  the  phosphate  under  reduced 
pressure;  the  solid  thus  obtained  may  be 
purified  by  crystallisation  from  absolute  alcohol 
at  —18°  (Ebler  and  Schott,  J.  pr.  Chem.  1908, 
78,  [ii.]  289). 

According  to  Baudisch  and  Jenner  (Ber. 
1916,  49,  1182)  hydrozylamine  may  be  obtained 
by  cautiously  adding  the  finely  powdered  dry 
sulphate  to  liquid  ammonia  in  a  quartz  tube, 
removing  the  ammonia  by  evacuation,  and 
extracting  the  free  hydrozylamine  by  alcohol 

Hydrozylamine  forms  white  ino<v>rous  scales 
or  hajrd  needles,  sp.gr.  1*3  {circa),  m.p.  33 "05^ 
b.p.  Sd""  under  22  mm.  Heated  to  lOO*"  it 
decomposes,  ammonia,  nitrous  and  hyponitrous 
acids  being  the  first  products  of  decomposition 
and  these  then  interact  with  the  formation  of 
nitrogen  and  nitrous  ozide.  Readily  soluble  in 
water,  and  to  a  less  eztent  in  ethyl  and  methyl 
alcohols,  and  in  boiling  ether  (De  Bruyn,  Ber. 
1894,  967).  When  pure  it  is  stable  below  IS"", 
but  alkali  decomposes  it.  The  aqueous  solution 
is  colourless  and  odourless,  has  a  strong  alkaline 
reaction,  and  gives  precipitates,  insoluble  in 
ezoess,  with  salts  of  2m,  Ni,  Fe,  Al,  Cr,  but  not 
with  those  of  the  alkaline  earths.  In  its  general 
reactions  resembles  a  solution  of  ammonia, 
although  it  is  less  basic  than  that  substance. 
It  acts  as  a  strong  reducing  agent,  e.g.  with 
CUSO4  solution  it  gives  a  red  precipitate  of 
Cu^O ;  it  reduces  HgCl|  to  HgCl,  and  precipi- 
tates the  metals  from  solutions  of  AgNQj,  AuCls, 
and  PtCl4.  It  can  also  act  as  an  oxidising  agent 
being  itself  reduced  to  ammonia  (Haber,  Ber. 
1890,  2444 ;  Biltz,  t^uL  1896,  2080 ;  Dimstan 
and  Dymond,  Chem.  Soc.  Trans.  1887,  646). 
Thus  in  alkaline  solution  it  converts  ferrous 


hydrozide  into  ferric  hydrozide,  whilst  in  acid 
solution  it  reduces  ferric  chloride  to  ferrous 
chloride.  Ozidation  converts  hydrozylamine 
into  nitrous  ozide  and  nitric  ozide  (Amdt,  Ber. 
1900,  33)  and  caustic  soda  decomposes  it  into 
nitrogen,  nitrous  ozide,  nitrous  acid  and  water 
(Koloto£f,  J.  Buss.  Phys.  ChenL  Soc.  25,  295). 

The  salts  of  hvdrozvlamine  are  readily 
soluble  in  water  and  alcohol;  they  crystallise 
well  and  are  anhydrous. 

By  treatixig  hydrozylamine  sulphate  in  the 
cold  with  sodium  nitrite  and  then  adding  silver 
nitrate,  a  yellow  precipitate  of  silver  hypo- 
nitrite  is  obtained  (Wislicenus,  Ber.  1893,  771 ; 
Tanatar,  J.  Buss.  Ph^s.  Chem.  Soc.  25, 342 ;  Ber. 
1894,  187).  By  passmg  sulphur  diozide  through 
a  solution  of  the  hydrochloride  or  sulphate, 
ammonium  sulphate  is  produced  (Tanatai,  Ber. 
1899, 241, 1016).  Elber  and  Schott  (J.  pr.  Chem. 
1908,  ii.  78,  289)  have  prepared  metaUic  salts  of 
the  type  B(0NH2)„  where  B  is  any  divalent 
metal :  alkyl  hydrozylamines  have  been  pre- 
pared by  the  action  of  alkyl  halides  on  hydrozyl- 
amine (Dunstan  and  Goulding,  Chem.  Soc.  Trans. 
1899,  792 ;  v.  also  tbid.  1896,  839 ;  De  Bruyn, 
Bee.  trav.  chim.  15,  185). 

Detection  and  eslimatum, — ^Hydrozylamine 
may  be  detected  by  its  action  in  reducing 
Barreswil's  solution  with  the  formation  of 
cuprous  ozide  (Adams  and  Overman,  J.  Amer. 
Chenu  Soc.  31,  637) ;  bv  adding  sodium  nitro- 
prusside  to  a  neutral  solution  and  then  a  little 
caustic  sode,  when  a  magenta  red  coloration  is 
produced  (AngeU,  Gazz.  chim.  itaL  23,  ii.  102) ; 
or  by  treating  it  with  sodium  acetate  and 
benzoyl  chloride  with  the  formation  of  benzhy- 
drozamic  acid  which  gives  a  violet-red  colora- 
tion with  ferric  chloride  (Bamberger,  Ber.  1899, 
1805).  It  may  be  estimated  by  titration  in 
alkaline  solution  with  mercury  acetamide,  which 
is  reduced  to  metallic  mercury  (Forster,  Chem. 
Soc.  Trans.  1898,  785);  by  ozidation  with 
vanadic  sulphate,  measuring  the  nitrogen  evolved 
and  titrating  the  vanadous  sulphate  with 
potassium  permanganate  (Hofnmnn  and  Kus- 
pert,  Ber.  1896,  64) ;  by  adding  ezcess  of 
standard  titanium  trichloride  and  titrating  back 
the  ezcess  with  potassium  permanganate 
(Stabler,  ibid,  1904,  4732 ;  v.  also  ibid,  1909, 
2695) ;  by  titrating  the  solution  with  potassium 
permanganate  after  the  addition  01  sodium 
ozalate  (Simon,  Compt.  rend  135,  1339) ;  by 
reducing  ferric  sulphate  and  titrating  the  ferrous 
salt  by  permanganate  (Baschig) ;  by  boiling 
with  ezcess  of  N/10  silver  nitrate  solution,  am- 
monia, and  caustic  soda  and  estimating  the 
silver  nitrate  unacted  upon  (Denigds,  Arm.  Chim. 
Phys.  7,  [vi.]  427).  Jones  and  Carpenter  (Chem. 
Soc.  Trans.  1903,  1394)  add  the  solution  con- 
taining the  hydrozylamine  to  a  hot  solution  of 
potassium  copper  carbonate  or  tartrate  with 
stirring.  The  solution  is  boiled,  filtered,  the 
precipitate  washed  with  hot  water  and  dissolved 
in  ferrous  sulphate  in  an  atmosphere  of  carbon 
diozide.  The  ferrous  salt  is  titrated  back  with 
potassium  permanganate. 

4  mols.  KiMusOfislO  mols.  NH^OH 

Bupp  and  MAder  describe  volumetric  pro- 
cesses depending  on  the  ozidising  action  of 
bromine  (Arch,  der  Pharm.  1913,  251,  295; 
Analyst,  1913,  437).  yu^c^u  uy  ^.^^^^^ 
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Bray,  Simpson,  and  Mackenzie  (J.  Amer.  ,  phenylhjdroxylamine.    Great    oare    must    be 


Chem.  Soo.  1919,  41,  1363)  have  inveetigated 
three  methods  for  the  estimation  of  hydrozyl* 
amine :  (1)  reduction  to  ammonia  by  excess  of 
titanous  salt  in  acid  solution;  (2)  oxidation 
to  nitrons  oxide  by  excess  ferric  sulphate  in 
sulphuric  acid  solution,  with  titration  of  the 
ferrous  salt  by  permanganate  solution;  and 
(3)  oxidation  to  nitrous  oxide  by  iodine  in  a 
solution  kept  neutral  by  means  of  disodium 
hydrogen  pnosphate.  The  titanous  salt  and 
ferric  salt  methods  were  found  to  bo  accurate, 
but  the  iodine  method  was  unsatisfactory. 

Schae£fer  (Bull  Mulhouse,  1883)  has  applied 
the  reducing  properties  of  hydroxylamine  in 
order  to  discharge  manganese  brown.  The 
hydrochloride  NH,0H,HG1  must  be  used.     On 

Erinting  this  upon  a  manganese  ground  the 
btter  is  instantly  reduced  to  manganese  chloride. 


taken  not  to  let  this  substance  come  in  contact 
with  the  skin,  as  it  is  rery  poisonous  (Chem. 
Soc.  Abtr.  1911,  ii.  939).  For  further  details, 
see  Marvel  and  Kamm,  J.  Amer.  Chem.  Soc. 

1919,  41,  276 ;  Analyst,  1919,  142.  The  yield 
depends  on  the  quality  of  the  zinc  dust,  but 
consistently  good  yields  may  be  obtained  by 
previously  treating  the  zinc  dust  with  2  p.o. 
mercurous  nitrate  solution  slightly  acidined 
with  nitric  add  (Kasanof,  J.  Ind.  £ng.  Chem. 

1920,  12,  799). 
j8-Pheny]hydroxylamine     forms     colourless 

needles,  m.p.  81^-^2'';  soluble  in  10  parts  of 
hot  and  60  of  cold  water,  readily  soluble  in 
alcolol,  ether,  carbon  disulphide,  and  chloro- 
form, sparingly  so  in  petroleum.  It  dissolves 
in  sulphuric  acid  with  a  deep  blue  oplour.    B; 


heating    at    100^    azobenzene    together    wii 


A  very  dark  Indigo,  blue-dyed  on  manganese,  i  aniline,  azoxybenzene,  and  other  products  are 
is  lowered  to  a  lighter  and  brighter  blue  by  the  I  formed.  Oxidation  with  potassium  permanga- 
elimination  of  the  MnOj.  In  like  manner  nate  gives  first  nitrosobenzene,  then  nitrogen 
nankin,  chamois,  and  similar  colours  can  be    and  azoxybenzene  (Bamberger  and  Tschimer, 

dischaiged    white    (J.     Soc.    Chem.    Ind.    3,  '  "^         

166), 


Hydroxylamine  and  its  salts  have  been  used 
as  developers  in  photography,  and  for  recovering 
silver  from  fixmg  bath  solutions  and  waste 
liquors  (Lainer,  J.  Soc.  Chem.  Ind.  1890,  890). 
It  is  a  powerful  antiseptic  (Marpmann,  Pharm. 
Centr.  N.F.  10,  245)  and  has  been  used  as  a 
substitute  for  chrysarobin  and  pyrogalUc  acid. 


I  Ber.  1899,  32,  342) ;  in  dilute  neutral  solution 
hvdrogen  peroxide  yields  azoxybenzene,  in 
alkaline  solution  azoxybenzene  and  nitrobenzene 
(Bamberger,  ibid.  1900,  33,  119).  In  the 
presence  of  hydroxylamine  and  air  it  is  partly 
oxidised  to  azoxybenzene  and  partly  reduced 
to  aniline,  phenyUzoimide,  and  benzeneazo- 
hydroxyanilide  also  being  formed  (Bambeiger, 

, ^^__„ ,    ibid,  1902,  36,  3893).     It  dissolves  in  sodium 

as  it  does  not  discolour  the  skin  or  bandages  |  hvdroxicfe  forming  a  sodium  salt  which  in  the 
and  has  a  strong  reducing  action  (Schwarz,  '  absence  of  air  yields  azoxybenzene,  and  in  the 
Pharm.  Zeit.  33,  659).  ,  presence  of  air  azoxybenzene  and  nitrobenzene ; 

Ethylhydroxylamlnes  v.  Ephyl.  alcoholic  potash  yields  azobenzene  (Bamberger 

)3-Pheiiylhydroxylamlne  CcHsNHOH.  Pre-  !  and  Brady,  ibid,  1900,  33,  271).  Mineral  acids 
pared  by  the  reduction  of  nitrobenzene  (1)  in  vield  j9-aminophenol  and  azoxybenzene;  alco- 
water  with  zinc   (Bamberger,   Ber.    1894,   27,  ■  hoHc  sulphuric  acid  gives  azoxybenzene,  o-  and 


1348,  1548 ;  Wohl,  ibid.  1432) ;  (2)  in  alcohol 
with  zinc  (Wohl,  ibid,  1434 ;  D.  R.  P.  84138 ; 
Frdl.  iv.  44),  or  the  zinc-copper  couple  (Wohl, 
D.  R.  P.  84891 ;  ibid.  46)  in  the  presence  of 
anhydrous  calcium  chloride;  (3)  in  aqueous 
alcohol  with  zinc  amalgam  in  the  presence  of 
aluminium  sulphate  (Bamberger  and  Elnecht, 
Ber.  1896,  29,  864) ;  (4)  in  ether  with  zinc  in  the 
presence  of  anhydrous  calcium  chloride  (Gold- 
schmidt,  ibid,  2307) ;  (5)  in  aqueous  ether  with 
aluminium  amalgam  (WisUcenus,  ibid.  494; 
J.  pr.  diem,  [ii.]  54,  57) ;  (6)  in  ammonium 
chloride  with  zinc  (Kalle  &  Co.  D.  R.  P.  89978  ; 


p-phenetidine,  o-  and  p-aminophenols,  aniline 
and  other  compounds  (Bambeiger  and  Lagutt, 
ibid,  1898,  31,  1601).    With  aromatic  aldehydes 

CHRv 


it  yields  phenylaldoximes  of  th^  type 


^\, 


0 


NPh/' 

(Plancher  and  Piccininl,  AttL  R.  Acad.  Lincei. 
1905,  [v.]  14,  ii.  36).  (For  constitution,  v,  Bruhl, 
Zeitsch.  physikal.  Chem.  1898,  26,  47.) 

Nitrosophenylhydroxylamine  C«H5N(N0)0H. 
Prepared  by  the  action  of  sodium  nitrite  and 
dilute  sulphuric  acid  on  /3-phenylhydroxylamine 
(Wohl,  Ber.  1894,  27,  1436;    Bamberger,  ibid. 


Frdl.  iv.  47) ;  (7)  electrolytically  in  acetic  acid  ,  1553) ;  or  by  the  interaction  of  hvdroxylamine 
(Haber,  Zeitsch.  Elektrochem.  1898,  5,  77)  or  ,  and  nitrobenzene  in  alcoholic  solution  in  the 
in  alcoholic  ammonia  (Schmidt,  Zeitsch.  physikal.  i  presence  of  sodium  ethoxide  ( Angeli,  ibid,  1896i 


Chem.  32,  272) ;  b^r  the  oxidation  of  aniline  in 
ethereal  solution  with  Carols  acid  (Bamberger 
and  Tschimer,  Ber.  1899,  32,  343). 

Baudlsch  {Chem.  Zoit.  1911,  35,  913)  gives 


29,  1885 ;  Angelico,  AttL  B.  Accad.  Lincei,  [v.] 
8,  it  28). 

It  crystallises  from  petroleum  in  colourless 
needles,  melting  at  58^-59°  and  decomposing 


the  following   details   for  the   preparation   of  '  at  75° ;    sparingly  soluble  in  water,  reamly  so 


phenylhydroxylamine  with  a  view  to  its  con 
version  to  '  cupferron  '  [q.v.).  Sixty  grams  of 
nitrobenzene,  1000  c.c.  of  water,  and  S)  grams 
of  ammonium  chloride  are  well  stirred,  and  to 
the  white  emulsion  is  added  80  grams  of  zinc 
dust  in  very  small  quantities,  so  that  the  tem- 
perature keeps  between  16°  and  18°.  When  the 
odour  of  nitrobenzene  has  completely  dis- 
appeared, the  solution  is  drawn  off  from  the 
zinc  hydroxide,  and  after  cooling  to  0°  by  means 
of  ice,  the  liquid  is  saturated  with  salt,  which 
causes  an  abundant  crystalline  precipitate  of 


in  most  oiganic  solvents.  On  heating  it  decom- 
poses into  nitrosobenzene  and  other  substances 
(Bamberger,  Ber.  1898,  31, 574, 1507).  Alcoholic 
or  ethereal  solutions  give  a  brownish-red  colora> 
tion  with  a  few  drops  of  dilute  ferric  chloride 
(Bamberger  and  Ekecrantz,  ibid,  1896,  29, 
2412).  Reduction  with  sodium  amalgam  yields 
phenylhydrazine ;  oxidation  with,  potassium 
permanganate  or  sodium  hypochlorite,  nitroso- 
benzene. By  heating  with  mlute  mineral  acids 
nitrosobenzene  is  formed,  whilst^mtrous  acid 
yields  benzenediazonium  nitrite.        ^  ^<3  "^^ 
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Cttpferron,  Ammonivm  nilrosopheni/Ihffdroxyl- 
amine,  C^5(NO)N-ONH4  ia  prepared  by  dis- 
solving )3-pheDylhydroxylamine  in  ether  at  0°» 
passing  in  dry  ammonia  and  adding  excess  of 
amyl  nitrite,  when  a  snow-white  crystalline 
mass  of  ammonium  nitrosophenylhydrozyl- 
amine  is  formed  (Baudisch  and  King,  J.  Ind. 
Eng.  Chem.  1911,  3,  629 ;  Marvel  and  Kamm, 
J.  Amer.  Chem.  Soc.  1919,  41,  276;  Analyst, 
1919,  142). 

Cupferron  is  used  in  quantitative  analysis  for 
sep£u:ating  copper  and  iron  from  most  of  the 
metals.  The  iron  and  copper  are  precipitated 
in  strongly  acid  solution  with  cupferron,  the 
precipitate  filtered,  washed  with  water,  and 
nnallv  with  ammonium  hydroxide.  The  latter 
dissolves  the  copper,  but  not  the  ferric  salt. 
The  ferric  salt  is  soluble  in  chloroform,  ether, 
acetone,  &c.,  and  may  be  dissolved  and  separated 
from  other  siedts,  such  as  those  of  lead,  silver,  or 
tin,  which  may  have  been  precipitated  with  it 
(Baudisch,  Chem.  Zeit.  1909,  33,  1298;  1911, 
35,  913;  Biltz  and  Hodtke,  Zeitsch.  anorg. 
Chem.  1910,  66,  426  ;  Hanus  and  Soukup,  ibid. 
68,  52;  Fresenius,  Zeitsch.  anaL  Chem.  1911, 
50,  35).  It  precipitates  titanium  as  a  bright 
yellow  salt  [C«H5(NO)NO]4Ti,  which  on  ignition 
yields  TiO^.  This  reagent  may  be  used  to  sepa- 
rate titanium  from  aluminium,  chromium, 
nickel,  cobalt,  and  manganese  (Bellucci  and 
Grassi,  Gazz.  chim.  ital.  1913,  43,  570),  or  for 
the  quantitative  separation  of  zirconium, 
titanium,  iron,  manganese,  and  aluminium, 
or  in  the  analysis  of  zircon  and  baddeleyite 
(Brown,  J.  Amer.  Chem.  Soc.  1917,  39,  2358). 
The  reagent  can  bo  used  for  the  accurate  estima- 
tion of  iron,  copper,  titanium,  zirconium, 
thorium,  and  vanadium ;  the  presence  of  other 
metals  ma/  interfere.  Hence  the  cupf <  rron 
method  is  only  applicable  when  the  qualitative 
composition  of  the  material  is  known  (Lundell 
and  Knowles,  J.  Ind.  Eng.  Chem.  1920,  12,  344). 
For  a  bibliography  of  cupferron  and  its  applica- 
tions in  analyus,  see  Analyst,  1920,  58. 
HYDBOXY-^NAPHTHOIC  ACID 


Obtained  by  the  action  of  carbon  dioxide  on 
sodium- a-naphthoxide  at  120^-145°  under  pres- 
sure. The  product  dissolved  in  water  is  treated 
with  hydrochloric  acid  and  recrystallised. 
Needles,  m.p.  187°. 

2  Hydroxy-S-Napbthoic  acid 

Prepared  by  acting  on  sodium-jS-naphthoxide 
by  carbon  dioxide  at  200°-250°  under  pressure 
and  treating  the  product  dissolved  in  water 
with  hydrochloric  acid.  Yellow  scales,  m.p. 
216°. 

2}-HYDR0XTPHENYLETHTLAMINE  v. 
Eeoot. 

HYDROXTQUINOL    v.    Phenol   and    its 

HOMOI/)OUES. 

HYDROXYQUINOLINE  v,  Qxtinoline. 
HYDROXYQUINONE    COLOURING    MAT- 
TERS*    The   hydroxyquinones   form    an    im- 


portant group  of  mordant  colouriiig  matters 
which  are  characterised  by  containing  at  least 
one  hydroxyl  group  adjacent  (ortho-  or  peri-) 
to  an  oxygen  atom  of  a  quinone,  but  usually 
two  hydroxyl  groups  in  the  ortho-  position 
with  respect  to  one  another.  They  possess  the 
property  of  forming  insoluble,  coloured  salts 
with  certain  metallic  oxides,  and  therefore,  when 
dyed  on  a  fabric  impregnated  (mordanted)  with 
such  oxides,  for  example,  the  oxides  of  alu- 
minium, chromium,  and  iron,  lakes  are  formed 
which  are  extremely  fast.  The  simplest  com- 
pound possessing  the  above  requioements  is 
tetrahydroxy-p-l^nzoquinone 

OH  OH 

0<=>:0 

OH  OH 

but  its  dyeing  properties  are  not  sufficiently 
intense  for  it  to  be  of  practical  value.  This 
desideratum  is  first  reached  in  the  naphthalene 
series  in  the  case  of  dihydroxynaphthaquinone  or 

0      OH 
/^OH 


00' 


0 

Naphthazarin,  which  comes  on  the  market  in 
the  form  of  its  sodium  bisulphite  compound. 
Alizarin  black  {see  under  Naphthalene). 

By  far  the  most  valuable  and  important 
hydroxyquinones  are  those  belonging  to  the 
anthracene  series,  of  which  a  large  number  are 
manufactured.  The  fdmplest  and  best  known 
of  these  is  dihydroxyanthraquinone  or  alizarin 


{See  Alizabin  ooloubinq  matte&s.)    J.  C.  C. 
HYDROXYSTEARIC  ACIDS  Ci,H,cO^ 
a-Hydroxystearic  add 

CHjrCHJ„CH(OH)CO^ 

Prepared  by  treating  a-bromostearic  acid  with 
aqueous  potash.  Separates  from  a  mixture  of 
benzene  and  petroleum  as  a  crystalline  powder, 
in.p.  91°-92°  (Hell  and  Sadomsky,  Ber.  1891, 
2391 ;  Le  Seuur,  Chem.  Soc.  Trans.  1904,  827). 
By  heating  it  to  270°,  it  yields  margario  alde- 
hyde CieHjj-CHO,  a  lactlde  Cs«H,„04,  formio 
acid,  water  and  carbon  dioxide. 
j3-Hydroxystearic  acid 

CH3[CH2]i4CH(OH)CH,-CO,H 

Prepared  by  treating  )3-bromostearip  acid  with 
aqueous  potash.  Crystallises  from  chloroform 
in  white  plates,  m.p.  89°  (Ponzio,  AttL  R.  Accad. 
Sci.  Torino,  1905,  40,  970). 

7-Hydroxystearic  aeid  exists  only  in  the  form 

yCHj'CHg 

of  a  lactone  CUjiCR^liizOKC         |  Ob- 

^-OCO 
tained  by  treating  the  anhydride  of  y-hydroxy- 
oleic  acid  with  potash  (Geitel,  J.  pr.  Chem.  37, 
[ii.]  85).  Prepared  by  heating  oleic  add  with 
anhydrous  zinc  chloride.  Oxidation  with 
chromic  acid  in  glacial  acetic  acid  converts  it 
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carboxylic   acid 


3-C0,H    '^    pre- 


into  liquid  monobasic  and  small  quantities  of  di- 
basic acidsy  including  succinic  acid  and  y-keto- 
stearic  add  CHj;CH,]„CO[CHJ,CO,H,  m.p. 
97''  (Shokoff  and  SchestakofF,  J.  Russ.  Phys. 
Chem.  Soc.  1903, 36, 1). 
<-Hydrozystearie  aeld 

CHJCHJ,-CH(OH)[CH,],CO,H 

This  add  was  fonnerly  described  as  p-hydrox- 

stearic  add  (A.  0.  and  M.  Sa jtzew,  J.  Russ.  Phys. 

Chem.  Soc.  1886,  328 ;    17,  426 ;   J.  pr.  Chem. 

35,  [ii.]  369,  384 ;  Fremy,  Annalen,  19,  296 ;  20, 

50;    33,  10;    Ann.  Chim.  Phys.  65,  [u.]  113; 

Sabanejew,  J.  Russ.  Phys.  Chem.  Soc.  18,  41 ; 

Geitel,  J.  pr.  Chem.  37,  [ii]  81 ;  Leichti  and 

Suida,  Ber.  1883,  2458).    Shukofi  and  Schesta- 

koff  (J.  Russ.  Phys.  Chem.  Soc.  1903,  35,  1) 

have  shown  that  its  constitution  is  that  of  .  *  .,.      -   - -.,.         y     xi.    \  ^  *u     '^wi^^ 

..hydroxysteario  add.    It  is  prepared  from  the    *<^**)'  ^'^  J"?^.|^  ^l  ^^•?T  ^^'-^^^^ 

sulpho  or  iodo  derivative  of  oleTacid,  or  best    S?^?°'^.'?_J^ii^..^^._S,_^!?  ?f!?_^?!5 

by  the  action  of  sulphuric  add  on  oldo  add; 


into  an  aqueous  solution  of  caustic  soda,  and 
heated  to  170''-200''.  The  product  is  treated 
with    water    and    the    2'h}firQxyihionafthen-\' 

dpitated  by  the  addition  of  hydrochloric  add. 
By  heating  the  acidified  solution  so  long  as 
carbon  dioxide  is  evolved  2-hydroxythionaph- 
then  is  produced  and  separates  out  on  cooung 
(Kalle  &  Co.  D.  R.  P.  192075).  Acetic  anhy- 
dride may  also  be  used  to  convert  the  phenylthio- 
glycol-o-carboxylioadcl  in  hydroxythionaphthen 
iidemy  D.  R.  P.  198712),  or  the  acid  may  be 
neated  alone  at  230°  so  long  as  gas  is  evolved 
(idem,  D.  R.  PP.  188702,  198713)  or  with 
parafiKn,   glycerol  (with   or  without  sulphuric 


2-hydroxythionaphthen  distils  with  steam  and 
forms  white  needles  {idem,  D.  R.  P.  202351). 
May  also  be  formed  by  condensing  chloroacetic 
acid  with  o-aminothiophenol  and  converting 
the    o-aminophenvlthioglycol-o-carboxylic    add 


i®-85^    It  may  also  be  obtained  from 
elaldic  add  by  the  action  of  sulphuric  acid  and  i 
subsequent    treatment   with    alcoholic    potash ! 

<Tscherbakow  and  Saytzew,  J.  pr.  Chem.  57,  [ii]    r"**    -———i'—/*'—&y --*---: — ^^r^    —- 
27).    By  heating  to  lOOOityidSs  an  anhydride;  I  S..,^«    "^a^T''^^^   l^^^^^f!^ 
nidation  witiTSiromic  aci/ in  glacial  acetic  add  \  ^^  ^.^  ?}j?"*«  ^S^'^i^y^^^^r     J^Til 
convert*  it  into  sebadc,  azel^c,  and  traces  of  ;  ^^®_i:^?^^*^?°*P>^_^?±?^^????.u*^^^^  u! 
suberic  and  liquid  monobasic  acids  and  i-keto- 
stearic    add    CHJCHjl^COtCHJ^COjH,    m.p. 
76^     Molinari  and  Barod  (Ber.    1908,  2794) 
have  obtained  an  acid  bv  the  decompodtion  of 
the  ozonide  of  oldc  add  and  consider  it  to  be 
formed  by  the  aldol  condensation  of  nonalde- 
hyde  with  nonoic  acid,  and  hence  they  consider 
it  to  be  (-h^droxystearic  add ;  it  melts  at  41*^, 


transformed  into  '2-hydroxythionaphthen  by 
boiling  with  dUute  acid  (Kalle  &  Co.  D.  R.  P. 
184496),  or  more  directly  by  converting  the 
cyano-derivative  by  treating  with  sulphuric 
acid  {idem,  D.  R.  P.  190291)  or  caustic  soda 
solution  {idem,  D.  R.  P.  190674). 

Esters  and  alkali  salts  of  methylthiosalicylic 
add  may  also  be  transformed  into  2-hydroxy- 


and  hence  Is  dtter  i^puT^r  a  hydii^^    .  ^^"^^^"^"'^it^'h^^  ^?S??  ^1?.^^ 
add  containing  the  hydJoxyl  group  in  some  other    ^"Si??**  ?'  ?'  ^^:^^'I^^'a^^^I}i 
vw^ui^uu     jr      *jr  ftx^u^fiuBuiucuuuw  ,       Thiosalicylic  add  treated  with  dichlorethy- 


podtion. 

fc-Hydrozyitaarie  add 

CHJCHJ.CH(OH)[CHJ,COgH 
This  add  was  formerly  described  as  a-hydToxy- 
eiearic  acid  (Saytzew,  J.  pr.  Chem.  37,  [ii.]  277, 
284).  Shukoff  and  Schestakoff  (J.  Russ.  Phys. 
Chem.  Soc  1903,  35,  1)  have  shown  that  its 
constitution  is  that  of  ir-hydroxystearic  add; 
m-p.  84''-^5^  Prepared  b^  the  action  of  sul- 
phuric acid  on  Mooldc  aoid.  Oxidation  with 
chromic  add  in  glacial  acetic  add  vidds  sebacic 
add,  nonylene-cu-dicarboxylic  add  (m.p.  124°), 
and  ic-ketostearic  acid, 

CHj;CHJgCO[CH,l,CO,H 
m.p.  65°* 

x-Hydroxystearie     add     {l2-Hydroxy8teanc 
acid) 

CH,[CHJ4CH(0H)[CHJ„C0,H 


lene  (acetylene  dichioride)  CHC1:CHC1  yields 
,  acetylene-6Mthio6alioylic  add, 
j  COgH-CJH^-S-CH-CHS-CJff^'CO.H 

which  when  heated  with  a  mixture  of  caustic 
potash  and  soda  at  220°-230°,  dissolved  in 
water,  addified,  and  steam-distilled,  yidds 
i  2-hydroxythionaphthen  (Bad.  Anilin  and  Soda 
Fabrik,  ID.  R.  P.  221465).  M.p.  71°.  Used  in 
the  manufacture  of  thioindigo  dyes. 

HYDBOXYTHIONAPHT^N-l-CARBOXYUC 
'  ACID  {thioindoxyl  carboaeylic  acid).  Mdte 
,  at  213°.  Sparingly  soluble  in  water,  benzene, 
•  or  light  petroleum ;  more  soluble  in  alcohol, 
I  acetone,  or  ethyl  acetate.  For  preparation,  see 
■  forgoing  artide.  «, 

HTDBOZINCITE.  Uydrated  bade  carbonate 
of  zinc,  ZnC0a'2Zn(0H)a,  containing  Zn  605  d.c., 
'  of  common  occurrence  as  an  alteration  product 
Prepared  from  the  methyl  ester  which  is  obtained  |  of  other  ores  of  zinc.  It  is  found  in  the  upj^ 
by  the  reduction  of  the  methyl  ester  of  ricinoldc  |  ievels  of  most  zinc  mines  as  soft,  snow-wmte 
add ;  m.p.  78°  (Qriin  and  Woldmberg,  J.  Amer.  enorustrations  often  in  stalactitic,  botryoidaL 
Chem.  Soc  1909,  31,  490).  Kasansky  (J.  Russ.  '  or  other  forms.  Large  masses  with  an  earthy 
Ph^  CSiem.  Soc  1900,  32,  149),  by  aoety-  ;  or  chalky  texture  are  not  uncommon;  sp.gr. 
lating  ricinoldc  acid,  followed  by  bromination  ,  3'6-3'8.  Much  of  the  material  often  regarded 
and  reduction,  obtained  a  hydroxystearic  add  as  smithsonite  (ZnCO,)  ia  really  hydrozincite, 
(m.p.  81°-82°)  which  is  poedbly  identical  with  '  as  shown  b^  its  lower  degree  of  hardness  (H.2-2i, 


the  above.    

HYDROXYTmONAPHTHEN  {thioindoxyl) 


that  of  smithsonite  being  5)  and  the  presence  of 
water.  Large  quantities  have  been  obtained 
from  the  zinc  mines  of  province  Santander  in 
Spain,  Bldberg  in  Carinthia,  Sardinia,  &o. 
It  has  been  observed  as  a  mineral  of  recent  forma- 
tion in  the  old  galleries  of  lead-zinc  mines'^fai 
Phenylthioglycol-o-carboxylic  add  is  introduced    North  Wales.  L.  J.  S. 
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HYDURHJO  ACID. 


HYDUmUC  ACm  C8H«OcN4»H,0  or  2H,0 ; 

C^<NH^>CH-Cfl<gg:^>CO 

was  first  prepared  by  Sohlieper  (Annalen,  1845, 
56,  11),  who  obtained  the  add  ammoniam  salt 
together  with  alloxan  by  the  action  of  nitrio 
add  (8p.gr.  1*25)  on  urio  add.  It  is  also  pre- 
pared (2)  in  the  fonn  of  its  anunoninm  salt  bv 
prolonged  boiling  of  alloxan  or  alloTantin  with 
very  dilate  sulphnrio  add  (Finch,  Ann>.lAn^ 
1864,  132,  903);  (3)  by  heating  orystaUiaed 
alloxantin  in  a  tabe  at  170^  when  it  is  converted 
ooantitatively  into  hydurilio  add,  according  to 
the  equation 

20.H4O,N.+3H,O 

«CaH^0gN4+4NH,+(CO0H),+2CO+4CO, 
or  alloxan  is  similarly  decomposed  (Murdoch  and 
Doebner,  Ber.  1876.  9,  1102) ;  (4)  in  the  form  of 
its  add  ammonium  salt  by  heating  dialuric  add 
with  glycerol  at  150%  formic  acid  and  carbon 
dioxide  being  formed  at  the  same  time  (Baeyer, 
Annalen,  1863,  127,  14;  c/.  Blitz  and  Heyn, 
Ber.  1919,  62  [B]  1298) ;  (5)  together  with 
glycine  and  carbon  dioxide  by  heating  uric  acid 
with  twice  its  weight  of  concentrated  sulphuric 
add  (Sohultzen  and  Filehne,  Ber.  1868,  1,  150), 
by  oxidation  of  barbituric  acid  in  aqueous 
solution  with  potassium  permanganate  (Biltz 
and  Heyn,  Z.c.) ;  (6)  by  reducing  dibromobar- 
bituric  acid  with  hydrogen  ic^de  (Baeyer, 
Annalen,  1864,  130,  133) ;  and  it  is  also  formed 
to  a  small  extent  by  reducing  alloxantin  with 
sulphuretted  hydrogen  (Murdoch  and  Doebner, 
Ic) ;  (7)  by  the  condensation  of  ethyl  ethane- 
tetracarboxylate  with  carbamide  in  the  presence 
of  sodium  ethoxide  at  60**-70°,  or  by  the 
hydrolysis  of  ethanetetracarbonylguanide 

N==C<^:CO>cH<3H<CO;NH>C:NH,H.O 

by  means  of  dilute  hydrochloric  add  at  ISO"" 
(Conrad,  Annalen,  1907,  365,  24;  c/.  Boeder, 
Ber.  1913, 46,  2560) :  whereas  ethyl  ethanetetra- 
carboxylate  and  carbamide  yield  only  a  trace 
of  hydurilic  acid,  dithiohydurilic  acid  ia  readily 
obtamed  from  the  ester  and  thiocarbamide ; 
this  compound  remains  pnaltered  at  250°,  and 
can  be  desulphurised  to  hydurilic  add  by  heating 
at  100"*  with  concentrated  sulphuric  add.  Hydu- 
rilio add  is  most  conveniently  purified  by  predpi- 
tating  the  sparingly  soluble  oopper  salt  from  a 
solution  of  the  neutral  ammonium  salt,  and 
decomposing  this  with  hot  hydrochloric  add,  in  j 
which  the  hydurilic  acitf  is  only  slightly  soluble  I 
(Baeyer,  Annalen,  1863,  127,  15).  l 

Hydurilic  add  crystallises  from  hot  water  in  ! 
small  four-dded  prisms  containing  2HtO,  or  is  I 
predpitated  as  a  fine  crystalline  powder  con-  ' 
taining  1H,0  by  the  addition  of  hyd^oc^orio  ; 
acid  to  a  hot  aqueous  solution.  It  is  sparingly  i 
soluble  in  alcohol  or  cold  water,  more  readUy  i 
so  in  hot  water ;  its  heat  of  combustion  is  ' 
658*5  Cal.  (Matignon,  Ann.  Chim.  Phys.  1893, 
[vi.]  28,  328).  ^ 

Hydurilic  add  bears  the  same  relation  to 
dialuric  and  barbituric  acids  that  alloxantin 
bears  to  alloxan  and  barbituric  add.  Conrad 
(Annalen,  1907,  365,  24)  has  shown  that  its  con- 
stitution is  correctiy  represented  by  the  formula 

^0<lJg^>CH^H<00:^>CO 


I  by  its  synthesis  from  ethyl  ethanetetracarboxy- 
I  late  and  carbamide  (v.  supra),  and  also  by  the 
fact  that  on  hydrolysis  with  conoentiated 
.  hydrochloric  add  at  200''-230''  it  Is  converted 
almost  quantitativdy  into  carbon  dioxidsb 
'  ammonia,  and  succinic  add ;  barbitoiic  add 
I  when  similariy  treated  yields  carbon  dioxide, 
I  ammonia,  and  acetic  add. 

Hydurilic  add  is  not  attacked  by  rednoing 
agents ;  it  yields  alloxan  and  dibromobarbitiuio 
add  when  treated  with  bromine  water  (BUts, 
'  Heyn,  and  Hamburger,  Ber.  1916,  49,  662). 

Fuming  nitric  add  oxidises  it  into  alloxan, 
I  whilst  wesJcer  add  converta  it  into  nitrobarbi- 
turic  add  (dilituric  acid),  iMvnitrosobarbitaric 
add  (violuric  add)  and  violantin.  Ferric  chloride 
or  silver  oxide  oxidises  it  to  oxyhydurilio  add, 
which  gives  a  blood-red  coloration  with  ferric 
I  chloride.  Hydurilic  add  has  marked  addic 
properties,  and  decomposes  most  metalUo 
'  chlorides  and  acetates,  yidding  the  oorrespond- 
'  ing  hjrdrogen  hydurilate  (for  the  basidty  of  the 
I  acid,  see  Bilta  and  Hamburger,  Ber.  1916,  49, 
655).  The  heat  of  neutralisation  of  hyduriho 
acid  with  2  mols.  potasdum  hydroxide  is 
21  *8  CaL  ;  but  on  adding  a  further  quantity  x>f 
alkali  (up  to  16  mols.)  there  ia  a  further  evolution 
of  4*2  Cat  of  heat,  thus  pointing  to  the  existence 
of  a  third  very  feeble  acid  function.  The  f oUow- 
ing  salts  have  been  described :  the  ammonifim 
hfirogen  salt  NBL^OiB.fiJ^4,  small  octahedral 
sparingly  soluUe  crystals  predpitated  by  acetic 
acid  m>m  solutions  of  the  normal  ammonium 
salt  (NH4),CAO«N4  which  crystallisee  in 
needles  with  1H,0  or  in  large  monoclinio 
crystals  with  4H|0,  a:h:  e»l'0821  : 1 :  0*7003. 
Sodium  salt  Na^C8H40«N4,4H,0  crystallises  in 
prisms;  pokustum  hydrogen  salt  KC0HftOsN4 
forms  sparingly  soluble  microscomc  needles; 
the  normal  salt  K,C4H40,N4,3H,0  is  soluble 
and  crystallises  in  prisms  (Matignon).  The 
caldum  salts  Oa(CsH50«N4)t,8H,0  and 

CaC.H40,N4,3H,0 
are  crystalline  and  almost  insoluble;  the 
hanum  salt  BaCaH40,N4,H|0 ;  the  zinc  salto 
Zn(C»H50cN4)a  and  ZnC,H40«N«,2H,0  are 
crystalline;  the  copper  salt  Ca(C»H50cN4)a,8HtO 
forms  fine  yellow  needles  or  prisms,  which 
become  red  on  heating  with  loss  of  water.  The 
s^ver  salt  is  unstable ;  the  ferric  salt  is  a  dark 
green  precipitate,  and  the  formation  of  a  dark 
green  colour  with  ferric  chloride  is  a  character- 
istic reaction  of  the  salte  of  hydurilic  add ;  the 
ferrous  salt  is  white  becoming  green ;  the  lead 
salt  is  insoluble  in  acetic  add. 
5 :  S'-DtcMorohyduriUc  acid 

is  obtained  by  the  action  of  potasdum  chlorate 
on  an  intimate  mixture  of  hydurilic  and  con- 
centrated hydrochloric  adds  (Baeyer,  Annalen, 
1863,  127,  26) ;  a  quantitetive  yield  is  obtained 
by  chlorinating  hvdurilic  add  in  alcohol.  Bills 
and  Hamburffcr  (Ic).  It  is  a  n)aringly  soluble 
powder,  soluble  in  concentrated  sulphuric  add 
and  predpitoted  therefrom  by  the  addition  of 
water,  in  small  rhombic  crystals  containing 
2H.0 ;  it  is  readily  decomposed  by  alkalis 
yielding  the  metallic  chloride.  The  potassium 
salt  K,C8H,C1|0,N4,2H,0  -is--  u-^ sparingly 
crystalline  soluble  powder. 
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5-bromo-&'-meih<MyhtfduriUc  acid, 

is  formed  on  brominating  h^duiilio  acid  in 
presenoe  of  methyl  alcohol;  it  cryBtalliaeB  in 
stout,  hexagonal  tablets  which  decompose  above 
360®;  in  presence  of  ethyl  alcohol  6-brofno- 
5'»eihoxyhy3uriUc  add  is  formed  which  otystal- 
Uses  in  stout,  elongated  prisms  decomposing 
above  360®:  these  compounds  yield  a-metC- 
oasyhydarUic  acid  and  ^dhoxyhydurilic  acid 
on  reduction,  which  lose  alcohol  when  heated 
and  yield  dthffdrohydwrUic  acid:  Blitz,  Heyn, 
and  Hamburger  (fier.  1916.  49,  662;  ibid,  1919, 
52  [B],  1298 ;  ef,  Baeyer,  Annalen,  1863, 127, 26), 
who  found  that  hydurilic  add  broke  down 
under  the  action  of  bromine  water  into  di- 
bromobarbituric  add  and  alloxan. 

Tetnunethylhydiirilie  add  {deoxyamalic  acid) 
CijHi40eN4 ; 

^^ /NMeCO>.  pxT.pTr /CO-NMe^^ip. 
^^<NMe-CO>^^  ^^<C01!me>^^ 
is  obtained  by  the  dry  distillation  of  amalic 
acid  (f^her  and  Reese,  Annalen,  1883,  221, 
339),  or  more  conveniently  by  heating  it  in  a 
sealed  tubd  for  3  hours  at  180^-185®  (Matignon, 
Compt.  rend.  1893,  116,  642);  has  also  been 
obtamed  by  heating  dimethylp5eiM2ouric  acid 
with  fused  oxalic  acid  at  170®  (Fischer  and 
Ach,  Ber.  1895,  28,  2473).  Deoxyamalic  add 
is  crystalline,  has  m.p.  260®,  with  decompomtion 
and  can  be  distilled,  although  with  partial 
decomposition.  It  is  almost  insoluble  in  hot  or 
cold  water;  readily  soluble  in  chloroform  or 
acetic  add ;  its  heat  of  combustion  is  1321*8  Cal. 
(Matignon,  Ann.  Chim.  Phys.  1893,  [vi]  28, 327). 
Its  chemical  properties  are  similar  to  those  of 
hydurilic  acid,  it  reduces  ammoniacal  silver 
mtrate  solution  on  warming,  and  gives  a  beauti- 
ful ffreen  coloration  with  ferric  chloride;  on 
ffentie  oxidation  it  yields  a  product  that  gives  a 
blood-red  coloration  with  ferric  chloride;  but 
when  oxidised  by  nitric  add  it  forms  dimethyl- 
alloxan. 

5  :  S'-Dichhrtetramethylhydurilic  acid  may  be 
obtained  by  chlorinating  tetramethylhydurilic 
acid  in  alcohol ;  it  forms  transparent  crystals 
with  rectangular  section,  m.p.  266®.  It  is 
devoid  of  acidic  properties,  Biltz  and  Hambur- 
ger (i.c.). 

6-bromo-5'-m€thoxy  (or  elhoxy)  teirameihyU 
hydurilic  acid  is  formed  on  brominating  tetra- 
methylhydurilic add  in  presenoe  of  methyl 
or  ethyl  alcohol.  The  bromomethoxy  derivative 
forms  elongated  rhombic  tablets  and  has 
m.p.  245®-247®  (decomp.)  and  the  bromoethoxy 
analogue  forms  elongated  hexagonal  tablets, 
m.p.  199®-200®  (decomp.). 

5 : 5'-dibromot€trainethylhydurilic  acid  is 
formed  by  the  action  of  bromine  on  tetra- 
methylhydurilic acid  in  carbontetrachloride  in 
complete  absence  of  water;  it  crystallises  in 
snow-white  lancet-shaped  leaflets  and  yields 
alkyloxy  compounds  on  treatment  with  alcohols. 
It  loses  both  atoms  of  bromine  on  heating  at  140®- 
180®,  forming  tetramethyldehydrokydurilic  add 
P^^NMe-CO^p .  p^CONMe^p,^ 
^"<NMe<:0>^  •  ^<CO-NMe>^^ 

a  highly  reactive  compound  which  melts  at 
284^.     With    boiling  methyl  alcohol   it    forms 


S-methwy'tetramethylhydurilic  add  which  orystal- 
,  lises   in  stout^   four-sided    prisms,   m.p.   284® 
^  (deoomp.). 
I        6-aminotelramethylhydurilic  add 

I  CjtH^O^^H.O 

m.p.  295®-300®  (deoomp.)  is  prepared  by  acting 
'.  upon  dehydlrotetramethylhyaurilic  add  with 
aqueous  ammonia;  it  crystallises  in  silky 
rhombic  leaflets.  It  is  reduced  by  hydriodio 
I  add  and  phosphonium  iodide  to  1 :  S-dimethyl' 
uramil  ana,  on  brominating  it  in  alcohol,  vidds 
5  :  5-dibromo-l :  3-dimethyT  barbituric  ado. 

S-methyUaminO'tetramethylhydurilic  acid  crys- 
taUises  in  rhombic  plates. 

5<mUinoieiramethylhydurilic  acid  has  m.p. 
160®-161®  (decomp.)  and  forms  an  aniline  salt 
Ci0H^,OeNt,NH,Ph  which  melts  at  134®. 

Deoxyamalic  add  has  only  two  acidic  func- 
tions; the  potassium  K,0isHi2O^4  and  the 
sodium  salt  Na,Ci^^0,N4  are  sparingly 
soluble  (Matignon,  /.c. ;  Fischer  and  Ach,  Ic), 

For  the  preparation  of  «-dimeth^-hydurilic 
acid  and  derivatives,  see  Biltc  and  Heyn  (Ber. 
1919,  62  [B],  1298).  M.  A.  W. 

HTENANCHIN    Ci^H.gOT.      A    substance, 
'  probably    a    dUaotone,    found    in    Byenanche 
I  gkboaa.  Lamb  {Toxicodendron  capense,  Thun.), 
i  a  member  of  the  N.O.  Euphorbiacece,  growing  in 
I  S.  Africa.     Existence  of  active  principle  first 
indicated  hj  Henkel  (Arch.  Pharm.  1858,  144, 
'.  16),    and   nrst   isolated    by.  Engelhardt  (Arb. 
,  Pharm.  Inst.  Dorp.   1892,  8,  5).     Further  in- 
I  vestigated  by  Henry  (Clhem.  Soc.  Trans.  1920, 
'  117,  1619),  who  gives  details  of  its  mode  of 
extraction.    Slender,     colourless     needles,     or 
hexagonal    prisms.      When    heated    becomes 
yellow  at  200®,  then  darkens  and  finaUv  decom- 
poses with  effervescence  at  234®.   Slightfy  soluble 
in  water,   alcohol,   ethyl  acetate,   or  acetone. 

:  [a]^°+14*7®   in    water.    Reduces    Barreswil's 

I  (Fehling's)  solution  on  boiling,  decolorises  per- 

:  manganate  solution  and  gives  an  amorphous 
yellow  predpitate  with  bromine  water. 

IsO'Hyenanchin  crystallises  from  boiling 
water  in  lon^,  slender  needles.  Has  no  melting- 
point,  and  IS  decomposed  at  299®  with  effer- 

,  vescence.  Is  less  soluble  in  water  than  hyen- 
anchin,  but  its  solution  also  reduces  Barreswil's 
solution.  Both  modifications  are  toxic,  and 
resemble  picrotoxin  in  action  but  are  much 
weaker,  especially  the  wo-variety.  They  are 
isomeric  with  picroten. 

I  Hyenanche  globosa  contains  also  a  saturated 
alcohol  G,<H4,*0H ;  minute  needles,  m.p. 
82®-^®  (corr.);  a  laevo -rotatory  phytosterol, 
lustrous    needles,    m.p.    266®    (corr.),    readily 

;  soluble  in  chloroform  or  boiling  ethyl  acetate, 
sparini^ly  so  in  alcohol,  together  with  a  yellow 
colouring  matter;  microscopio  yellow  needles, 
m.p.  270°-280°  (decomp.),  probably  belonging 

I  to  the  flavone  group  (Henry,  7.c.). 
HYGRINES  V.  (^oainb. 
HYMENODICTYONIME  (Hymenodidine) 

C|sH|^2> 
,  crystals,  m.p.  66®,  occurs  in  the  bark  of  Hymeno- 
'  dictyon  excetsum  (Wall.),  used  in  India  as  an  anti- 
pyretic.    It  is  bitter  and  slightly  toxic  (Naylor, 
Pharm.  J.  1883,  [iii.]  13,  817;  1885, [iii.]  15, 195). 
HTOSCINB  V.  TBOPBiifES. 
HTOSCYAMIKE    and    HTOSCYAMUS     vT 
Henbane;  Tbopjsinjss. 
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HYPAPHORINE, 


HYPAPHORINE  v.  Bstau^es. 

HYPEROL.  Trade  name  for  a  mixture  of 
urea  and  hydrosen  peroxide  stabilised  by  a 
traoeof  dtrioadd. 

HTPEBSTHENE*  A  rook-forming  minoral 
belonging  to  the  orthorhombic  series  of  the 
pyroxene  group,  and  consisting  of  metasilicate 
ox  magnesium  and  iron  (Mg,Fe)SiO*.  With  less 
iron  it  passes  isomorphously  into  bronzite  and 
enstatite  {q»v.).  It  is  a  common  constituent  of 
basio  igneous  rocks,  especially  norite.  The  very 
coarse-grained  norite  found  as  boulders  on  the 
coast  of  Labrador  consists  of  labradorite  (v. 
Felsfab)  and  hypersthene,  the  former  showing 
brilliant  coloured  reflections  and  the  latter  a 
bright  coppezy  sheen.  This  material  is  there- 
fore sometimes  used  as  an  ornamental  or  precious 
stone.  The  mineral  is  opaque,  with  a  dingy, 
brownish- black  body-colour,  and  the  metallic 
reflection  is  due  to  the  presence  of  minute 
crystalline  enclosures  arranged  parallel  to  one 
plane.    Sp.gr.  3*4.  L.  J.  S. 

HYPNAL  V,  Sykthetio  drugs. 

HYPNOGEN.    Syn.  for  veronal. 

HYPNONE  V.  Ketones  ;  Synthetic  drugs. 

HYPONITRITES  v.  Nitrogen. 

HYPOPHOSPHITES  v.  Phosphorus. 

HYPOPHYSIS  V.  Pituitary  body. 

HYPOQUEBRACHIME  v.  Quebracho  alka-  I 

LOIDS. 

HYPORIT.  Trade  name  for  calcium  hypo-  I 
chlorite  containing  about  80  p.c.  available 
chlorine,  forming  a  stable  powder  which  can  , 
be  compressed  into  tablets  of  accurate  dosage.  ' 
It  is  readily  soluble  in  water,  giving  a  faintly  | 
alkaline  solution  and  may  be  used  as  a  substitute 
for  Dakin's  solution  as  an  antiseptic. 

HYPOSCHROME  v.  Colour  and  ghemioal  ' 

CONSTITUTION.  | 

HYPOSULPHITES  v.  Sulphur. 
HYPOXANTHINE  or  SARCINE,  6'Oxypunne 


N: 


C(OH)-C-NHv 


3H:N 


NH-CO-CNHv 

I  II       >CH 


discovered  by  Scherer  (Annalen,  1860,  73,  328) 
in  milk,  spleen,  and  blood,  is  widely  distributed 
both  in  the  animal  and  vegetable  kingdoms. 
Strecker  (Phil.  Trans.  1858,  10,  121)  isolated  it 
from  meat  juice,  and  hence  called  it  sardne ;  it 
was  afterwards  found  to  be  identical  with 
Scherer's  hypoxanthine  {see  Salkowdd,  Bio- 
chem.  Zeitsch.  1913,  55,  250 ;  Yoshimura,  ibid, 
1911,  37,  481).  It  is  a  normal  constituent  of 
bone  marrow  (Heymann,  Pfliiger*s  AjcMv.  6, 
184),  glands,  muscles,  liver,  brain  (Salomon, 
Ber.  1878,  11,  574;  Kossel,  Chem.  Zentr.  1881, 
486 ;  Buglia  and  Costantino,  Zeitsch.  pb^siol. 
Chem.  1913,  83,  45;  Smorodinzew,  Chem. 
Zentr.  1914,  2,  797),  blood  (Scheier,  Ic. ;  Salo- 
mon, Chem.  Zentr.  1878,  681 ;  Bass,  Arch.  f. 
exp.  Path.  u.  Pharm.  76, 4^),  and  urine  (Strecker, 
/.c. ;  Salomon,  Zeitsch.  physiol.  Chem.  1887,  11, 
410)»  the  amount  varying  from  0*024  p.c.  in  the 
grey  matter  of  the  brain  (Kossel,  /.c.)  to  0  218  p.c. 
in  the  calf's  thymus  (Schindler,  Zeitsch.  physiol. 
Chem.  1889,  13,  432).  Piocard  found  5-8  p.c. 
of  hypoxanthine  and  guanine  in  salmon  roe 
(Ber.  1874,  7,  1714),  whilst  ox  testis  and  the 
spermatozoa  of  carp  contain  0*281  and  0*309  p.c. 
respectively  of  the  former  base  (Schindler,  Lc), 
In  the  vegetable  kingdom  hypoxanthine  occurs 


in  beer  yeast  (Schutzenberger,  Chem.  Zentr. 
1877,  73) ;  in  fungi  (Winterstdn  and  Jegorow, 
Landw.  Versuchs.  Stat*  79  and  80,  541 ;  Buach- 
mann,  Pharm.  Post.  45»  453,  from  Chem. 
Zentr.  1912,  2,  613) ;  and  in  hops  (Chapman, 
Chem.  Soc.  Trans.  1914,  105,  1895);  potato 
juice  to  the  extent  of  0*0037  gram  per  1  c.c. 
(Schulze,  Landw.  VeEsuohs.  Stat.  1882,  28» 
111) ;  in  the  leaf  buds  of  plane  and  maple,  baric 
of  plane,  in  lupines,  young  crass,  red  clover, 
oat^  vetch,  in  sugar  beet  (Sohmze  and  Bosshard, 
Zeitsch.  physioL  Chem.  1885,  9,  420;  Von 
Lippmann,  Ber.  1896,  29,  2645).  It  is  present 
in  neated  soils  (Schreiner  and  Lathrop,  J.  Amer. 
Chem.  Soc.  1912,  34,  1242;  Schreiner  and 
Shoiey,  J.  BioL  Chem.  1910,  8,  385). 

The  chief  source  of  hypoxanthine  in  the 
animal  economy  appears  to  be  nucleic  acid« 
which,  tmder  the  action  of  certain  tissue  enzymes, 
most  abundant  in  the  liver  and  spleen,  is  decom- 
posed ;  thus  nuclease  liberates  the  purine  bases 
adenine  and  guanine,  and  these  are  further 
changed  by  the  deamidising  enzymes  adenoM 
or  guanaae  into  hypoxanthine  and  xanthine 
respectively,  and  finally  oxydases  convert 
hypoxanthine  into  xanthine  and  xanthine  into 
uric  acid  (Halliburton,  Chem.  Soc.  Reports,  1909, 
168:  Amberg  and  Jones,  Zeitsch.  physioL 
Chem.  1911,  73, 407 ;  Long,  J.  BioL  Chem.  1913, 
15,  449).  Salomon  (Ber.  1887,  II,  574;  12, 
95)  obtained  hypoxanthine  from  blood  fibrin 
by  the  action  oi  pancreas  ferment,  by  simple 
decay,  or  by  digestion  with  dilute  hydrochloric 
acid  (8  parts  in  1000  parts  of  water) ;  and 
Kossel  (Zeitsch.  ph^oL  Chem.  1881,  5,  152) 
found  that  the  nuclein  from  pus  cells  and  goose 
blood  yielded  on  prolonged  boiling  103  and 
2*64  p.c.  respectively  of  hypoxanthine.  On  the 
other  hand,  Leathes  (J.  PhysioL  1906,  35,  125, 
205),  Leonard  and  Jones  (J.  BioL  Chem.  1909, 
6,  453),  and  Vogtlin  and  Jones  (Zeitsch.  physiol. 
Chem.  1910,  66,  250),  have  shown  that  uric  acid 
excretion  is  related  in  some  way  to  muscular, 
exercise,  and  the  most  important  purine  base 
which  contributes  to  the  endogenous  uric  add 
is  muscular  preformed  hypoxanthine.  According 
to  Frank  and  Przedborski  (Arch.  exp.  Path.  u. 
Pharm.  68,  349)  50  p.c.  of  ingested  hypoxanthine 
is  utilised  in  the  formation  of  uric  acid.  This  is 
not  directly  connected  with  nuclein  metabolism, 
since  it  may  occur  in  the  absence  of  adensie, 
an  essential  factor  in  the  passage  from  nucleic 
acid  to  hypoxanthine.  Hypoxanthine  has 
UierapeutiG  properties  (Funl^  J.  of  Physiol. 
45.  489).  It  raises  the  blood  pressure  (Back- 
mann,  Zentr.  blatt.  f.  PhysioL  26,  166;  De. 
grez  and  Dorl^ans,  Compt.  rend.  1913,  156,  93). 

Fischer  (Ber.  1897,  30,  2226  ;  D.  B.  P.  1898, 
17673)  has  synthesised  hypoxanthine  from 
trichloropurine  by  the  f  oUowing  reactions :  • 
trichloropurine  when  heated  with  normal  aqueous 
potassium  hydroxide  yields  6-ai^-2  :  S-dichhro- 
NH-CO-C'NHv 


purine 


N, 


)CC1,  which  is   reduced 


ia:N— C— N/ 

to  hypoxanthine  by  the  action  of  hydrogen 
iodide.  Hypoxantmne  is  also  obtained  from 
adenine  {Q-aminopurine)  bv  the  action  of 
nitrous  acid,  or  from  uric  acid  by  reduction 'with 
alkali  and  chloroform  (Sundvik,  Zeitsch.  physioL 
Chem.  1897, 23, 476  ;  26, 13  ;  ibid.  1912, 76,486). 
A  further  synthesis  of  hypoxanthine  from 
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cthylcyanaoctatc  and  tluourca  ia  dcscriljcd  by 
Traube  (Annalen,  1904,  331,  64);    A-amino-Q- 

NH-CO-CH, 
hydroa^-2-ihiopyrimidine  I  I         obtained 

CSNH-C:NH 
by    the    condensation    of    ethylcyanacate  and 
thiourea  in  the  presence  of  sodium  ethozide, 

NH-CO-C :  NOH 
forms  an  isonitroeo  derivative    I  I 

CSNH-C:NH 
which  on  reduction  yields  4 :  S-diamino-Q-cxy- 

NH-CO-C-NHj 
2-thiapyrimidine      I  ||  .       When  the 

CSNH-CNH, 
sodium  salt  of  the  formyl  derivative  of  this 
compound  is  heated  at  250^-255°  it  is  converted 

NH-CO-CNHv 
into  6-oxy'2-thiopuri7ie  I  ||         /CH»  which 

CSNH-C— N/ 
loses  its  sulphur  on  treatment  with  dilute  nitric 
add  (25  p.o.)  at  100^  yielding  hypozanthine 
NH<X)-CNHv 
I  II       >CH. 

dH:N— O— N^ 

Hypoxanthine  is  a  white  orystaUine  powder, 
crystallising  in  two  modifications,  one  form 
consisting  of  needles  containing  water  of  crystal- 
lisation, which  spontaneously  and  readily  lose 
their  water  yielding  anhydrous  octahedra 
(Micko,  Zeitsch.  Nahr.  Genussm.  1904,  8,  225) ; 
it  decomposes  without  melting  at  150%  and 
dissolves  in  69*5  parts  of  boiling  water  or  1400 
parts  at  19''  (Fischer,  Ber.  1897,  30,  2226). 

Hypoxanthine  exhibits  both  acid  and  basic 
properties,  and  combines  with  one  equivalent  of 
an  acid,  or  two  equivalraits  of  a  base;  the 
following  eaUs  are  described  :  the  hydrochloride 
C5H4N40'HC1,H20,  crystalline  plates  or  needles, 
yields  a  sparingly  soluble  pkUinichloride 

(C5H4N40-Ha),-Pta4 
and  a  crystalline  awrichhride 

C4H4N40-HCl.AuCl, 

the  hydrdbromide  CQH4N40'HBr  and  nitrate 
C5H4N40'NH0,  are  crystalline;  the  picrate 
dissolves  in  450-^500  parts  of  water  at  the 
ordinary  temperature  (Kriiger  and  Salomon, 
Zeitsch.  physioL  Chem.  1898,  26,  362).  The 
barium  derivative  CBH4N40*Ba(0H)|  is  crystal- 
line, the  silver  salt  C4H|N40Ag2,H,0  loses 
^HgO  at  100° ;  in  the  presence  of  excess  of 
ammonia  the  salt  crystaUises  with  SH^O,  and 
loses  2iH20  at  120°.  The  phosphotungstate 
forms  straw-coloured  cubical  plates  (Brummond, 
Biochem.  J.  1918,  12,  5). 

Hypoxanihine-d-gluconde  crystallises  in  long 
needles,  m.p.  245°,  [a]J0'-34-5°  in  i^/l-sodium 
hydroxide  and  -|- 12-92°  in  i^/1 -hydrochloric  acid 


solution  (Fischer  and  Helferich,  Bor.  1914,  47, 
210). 

Hypoxanthine  forms  characteristic  sparingly 
soluble  derivatives  with  certain  metaUic  salts, 
and  these  are  used  for  separating  and  estimating 
the  base.  The  compound  with  mercuric  chloride 
CsHgNfO^gClsyHgO  is  crystalline ;  the  com- 
;  pound  with  silver  nitrate  C,H4N40,AgN0j  is  a 
'  nocculent  precipitate,  crystallising  from  hot 
nitric  add  (8p.gr.  1*1),  1  part  diss^ves  in  4960 
parts  cold  nitric  add ;  according  to  Salkowski 
(Pfliiger's  Archiv.  4,  91),  the  presence  of  gelatin 
prevents  the  predpitation  of  hypoxanthme  by 
silver  nitrate ;  the  picrate  Ai^iB.^  fi,C^^fi  -, 
is  a  lemon-yellow  crystalline  salt,  insoluble  in 
cold  water,  precipitated  from  a  hypoxanthine 
salt  by  sodium  .picrate  and  sUver  nitrate 
(Bruhns,  Zeitsch.  physiol.  Chem.  1890,  14,  555). 

Bromohypoxanthine  C4H,BrN40,2H,0  is 
sparingly  soluble  in  cold  water,  and  is  obtained 
by  the  action  of  bromine  (1  mol.)  on  hvpQxan- 
thine  (1  mol.)  at  120°,  or  by  the  action  of  sodium 
nitrite  on  a  solution  of  bromadenine  at  70° ; 
on  heating  hypoxanthine  for  6  hours  at  100°- 
150°  with  excess  of  bromine,  bromohypoxanthine- 
tetrdbromide  hydrdbromide  0aHaBrN40'HBrBr4 
is  obtained  (fCriiger,  Zdtsoh*  physioL  Chem. 
1894,  18,  449). 

Urethane  of  hypoxanthine  C5H,N40<X)0Et, 
prepared  by  the  interaction  of  ethylchloro- 
carbonate  and  hypoxanthine,  crystallises  in 
plates,  m.p.  185°-190°,  and  is  spanngly  soluble 
(Bruhns  and  Kossel,  Zdtsch.  physiol,  Chem. 
1892,  16,  1).  Hypoxanthine  combines  with 
adenine  to  form  the  crystalline  compound 

C4H4N40-C4H5N6.3H,0 
(Bruhns,  Ber.  1890,  23,  225);    and  like  other 
purine  derivatives  containing  an  imino  group 
in  position  7  it  yields  coloured  derivatives  witn 
diazobenzene  salts  (Burian,  Ber.  1904,  37,  696). 

Separation  and  estimation. — From  mixtures 
of  the  xanthine  bases,  adenine  and  hypoxanthine 
are  separated  from  xanthine  and  guanine  by 
means  of  their  sparingly  soluble  derivatives  with 
silver  nitrate  in  nitric  add  solution.  The  mixed 
silver  compounds  are  decomposed  by  hydro- 
chloric  add,  the  filtrate  nearly  neutralised  with 
sodium  carbonate  and  the  adenine  predpitated 
as  picrate.  '  The  filtrate  is  neutralised  with 
ammonia,  and  the  hypoxanthine  precipitated 
with  ammoniacal  silver  nitrate  (Bruhns,  Ber. 
1890,  23,  225 ;  cp.  also  Kossel,  Zdtsch.  physiol. 
Chem.  1883,  8»  404 ;  Schindler,  ibid,  1889,  13, 
432  ;  KrOger,  ibid.  1894, 20, 170).        M.  A.  W. 

HTBGOL  V.  Synthetio  drugs. 

HTRGOLUH.  Trade  name  for  a  form  of 
colloidal  mercury. 

HYSTARAZuf    v.    Altzabin    and    allied 

OOLOUBINa  BCATTERS. 


lACHIOL.   Trade  name  for  silver  fluoride. 

IBIT  V.  Synthetic  drugs. 

IBOGA.  A  plant  Tabemanihe  Iboga  (Baill.), 
natural  order  Acanthacecs,  found  in  the  Congo, 
the  root  of  which  is  chewed  by  the  natives  and  ^  „     , 

which  is  said  to  possess  properties  similar  to  i  from  the  French  Congo. 


those  of  coca  and  kola.  It  enables  persona  to 
withstand  fatigue,  is  used  as  a  remedy  for 
sleeping  sickness  and  acts  as  an  aphrodisiac. 


Ibogaine  C,4H,tO,N,  (Ibogine),  an  alkaloid 

occurring  in '  iboga '  {Tabemanihe  Iboaa)  obtained 

Orthorhombic  crystals* 
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in.n.  162^,  laevo-rotatory  (Dybowski  and  Landrin, 
Compt.  rend.  1901,133,748;  HaUer  and  Heckel, 
ibid.  1901,  133,  860).  The  alkaloid  pcoduces 
ansBstheeia,  and  in  large  doses  causes  convulsions 
and  death  due  to  stoppage  of  respiration  (Lam- 
bert and  Heckel,  ibid.  1901,  133, 1230). 

ICACIN  V.  Ouso-BEsms. 

ICE  BLACK  V,  Azo-  coLoumNa  mattebs. 

ICE  COLOUBS.  Colours  formed  on  the  fibre 
by  treating  it  with  a  phenol  and  then  with  a 
diazotised  amine  in  presenoe  of  ice.  Known 
also  as  ingraine  colours;  v,  Azo-  ooloubiko 

HATTEBS. 

ICELAND  MOSS*  Cetraria  islandica.  Yields 
on  extraction  with  ether  prokha-Uchesteric  acid, 
which  when  subjected  to  a  temperature  higher 
than  46^  is  converted  more  or  less  into  a-liche- 
ateric  add  Oi  JEL^fi^,  m.p.  124%  which  again 
is  converted  into  diUchesteric  acid.  Acetone 
extracts  from  Iceland  moss  the  potassium  salt 
of  fumaroproioceiraric  acid,  which  is  readily 
split  up  into  acid  potassium  fumerate  and 
cetraric  acid;  the  latter  does  not  occur  in 
the  free  state.  The  cold-water  soluble  carbo- 
hydrates of  Iceland  moss  include  Uchenin, 
d-lichenidin  [a]]>=»  +  16*4,  and  Uchenoin 
C„H,oOio,[alD= +202-7,  which  on  hydrolysis 
yields  dextrose  and  a  carbohydrate  GfiioO^, 
which  gives  a  crystalline  derivative  with  barium 
hydroxide.  On  boiling  with  water  and  a  little 
sodium  carbonate  the  Uchen  loses  about  61  p.c., 
and  the  residue  is  largely  hydrolysable  by  dilute 
acid,  yielding  mainly  dextrose,  some  galactose 
and  a  very  little  mannose  (Hesse,  J.  pra&  Chem. 
1916,  94,  227;  J.  Soc.  Chem.  Ind.  1917,  666); 

V,  I^OHBNS. 

ICELAND-SPAR  v.  Calcitb;  Calcium. 

ICE-SPAR  V,  Cbtolitb. 

ICHTHALBIN.  Syn.  for  iohthyol  albu- 
minate. 

ICHTHARGAN  p.  Stnthbtio  dbxtos. 

ICHTHERMOL.  Trade  name  for  a  mercury 
compound  of  ich^3roL 

ICHTHOFORM.  Trade  name  for  a  com- 
bination of  iohthyol  and  formaldehyde.  Used 
as  an  intestinal  antiseptic. 

ICHTHOSULPHOL  (icMhynai).  Syn.  for 
ichthyoljq.v,), 

ICHTHYOL.  A  pharmaceutical  product  dis- 
tilled from  fossilised  fish  remains,  found  in  the 
Tyrol  and  on  the  coasts  of  the  Adriatic.  Similar 
deposits  are  found  in  the  valley  of  the  Isar  and 
the  Loisach;  in  Switzerland  north  of  Meride, 
and  in  various  parts  of  Italy. 

Crude  ichthyol  from  the  Seefeld  district 
between  Southern  Bavaria  and  the  Tyrol  has 
long  been  used  as  an  antiseptio  remedy.  The 
crude  '  rock  oil '  is  obtained  by  simple  distilla- 
tion from  the  shale  or  *  stinkstein,'  a  bituminous 
substance  of  a  grey  or  black  colour  occurring 
in  the  upper  dolomites.  The  amount  of  oil  ob- 
tained varies  from  1  to  10  p.o.  An  installation 
of  nine  stiUs  yields,  on  an  averaee,  15  to  20  kilos, 
of  oil  per  charge.  In  one  works  the  output  of 
crude  oil  is  over  3000  kilos,  per  annum.  As 
found  in  pharmacy,  the  substance  consists 
mainly  of  the  ammonium  sulphonate.  It  is 
not  a  nmple  substance  but  a  mixture  of  ammo- 
nium ichthyol  sulphonate  with  about  1  p.o.  of  a 
powerful-smellinff  empyreumatio  oil,  6  to  7  p.c. 
of  ammonium  sulphate,  and  about  50  p.c.  water. 


According  to  Baumann  and  Schotten, 
ichthyol-sulphonic  acid  has  the  formula 

C,JI„S(SO,OH), 

An  odourless  ichthyol  has  been  prepared  by 
Knorr  &  Co.  which  has  the  therapeutic  activity 
of  the  original  strong-smelling  product  (J.  Soc 
Chem.  IncL  1903,  1304 ;  1910,  44,  174,  264). 

The  purification  of  the  crude  oil  is  effected 
by  heating  it  with  soda  lime,  washing  with  dilute 
sulphuric  acid,  drying  and  heating  with  sodium 
in  a  current  of  ammonia  sas.  It  then  contains 
only  a  small  quantity  of  a  ketonic  substance 
from  which  it  may  be  freed  by  magnesium 
methyl  chloride.  After  fractionation  over 
sodium  it  becomes  colourless  and  acquires  a 
pleasant,  fragrant  smell  (Scheibler,  Ber.  1919,  52, 
1903).  According  to  the  same  authority  (Archiv. 
et  Pharm.  258,  p.  70),  the  typical  sulphur  com- 
pounds of  ichthyol  and  similar  tar  oils  are 
derivatives  of  thiophen. 

For    ichthyol    preparations    v.    Stnthbtio 

DBUaS;^ 

ICHTHYOUDIN.  Trade  name  for  piper- 
asdne  ichthyolate. 

ICHTHYOL-SALICYL.  Trade  name  for  a 
mixture  of  ichthyol  and  sodium  salicylate. 

ICICA  and  ICACIN  v.  Oleo-bbsins. 

ICOSANE  CioHa*.  a  hydrocarbon  found  in 
paraffin.  M.p.  36° ;  1b.p.  (under  15  mm.  pressure) 
206° ;  sn.gr.  0778  at  37°/4°.  Formed  by  the 
action  of  sodium  on  normal  decyl  iodide. 

ICOSONENE 17.  Resin  oil. 

IDAEIN  V.  Akthooyaitins. 

IDOCRASE  V.  Vbsuvianitb. 

IDBYL  V.  Fluobanthenb. 

IGNATIUS  BEANS  v.  Nux  vomica. 

I6N0TINE  V.  Cabnosinb. 

ILEX  VOBflTORIA  (Alton).  The  leaves  of 
this  tree  growing  in  the  South  Eastern  States  of 
America,  and  used  by  the  Indians,  under  the 
name  of  *  Yaupon  *  on  account  of  their  medicinal 
and  stimulating  properties,  have  been  found  by 
Power  and  Chesnut  (J.  Amer.  Chem.  Soc. 
1919,  41,  1307)  to  contain  notable  amounts  of 
caffeine. 

lUCIC  and  ILICYLIC  ALCOHOLS  t;.  Bibb- 

LIMB.  ^ 

ILUPE-NUT  FAT.  Illip^-nuts  yield  a  con- 
siderable quantity  of  a  fat  which  is  imported 
from  the  Dutch  East  Indies,  and  used  in  con- 
junction with  palm-kernel  oil  in  the   manu- 

•  facture  of  candles.  It  is  well  adapted  for  the 
saponification  method  of  stearin  manufacture. 
In  the  autoclave  it  yields  about  10  p.c.  of 
glycerol  of  28''B.  (J.  Soc.  Chem.  Ind.  1898,  161, 

!  358) ;  V.  Bassia  oil. 

<        HiMENITE,  or  titaniferous  iron-ore.    A  com- 

.  mon  mineral  with  approximately  the  formula 
FeTiOt,  but  of  variable  composition.  Analyses 
show  TiO,  22-59,  FeO  20-46,  Fe,0,  1-69  p.c. 
In  its  rhombohedral  crystalline  form  it  shows  a 
close  agreement  with  haematite,  and  it  has 
consequently,  imtil  recently,  been  regarded  as 
an  isomorphous  mixture  of  ferric  oxide  and 
titanium  sesqnioxide,  the  formula  being  written 
as  an  oxide  (Fe,Ti)jOs.  The  discovery  of  the 
rhombohedral  titanates  of  maffnedum  and 
manganese,  geikielite  (MgTiOs)  and  p3nx)phanite 
(MnTiO,),  and  the  frequent  presence  of  mag- 
nesium (and  manganese)  in  ilmenite,  suggest, 
however,  that  the  mineral  is  really  a  titanate  of 
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ferrous  iron,  FeTiOa  (S.  L.  Penfield,  Amer.  J. 
ScL  1897»  4,  108).  In  the  variety  jncroilmeniie 
a  oonaderable  amount  of  iron  u  replaced  by 
magnesium,  the  formula  then  being  (Fe,Mg)TiOa 
(T.  Crook  and  B.  M.  Jones,  Min.  Mag.  1906,  14, 
165). 

Ilmenite  is  blaok  with  a  sub-metalfio  Inatre, 
and  often  a  smooUi  and  lustrons  conchoidal 
fracture,  Bp.gr.  4'5--5;  H.  5-6.  The  maasiyo 
mineral  somewhat  resembles  magnetitcr  in 
appearance,  from  which  it  is  readily  distinguished 
by  Its  feeble  magnetic  character.  It  is  of  con- 
stant occurrence  as  isolated  grains  in  the  more 
basic  igneous  rocks  (g^bbro,  diabase,  basalt, 
&c.) ;  and  in  certain  instances  it  forms  rich 
segregations  in  such  rocks.  Enormous  deposits 
of  ilmenite  are  found  under  these  conditions  at 
several  places  in  Norway,  Sweden,  Canada,  and 
the  United  States.  With  the  weathering  and 
breaking  down  of  these  igneous  rocks,  grams  of 
ilmenite  {Manaeeanitet  from  Manaccan  in  Corn- 
wall) collect  in  the  beds  of  streams,  sometimes 
fomiing  considerable  deposits  of  'black  iron- 
sand«' 

Although  lai:^  deposits  of  ilmenite  are 
available  for  mimng,  tne  mineral  has  not  yet 
found  any  important  applications.  It  has  been 
used  for  the  preparation  of  titanium  paints  and 
enamels;  and  in  the  future  it  may  be  more 
utilised  for  the  manufacture  of  titanium-steel, 
which  possesses  great  ductility  and  a  high  limit 
of  elasticity.  (See  J.  T.  Singewald,  The  Titani- 
ferous  Iron  Ores  of  the  United  States,  their 
Composition  and  Economic  Value,  U.S.  Bureau 
of  Mines,  1913,  Bull.  64.)  L.  J.  S. 

ILMENORUTILE  v.  StbCvbbitb. 

ILVAITE,  UEVRITB,  or  TENITE.  Acid 
silicate  of  iron  and  calcium,  HCaFe",Fe'"8iaOj, 
crystallised  in  the  orthorhombic  system.  It 
contains  theoretically  FeO  35*2,  FeJO,  19*6  p.o. 
(Fe  41  p.c.),  but  the  ferrous  oxide  is  partly 
replaced  oy  an  equivalent  amount  of  manganous 
onde  (up  to  8-6  p.c).  Sp.gr.  3'9-4-l,  H.  5J-6 ; 
gelatinises  with  hydrochloric  add.  The  mineral 
is  found  somewhat  abundantly  as  brilliant  black 
crystals  and  as  compact  masses  in  the  iron  mines 
at  Rio  Marina  and  Cape  Calamita  in  Elba.  It 
is  also  known  from  Campi^^  Marittima  in 
Tuscany,  Hebron  in  Nassau,  British  Columbia, 
Greenland,  and  Japan.  L.  J.  S. 

IMUIISS.  l^trogenous  compounds  obtained 
by  the  action  of  gaseous  ammonia  on  the 
anhydrides  of  dibiwic  adds  and  resulting  in 
the  substitution  of  the  bivalent  ^NH  group 
(Imidogen)  for  the  oxygen  atom  umting  the  two 
carbonyls,  e,g, : 


ie. 


PhthsHc  anhydride. 


►NH  +  H,0 

Phthalimide. 

£^IMINAZOLTETHYLAMINB  v.  Eboot. 

IMINES.  Bases  derived  from  aldehydes  or 
ketones  by  the  substitution  of  ^NH  (imidogen) 
for  oxygen.  Imines  derived  from  aldehydes  are 
known  as  aldimines  ;  those  derived  from  ketones 
are  called  kdimines. 

IMOGEN,  eikonogen  modified  by  the  intro- 


duction of  another  amino  group;  used  as  a 
photographic  developer. 

IMPERIALINE  C,sH,,N04.  An  alkaloid  dis- 
covered by  K.  Fragner  in  FtitiUaria  Imperiaiis 
(Linn.).  Short  needles,  m.p.  254°  (approx.) 
[alp— 35*4^  in  chloroform;  yields  a  crystalline 
hy^hloride  (Ber.  1885,  21,  3284).  It  is  a 
heart-Doison,  and  is  probably  closely  related  to 
the  older  alkaloid  Trtlipine,  discovered  by 
Gerard  in  Tidipa  Oesneriana  (linn.). 

IMPERIAL  GREEN.  Emerald  Oreen  v.  Pig- 
ments. 

IMPERIAL  SCARLET  v.  Azo-  oolourino 

MATTEBS,  

IMPERIAL  YELLOW  v.  Attbantia. 

INACTIVE  CAMPHOR  v.  Camphors. 

INCANDESCENT  MANTLES  v.  Gas  mantles. 

INCARNATRIN  v.  Glitoosidbs. 

INCENSE,  see  Ollbanum,  art.  Gum-bxsins; 
Olbo  -bbsins^ 

INDACONTTINE  t\  Aoonitinb. 

INDALQiARIN  v.  Oxazznb  oolottbino 
mattbbs.  

INDAMINES  and  INDOPHENOLS. 

ConeiituHcn  and  mode  oj  formation, — The 
indamines  and  indophenols  are  colouring  matters 
most  of  which  are  too  unstable  to  be  of  great 
practical  value,  but  many  of  them  are  interesting 
as  intermediate  products  in  the  manufacture  of 
other  more  important  dyestuffs.  From  a 
theoretioal  point  of  view  they  can  claim  great 
importance^  as  they  form  the  starting-point  of 
the  modem  *  quinonoid '  structural  f  ormulsB  now 
universally  adopted  for  the  majority  of  colouring 
matters.  This  is  due  to  the  fact  that  the  inda- 
mines and  indophenols  are  the  simplest  real 
colouring  matters  derived  from  the  quinones, 
which  are  now  considered  as  prototypes  of 
ohromogens. 

All  aromatic  hydrocarbons  are  capable  of 
forming  quinonoid  derivatives  by  the  displace- 
ment of  2  hydrogen  atoms  by  2  atoms  of 
oxygen.  These  may  stand  either  in  o-  or  in  p- 
position  to  each  other,  whilst  no  quinones  have 
ever  been  discovered  which  contain  the  oxygen 
atoms  in  m-  position.  The  divalent  nature 
of  oxygen  forces  us  to  consider  the  quinones 
either  as  peroxides  of  aromatic  hydrocarbons 
or  as  alicydic  diketones.  The  m£  of  these 
possibilities  was  formerly  considered  as  more 

rbable  and  was  made  the  basis  of  this  article 
the  first  edition  of  this  dictionary.  Since 
then  the  diketone  formula  has  come  to  be 
ffenerally  adopted  and  it  will  therefore  have  to 
be  used  in  this  revision  of  the  article. 

The  following  formulas  represent  the  two 
different  constitutions  which  may  be  siven  to 
l>-quinone,  the  prototj^  of  all  the  substances 
to  oe  mentioned  in  this  article : 


A 

Y 


Peroxide  formula.  Diketone  formula. 

AH  otiier  quinones,  no  matter  from  what 

aromatic  hydrocarbon  they  are    derived  and 

whether  tiiey  belong  to  we  o-  or  p-  series, 

may  be  similarly  formulated  and  neither  of 


nu 
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these  two  different  constitutions  can  be  claimed 
as  undoubtedly  preferable  to  the  other.    It  is 
verv  probable  that  the  quinones  are  tautomerio  ; 
and  poBsesbcd  of  both  oonstitutions  according  to  i 
the  circumstances  under  which  they  react. 

If  the  oxygen  of  27-quinone  be  replaced  bjr  , 
divalent  imino  groups  =NH,  two  compounds  1 
may    be    obtained,    p-quinoneimide    and    p-  | 
quinonediimide,  which  for  many  years  have  been 
considered  as  hypothetical  but  have  recently 
been  prepared  by  Willstatter  (Ber.  37,   1494, 
4005).    They  are  very  unstable  substances  the  j 
constitution  of  which  is  expressed  by  the  follow- 
ing  formulas    (based,    as    all    the    subsequent ; 
formube  of  this  article,  on  the  diketbnio  con-  ; 
stitution  of  the  quinones) 

O  N— H 


NCI 

II 


A 


KJ 


N— H  N— H 

p-QuInoneimide.  p-Quinonediimlde. 

The  iminic  hydrogen  of  these  compounds  may 
be  replaced  by  halogen  atoms,  and  we  thus  obtain 
substances  of  a  comparatively  stable  nature 
which  have  been  known  for  a  long  time  and  may 
be  used  for  the  preparation  of  various  deriva- 
tives. It  was  b^  treating  quinonediohlorodi- 
imide,  dissolved  m  ether,  absolutely  free  from 
moisture,  with  the  theoretical  quantitv  of  dry 
hydrosen  chloride  that  Willstatter  first  suc- 
ceeded in  preparing  p-quinonediimide.  Later 
on  he  found  a  seneral  method  for  the  production 
of  both  these  imides  in  the  oxidation  of  either 
p-phenylenediamine  or  p-aminophenol  with  dry 
silver  oxide.  They  are  slightly  basic  sub- 
stances, capable  of  forming  unstable  hydro-  , 
chlorides.  In  a  free  state  they  are  white,  but 
they  resemble  quinone  in  their  reactions.  Their 
great  tendency  to  polymerisation  is  the  cause  why 
previous  attempts  at  their  isolation  have  failed. 

NCI 

II  I 

Qolnoneehlorolmlde  C«H4  has  been  obtained  ! 


by  Sohmitt  and  Bennewitz  (J.  pr.  Chem.  [ii.]  1 
8,  2).    It  is  prepared  by  allowing  a  solution  of 
43  grams  j^-aminophenol  hydrochloride  in  600  | 
c.c.   water  and   100  c.c.   concentrated  hydro-  1 
chloric  add  to  flow  into  a  solution  of  sodium  | 
hvpochlonte  prepared  by  introducing  35  grams 
of   chlorine   into   an   ice-cold   solution   of   45 
grams   sodium   hvdroxide.    The  imide  settles  1 
out    and    may    be    recrystallised    from    light 
petroleum    (Willstatter,    Ber.    37,    1499).    It 
forms  yellow  crystals,  melting  at  85° ;    it  is  | 
slightly  enlosive,  volatile  with  aqueous  vapour, 
and  resembles  quinone  in  many  of  its  properties.  , 

N-a  I 

Triehloroquinoneehlorolmlde      C«HC1,      is 


prepared  in  the  same  manner  from  trichlor- , 
aminophenol  hydrochloride  (Schmitt  and  Andre- 
sen,  J.  pr.  Chem.  [ii.]  23,  438 ;  24,  429).  Yellow 
lieedles,  m.p.  118%  similar  to  quinoneohloromide. 


DIbromoquinonechloroImlde     CcHaBr,      is 

Ii 
O 

obtained  by  adding  a  solution  of  bleaching- 
powder  to  an  aqueous  acidulated  solution  of 
the  double  salt  of  dibromaminophenol  hydro- 
chloride and  tin  chloride.  It  separates  in 
flesH-coloured  crystals,  melting  at  ^°  (B. 
M5hlau,  Ber.  16,  2845). 

N-a 

Quinonedlchlorodilmide     C^H^     is    formed 

II 

N-a 

by  acting  with  a  solution  of  bleaching-powder 
upon  a  solution  of  p-phenylenediamine 
hydrochloride  (Krause,  Ber.  12,  47).  WiU- 
statter  (Ber.  37,  1498)  prepares  it  by  allowing  a 
solution  of  54  gnuns  p-phenylenediamine 
hydrochloride  in  120  c.c.  hydrochloric  add  and 
600  o.c.  water  to  flow  into  a  hypochlorite  solu- 
tion prepared  by  introducing  75  grams  of  chlorine 
into  the  solution  of  90  grams  sodium  hydroxide 
in  500  c.c.  of  water.  The  imide  separates  in 
whitidi  flakes  and  may  be  recrystalused  from 
light  petroleum.  White  needles,  insoluble  in 
water,  soluble  in  alcohol,  benzene,  &o.,  and 
exploding  at  126% 

NBr 

Quinonedlliroiiiodllmlde  C«H|  may  be  pre- 

II 
NBr 

pared  by  acting  with  bromine  water  upon  p- 
phei^lenediamine  hydrochloride  (Krause,  Ber. 
12,  dO).  It  is  similar  to  the  chloro  derivative^ 
and  explodes  at  86"". 

These  substances  aro  not  colouring  matters, 
as  may  be  seen  from  the  above  description. 
They  cannot  be  colouring  matters,  because  they 
are  indifferent^  whilst  every  dyestuff  must  be 
dther  an  amine  or  a  phenol  (Witt,  Bau  und 
Bildnng  farbender  Kohlenstoffverbindungen, 
Ber.  9,  522).  Their  chromophorie  character, 
however,  becomes  apparent  in  tliose  of  their 
derivatives  which  are  endowed  with  dther 
basic  or  add  properties.  Nitrosodimethylaoiline 
and  nitrosophenoi,  which,  as  their  constitational 
formulffi  show,  aro  dosdy  related  to  quinonedi- 
imide  and  quinoneimide : 

N— H  1J--CH, 

II  ll^<Jl 


N— H 

Quinonediimide. 


N— H 


Quinonedimethylamino- 
oxime  chloride  (Nitroso- 
dimethylaniline  hydro- 
chloride). 

N— OH 


V 


A 


O 
QuiDoneimide. 


.onalp 


Diaitiz'^'^ 

Qmnoneoxime  (Nitrosophenoi). 
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arc  by  virtue  of  their  basic  and  phonolic  iiaturo, 
oolourioff  matters  possessing  some  affinity  for 
fibres,  ajthongh  they  have  no  praotioal  value  as 
dyestufib. 

We  may,  however,  obtain  real  oolouring 
platters,  many  gf  'wUoh  have  proved  useful  and 
interesting,  b^  ^repanug  substitution  products  of 
the  quinoneimides  in  whioh  the  substituting 
radicle  is  attached  to  niVrogen.  Such  products 
may  be  prepared  by  actmg  with  amines  or 
phenols  upon  quinoneimidei,  or  their  equiva- 
lents, quinonamidozimes  (nitroso  bases)  and 
quinoneozimes  (nitrosophenob).  Various  cases 
may  here  be  cited : 

^  1.  By  acting  with  aromatic  amines  upon 
quinonedichlorodiimides,  indamines  are  formed, 
tiius: 


6.  By  acting  with  phenols  upon  quinon- 
amidoximes  (nitroso  bases)  normal  indophenols 
are  formed : 


N(OH,), 
C.H4 


II 


N— a 


II 

N— Cl  x^xx, 

Dichloroqulnone-   a-Naphthylamine. 


+       111  =HC1+  II   "^1 
\/\/  \/* 

NH.  N 

CioH.NH, 

Napbthlndamlne. 

2.  By  acting  with  aromatic  amines  upon 

quinone-amidozimes  (nitroso  bases)  indamines 

are  formed  likewise :  ^^^ 


N 

in. 


N 

'HC1H,N\A. 

II      II 


/CH, 
N-^H, 

\r-Cl     NH, 

II      II  +  11  =H,0  + 

II  I 

N— OH  NH, 

Kltrosodlmethyl-   m-Tolylene- 
aniline  hydro-      diamine, 
ohlorido.  |> 

(DimetbylaminoQninoneoxime  NH 

chloride.)  Tolylene  blue. 

In  this  case,  as  in  many  similar  ones  in  this 
group,  the  quinonoid  character  may  in  the  forma- 
tion of  the  dyestuff  bo  shifted  from  one  benzene 
ring  to  the  other.  This  has  been  indicated  in 
the  formula,  although  we  have  no  positive  proof 
that  such  shifting  takes  pUce  in  the  formation 
of  tolylene  blue. 

3.  By  acting  with  aromatic  amines  upon 
quinonechloroimides    normal    indophenols    are 

0 


/CH, 

'  Ij"^  '+C,oH/ONa=H,0  +  Naa+N 
CJB.M  Sodium  a-  11 

II  naphthozide.  >/\X\ 

N-OH  f    ]       I 

Nltrosodi-  V    J\    ) 

methylaniUne  N/  \/ 

hydrochloride.  || 

O 
liormal  naphthlndophenol. 

In  this  case  again,  as  in  No.  2,  a  migration 
takes  place  and  the  quinonoid  nature  is  shifted 

'  from  the  benzene  to  the  naphthalene  nucleus. 

I  This  can  be  proved  to  be  the  case  by  the  fact  that 

I  the  resultinfl  dyestuff  is  a  weak  base  but  entirely 
devoid  of  phenolic  properties.  It  cannot  there- 
fore contain  an  OH  group. 

6.  B^  acting  with  phenols  upon  quinone- 

I  chloroimides  colouring  matters  are  formed,  which 
although  practically  belonging  to  the  indophenob 

I  are  distinguished  by  the  presence  of  a  free 

'  hydroxyl  group,  by  which  they  assume  phenolic 
properties,  dissolve  in  alkalis  and  have  tnerefore 

I  been  designated  by  the  name  of  '  acid  indo- 
phenols.* 

Na  0 

II  11 

CtH^+C,HjOH=Ha+C,H4 

n  R 

O  N 


Quinone 
chlorcdmide. 


C.H4OH 

Add  indophenol,  soluble 
in  alkalis. 


7.  The  same  result  takes  place  if  the  equiva- 
lents of  quinoneimide,  viz.  the  quinoneozimes  or 
nitrosophenols  bo  acted  upon  with  phenols  : 


O 


0 

n 


formed : 
NCI 

II  C^6 

C.HCI3      +       I 

II  N(CH,), 

O  IMmethyl- 

Trlchloro-  aniline, 

qninone- 
chlo 


=HC1  + 


CJ[ICl3 

II 
N 


C^iH4+C.H50H=:H,0+N 

NOH  CeH^OH 

Quinoneoxime  Phenol.  Add  indophenol,  soluble 
(nitrosophenol).  in  alkalis. 


C.H-N(CH,), 
,      .    ,.  Dlmetbyltrichloro- 

iloroimide.  benzindopbenol. 

4.  By  acting  with  phenols  upon  quinone- 
dichlorodiimides indophenols  of  a  more  compli- 
cated nature  may  bo  formed : 

N--a  •  N-<).H4-0H 

II  II 

C.H4   -f    2C-H5OH  «  2Ha  +    C,H4 
II  Phenol.  II 

N-<a  N— C.H4OH 

Quinonedichlorodilmide.  Complex  indophenol. 


8.  If,  however,  amines  be  acted  upon  with 
nitrosophenols,    a    normal    indophenol   is   the 
I  result : 
i  O 


0 
C4H4+CioH/NH,=H,0+ 


C.H4 


N— OH 

Nitrosophenol. 


i-Napbthyl- 
amine. 


J, 

OioH. 


Indophenol,  insoluble 
in  afk  " 


•NH, 

,  Dso: 

kaU. 


9.  'the  quinones  themselves  may  be  utilised 
for  the  production  of  these  dyestims  by  being 
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acted  upon  with  suitable  diamines  or  amino- 


O  NH, 


O 


NH. 


0 

N 


]»-PhenyIene- 


<j.H4 

NH, 
IndophenoL 


evident  that 
are  nothing 


the 
else 


Kaphtba-    ]»-Fheny] 
quinone.        diamine. 

This  reaction  makes  it 
indamines   and  indophenols 
than  a  certain  group  of  the  larger  family  of 
quinone  anilides,  viz.  those  of  these  anuides 
which  contain  the  auzochromic  groups  necessary 
for  developing  their  nature  as  dyestufis. 

For  the  production  of  indamines  and  indo- 
phenols it  is,  however,  not  necessary  to  start 
from  ready-formed  quinones,  quinoneimides, 
diimides,  or  quinoneoximes.  It  is  posrible  to 
prepare  these  substances  by  the  Joint  oxidation 
of  amines  or  phenob  with  compounds  which  axe 
capable  of  producing  a  quinoneimide  or  diimide. 

In  this  process  we  may  assume  that  the 
hypothetical  quinoneimides  and  -diimides  are 
formed  as  intermediate  products  which  imme- 
diately react  upon  the  amines  or  phenols  pre- 
sent in  the  mixture,  forming  indamines  or  indo> 
phenob,  as  the  ease  may  be.  Every  p-amino- 
phenol  or  j9-diamine  is  capable  of  being  used 
for  this  reacti(»i,  and  a  large  variety  of  colouring 
matters  may  thus  be  produced.  The  following 
combinations  may  take  place : 

10.  ;>-I)iamines  simultaneously  oxidised 
with  aromatic  amines  give  rise  to  the  formation 
of  indamines.  ^q 

NH,  n 

.NH,  II 

+20=2H,0+N 

C^H^NH, 

NH, 

Indamine 

(phenyleno-violet). 

11.  27-Diamine8  oxidised  with  aromatic 
phenob  produce  normal  indophenob: 

NH, 


13.  p-Aminophenob  oxidised  with  aromatic 
'  phenob  produce  add  indophenob: 

OH 

CJa*         +CJI,0H-h^0=2H,0+N 
'^vjrai.    Phenol.  B 

p-Avoino-  C0H4 

pbenol.  1 

O 

Add  indophenol. 

From  the  above  it  wiU  be  seen  that  all  the 
various  colouring  matters  prepared  by  these  re- 
actions and  built  up  on  the  quinone  type  may 
be  subdivided  into  three  varieties : — 

a.  True   indamines   containing   no   oxygen, 
and  having  the  generic  formula : 
Rn=NH 

a 

N 


I 


;n-NH, 

strong  bases,  forming  stable  salts  with  mineral 
adds. 

b.  Normal,  indophenols,   containing   oxygen 
in    their    chromophoric    group,    being    amino 
derivatives  of  substituted  quinoneimides  of  the 
eenerio  formula : 
*  Rn=0 

R 
N 


i- 


m-Phenvlene- 
diaminc 


NH, 

very  weak  bases,  incapable  ot  forming  stable 
salts.  With  these  the  hydroxy  derivatives  of 
quinonediimides : 

Rn-OH 

i 

I 
Rn=NH 

,  are  practically  identical,  being  transformed  into 

normal  indophenob  in  statu  naseendi  hj  the 

shifting  or  migrating  process  already  mentioned. 

c.  Acid  indophenols,  hydroxy!  dBrivatives  of 

quinonimides  of  the  generic  formula : 

Rn=0 

n 

I  N 


NH, 
CJi4+C,H,OH-f20=2H,O+ 

NH,     ^^*''°*- 
p-Phenylene- 
diamlne. 


"'•H4 


/ 


A. 


C.H4 

u 

0 

Typical  indophenol. 

12.  99-Aminophenob  oxidised  with  aromatic 
amines  produce  normal  indophenob  :    -hrtn-a  \ 

C4H4 

CCH4       +0^,N(CH,),+20=2H,0+N 
-Vj^,    Dimethylannine.  H 

p-AmIno-  C4H4 

phenol.  ^1 

O 

Indophenol. 


tn~OH 

dbtinot  phenob,   dissolving  in  caustic  alkali 
solutions  with  intense  colorations. 

Like  all  colouring  matters  the  indamines 
and  indophenob  are  capable  of  being  reduced 
by  the  action  of  nascent  hydrogen,  of  which  two 
atoms  are  taken  up.  Colourless  *  leuco-  *  com- 
pounds are  formed  which  stand  in  the  same 
relation  to  the  original  dyestuff  as  hydro- 
'  quinone  stands  to  quinone : 

Rn-NH,      Rn-NH,       Rn-OH 

iItH  NH  NH 

Rii-NH,      Rn-OH  Rn-OH 

Leuco-indamlne.    Normal  Add 

leuco-lndophenol.  leuco-indophenol. 

It  will  be  clearly  seen  that  these  fonnul»  of 
the   leuco  derivatives   are  identical   with   the 
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f ormulaa  of  paradiamino,  aminohydroxy,  and  p- 
dihydrozy  deriTatiyes  of  secondary  aromatic 
bases.  Now  as  the  leuco  derivatiyee  of  indamuies 
and  indopheaols  are  capable  of  reoxidation  into 
the  original  dyestuff,  it  is  apparent  that  we 
haye  by  this  means  three  additional  methods  for 
the  production  of  such  colouring  matters : 

14.  Di-p-amino  deriyatiyes  of  secondary 
aromatic  bases  may  be  oxidised  into  indamines. 

15.  2>-Amino-p-hydroxy  deriyatiyes  of 
secondary  aromatic  bases  may  be  oxidised  into 
normal  indophenols. 

16.  Di-p-nydroxy  deriyatiyes  of  secondary 
aromatic  bases  may  be  oxidised  into  add  indo- 
phenols. 

The  conditions  under  which  these  yarious 
reactions  should  be  performed  are  stated  below. 

The  remarkable  relations  existing  between 
dyestuffs  and  their  leuco  compounds  were 
recognised  and  studied  by  chemists  at  an  early 
period.  In  no  group  are  they  so  clearly  defined 
as  in  that  of  the  indamines  and  indophenols. 
Their  complete  elucidation  in  this  group  yery 
naturally  sheds  light  upon  analogous  phenomena 
obseryed  in  other  colouring  matters,  and  thus  the 
study  of  this  class  of  substances  greatly  facili- 
tated the  introduction  of  the  modem  yiews  of  the 
*  quinonoid  *  constitution  of  colouring  matters. 

Literature  on  the  Constitution  of  Indamines 
and  Indophenols,  Otto  N.  Witt^  J.  Soc.  Chem. 
Ind.  1882,  255 ;  R.  Mohlau,  Ber.  16,  2843  ;  Otto 
N.  Witt,  British  Association,  1887  ;  Joum.  Soc. 
Dy.  Col.  1887 ;  R.  Nietaki,  Organische  Farb- 
stoffe,  5th  ed.  1906,  197  ti  seq. 

History. — ^The  first  indamine  obseryed  was 
the  intermediate  product  obtained  in  the  pro- 
duction of  safranine,  of  which,  howeyer^  no 
account  was  published.    Iii  1879,  Otto  N.  Witt 

Erepaied  the  first  indamine  in  a  state  of  purity 
y  acting  with  nitrosodimethylaniline  hydro- 
chloride upon  f»-tolylenediamine  (Ber.  12, 
931 ;  Chem.  Soc.  Trans.  1879,  1,  366).  In  1881, 
Otto  N.  Witt  and  Horace  Kochlin  obtained 
patents  for  the  production  of  normal  indo- 
phenols. The  production  of  '  acid  indophenols ' 
by  the  reaction  of  quinonechloroimide  upon 
phenol  was  first  mentioned  by  Hirsch  (Ber.  13, 
1909),  and  discussed  by  M5hlau  {ibid.  16,  2845). 
The  normal  indophenols  only  haye  found  a 
practical  application  in  dyeing  and  calico- 
printing.  Owing,  howeyer,  to  their  insufficient 
resistance  to  the  action  of  acids  and  to  the 
difficulties  in  their  application,  they  did  not 
make  yery  rapid  progress  in  the  fayour  of 
practical  dyers  and  colourists.  A  change  for 
the  better  took  plaoci  when  it  was  shown  that 
the  t3rpical  indophenol  is  a  good  yat-dye  and 
capable  of  being  used  in  combination  with 
indigo.  The  consumption  of  indophenol  became 
considerable  for  a  while,  but  went  down  again  as 
rapidly  as  it  had  gone  up  when  the  introduction 
of  synthetic  indigo  lowered  the  prices  of  this 
'  king  of  dyestuffs  *  and  the  inyention  of  many 
indigoid  colouring  matters  oyerwhelmed  the 
dyer  with  dyes  suitable  for  the  yat-process. 

In  later  years  some  of  the  indophenols  haye 
become  important  as  raw  materiab  for  the  pro- 
duction of  some  yaluable  sulphur  dyes,  which 
are  prepared  from  them  by  the  well-known  pro- 
cess of  boiling  or  melting  with  alkaline  sulphides. 
This  new  application  of  the  indophenols  had 
been  first  indicated  in  D.  K.  P.  132212  of  the 


Oesellschaft  fiir  Chemische  Industrie,  in  Basle 
(14  Dec.  1898),  and  the  corresponding  Fr.  Pat. 
284387  and  Amer.  Pat,  665547. 

Properties. — ^The  properties  of  the  indamines 
and  indophenols  are  more  uniform  than  those  of 
other  classes  of  colouring  matters.    It  has  con- 
sequently been  necessary  to  prepare  only  a  small 
I  number  from  the  host  of  possible  members  of 
I  this  group  in  order  to  obtain  a  fair  notion  of  the 
I  properties  of  the  whole  eroup.    With  yery  few 
'  exceptions  their  shade  is  olue  or  yiolet ;  in  some 
i  cases  a  blmeJi-green.    The  shade  of  the  dye- 
I  stuff  is  exhibited  : 

I  a.  In  the  indamine  group  by  the  normal  salts 
I  of  the  indamine  bases. 

I  b  In  the  group  of  normal  indophenols  by 
I  the  free  bases. 

c.  In  the  group  of  acid  indophenols  by  the 
I  alkaline  salts  of  the  dyestuffs. 
I       All  the  indamines  and  indophenols  possess 
the  generic  character  of  the  quinone  group. 
They  are  therefore  capable  of  actmg  as  oxidising 
agents  if  brought  together  with  oxidisable  sub- 
'  stances.    In  such  reactions  they  take  up  hydro- 
gen and  are  transformed  into  their  leuco  deri- 
'  yatiyes.    So  considerable  is  their  tendency  to 
act  as  oxidising  agents  that,  under  suitable  con- 
ditions, an  in£unine  or  indophenol  wiU  attack 
'  its  own  molecules,  when  a  mixture  of  its  oxida- 
'  tion  products  and  its  leuco  compounds  is  the 
i  result  {v.  Safranines,  art.  Azihes).    The  con- 
ditions under  which  such  reactions  take  place 
are,  an  eleyated  temperature  and  the  presence 
of   mineral   acids.    The  indamines   and  indo- 
phenols   are    consequently    unstable    in    the 
presence  of  acids,  wlulst  in  alkaline  and  neutral 
i  solution  they  display  but  little  tendency  to  de- 
compose.   A  similar  decomposition  is  caused, 
especially  in  the  indamines,  by  the  action  of 
sunlight ;   the  normal  indophenols  may,  on  the 
contrary,  be  called  rather  nsi. 

The  following  is  an  account  of  those  members 
of  this  group  of  dyestuffs  which  haye  been  more 
closely  examined  or  proyed  important  from  a 
techmcal  point  of  yiew : — 

I.  Indamines. 
Phenylene-Uue  CiaH^iN, 
Constitution  C,H4— NH, 


i 


C,H4«NH 
This  compound  is  best  prepared  by  oxidising 
a  mixture  of  p-phenylenediamine  and  aniline 
hydrochloride  in  equal  molecules  in  the  cold, 
with  the  theoretical  quantity  of  potassium  dlchro- 
mate.  A  greenish-blue  liquid  is  formed,  from 
which  the  iodide  of  phenylene-blue  may  be  pre- 
cipitated by  the  addition  of  potassium  iodide 
solution.  This  salt  forms  long  needles  with  a 
green  metallic  lustre.  It  is  soluble  in  water  with 
a  greenish-blue  colour,  which  turns  into  green  on 
the  addition  of  mineral  acids.  Acid  solutions 
decompose  yery  rapidly,  a  considerable  quantity 
of  p-quinone  being  formed  in  this  decom- 
position. On  reduction  phenylene-blue  yields 
di-j>aminodiphenylamine,  from  which  phenyl- 
ene-blue may  be  regenerated  by  simple  oxida- 
tion. Phenylene-blue  is  transformed  into  sa- 
franine on  beinff  boiled  in  a  neutral  solution  with 
aniline  hydrocmoride  {v.  Safranine). 
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lAteraiuTe,—^.  Nictzki,  Bcr.  1883,  10,  464 ; 
E.  Nietzki,  Organ.  Farbstoife,  5th  ed.  1900,  200. 

Tetnunethyl  derlTative  of  Phenylene-Uue 
( IHmeihylphenylene'green), 

CuHjoNja   Constitution  CeH^— N<^» 
N 

This  interesting  compound,  which  ia  the 
completely  methylated  oeriTatiye  of  the  pre- 
ceding one,  is  formed  by  the  joint  oxidation 
of  (Myf7»'dimethyl-j9-phenylenediamine  with 
dimethylanihne,  in  equiJ  molecules,  with 
potassium  diclm)mate  in  the  presence  of  zinc 
chloride  (Bindachedler,  Ber.  13,  207).  The  zinc 
double  salt  is  at  once  deposited  from  the  liquid. 
According  to  the  quantity  of  zinc  chloride  pre- 
sent the  crystals  are  either  of  a  copper  colour  or 
have  a  metallic  green  lustre.  These  crystals 
are  freely  soluble  in  pure  water,  with  a  fine 
green  coloration.  Potassium  iodide  precipitates 
from  this  solution  the  phenylene-green  Iodide 
OieH|«N|I  in  beautiful  green  needles,  whioh  are 
easily  soluble  in  pure  water,  very  insoluble  in 
the  presence  of  an  excess  of  potassium  iodide. 
The  platinum  double  chloride  has  the  com- 
position (Oi,H2oN,Cl)|PtC]4;  dimethj^lphenyl- 
ene-green  is  more  stable  than  the  majority  of 
indamines.  On  reduction  it  yields  tetramethyl- 
diaminodiphenylamine  from  whioh  the  green 
may  be  regenerated  by  oxidation. 

Dimethylphenylene-green  dyes  silk  and  other 
fibres  a  yeUowiBh  shade  of  green.  It  has,  how- 
ever, found  no  application  as  a  colouring  matter, 
being  rather  unstable  to  light. 

Its  solution,  on  being  boiled  with  the  solu- 
tion of  an  equal  molecule  of  the  hydrochloride 
of  a  primary  amine,  yields  tiie  corresponding 
safranine.    (Also  Safranine,) 

//t7€rafttr€,— Bindschedler,  Ber.  13,  207  ;  R. 
Nietzki,  ibid.  16, 464;  Bindschedler,  ibid,  16,  865. 
Diethylphenylene-gTeeii  C|oHseN,Cl  is  ob- 
tained by  oxidUmg  diethyl-p-phenylenediamine 
with  diethylaniline  in  the  presence  of  mercuric 
chloride.  Very  similar  to  the  methyl  derivatiye, 
but  less  stable. 

Literature. — ^Bindschedler,  Ber.  16,  867. 
HomologU6B  of  phenylene-Uue.  These  are 
formed  by  the  joint  oxidation  of  p-phenylene- 
diamine  and  the  homologues  of  anulne  or  of 
p-tolylenediamine  with  aniline  and  its  homo- 
logues. They  play  an  important  part  in  the 
manufacture  of  the  commercial  safranines,  in 
whioh  they  are  obtained  as  intermediate  products. 
Li/enrfttfc— O.  N.  Witt,  J.  Soc.  Chem.  Ind. 
1882,  256. 

Witt's  phenylene-vlolet  Ci,HitN4-Ha.  This 
substance  is  obtained  by  the  joint  oxidation 
of  p-phenylenediamine  with  m-phenylene- 
diamine.  Its  aqueous  solution,  which  euibits 
a  fine  purple  shade,  is  decomposed  on  boiling, 
when  a  corresponding  diamino-azine  or  eurho- 
dine  is  formed.  Similar  compounds  are  obtained 
by  the  joint  oxidation  of  other  p-ditUDodnes 
with  m-phenylenediamine.  This  reaction  is, 
therefore,  applicable  as  a  test  for  both  p-  and 
m-diamines. 

Witt's  phenylene-Uue  C\4Hi.N4-HCl.  The 
dimethyl  derivative  of  the  preceding  substance 


is  formed  cither  by  the  joint  oxidation  of 
dimethyl-p-phenylenediamine  and  m-phenylene- 
diamine  hydrochloride,  or  by  mixing  together 
lukewarm  solutions  of  mtrosodimethylanSline 
hydrochloride  and  m-phenvlenediamine,  both 
dissolved  in  gladal  aoetio  aofd.  It  forms  bronze- 
coloured  crystals,  readily  soluble  in  water,  with 
a  purplish-blue  shade.  On  the  addition  of 
mineral  acids  unstable  diadd  salts  of  a  yellowish- 
brown  colour  are  formed.  The  aqueous  solution 
is  decomposed  by  prolonged  boiling,  yielding 
neutral  violet,  a  colouring  matter  of  the  eurho- 
dine  group  {v.  Safranine). 

Literature.'-Otio  N.  Witt,  D.  R.  P.  15272, 
1880;  Eng.  Pat.  4846,  1880. 

Tolylene-Wue  Ci5Hi^4Ha 
/CH, 
Constitution  N<         -Ha 


H,N- 


n 


CeHj-CH, 

u 

NH 
This  is  the  most  thoroughly  investigated 
member  of  the  group.  It  is  formed  by  the  action 
of  oxidising  agents  upon  a  mixture  of  dimethyl- 
2>-phenylenedlkkmine  and  m-tolylenediamine, 
or  by  the  direct  combination  of  nitroeo- 
dimethylaniline  hydrochloride  and  free  tn- 
tolylenediamine.  It  is  best  prepared  by  the 
latter  method.  On  mixing  lukewarm  aqueous 
solutions  of  the  two  ingredients  in  the  proportion 
of  equal  molecules  the  blue  is  formed  at  once, 
and  on  cooling  settles  out  in  the  shape  of  gUsten- 
ing  bronze-coloured  crystals  which  have  the 
composition  Ci5HigN4*HCL    On  adding  hydro- 

\  chloric  add  to  an  aqueous  solution  of  this  com- 

i  pound  a  much  more  soluble  diadd  salt 
Ci4HigN4Ha 

:  of  a  reddish-brown  colour,  is  formed.  By  the 
action  of  redudng  agents,  espedallv  stannous 

I  chloride,  the  leuco  derivative  of  tolylene-blue, 
dimethyltriaminotolylphenylamine  Ci5HftoN4  is 
formed.  An  aqueous  solution  of  tne  blue  is 
decomposed  by  prolonged  ebullition.    The  pro- 

,  ducts  of  this  decomposition  are  leucotolylene- 

'  blue  and  dimethyldiaminotoluphenazine  (TdyU 
ene  red,  v.  Azdtbs). 

Liierature.—Oito  N.   Witt  (Ber.    12,   931; 

'  Chem.  Soc.  Trans.  1879,  366 ;  D.  R.  P.  16272, 
1880 ;  J.  Soc.  Chem.  Ind.  1882,  266) ;  R.  Nietzki 

.  (Ber.  16,  1883,  476). 

II.  Indofhenols. 
The  simplest  indophenol  Cifii^fi 
0 
i 

C.H4 
II 
N 


NHj 
was  prepared  in  1880  and  described  b^  the 
inventors,  Horace  Koohlin  and  Otto  N.  Witt  in 
their  fundamental  patents:    D.  R.  P.   169159 
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Amer.  Fat.  261518,  Fr.  Pat.  141843,  £ng. 
Pat.  1373,  6249,  1881.  It  may  be  obtained 
by  any  of  the  processes  indicated  for  the 
purpose  by  theory  (see  above,  modes  of  forma- 
tion). The  best  method  for  its  preparation  is 
the  joint  oxidation  of  p-phenylenediamine  and 
phenol  dissolved  in  water  in  equimolecnlar  pro- 
portions with  ozidising  agents,  which  act  in  a 
neutral  or  alkaline  solution,  such  as  sodium 
feriioyanide,  potassium  persulphate,  or  hypo- 
chlorites. The  last-named  are  exclusively  used 
in  industrial  work.  The  dyestuff,  which  is  of  a 
reddish-blue  shade,  settles  out  at  once.  It  is, 
however,  very  impure  and  contains  other  colour- 
ing matters  which  are  formed  by  the  condensa- 
tion of  part  of  the  indophenol  formed  into  more 
complicated  indophenols  of  a  higher  molecular 
weight.  According  to  the  D.  B.  PP.  179294 
and  179295,  this  is  not  the  case  if  lead  or  man- 
ganese peroxides  be  used  as  an  oxidising  agent. 
Another  method,  indicated  in  the  D.  B.  PP. 
160710  and  168229  consists  in  oxidising  a 
mixture  of  phenol  with  the  monoacetyl  or  the 
monoaiyl  sidphonic  derivatives  of  p-phenylene- 
diamine  and  subsequent  decomposition  with 
alkalL 

This  dyestuS  is  insoluble  in  water,  easily 
soluble  in  alcohol,  ether,  or  benzene.  Acids 
dissolve  it  readily  with  a  yellow  colour.  The 
solution  is  quickly  decomposed  on  standing. 

A  very  similar  dyestun  of  a  bluer  shade  may 
bo  obtained  by  the  joint  oxidation  of  a  mixture 
of  p-phenylenediamine  and  ^''^7^^^  ^ 
molecular  proportions. 

Other  neany  allied  indophenols  are  prepared 
by  the  joint  oxidation  of  o-tuluidme  and 
}7-aminophenol  (Cassella  and  Co.,  D.  B.  P. 
199963,  1901) ;  and  by  the  action  of  nitroso- 
phenol  upon  ]^chloro•o-nitrodipheny]amine 
(Kalle  &  Co.,  D.  B.  P.  205391,  1907). 

AU  these  indophenols  axe  extremely  similar 
in  their  properties.  Notwithstanding  the  in- 
tensity and  beauty  of  their  blue  coloration 
they  have  not  acquired  any  importance  as 
practical  dyestufts,  probably  because  they  axe 
so  easily  attacked  and  decomposed  by  nuneral 
acids.  But  in  later  years  they  have  assumed 
great  importance  as  raw  mateiiab  for  the  manu- 
lacture  of  very  fast  blue  sulphur  dyes,  and  this 
has  caused  the  appearance  oi  numerous  patents 
for  the  production  of  such  indophenols,  the 
more  important  of  which  only  can  bo  mentioned 
in  this  article. 

Dimethyl  derivative  of  simplest  indophenol, 
Ci4H„N,0, 

0 
II 

II 

N 


Lii&ralure. — ^Horace  Kochlin  and  Otto  N. 
Witt,  £>.  B.  P.  15915,  1881.  Leop.  Cassella  & 
Co.,  second  addition  to  D.  B.  P.  15915. 

Dimefhyl-trlcliloroindophenol  G^fiiS^iJ^zO, 

N(CHa), 

'      N 
11 

c.ucu 


is  obtained  by  mixing  alcoholic  solutions  of 
trichloroquinonechloroimide  (1    mol.)    and   di- 
methylamline  (2  mols.),  according  to  the  equa- 
tion: 
C.HCl,(NCl)0-f2C.H5-N(CH,), 

=Ci4HnClaN>0+CeH,N(CH,),HCl 

Becrystallised  from  alcohol,  it  forms  long  green 
glistening  needles,  which  have  the  geneial  cha- 
racter of  the  indophenols  and  are  comparatively 
stable.  On  reduction  it  yields  the  corresponding 
leuco  compound,  dimethylaminohydroxytri- 
ohlorodiphenylamine,  Ci4Hi8Cl,N|0. 

Literature. — Schmitt  and  Anderson  (J.  pr. 
Chem.  [ii.]  24, 435). 

CartMUEOle  indophenol.  This  curious  sub- 
stance, which  has  been  obtained  by  Cassella  & 
Co.  according  to  mode  of  formation  No.  8  from 
carbazole  and  nitrosophenol  has  evidently  the 
constitution : 


i 


(CH,), 

is  obtained  like  the  preceding  compounds  by 
joint  oxidation  from  a  mixture  of  phenol  and 
dimethyl- p-phenylenediamine  or  by  oxidising 
a  mixture  of  dimethylaniline  and  ;)-amino- 
phenol ;  it  crystallises  m>m  alcohol  in  glistening 
green  needles.  Its  alcoholic  solution  is  of  a 
brilEant  greenish-blue  colour. 


CeH, 
0 
0 

It  is  of  great  importance  because  on  being 
heated  with  polysulpnides  it  yields  hydron  blue, 
a  sulphur  dye  insoluole  in  sodium  sulphide  solu- 
tion, but  capable  of  being  used  in  the  vat  in 
exaotiv  the  same  way  as  indigo  and  giving  deep 
blue  shades  which  are  quite  as  fine  and  fast  as 
those  obtamed  with  indigo  itself.  It  is  therefore 
expected  to  become  a  serious  competitor  of 
indigo  blue.    {See  Indiqo,  Abthtioial,  and  In- 

DIGOID  DYK8TUFF8  ;    VaT  DTXS,  MoDBBN.) 

All  the  indophenols  mentioned  so  far  have 
this  in  common,  that  they  are  derivatives  of 
4>.quinone,  and  this  accounts  for  the  simi- 
lanty  of  their  properties  and  chemical  behaviour. 

A  marked  difference  in  this  respect  is  shoAvn 
by  the  indophenols  which  are  derived  from 
naphthoquinone  which  is  itself  less  reactive  and 
consequently  more  stable  than  the  benzene 
derivative.  This  stability  also  shows  itself  in 
the  naphthindophenols  which  can  therefore 
cLiim  to  be  appHcable  and  even  valuable  dye- 
stu£fs. 
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INDAMINES  AND  INDOPHENOUS. 


Although  a  large  number  of  these  Bubstances 
IB  forefieen  by  theory,  the  only  well-knovn 
member  of  the  group  ib  the  one  first  di8coyeied» 
the  ivfieal  indophenol  of  commerce  Gi,Hi^,0 
(vat  blue,  Kupenblau),  the  structure  of  which  is 
expressed  by  the  constitutional  formula 


/ 


li 

N 

C.H4 


N(CH.). 


It  was  discovered  in  1880  by  Horace  Kochlin 
and  Otto  N.  Witt  and  described  in  their  funda- 
mental indophenol  patents  already  mentioned. 

It  IB  prepared  m>m  an  alkaline  mixture  of 
dimethyl-^phenylenediamine  and  a-naphthol 
in  molecular  proportions  by  oxidation.  On  a 
srnaU  scale  potassium  ferricyanide  or  ammonium 
persulphate  is  the  most  convenient  oxidising 
acenty  whilst  on  the  manufacturing  scale  air  is 
blown  through  the  liquid,  or  a  solution  of  sodium 
hypochlorite  is  employed.  It  may  also  be  pre- 
pared by  adding  potassium  chromate  to  the 
alkaline  mixture  of  the  ingredients  and  acidify- 
ing with  acetic  add.  Another  process  consists 
in  simply  heating  on  the  water-bath  an  alcohoUc 
solution  of  mo  nitrosodimethylaniline  and 
sodium  a-naphthoxide ;  or  in  bringing  together, 
in  an  aqueous  solution,  a-naphthol,  nitrosodi- 
methylaniline, and  caustic  soda ;  this  mixture  is 
rapidly  transformed  into  indophenol  if  a  small 
quantity  of  a  reducing  agent,  such  as  sodium 
stannite  or  glucose,  be  added. 

,  Indophenol  forms  a  dark-blue  microcrystal- 
line  powder  with  a  coppery  metallic  lustre, 
exactly  resembling  indigo.  It  is  quite  iuBoluble 
in  water,  sparingly  soluble  in  spirit,  ether,  or 
benzene.  It  dissolves  in  dilute  mineral  acids, 
forming  salts  of  a  yellow  colour,  which  are, 
however,  quickly  decomposed.  In  this  decom- 
position a-naphthaquinone  is  formed  as  one  of 
the  products.  Indophenol  is  slightly  volatile; 
on  being  strongly  heated  it  forms  a  sublimate 
resemblms  subhmed  indigo.  By  reducing  agents 
it  is  transformed  into  its  leuco  derivative 

CnHi^.O 

dimethyla  minophenylhydr  oxynaphthylamine. 
This  has  been  an  article  of  commerce  under  the 
name  of  indophenol- white.  It  is  quite  stable  in 
an  add  state,  but  in  the  presence  of  alkalis  it 
rapidly  absorbs  the  oxygen  of  the  air,  indophenol 
bemg  regenerated. 

The  application  of  indophenol  to  dyeing  and 
calico-printing  is  based  either  on  the  tormation 
of  the  dyestiiS  on  the  fibre,  or  on  the  oiddation 
of  its  ready-formed  leuco  derivative  after  fixing 
the  latter  on  the  fibre.  The  first  method  is 
rareW  employed.  As  an  example  the  follow- 
ing description,  taken  from  the  patent  specifica- 
tion, may  serve :  Bleached  calico  is  printed  with 
a  thickened  mixture  of  aminodimethylaniline  and 
sodium  a-naphthoxide;  after  drying  and  steam- 
ing it  is  passed  through  a  solution  of  potassium  di- 
ohromate,  when  the  blue  is  instantaneously  de- 
loped.    As  a  rule  ready-formed  indoi)henol  is 


employed  for  printing,  reduced  by  being  mixed 
wi&  a  solution  of  stannous  acetate,  then 
thickened  with  starch  paste  and  printed  on  the 
fibre.  The  colour  is  developed  by  steaming 
and  exposure  to  the  air.  Indophenol-blue  on 
calico  is  very  fast  to  the  action  of  soap,  fairly  so 
to  the  action  of  light,  but  rather  susceptible  to 
adds. 

In  spite  of  its  many  good  qualities,  indo- 
phenol at  first  did  not  meet  with  an  enthusiaBtic 
reception  in  the  tinctorial  world.  This  was 
changed  by  an  interesting  and  for  its  time  (about 
1885-1805)  important  discovery  of  the  Swias 
manufacturing  firm  L.  Durand,  Huffuenin  &  Co. 
It  \b  based  on  the  fact  that  indophenol,  mixed 
with  ind^o,  assumes  the  properties  of  the  latter 
and  may  consequently  be  usied  in  the  vat  pro- 
cess, espedally  with  hydrosulphite  as  a  reducing 
agent. 

It  is  more  than  probable  that  the  two  leuco 

compounds  of  indigo  and  indophenol  are  capable 

of  combining  chemically  and  that  the  resulting 

'  substance  is  endowed  with  strong  affinities  for 

I  the  fibre,  especially  cotton.    It  is  thus  easily 

taken  up  from  the  vat  and,  on  being  reoxidised 

'  on  the  fibre,  deposits  in  the  molecular  interstices 


the  latter  an  intimate  mixture  or  even 
chemical    combination   of   the   two   dyestufb, 
indigo  and  indophenoL 

An  intimate  mixture  of  indigo  and  indo- 
phenol, ground  together  into  an  impalpable 
powder  is  the  'vat  blue*  or  'kiipenblau'  of 
commerce,  which  may  still  occasionally  be  met 
with,  although  it  has  lost  many  of  its  advantages 
by  the  great  reduction  in  the  price  of  indigo  and 
by  the  introduction  of  the  cheap  and  excellent 
dark-blue  sulphur  dyes,  many  of  which  are  also 
capable  of  bemg  applied  in  the  vat. 

-Wtenrfure.— Otto  N.  Witt  and  Horace 
Kochlin,  D.  R.  P.  16916,  1881,  with  several 
additions ;  and  corresponding  patents  in  Eng- 
land, France,  the  United  States,  Sweden,  Bel- 
gium, and  Austria ;  Otto  N.  Witt,  ^T.  800.  Chcm. 
Ind.  1882»  144»  226»  405;  R.  Mdhlau,  Ber.  16, 
2845. 

III.  Aon)  Indophbsnols. 

It  has  already  been  mentioned  that  these  sub- 
stances are  not  true  acids,  containing  no  oarboxy  1 
groups  in  their  molecule.  They  owe  their  name 
to  the  fact  that,  containing  no  amino  and 
several  hydroxyl  groups,  they  readily  combine 
and  form  stable  suts  with  metallic  oxides.  Of 
these  only  the  alkali  salts  are  known.  In  a  solid 
state  they  form  crystalline  powders  with  a  green 
or  copper-coloured  metalhc  lustre.  They  are 
easily  soluble  in  water  with  an  intense  blue 
coloration.  By  the  addition  of  adds  the  free 
indophenols  are  deposited  in  the  shape  of  brown 
or  reddish  flakes,  which  are  soluble  with  a  dark- 
I  red  colour  in  spirit,  ether,  benzene,  and  analogous 
solvents. 

The  acid  indophenols  show  in  even  a  higher 
degree  the  tendency  of  the  whole  group  to 
polymeiise  into  colouring  matters  of  a  more 
complex  molecule.  It  Ib  therefore  extremely 
difficult  to  prepare  them  in  a  state  of  purity. 
On  the  other  hand,  they  do  not  show  the 
i  susceptibility  to  acids  so  characteristic  of  the 
,  indamines  and  typical  indophenols.  It  is  there- 
fore possible  to  prei)are  them  not  only  in  alkalino 


INDANTHRENE. 
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but  also  in  acid  solutions  and  by  means  of 
ozidiaing   agents   which   act   in   such.    Their , 
modes  of  formation  are  given  above  under 
methods  4»  6,  7,  12,  and  15. 

Tyideal  add  Indophenol  CiaHtNO,, 

0 

fl 

N 

The  j^ssibility  of  preparing  this  compound  by 
the  joint  oxidation  of  ^-aminophenol  and 
phenol  is  mentioned  in  Kochlin  and  Witt's 
fundamental  indophenol  patents,  but  its  manu- 
facture seemed  at  first  to  offer  no  interest.  It 
is  formed  if  q uinoneimide  is  brought  into  contact 
with  phenol,  and  B.  Hirsch  observed  it  on 
adding  caustic  potash  to  a  solution  of  quinone- 
chloroimide  in  phenol,  but  did  not  succeed  in 
isolating  it  (Ber.  13,  1909).  The  cause  of  these 
difficulties  was  revealed  by  the  D.  B.  P.  157288 
of  the  Actiengesellschaft  f  iir  Anilinfabrikation  of 
Berlin.  The  formation  of  the  dyestuff  must  take 
place  at  unusually  low  temperatures  if  its 
tendency  for  polymerisation  in  a  nascent  state 
is  to  bo  overcome.  According  to  this  patent, 
the  product  may  be  prepared  with  a  good  yield 
if  an  equimolecular  mixture  of  phenol  and 
}7-aminophenol  bo  oxidised  with  sodium  hypo- 
chlorite at  a  temperature  of  — 15"*  to  — 18°,  prefer- 
ably in  solutions  saturated  with  sodium  chloride 
so  that  the  sodium  salt  of  the  dyestuff  is  at  once 
salted  out  of  the  li<}uid.  It  is  thus  obtained  in 
the  shape  of  glistenmg  metallio  green  needles. 

These  dyestufb  become  more  stable  and  are 
therefore  more  eadly  prepared  if  their  molecule 
be  weighted  by  the  introduction  of  various 
substituents : 

Aeid  dibromoindophanol  OjsHTBraNO,, 


Add  dimetbylindophenol  Ci^HiaNOa, 


O 

II 


O 

il 


0        "         ^OoH. 
C^,(CH,),OH  C^«OH 


0 

0 

II 

II 

CeH,Br, 

or 

C,H, 

n 

N 

N 

CeH* 


•OH 


C,H,Br> 


•OH 


(See  remarks  on  migration  under  2  and  5.) 
has  been  prepared  in  various  ways  by  R.  Mohlau 
(Ber.  16,  2843).  It  may  be  obtained  either  by 
the  joint  oiddation  of  a  mixture  of  dibromo- 
aminophenol  and  phenol  in  molecular  propor- 
tions, or  by  addioff  dibromo-quinonechloroimide, 
suspended  in  alcohol,  to  an  alkaline  solution  of 
phenol  The  sodium  salt  of  the  indophenol 
separates  out  in  green  ghstening  needles,  which 
are  soluble  in  water  and  alcohol  with  a  pure 
blue  colour.  On  addine  acetic  acid  to  the  solu- 
tion the  free  indophend  settles  out  in  dark-red, 
sJmost  black  prisms  with  a  metallic  lustre.  It 
is  soluble  in  alcohol  with  a  magenta  colour. 
Mineral  adds  decompose  this  compound  into 
dibromo-aminophenol  and  p-^uinone.  If  a 
current  of  sulphur  dioxide  be  mtroduced  into 
the  solution  ra  tiie  sodium  indophenolate,  the 
oonesponding  leuoo  compound  OitH9Br,NO|, 
dihydroxydibromodiphenylamine,  is  formed.  It 
Giystalfises  in  white  glistening  needles,  melting 
at  170°. 


I  is  also  much  more  stable  and  therefore  more 

easily  prepared  than  the  typical  acid  indophenol. 

This  was  shown  in  1902  by  L.  Cassella  &  Co.  in 

their  B.  B.  P.  191863  and  the  corresponding 

Eng.  Pat,  4653,  1902 ;   2617,  1902.    According 

to  these  patents,  1:4:  Mp-)  xylenol  and  p- 

I  aminophenol  give  a  good  yield  of  this  dyestuff  if 

I  subjected  to  joint  oxydation  in  equimolecular 

'  proportions. 

All  these  acid  indophenols  have  assumed  a 
new  interest  and  are  beinff  largely  investigated, 
since  it  has  been  shown  that  wey  are  valuable 
raw  materials  for  the  manufacture  of  the  sulphur 
dyes  which  have  come  so  much  to  the  front  in 
i  these  later  yeais.  0.  N.  W. 

HIDAMB  V,  Indzne. 

INDAIITHRENE.    Within  recent  jrears,  con- 
'  siderable  advances  have  been  made  m  the  dis- 
covery and  commercial  production   of   certain 
I  compounds  belonging  to  the  class  of  the  vat 
I  dyes.    By  the  term  '  vat  dye '  is  understood  an 
insoluble  pigment  which,  when  reduced  by  an 
I  alkaline  reducing  agent,  passes  into  a  hydro- 
'  derivative    soluble    in    the    alkaline    reducing 
solution.    The  hydro-derivative  is  absorbed  by 
fabrics  steeped  in  this  solution  and  is  then  re- 
I  converted  into  the  pigment  when  the  material 
'  is  exposed  to  the  oxidising  action  of  the  air. 
:  Indigo,  the  most  important  of  all  colouring 
I  matters,  is  a  typical  vat  dye,  and  it  is  apparent 
that  the  process  entaUed  by  the  use  of  these 
I  colours  not  only  produces  the  shades  fastest  to 
li^ht  and  washing,  but  is  also  one  of  the  simplest 
with  which  the  dyer  has  to  deal 

For  many  years  research  on  the  formation 
,  of  new  vat  dves  was  confined  to  the  indigo 
'  group,  but  in  tne  year  1901  it  was  demonstrated 
I  by  B.  Bohn  that  certain  derivatives  of  anthra- 
quinone  could  be  applied  for  this  purpose.    The 
vat  dyes  of  this  series  possess,  however,  one 
important  property  which  distinguishes  them 
from  all  other  members  of  the  claw,  that  is,  the 
vat  formed  by  the  alkaline  reduction  of  the 
pigment    is    always    strongly    coloured.     The 
hydro-derivatives    are,    therefore,    themselves 
coloured  substances,  whereas  the  hydro-deriva- 
tives from  other  vat  dyes,  for  example  indigo- 
white,  are  colouriess  or  at  most  faintly  ydlow. 

The  vat  dves  of  the  indanthrene  series  may 
be  conveniently  divided  into  five  groups : — 

(1)  Indanthrene. 

(2)  flavanthrene. 

(3)  Benzanthrone  colours. 

(4)  Anthraquinoneimide  colours. 

(5)  Acvl  derivatives  of  aminoanthraquinone. 
Indanthrene:      PrepanUion      (B.      Bohn, 

I  D.  B.  P.  129845 ;  Zusatze,  129846,  129847, 
129848, 135407, 135408,  138167, 155415,  210223, 
and  216891 ;   Scholl  and  Berblinger,  Ber.  1903, 

1  36,  3427). 
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The  colouring  matter  \a  prepared  by  fusing 
jS-aminoanthraquinone  with  caustic  potash  at 
200°-^00''  and  is  found  in  the  melt  as  the  soluble 
potassium  salt  of  the  blue  hydro-deiivative  of 
indanthrene  which,  when  dissolved  in  water  with 
free  access  of  air,  is  converted  into  the  insoluble 
blue  colouring  matter.  At  a  lower  temperature 
(150^-200°)  alizarin  is  formed  at  the  same  time 
as  indanthrene,  but  at  the  hisher  temperature 
this  is  transformed  into  a  brown  substance 
soluble  in  alkali;  the  separation  of  the  blue 
colouring  matter  is,  therefore,  simple  owing  to 
its  insolubility  in  the  alkaline  liquid.  Whether 
produced  at  the  higher  or  lower  temperature,  the 
mdanthrene  is  not  a  homogeneous  substance  but 
consiBts  of  two  compouncu,  indanthrene  a  and 
indanthrene  B,  the  tatter  being  worthless  as  a 
colouring  matter.  It  is  i)os8ibTe  so  to  regulate 
the  conditions  as  to  cause  indanthrene  A  to  be 
the  chief  product;  thus,  when  the  fusion  is 
carried  out  in  the  presence  of  potassium  nitrate 
the  product  consists  almost  entirely  of  indan- 
threne A,  and  indanthrene  B  is  only  formed 
in  small  amount.  By  fusing  j8-aminoanthra- 
quinone  with  caustic  potash  at  a;  still  higher 
temperature,  that  is  at  330^-350°,  the  product 
is  a  yellow  vat  dye»  flavanthrene  {v.  infra), 

600  grams  of  caustic  potash  together  with  a 
little  water  are  placed  in  a  nickef  basin  which 
is  heated  by  means  of  an  anthracene  bath.  The 
melt  is  then  heated  to  200°  and  mixed  with 
20  grams  of  potassium  nitrate;  100  grams  of 
jS-aminoanthraquinone  are  now  graduaUy  added 
with  constant  stirring.  The  temperature  is 
raised  to  260°  and  maintained  at  this  point 
for  half  an  hour  when  the  melt  is  poured  into 
water,  the  solution  boiled,  and  the  precipitated 
colour  filtered  and  washed.  The  small  quantity 
of  indanthrene  b  present  in  the  product  is 
separated  by  taking  advantage  of  tibe  greater 
solubility  of  its  hydro-derivative  in  dilute  alkali. 
100  grams  of  the  crude  indanthrene  in  the  form 
of  paste  are  diluted  with  10  litres  of  water  and 
warmed  to  eO^-TO";  200  grams  of  a  26  p.o. 
caustic  soda  solution  and  1600  grams  of  sodium 
hydroBulphite  solution  (sp.gr.  1*074)  are  then 
added  and  the  temperature  of  the  mixture 
maintained  at  60°-70°  for  1  hour.  By  this 
time  the  colour  will  have  completely  dissolved, 
and  the  solution,  when  cooled,  will  slowly 
deposit  the  sodium  salt  of  the  hydro-derivative 
of  indanthrene  a  as  well-demied  glistening 
needles  with  marked  copper  reflex.  The  salt  is 
collected  by  filtration,  washed  with  a  littie 
dilute  caustic  soda  solution  to  which  a  small 
quantity  of  hydrosulphite  solution  has  been 
added,  and  is  then  converted  into  pure  indan- 
threne A  by  dissolving  in  hot  water  and  allowing 
free  access  of  air.  The  brown-red  mother  liquor 
contains  the  more  soluble  salt  of  the  hydro- 
derivative  of  indanthrene  b  from  which  the 
colour  separates  as  bluish-green  flocks  when  air 
is  led  into  the  solution. 

Indanthrene  prepared  in  this  manner  is  a 
dark  blue  powder  with  strong  metallic  reflex, 
and  is  practically  insoluble  in  all  the  usual 
solvents.  It  dissolves  with  great  difficulty  in 
boiling  aniline  and  in  nitrobenzene,  in  the  latter 
case  to  the  extent  of  one  part  in  6000,  forming 
a  greenish-blue  solution.  It  dissolves  to  the 
extent  of  1  part  in  600  in  boiling  quinoline, 
forming  a  blue  solution  from  which  the  colour 


separates  as  characteristic  curved  needles  re- 
sembling pure  indigo  in  appearance ;  the  solu- 
tions are  without  fluorescence.  When  heated 
it  partly  sublimes  in  the  form  of  its  charac* 
teristic  needles  and  then  decomposes  with  char- 
ring between  470°  and  600°. 

ConstUiUion  of  indanthrene  (Scholl,  Ber. 
1903,  36,  3410).  In<]|^threne  as  shown  by  ite 
elementary  analysis  and  molociUar  weight 
determination  by  the  ebuUioscopic  method  in 
quinoline  has  the  molecular  formuL&C,8Hi404Nt. 
and  is  therefore  formed  by  the  condensation  of 
two  molecules  of  /3-aminoanthraquinone  witii 
loss  of  4  atoms  of  hydrogen. 

2Ci4H,0,N-4H  -^  C„H,40tN, 

That  these  4  hydrogen  atoms  are  not  re- 
moved from  the  amino -groups  alone — ^in  other 
words,  that  an  azo-compound  is  not  formed — ^Ls 
shown  by  the  fact  that  indanthrene  when  re- 
duced does  not  yield  j9-aminoanthraquinone  or 
a  reduction  product  ot  this  base.  Moreover,  as 
indanthrene  no  longer  contains  a  free  amino- 
group,  it  is  probable  that  two  of  these  hydrogen 
atoms  are  supplied  by  the  two  amino-groups 
and  that  the  other  two  belong  to  the  rings 
bearing  the  amino-groups  in  the  two  molecules 
of  /3-amuioanthraquinone  taking  i>art  in  the 
reaction.  From  the  fact  that  1 :  2-aihydro^an- 
thraquinone  (alizarin)  is  always  a  product  of  the 
fusion  in  its  earlier  stages,  it  is  reasonable  to 
assume  that  the  hydrogen  atoms  removed  from 
the  two  rings  are  those  in  the  ortho-position  to 
the  two  amino-groups.  This  leads  to  two 
formulae  for  indanthrene,  namely — 

CO 


^^Y^""^ 


I 

0-Aininoanthraqainone  residue. 


CO 


CO 


NH 


\y\/ 


>^ 


<1) 

Since  indanthrene  is  not  reduced  to  a 
diamine,  which  would  be  the  case  if  it  possessed 
an  ortho-diazine  formula  represented  by  (1),  it 
follows  that  it  must  be  a  dihydroparadiacine 
represented  by  formula  (2),  or  in  other  words, 
that  it  is  iV^-dihydro-1 : 2  : 2' :  I'-anthnquinone- 
azine.  This  view  of  the  structure  of  induithrene 
is  completely  upheld  by  its  chemical  behaviour. 
It  has  been  suggested  by  Nietzki  (Chemie  der 
Organ.  Farbstofle,  6  Aufl.  S.  121,  1906)  that  the 
formation  of  indanthrene  is  due  to  the  inter- 
mediate production  of  l-hydroxy-2-aminoanthra- 
hydroquinone,  two  molecules  of  which  combine 
to  form  tetrahydroindanthrene.  This  has, 
however,  been  disproved  by  Scholl,  Berblinger, 
and  Mansfield  (Ber.  1907,  40,  320),  who  find  that 
neither    l-hydjoxy-2-aminoanthrahydroquinone 
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nor  I-hydroxy-2-aininoanthraqumone  yields  in- 
danthrene  when  fused  with  potash. 

Properties  of  indanthrene. — ^When  indan- 
threne  in  dilate  alkaline  solution  is  heated  at 
40^-60°  with  sodium  hydrosulphite,  it  passes 
into  a  blue  hydro-derivatiYe,  dihydroindan- 
threne.  This  substance  possesses  the  property 
of  dyeing  unmordanted  cotton  blue,  and  when 
the  fibre  so  dyed  is  exposed  to  the  oxidising 
action  of  the  air  the  hydro-derivative  is 
reconverted  into  indanthrene..  When  indan- 
threne is  reduced  by  zinc  dust,  a  brown  hydro- 
derivative  is  formed ;  this  hydro -derivative  is 
also  converted  into  indanthrene  on  exposure  to 
the  air.  Scholl,  Steinkopf,  and  Kabacznik  (Ber. 
1907,  40,  390)  have  shown  that  the  blue  sub- 
stance is  ^^-dihydro-1  :  2  :  2' :  I'-anthraquinone- 
anthrahydroquinoneazine  (1),  and  that  the  brown 
solution  contains  iV^-dihydro-1 :  2  :  2' :  T-anthra- 
hydroquinoneazine  (2). 

CO  OH 


OCA  0^0 

CO     I       1^*^  OH    I 

^000  UX) 


^NH 
OH 


(2) 
Brown  bydro-derivatlve. 


(1) 
Bine  hydro-deilvative. 

The  compound  commercially  known  as 
indanthrene  S  ia  the  disodium  salt  of  formula  2, 
and  this  is  the  substance  which  is  always  formed 
in  the  indanthrene  vat. 

.When  indanthrene  is  oxidised  by  nitric  acid 
(sp.gr.  1*24),  it  is  converted  into  the  yellow 
1:2:2':  T-anthraquinoneazine  (Scholl  and  Ber- 
blinger,  Ber.  1903,  36,  3427 ;  cp.  Scholl,  Ber- 
blinger,  and  Mansfield,  ibid.  1907,  40,  321). 


This  substance  is  reconverted  into  indan- 
threne on  reduction,  a  reaction  which  may  be 
effected  by  means  of  direct  sunlight. 

Indanthrene  is  one  of  the  most  stable  sub- 
stances known ;  sodium  hypochlorite,  which 
destroys  most  colouring  matters  such  as  the 
alizarins,  indigos,  &c.,  merely  converts  indan- 
threne into  the  above  yellow  azine,  which  can  be 
readily  reconverted  into  indanthrene  by  means 
of  sodium  hydrosulphite. 

When  halogen  atoms  enter  the  molecule  of 
indanthrene,  the  shade  becomes  greener.  In- 
danthrene blue  QC  (D.  B.  P.  138167)  is  a  brom- 
indanthrene;  indanthrene  blue  GCD  and  C£ 
are  ohloro-derivatives  (D«  B.  P.  155415).  Mono- 
chlorindanthrene  is  prepared  by  the  action  of  | 
boiling  concentrated  nydrocmorio  acid  on  i 
Vol.  IIL—y. 


anthraquinoneazine  whereby  chlorination  and 
reduction  take  place  simultaneously — 

N      IPht  NH    I    Pht 

Pht  I      N  Pht  I      NH 

Pht=Phthaloyl  C,H4<^^ 

The  reaction  is  analogous  to  the  formation 
of  chlorhydroquinone  from  quinone  and  hydro- 
chloric acid.  Owing  to  the  alkali  required  in 
the  preparation  of  the  indanthrene  vat,  this 
substance  cannot  be  used  for  the  dyeing  of  wool. 
The  sulphonic  acid  (D.  B.  P.  216891)  can  be 
employed,  however,  for  this  purpose.  The  blue 
produced  on  cotton  by  the  aid  of  indanthrene  is 
one  of  the  fastest  known.  (For  the  method  of 
dyeing  ep.  D.  B.  P.  139834 ;  for  printing,  cp. 
D.  B.  PP.  132402,  140573.) 

Flavanthrene  (indanthrone  yellow,  chloran- 
threne  yellow).  As  already  mentioned,  flavan- 
threne was  discovered  by  B.  Bohn  (D.  B.  P. 
138119),  in  the  products  formed  by  the  fusion 
of  )3-aminoanthraquinone  with  potash.  At  the 
present  tune  it  is  prepared  by  treating  /3-amino- 
anthraquinone  with  antimony  pentachloride  in 
boiling  nitrobenzene.    ( V.  art.  fi^A van  t  hsbke. ) 

When  reduced  by  alkaline  hydrosulphite, 
flavanthrene  yields  a  violet-blue  vat  in  whi  h 
cotton  is  dyed  a  deep  blue ;  when  exposed  to 
the  oxidising  action  of  the  air  the  colour  changes, 
in  the  course  of  a  few  minutes,  to  the  light  yellow 
of  flavanthrene. 

Preparation. — ^Ten  grams  of  /?-aminoanthra- 
quinone  are  gradually  added  to  a  solution  of 
35  grams  anhydrous  antimony  pentachloride  in 
100  grams  nitrobenzene,  heated  at  60^-80^. 
The  mixture  is  then  heated  to  the  boiling-point 
and  maintained  at  this  temperature  for  one  hour, 
the  containing  flask  being  without  a  condenser. 
The  yellow-brown  solution  deposits,  on  cooling, 
chemically  pure  flavanthrene  as  brownish-yellow 
needles. 

The  coMiihUion  of  flavanthrene  has  been 
determined  by  Scholl  (Ber.  1907,  40,  1691). 
The  molecular  formula  is  CjgHyOjN,,  and  it 
must  therefore  be  formed  from  js-aminoanthra- 
quinone  in  accordance  with  the  equation 

2Ci4H,0,N  ^  C,8H„0,N,+2H-f  2H>0 

The  two  molecules  of  water  formed  in  the 
reaction  at  once  suggest  the  interaction  of  the 
hydrogen  atoms  of  the  amino-groups  with 
the  carbonyl  oxygens,  an  assumption  which 
leads  to  the  following  formula : — 
CO 


CO  CO 

oco 


Nl 


f 


+2H,0 


U^/^Uioogle 


2q 


The  ring  then  closes  thus  : 
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The  hydrogen  thus  formed  is  not  eliminated 
in  the  free  condition,  but  reduces  the  colour  to 
the  dihydro-base,  the  state  in  which  it  always 
occurs  in  the  melt. 

This  view  of  the  constitution  of  flavanthrene 
has  been  confirmed  by  ficholl  by  the  actual 
synthesis  of  this  substance  in  the  following  way  : 
2-meth^M-aminoanthraquinone  (1)  is  con- 
verted mto  2 : 2'-dimethyl-l :  I'-dianthniquinonyl 
(2)  either  by  heating  the  corresponding  iodide 
with  copper  powder  or  by  the  action  of  copper 
powder  and  acetic  anhy&de  on  the  diazonium 
sulphate : 

CO  CO 

I     CO 

'"•ceo 


The  condensation  proceeds  readily  in  the 
I  presence  of  a  dehydrating  agent  such  as  tine 
I  chloride  or  by  merely  heating  alone  at  350^-380°. 

Pyranthrene  forms  a  magenta  red  vat  with 
I  alkaline  hydrosulphite  in  which  cotton  is  dyed 
'  a  deep  red ;  on  exposure  to  the  air  this  oxidiseB 
,  to  a  fast  orange. 

The  entrance  of  halogen  atoms  into  the  mole- 
I  cule  of  pyranthrene  reddens  the  shade  and  of 
I  theee  derivatives  dibromopyranthrene  (D.  R.  P. 

218162)  is  the  most  red. 

I  The  benzanfhione  eolonn.  The  vat  colours 
I  of  this  class  were  discovered  by  0.  Bally  (Ber. 
I  1906,  398,  14 ;  B.  R.  P.  176018),  who  found  that 
{  when  the  Skraup  quinoline  synthesis  was  applied 
,  to  2-aminoanthraquinone,  two  glycerol  residues 
I  entered  into  the  molecule,  forming  benzanthron- 

quinoline  (1) : 


(1) 


(2) 


V 


This  substance  is  then  oaddised  to  the  di- 
carboxvlic  acid  which  is  converted,  through  the 
acid  chloride,  into  the  acid  amide  (3).  An 
attempt  to  prepare  tiie  amino-compound  from 
this  by  the  action  of  bromine  and  potash  led  to 
the  formation  of  flavanthrene  : 


nn  ^^  II  -     I       \\J^ 

I      CO 

oco 


CO 
NH>-CO 


(8) 


V 


Pyranthrene  (indanthrene  golden  orange) 
(D.  R.  P.  176067;  Ber.  1910,  43,  346;  1911,  44, 
1448 ;  R.  SohoU).  This  substance  is  a  valuable 
orange  vat  dye  which  is  formed  by  the  elimination 
of  two  molecules  of  water  from  2 : 2'-dimethyl- 
1  :  r-dianthraquinonyl  (formula  (2)  above).  It 
differs  from  flavanthrene  in  having  two  methin 
groups  in  place  of  the  asine  nitrogen  atoms  : 


CO  CO 

OCO-  OCOs 


\/\ 


When  this  reaction  was  applied  to  anthra- 
quinone,  benzanthrone  (2)  was  lormed. 

Blue  vat  dyes  are  formed  from  ihe&e  sub- 
stances on  fusion  with  potash,  two  molecules 
condensing  with  loss  of  four  atoms  of  hydrogen. 
To  this  group  belong  indanthrene  dark  blue 
(D.  R.  P.  186221),  which  is  a  mixture  of  indan- 
threne blue  BO  and  indanthrene  violet  RT 
Chem.  Zeit.  1917,  41,  713),  as  well  as  its 
isomeride  and  chlorine  substitution  product,  in- 
danthrene violet  (D.  R.  PP.  177674,  194262, 
217670);  indanthrene  green  (D.  R.  P.  186222) 
is  an  amino-derivative  of  indanthrene  dark 
blue;  if  the  last-named  colour  is  stronglv 
chlorinated  a  deep,  very  fast  black  iA  formed. 
Cyananthrene  ana  violanthrene  (Annalen,  1913, 
398,  82)  also  belong  to  this  group. 

Colours   derived  from  anthnuiuinonelmlde. 

These  colours  consist  of  several  anthraquinone 

residues  joined   together   in   much   the   same 

manner  as  in  flavanthrene.    They  are,  for  the 

most  part,  trianthraquinonediimides  and  their 

substitution  products  which  are  formed  by  the 

condensation  of  aminoanthraquinones  and  halo- 

,  genanthraquinones.       Indanthrene     Bordeaux 

:  (D.   R.  PP.    184906  and   206177)  and  indan- 

:  threne  red  (D.  R.  P.  197664)  belong  to  this 

group. 

j       Acyl    derivatives    of    amlnoanfhraqulnone. 
Colours  of  this  group  are  derived  from  anthra- 
,  quinonepyridone : 

CO 

CHfr^^NH 


COO 


'>^ 


by  the  replacement  of  the  hydrogen  atom  in  the 
para-position  to  the  imino-group  by  arTlamino 
residues.  Thus  algol  red  is  formed  when 
l-bromanthraquinone  (1)  is  converted  into 
methyl- l-aminoanthraquinone  (2)  by  meana  of 


INDENE. 


595 


methylamine.  This  is  acetvlated  and  con- 
densed to  ^-methylanthraqmnonepyridine  (3), 
which  is  then  brominated,  yielding  A-hrom-N- 
methylanthraquinonepyridine  (4),  and  this,  on 
condensation  with  2-aminoantlu»quinone,  yields 
algol  red  (5) : 


CO   Br                       CO  NHCH, 

(1)                                    (2) 

CO                             CO 
CHj/^N-CH,            Ch/\i 

CO    L 
•v    y\    y\ 

1  1 

n^ 

-»  II 

^M^ 

(3) 

:N-CH, 


CO  CO 

CHj^NN-CH,      CHjj^N-CH, 

CO    Br 


(4) 

Other  members  of  this  class  are  algol  yellow, 
algol  rose,  algol  scarlet,  akol  green,  algol  blue, 
and  algol  brown.  They  aU  yidd  coloiued  vats 
with  sodium  hydrosulphite  in  which  cotton  is 
dyed  the  colour  of  the  dihydro-derivative ;  on 
exposure  to  the  air  the  colour  on  the  fibre  is 
quickly  oxidised  to  the  algol  dye. 

The  following  indanthrene  colours  are  formed 
from  anthnu^uinone  derivatives  by  the  aid  of 
various  reactions,  but  have  not  as  yet  had  a 
definite  constitution  assigned  to  them.  Indan- 
threne  maroon  (D,  R.  P.  160184)  and  indanthrene 
grey  (D.  R.  P.  157685)  are  derived  from  diamino- 
anthraquinonee.  Indanthrene  orange  and  in- 
danthrene copper  (D.  R.  P.  198048)  are  prepared 
from  the  acetyl  derivatives  of  aminoanthra- 
quinone  by  means  of  phosphorus  oxvchloride. 
Cibanon  yellow,  oibanon  orange,  and  dbanon 
brown,  are  derived  from  methylanthraquinone 
and  its  derivatives. 

Indanthrene  yellow  ON  and  indanthrene 
gold  oranffe  ON  (U.S.  Pats.  1044673,  1044674, 
1044675)  have  the  formul® : 


Cl|/^ 
g/\/ 


2^-ethyloarbazole  with  phthalic  anhydride  (Eng. 
Pat.  2887411)  has  the  formula: 

CO  CO 

OyCCOCO 

CO  N(C,HJ  CO 

J.  F.  T. 

INDAZINE  V,  AziNBS. 

DIDENE.  The  compounds  of  the  indene 
group  are  derived  from  the  hydrocarbons 
indene  and  hydrindene 

CH  CH, 

CH,  CH, 

Indene.  Hydrindene. 

by  the  replacement  of  the  hydrogen  atoms 
either  in  the  five-membered  ring  or  in  the 
aromatic  nucleus.  They  therefore  yield  two 
classes  of  derivatives:  (1)  Those  of  aromatic 
character  which  are  formed  when  the  hydrogen 
atoms  of  the  benzene  ring  are  substituted. 
(2)  Those  of  aliphatic  character  which  are  pro- 
duced by  the  replacement  of  the  hydrogen 
atoms  attached  to  the  five-membered  ring. 

ConstUtUion. — ^The  constitution  of  indene 
follows  from  its  conversion  into  homophthalic 
acid  by  oxidation  with  permanganate  : 


and 


CO 


respectively. 

Hydron  yellow  G,  prepared  by  oondenaing 


and  the  structure  of  hydrindene  is  shown  by  the 
production  of  this  substance  from  indene  by 
reduction  with  sodium  and  alcohol. 

Oeeanrenee  and  preparation  of  indene  and 
Indene  derivatives.  Indene  was  isolated  from 
coal-tar  by  Kr&mer  and  Spilker  (Ber.  1890,  23, 
3276),  who  obtained  it  from  the  higher  boiling 
fraction  of  the  light  oil  in  which  it  occurs  to  the 
extent  of  about  30  p.c.  It  is  formed,  accom- 
panied by  hydrindene,  in  the  dry  distillation  of 
paraindene  (CyHg)^,  a  white  substonce  which  is 
formed  when  benzene  containing  indene  is 
treated  with  concentrated  sulphuric  acid  (Ber. 
1900,  33,  2261).  It  has,  moreover,  been  pre- 
pared syntheticaUy  by  Per&in  and  Revay 
(Chem.  Soc.  Trans.  1894,  65,  228 ;  cp.  Kipping 
and  Hall,  ibid,  1900,  77,  469).  by  the  distillation 
of  barium  hydrindenecarboxylate,  a  substance 
which  can  be  prepared  from  o-xylylene  dibromide 
by  the  f ollowmg  series  of  reactions. 

^•^*<ch!bJ+n*«^(^^^^)« 


'  C,H4<^>>CH"C00H 

Bydrind6ne-2-oarbox7Uo  add. 
CH 

^  c,B^AcH+H.-hg^le 
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Owing  to  the  ease  with  which  the  ^ve- 
membered  ring  is  usunlly  formed,  derivatives  of 
indene  and  of  hydrindene  are  readily  produced 
from  the  corresponding  benzene  derivatives, 
having  a  side  chain  containing  the  reqnisite 
'  number  of  carbon  atoms.  The  benzene  deriva> 
tives  which  lend  tiiemselves  to  this  change  may 
therefore  be  divided  into  two  classes :  (1)  those 
having  one  side  chain  of  three  carbon  atoms; 
(2)  those  having  two  side  chains,  attached  in 
the  ortho-position  to  the  benzene  nucleus,  one 
of  these  side  chains  being  composed  of  one 
carbon  atom,  the  other  of  two  carbon  atoms. 

The  derivatives  of  hydrocinnamic  acid  fall 
within  the  first  class  and  a  large  number  of 
indene  compounds  have  been  prepiued  from  this 
substance  and  its  derivatives  (v.  Miller  and 
Rohde,  Ber.  1902,  35,  1762). 

The  general  character  of  this  reaction  may 
be  expressed  by  the  scheme 

^\  -*  r  1   1 +HX 


in  which  the  stability  of  the  ring  is  weakened  by 
I  the  presence  of  strongly  negative  groups  has 
been  investigated  by  Zincke  and  his  pupils  (Ber. 
1886,19,2500;  1887,20,1265,2894,3216;  1888, 
21,  491,  2381,  2379 ;  1894,  27,  744 ;  Annalen, 
1892,  267,  319;  1894,  283,  341;  1898,  300, 
197).  This  type  of  reaction  may  be  illustrated 
by  the  transformation  of  dichloro-)3-naphtha- 
quinone  into  dichlorohydroxyindene  carbozylic 
acid  by  the  action  of  caustic  alkalL 
OH  OH 

y\    9?  ^  Vj/^COOH 

L 


^^'^ 


(y^-Qo 


l:CHa 
Hypothetical 
intermeaiate  product. 

0(0H)COOH 

c-ci 


(X= halogen). 

As  an  illustration  of  the  formation  of  hydrin- 
dene derivatives  by  the  method  indicated  under 
class  (2),  the  formation  of  1 :  3-diketohydrindene 
cui  he  given.  The  ethyl  salt  of  the  carbozylic 
add  of  this  substance  is  formed  when  ethyl 
phthalate  is  condensed  with  ethyl  acetate  in  the 
raesenoe  of  sodium  or  sodium  ethoxide  (W. 
Wislioenus,  Ber.  1887,  20,  593). 

Qlcoocli:  +''cH.-cooc^. 

CO 
^1       1      CH-COOC,H5+2C,H50H 

^^ 

A  curious  molecular  rearrangement,  leading 
to  the  formation  of  hydrindene  derivatives,  has 
been  discovered  by  Oabriel  and  Neumann  (Ber. 
1893,  26,  951).  The  condensation  of  phthalic 
anhydride  and  sodium  acetate  in  the  presence 
of  acetic  anhydride  leads  to  the  formation  of 
phthalylacetio  add : 

^•^*<C0>^  +  CH,-COOH 

X:CH-COOH 
-»  Cfi/ 


<^ 


and  this  substance,  when  treated  with  sodium 
methozide,  passes  into  a  derivative  of  1 : 3-diketo- 
hydrindene. The  reaction  may  be  explained 
as  follows : — 


C :  C5H-C00H 


c.H,<;>o 


CO 


C^^^C(OH):CH-COOH 

,  r  w  ^CO-CHj-COOH 
^•*l«<COONa 


-»  C,H4<^>CH-C00Na  +  H,0 

It  can  be  applied  to  the  preparation  of  numerous 
derivatives  of  1 :  3-diketohydrindene. 

The  formation  of  indene  derivatives  from 
compounds  containing  the  naphthalene  nudeus 


Derivatives  of  hydrindene  can  also  be  formed 
from  ortho-benzenoid  dinitriles.  Thus  o-pheny- 
lenediacetonitrile  passes  into  /3-imino-a-cyano- 
hydrindene  when  its  solution  in  alcohol,  contain- 
ing a  trace  of  sodium  ethoxide,  is  warmed  (Moore 
and  Thorpe,  Chem.  Soc.  Trans.  1908,  93,  165). 

Preparation  of  indene  from  eoal-tar«    The 

fraction  boiling  at  176''-182''  obtained  from 
crude  benzene  is  first  titrated  with  bromine  and 
the  amount  of  unsaturated  material  present 
determined.  A  sufiSdent  quantity  of  picric  add 
is  then  added  to  the  hot  liquid  and  the  crystal- 
line material  which  separates  is  isolated  by 
filtration.  The  impure  picrate  is  then  distilled 
with  steam,  under  which  conditions  the  naphtha- 
lene picrate  contained  in  it  is  only  slowly  decom- 
posed, whereas  the  indene  picrate  is  readily  trans- 
formed into  indene  which  passes  over  with  the 
steam.  The  crude  hydrocarbon  is  then  again  con- 
verted into  the  picrate  and  the  operation  repeated 
until  pure  indene  is  obtained.  Indene  picrate 
forms  golden  yellow  needles  which  melt  at  08°. 

Indene  is  a  clear  mobile  liquid  boiling  at 
179-5M80^°  (corr.). 

It  is  obtained  pure  only  with  great  difficulty, 
as  it  rapidly  absorbs  oxygen  from  the  air  and 
when  kent  in  a  sealed  vessel  polymerises  to  a 
resin.  Tne  most  convenient  aynUietic  method 
for  the  preparation  of  indene  is  from  a-hydrin- 
done,  the  oxime  of  which  passes  on  reduction 
into  1-aminohydrindene,  and  when  the  hydro- 
chloride of  this  base  is  distilled,  ammonium 
chloride  and  indene  are  formed,  thu»— 
CH,  CH, 

C.H,<f>CH,    H,NOH    C,H,<(\CH. 

CO  C :  NOH 

•^Hydrindene.  Oxime. 

CH,  CR^ 

^  j^^  C,H4<Q>CH,^CJff4<^CH-f  NH4CI 

CH-NHj-Ha      CH 
l-Aminohydiindene        Indene.  ^^ 
hsrdrochloride. 


INDENE. 
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ReaetloDS  of  indene.    Indene  readily  com- 
bines with  bioiaine»  forming  1 : 2-dibromonydrin- 


chloride  on  the  chloride  of  hydrooinnamio  acid 
in  accordance  with  the  following  equation : — 


GH, 


dene  OJB.^ 


>r  and  when  oxidised  paases 


OH. 


(P. 


first  into  hydrindene  glycol  and  then  into  homo- 
phthalio  add 


coa 


/\ 


CHa 


I     i    CH, +Ha 


The  hydrogen  atoms  of  the  methylene  group 
present  in  indene  are  reactiye ;  thus,  when  the 
hydrocarbon  is  condensed  with  benzaldehyde, 
benzylidene  indene  is  formed : 

C^4<CT,>^  +  0HC-C^5 

->  C.H4<_3CH 

XTTSc-CeH, 
In  fact,  this  grouping  behaves  in  much  the 
same  manner  as  the  corresponding  complex  in 
ethyl  malonate  and  analogous  compounds; 
thus,  when  indene  is  treated  with  methyl  iodide 
and  powdered  alkali,  methylindene  is  formed 
(Marokwald,  Ber.  1900,  33,  1604) : 

C,H4<^  >CH  +  CHJ[  +  KOH 
*  CH 

-»  CgH^/^CH-f  KI  +  H,0 
CH-CH, 

Hydrindene     (Indane)     C,H4<^«>CH,. 

This  hydrocarbon  can  be  prepared  by  dissolying 
1  part  of  indene  in  10  parts  of  90  p.c.  alcohol  and 
adding  metallic  sodium  in  small  proportions  until 
the  product  is  no  longer  conyerted  into  a  resin 
by  concentrated  sulphuric  add.  It  is  a  mobile 
oU  boiling  at  176°-176-6°  (corr.). 

The  ketone!  derived  from  hydrindene.  The 
ketones  derived  from  this  substance  may  be 
classified  as  follows:  (1)  The  mono-ketones 
(hydrindones),  which  comprise : 

a-Hydrlndone. 

(2)    The    dl-ketonei 

which  are 


^-HydrindoDe. 
(di-ketohydrindenes), 

:2-I>iketohydzlndine.i 


It  forms  rhombic  plates  from  dilute  alcohol, 
melts  at  40''  and  boils  at  243''-245''.  The  oxime 
melts  at  146^  and  the  phenyl  hydrazone  at 
130°-131^  The  methylene  group  adjacent  to 
the  carbonyl  group  in  a-hydrindone  is  reactive 
I  and  derivatives  of  the  ketone  can  be  formed  by 
!  the  usual  reagents.  Thus  amyl  nitrite  gives  the 
oxime  of  1 :  2-diketohydrind6ne 

C.H4<^>C:N0H 

and  the  action  of  bonzaidehvde  lieads  to  the 
formation  of  the  benzylidene  derivative 

^•H4<(iH  >C :  CHCeHft 

)5-Hydrindone  C,H4<^«>C0.  This  ketone 

is  best  prepared  from^-imino-a-pyanoh^drindene 
I  by  difltiHing  with  dilute  sulphuric  acid  (Moore 
I  and  Thorpe,  Chem.  Soc.  Trans.  1908, 93 ;  c/.  also 
!  Chem.  Soc.  Proo.  1911, 27, 128). 

^•H.<§^H  -^  C.H,<gH|>CO 

It  can  also  be  prepared  from  the  indene  of  coal- 
tar  (Ueusler  and  Schieffer,  Ber.  1899,  32,  28). 
The  method  most  convenient  for  this  puipose  is 
to  convert  indene  into  the  cAlorohydrin  by  the 
method  of  Kr&mer  and  Spilker  (Ber.  1890,  23, 
3280)   and   then   to   transform   this   into   the 

;  methoxy-derivative  which,  with  dilute  sulphuric 

I  acid,  yields  )3-hydrindone : 

I  /CHCl  /CHOCH, 

CgHZ  >CHOH    ->    C^4<  >CHOH 
XJH,  \CH, 

->  cja4<ggj>co 

It  can  alao  bo  formed  by  HiafJllmg  the  calcium 
salt  of  o-phenylenediacetic  add  (Benedikt, 
Annalen,   1893,  275,  353;    Schad,  Ber.   1893, 


1 :  S-Dlketohydrlndene. 
(3)  The  tri-ketone  is 

C^4<co>CO 
1:2: 8-Tiiketohydrindene. 

a-Hydrindone  C^4<^^«>CH,.    This  sub- 
stance  is  best  prepared  by  the  action  of  aluminium 

1  This  subftance  has  been  prepared  by  Perkin, 
Boberts  and  Robinson  (Chem.  Soc.  Trans.  1012, 101, 
282)  from  isonitroso-a-hydrindone  (Kipping,  i6td.  1604, 
65,  402).  It  crystAlllses  from  benzene  aa  golden-yellow 
nlates,  m.p.05°-116°,  and  gives  a  semicarbazone  (m.p. 
280^-283'*  with  decomposition),  an  osazone  (m.p.  280*- 
285^),  and  an  Jndenoquinoxaline  (m.p.  lOl^-lC^!)^). 


B-Hydrindone  crystallises  from  dilute  alcohol 

as  long  needles,  melts  at  61**  and  boils  with 

I  partial  decomposition  at  220''~225^.   The  oxime 

,  melts  at  155^  the  phenylhydrazone  at  120°  and 

the  semi-carbazone  at  210°. 

1 : 3-Dlketohydrindene  C«H4<^^>CHt,  is 

I  probablv  the  best  known  derivative  of  indene 

'  and  is  K)rmed  by  the  method  of  W.  Wislicenus 

,  already  described.     It  may  be  isolated  (Kauf- 

mann,  Ber.   1897,  30,  385)  by  dissolving  the 

.  sodium  compound  of  ethyl  (uketohvdrindene- 

.  carboxylate,  prepared  from  othyl  phthalate  and 

ethyl  acetate,  in  as  little  boiling  water  as  possible, 

cooling  to  70°-75°  and  adding  dilute  sulphuric 

acid.    A  vigorous  evolution  of  carbon  dioxide 

then  ensues  and  the  diketone  separates  in  the 
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crystaUine  form.  1 :  3-Diketoliydrindene  melts 
and  decompofles  at  129°-131°. 

Ab  is  to  be  expected,  the  methylene  group 
between  the  two  carbonyl  complexes  of  1 :  3-di- 
ketohydrindene  is  exceedingly  reactiye  and  this 
substance  shows  all  the  reactions  of  the  )3-dike- 
tones.  When  oxidised  by  hydrogen  peroxide 
or  potassium  persulphate,  it  is  oonveited  into 
the  oxygen  analogue  of  indigo,  having  the 
formula 

^•Ht<QQ>C :  C<QQ>CaH4 

This  substance  crystallises  from  aniline  as 
glistening  red  needles. 

1:2: 3-Triketoliydrindene     CeH4<^^>C0. 

A  substance  of  this  formula  was  prepared  in 
small  quantity  by  Kaufmann  (Ber.  1897,  30, 
387)  by  the  oxidation  of  1 : 3-diketohydrindene 
with  hydrogen  peroxide.  The  compound  pre> 
pared  in  this  way  crystallised  from  glacial  acetic 
acid  as  brown  leaflets  which  melted  and  decom- 
posed at  190''-206°.  It  is  probable  that  the 
substance  obtained  by  Kaufmann  possesses 
another  structure,  and  that  the  true  triketo- 
hydrindene  is  the  compound  prepared  by 
Buhemann,  in  the  form  of  a  hydrate,  by  the 
action  of  dilute  sulphuric  acid  on  the  compound 
formed  by  the  condensation  of  a-hydrmdone 
with  2>-nitrosodimethylaniline 
/CO 

This  reaction  can  also  be  applied  to  1 :  3-diketo- 
hydrindene  and  to  )3-hydiindone  (Ohem.  Soc. 
Trans.  1910,  97,  1438,  2026  ;   1911,  99,  792). 

Triketohydrindene  hydrate  forms  prisms 
from  water  which  redden  at  125°,  give  off  gas  at 
139°  and  melt  with  decomposition  at  239°-240°. 
The  hydrate  colours  the  skin  red  and  reduces 
Fehling*s  solution.  The  diphenylhydrazone 
melts  at  20T-20S°,  and  the  disemicarbazone 
darkens  at  175°  and  melts  with  evolution  of 
gas  at  108°. 

Triketohydrindene  hydrate  may  be  used  as  a 
reagent  for  proteins  and  their  hydrolytic  pro- 
ducts (cp.  Chem.  Soc.  Trans.  1911,  99,  798). 

J.  P.  T. 

INDIAN  FIRE  is  a  light  used  in  pyrotechnical 
displays  and  for  purposes  of  signalling.  It  is 
usually  composed  of  7  parts  of  su^hur,  2  of  real- 
gar, and  24  of  nitre. 

INDIAN  GUM,  or  GHATH  GUM,  is  a  srummy 
exudation  from  the  stem  of  Anogeissus  UUifoUa 
(Watt),  occurring  in  vermiform  or  rounded  tears, 
colourless  pale  yellow,  and  of  a  vitreous  lustre ; 
soluble  in  water  forming  a  viscous  adhesive 
mucilage;  v.  Gums. 

INDIAN  HEMP  RESIN  v.  Resins. 

INDIAN  INK  or  CHINESE  INK.  This 
substance,  used  for  writing  or  drawing,  con- 
sists of  lamp-black  held  together  with  animal 
or  fish  glue  and  dried  in  the  form  of  cakes 
or  sticks  of  point.  According  to  Chinese  writers, 
the  invention  of  ink  is  due  to  one  Tien-Tchen 
who  lived  between  2697  and  2597  B.C.  It  is 
said  bv  them  that  at  that  time  the  ink  used 
was  a  kind  of  lacquer ;  later  some  kind  of  black 
stone  rubbed  in  water  came  into  use;    lastly. 


about  250  years  b.g.,  balls  of  lamp-black  from 
,  the  burning  of  lacquer  and  firewooa,  afterwards 
mixed  with  size,  became  the  customary  material. 
It  is  probable,  however,  that  the  Chinese  became 
acquainted  with  the  substance  from  the  Coreans, 
to  whom  they  are  indebted  for  other  useful  arts. 
The  material  used  for  producing  the  lamp-black 
is  in  most  instances  ni  timber,  although  many 
other  media,  such  as  rice  treated  with  a  decoc- 
tion of  HtbUcua  mtUabilis  (Linn.),  the  bark  of  the 
pomegranate  tree  infused  with  vinegar,  sesam^, 
rape  seed,  wood-oil,  and  rock-oil  are  employed, 
to  which  are  added  varmsh  and  pork  fat.  The 
glue  or  size  appears  at  the  present  day  to  be 
always  obtained  either  from  oxen  or  fish ;  the 
points  of  difference  between  various  makers  beiiiff 
(1)  the  mode  of  preparation;  (2)  the  method 
of  incorporation ;  and  (3)  the  quantity  relative 
to  the  amount  of  sootl  Sometimes  perfumed 
essences,  as  of  musk  or  camphor,  are  added, 
especially  in  the  choicest  qualities.  The  paste 
is  pressed  into  carved  wooden  moulds  and,  after 
baking,  the  sticks  or  other  moulded  forms  are 
laid  in  a  cool,  dry  place,  and  are  said  to  improve 
with  long  keepine.  The  best  ink  is  made  from 
wood-oU  lamp-mack,  and  comes  from  the 
Anhui  province. 

The  manufacture  of  Indian  ink  is  also  carried 
on  in  Japan,  the  following  description,  from  a 
native  source,  indicating  the  method  followed  in 
that  country :  '  The  body  of  the  ink  is  soot  ob- 
tained from  pine-wood  or  resin,  and  lamp-black 
from  sesam6  oil  for  the  finest  sort.  This  is 
mixed  with  liquid  glue  made  of  ox-skin.  This 
operation  is  ^eoted  in  a  large,  round,  copper 
bowl  formed  of  two  sphericid  calottes  placed 
1  inch  apart,  so  that  the  space  between  can  be 
filled  up  with  hot  water  to  prevent  the  glue 
from  hardening  during  the  time  it  is  being  mixed 
by  hand  with  the  lamp-black.  The  cakes  are 
formed  in  wooden  moulds,  and  dried  between 
paper  and  ashes.  Camphor,  or  a  peculiar  mix- 
ture of  scents  which  come  from  China,  and  a 
small  quantity  of  carthamine  (the  red  colouring 
substance  of  safflower)  .are  added  to  the  best 
kinds  for  improving  the  colour  as  well  as  for 
scenting  the  mk.* 

M.  Merimde  (De  la  Peinture  k  THuile)  as- 
serted that  the  Chinese  do  not  use  an  animal  but 
a  vegetable  size;  but  apparently  without 
warrant.  For  a  curious  monomph  compiled 
from  native  Chinese  sources  v.  L'Encre  de  Qune, 
son  Histoire  et  sa  Fabrication  d'apr^  docu- 
ments chinois  traduits,  par  Maurice  Jametel, 
Paris,  1882. 

INDIAN  PODOPHYLLUM  RESIN  v.  Bssins. 

INDIAN  RED,  A  mineral  pigment  from  the 
Persian  Gulf.  In  appearance  it  is  a  coarse 
powder  of  a  purplish-ied  colour. 

Howe's  analysis  of  (1)  the  entire  mineral,  and 
of  (2)  that  portion  soluble  in  hydrochloric  acid, 
gave 

S!Oa,Fe,q,.A1.0„CaO,MgO,SOj,CO,,  HjO 

(1)  8017  60-69  3-79  2-66  1'48  2'28  1-73  1-62-100  26 

(2)  —     819  2-22  2-65  087  2*28  173  —  -  12-94 

(Edin.  New  Phil.  Jour.  New  Series,  2,  306.) 
The  portion  insoluble  in  hydrochloric  acid 

is  a  ferric  silicate  Fe,0a*Si02.   A  pseudo-Indian 

red  is  composed  principally  of  sesquioxide  of 

iron. 

INDIAN  VALERIAN  RHIZOME,    The  dried 

rhizome  of  Vakriana  WaUichii.^^^^'^^ 


INDIAN  YELLOW,  PIURI,  PURREE,  OR  PIOURY. 
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INDIAN  YELLOW,  PIURI,  PURREE,  or 
PIOURY,  is  a  pigment  mainly  used  in  India  for 
colouring  walls,  doors,  and  lattice-work,  and  by 
artists  for  water-colour  work.  On  account  of 
its  disagreeable  smell  it  is  but  rarely  employed 
as  a  dyestuflf.  It  is,  or  was,  made  almost 
exclusively  at  Monghyr  in  Bengal,  and  is  ob- 
tained from  the  urine  of  cows  Tiiiich  have  been 
fed  upon  mango  leaves.  On  heating  the  urine, 
usually  in  an  earthen  pot,  the  colouring  matter 
separates  out ;  this  is  pressed  into  a  ball  and 
dried  partlv  over  a  charcoal  fire  and  finally  in 
the  sun.  it  sold  on  the  spot  at  about  1  rupee 
per  lb.  and  is,  or  was,  mamly  sent  to  Calcutta 
and  Patna.  One  cow  produces,  on  the  average, 
3*4  litres  of  urine  per  diem,  yielding  2  ozs. 
(56  grams)  of  piurL  The  yearly  production  is 
stated  to  have  been  from  100  to  150  owte., 
which  was  probably  over-estimated  (v.  Joum. 
Soc.  Arts,  1883,  [v.]  32,  16,  and  Annalen,  254, 


Piuri  occurs  in  commerce  in  the  form  of  round 
baUs,  which  internally  are  of  briUiant  yellow 
colour,  whereas  the  outer  layers  are  either  brown 
or  of  a  dirty-green  colour.  The  substance  has  a 
characteristic  urinous  smell.  The  undecom- 
posed  part  consists  only  of.  euxanthic  acid 
(Oi^HigOit)  in  the  form  of  a  magnesium  or 
calcium  salt ;  the  outer  and  decomp^ed  portion 
contains  in  addition  euxarUhanet  both  froe  and 
combined.  The  composition  of  piuri  seems  to 
be  variable ;  a  fine  sample,  according  to  Graebe, 
contained 


Magnedium  euxarUhaU  Ci9Ui,OiiMg,5UaO 
is  the  main  constituent  of  Indian  yellow  (Graebe, 
Annalen,  254,  268). 

Barium  euxarUhaie  Ba(Gi»Hi70u)a,9HaO  is 
soluble  in  boiling  water,  and  on  ooolmg  separates 
in  the  gelatinous  condition. 

Silver  anhydroeuxafUhate  Ci^Rifii^Ag  be- 
haves similarly. 

EthylanhydroeuxanihaU  Ci^iflioOfit,  yel- 
low-coloured needles,  melts  at  198^. 

Tetra-aceiylethylanht^roeuxatUhaU 

Ci,HnOiaC,H5(C,H.O)4 
colouriess  needles,  melts  at  216^. 

Methyl  anhydroeuxanthaU  Cy^ifixJ^» 
melts  at  218%  and  closely  resembles  the  ethyl 
derivative. 

Benxoyl^nhydroevMinihaU 

Ci,HuOio(CO-€,H5), 
melts  at  194%  but  has  not  yet  been  oiystallised. 

The  constitution  of  euxanthic  acid  is  ex- 
pressed by  Graebe  (Annalen,  254,  267)  as 

OH-0,Hg<^     \j,H,O0H-CH'OH(CHOH)4-COOH 

whereas  for  that  of  anhydroeuxanthic  acid  one 
of  the  following  two  formulas  is  suggested : — 


Euxanthic  acid 

Silicic  acid  and  alumina    . 

Magnesium 

Calcium 

Water  and  volatile  matter 


51-0 
1-6 
4-2 
3-4 

39-0 

991 


L        yCO 
OH0.H.< 

n. 


'>0,H,OOH'CHOHCH(CHOH),-CO,H 
0-C^,<^^>C,H,0 


CH- 


-CHOH CHOH 


Euxanthic  acid  is  easilv  obtained  by  digesting 
piuri  of  good  quality  with  dilute  hydrochloric 
acid  and  treating  the  residue  with  a  solution  of 
ammonium  carbonate.  On  the  addition  of 
hydrochloric  acid  to  the  filtered  solution  euxan- 
thic acid  ciystallises  out  with  lU^O  in  glistening 
straw-yellow  needles,  melting  at  162°.  Euxanthic 
acid  is,  according  to  Spiegel,  decomposed  by 
hydrochloric  acid  into  glycuronio  acid  and 
euxanthone :  C^^n^fi^^=^Cififi^-\-CJS.^Jd^ 
Kiilz,  in  order  to  prove  the  animal  origm  of 
euxanthic  acid,  save  euxanthone  to  rabbitis  and 
dogs,  and  was  able  to  detect  euxanthic  acid  in 
the  urine.  Kulz's  experiments  did  not  corro- 
borate Schmid*s  statement  that  mangostin 
(obtained  from  Oarcinia  mangostanat  Linn.)  is 
similarly  converted  into  euxanthic  acid  by 
animals  (E.  Kiilz,  Zeitsch.  Biol.  33,  475 ;  J.  Soc. 
Chem.  Ind.  6,  507). 

Although  the  potassium'and  sodium  salts  of 
euxanthic  acid  are  of  the  tvpe  CigHi^OuM,  the 
silver  salt  obtained  from  the  potassium  salt  by 
silver  nitrate  has  the  composition  Ci«HiaO,o^, 
and  is  derived  from  an  anhydride  of  the  acid 
{Anhydroeuxanthic  acid) ;  the  methyl  and  ethyl 
esters  prepared  from  the  silver  salt  are  of  the 
same  type  (Graebe,  Ber.  1900,  53,  3360). 

Potassium  euxanihate  CitHifOnKyHfO  crys- 
tallises readily  from  water,  and  is  prepared  by 
neutralising  euxanthic  acid  with  potassium 
carbonate. 


CH-(CHOH),-COOH 

Euxanthone,  Purrenone,  Purrone  Cififit  was 
first  obtained  by  Stenhouse  (Annalen,  51,  425), 
and  soon  afterwards  bv  Erdmann  {ibid,  52, 
365),  from  euxanthic  acid.  It  crystallises  in  pale 
yellow  needles  or  laminae,  melting  at  240°  (oorr.), 
which  sublime  with  little  decomposition  on  gentle 
heating. 

Diacetyl-euxanthone,  pale  yellow  prisms 
(Salzmann  and  Wichelhaus,  Ber.  1877,  10 
1397),  melts  at  185°. 

By  distillation  with  zinc-dust  (Salzmann  and 
Wichelhaus ;  Graebe  and  Ebnurd,  Ber.  16,  75) 
euxanthone  gives  meihylenediphenylene  oxide  (L), 
which  by  oxidation  is  converted  into  xanthone 
(II.),  indicating  that  euxanthone  possesses  the 

constitution  of  a  dihydroxyxanUume  (S.  and  W. ). 

^\0H 
When  fused  with  alkali  euxanthone  yields 
euxanthonic  acid, 

.OH  HOv 


hydroquinone  {v.  Baeyer,  Annalen,  155, 257),  and 
reeorcmol  (Graebe,  ibid,  254,  265).  —  ^  ^<3"^ 
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The  first  syniheeis  of  euxanthone  ia  due  to 
Graebe  {Ix.)  who  accomplished  this  by  distilliiig 
a  mixture  of  )S[-Te6orcvlic  acid  and  hydroqainone 
carboxylic  acid,  and  it  was  shown  later  by 
V.  Kostanecki  and  Neasler  (Ber.  1891,  24,  3083), 
that  if  in  this  reaction  the  )3-resorcylic  acid  is 
replaced  by  resorcinol  the  same  product  is  ob- 
tained. Ab  the  result  of  these  syntheses  two 
constitutional  formulaa  for  euxanthone  were 
possible: 


reduction  is  converted  into  2:5:8  trihydroigr- 
I  xanthone,  pale  yellow  needles,  m.p.  328^-330  . 


OH 


n. 


When  methylated  by  means  of  methyl  iodide 
in  the  usual  manner  {v.  Kostaneoki,  Ber.  1804, 
27,  1002),  euxanthone  yields  only  a  manamethyl 
ether  Ci^,0,(OCH,)  (yeUow  plates,  m.p.  120°), 
and  this  on  treatment  with  strong  sodium 
hydroxide  solution  gires  an  insoluUe  yellow 
sodium  salt.  The  latter,  by  washing  with  water, 
is  decomposed  with  regeneration  of  the  free 
monomethyl  ether.  These  reactions  indicate 
that  euxanthone  contains  an  hydroxyl  in  the 
ortho-position  to  a  carboxyl  group  (c/.  also 
Hendg,  Monatsh.  12,  161),  and  that,  therefore, 
its  constitution  is  represented  by  formida  II. 
The  final  proof  of  this»formula  is  afforded  by  a 
later  synthesis  of  euxanthone  (Ullmann  and 
Panchaud,  Annalen,  360,  108). 

2-Chloro-6-methoxybenzoic  acid  is  condensed 
with  the  potassium  deiiyatiye  of  hydroquinone 
monomethyl  ether,  employing  copper  powder  as 
a  catalyst : 

OCH, 

OCOOH  ^       f^OCH, 
a  KOV 


00  CH, 
COOH 


AOCH, 

0— l^J  +  Ka 


The  resulting  ^'inethoxy-2'phenoxy'Q-meihoxy' 
benzoic  acid  when  treated  with  concentrated 
sulphuric  acid  is  converted  into  euxanthone 
dimethyl  ether 

OCH, 


Q-«)-QocH. 


and  this  by  treatment  with  aluminium  chloride 
in  the  presence  of  benzene  gives  euxanthone. 

According  to  Neirenstc^  (Ber.  1013,  46,  640) 
by  oxidising  euxanthone  wiUi  chromic  acid  the 
quinone 

O 


(Y 


!oA>H 


o 


is  produced.    This  consists  of  dark -red  needles 
soluble  in  alkali  with  a  blue  coloration,  and  on 


j  OH 

I  The  triacetyl  derivative  melts  at  226*'-230''. 

Disasdbenzene'etucanihone  CififiJiCJS.^^f 

(Perkin,  Chem.  Soc.  Trans.  73,  666),  red  needles, 

m.p.  240^-250°  (decomp.),  is  readily  prepared  by 

;  adding  diazobenzene  siidphate  to  a  weak  alkaline 

;  solution  of  euxanthone. 

Acetyldisazcbenzene-euaoanthone^  ochre-ydlow 
'  needles,  melts  at  107''-100^ 

Euxanthone  possesses  only  feeble  tinctorial 
I  properties ;  the  respective  shades  obtained  with 
.wo<Mlen  doth  mordanted  with  chromium,  alu- 
minium, and  tin  being  dull  brown-yellow,  naie 
I  bright  yellow,  and  very  pale  bright  yellow 
'  (Perkin  and  Hummel,  Chem.  Soo.  Trans.  1806, 
'  60, 1200).  A.  G.  P. 

DIDIARUBBER  or  CAOUTCHOUC  v.  Rubbeb. 
INDICAK  V.  Gluoosides;  Indigo,  Natubal. 
INDICANURIA  v.  Indoxyl  oomfoukds. 
INDICATORS  V.  Aoidimetby  and  Alkau- 
METBY;  also  art.  Analysis. 

INDIGO,  NATURAL.  Indigo  has  been  known 
in  Asia  from  a  remote  period  of  antiquity,  and 
there  exist  very  ancient  records  in  Sanskrit 
describing  its  methods  of  preparation.  The 
Romans  appear  to  have  recognised  it  only  as  a 
pigment  {indicum),  but  evidence  as  to  its  use  as  a 
dye  by  the  ancient  Egyptians  has  been  abund- 
antly proved  from  the  examination  of  mummy 
cloths.  Its  employment  in  Europe  was  very 
limited  until  in  1516  when  it  be^^  to  be  im- 

e)rted  from  India  by  way  of  the  Cape  of  Good 
ope,  but  its  introduction  in  Urge  quantity  did 
not  occur  until  about  1602.  Owing  chiefly  to  the 
opposition  of  the  growers  of  woad,  its  European 
rivul,  as  a  dyeware  it  met  with  much  opposition, 
and  various  laws  were  enacted  both  on  the 
Continent  and  in  England  prohibiting  its  use. 
It  was  called  a  *  devihah  drug,'  and  was  said  to  be 
Injurious  to  fabrics.  In  1737  its  employment 
was  legally  permitted  in  France,  and  from  this 
period  its  valuable  properties  appear  to  have 
oecome  gradually  recognised  throughout  Europe. 
The  most  important  plants  whidi  yield  indigo 
are  those  of  the  genus  Indigofem  belonging  to  the 
natural  order  of  the  Leguminoea;  these  have 
been  cultivated  in  India,  China,  Egypt^  the 
Philippines,  Caracas,  and  BraziL 

For  the  purpose  of  indigo  manufacture  the 
Indigofem  tinctoria  (Linn.),  /.  sumatrana 
(Garrtn.)  (the  Indian  plant),  /.  dispemma  (Linn.), 
/.  argentea  (Linn.),  and  /.  arrecta  (Hoohst.)  (the 
Natal  plant),  the  /.  paucifolia  (Delile)  (Mada- 
gascar plant),  and  /.  secundiflora  (Poir.) 
(Guatemala  plant),  have  been  mainly  used, 
though  certain  less  valuable  varieties,  viz.  the 
/.  paeudotinctoria  (R.  Br.),  /.  angusUfclia  (Linn.), 
/.  arcuaUi  (Willd.),  /.  cardiniana  (Walt.), 
/.  cinerea  (Willd.),  /.  hngeracemttda  (Boiv.), 
/.  ccmdea  (Roxb.),  /.  endecaphyUa  (Jaoq.), 
/.  ghbra  (Linn.),  /.  hirauta  (Lmn.),  /.  indica 
(Lam.),  /.  mexicana  (Benth.),  /.  leptostaehya 
(DC),  have  been  employed.  In  Japan,  China, 
and  Russia  the  plant  usuaUy  cultivatedthas^becn 
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the  Polygonum  tindorium  (Ait.)»  but  the  Isaiis 
tincioria  (Linn.)*  or  wood  plant,  at  one  time  very 
Iar{|eLy  grown  in  Europe,  is  now  only  used  in  very 
limited  quantity  as  an  adjunot  in  the  dyeing  of 
indigo  (woad  vat).  The  native  source  of  indigo  in 
Western  Africa  appears  to  consist  almost  entirely 
of  the  Lonchocarjnu  eyanescens  (Benth.)  (Perkin, 
J.  Soc.  Ghem.  Ind.  1907,  26). 

Other  indigo-yielding  plants  axe  the  Nerium 
tinctorium,  Oymnema  iingens  (Spreng.),  Ewpa- 
torium  laeve  (DC,),  Tephrosia  ttneioria  (Pers.), 
Maradenia  tinctoria  (R.  Br.),  and  certain  species 
of  orchids  such  as  the  PJiaius  grandifiorus 
(Reich.),  and  CbiafOhe  verairifolia  (R.  Br.). 

In  addition  to  these,  various  plants,  of  which 
the  Mercurialis  perennis  (Linn.),  Fagovyruin 
eaculetUum  (Moench.),  Fraxinus  excelsior  (Lmn.), 
Baptina  ttnctoria  (R.  Br.),  and  Bhamnue 
akUemus  (Linn.)  (Georgievics,  Der  Indigo,  1892) 
may  bo  ^ven  as  examples,  are  stated  to  yield 
indigo,  or  a  very  similar  colouring  matter,  but 
this  requires  coxmrmation. 

The  production  of  indigo  from  the  indigo 
plant  is  of  a  simple  character  and  consists  maimy 
of  two  processes,  viz.  a  steeping  of  the  plant 
with  water  (fermentation),  followed  by  the 
oxidation  of  the  solution  with  air  in  a  separate 
vessel  Until  very  recently  but  little  modifica- 
tion appears  to  have  been  introduced  into  this 
ancient  process,  and  there  is  also  but  little 
variation  to  be  found  in  the  main  features  as 
described  by  Bancroft  (Philosophy  of  Permanent 
Colours,  1813),  Crookes  (Manual  of  Dyeing  and 
Calico  Printing,  1874),  Bridges-Lee  (Indigo 
Manufacture,  1892),  Geoigievics  {Ic  1892),  and 
Rawson  (The  Cultivation  and  Manufacture  of 
Indigo,  J.  Soc.  Dyers,  1899). 

Directly  the  plants  are  cut  down  they  are  tied 
in  bundles  and  brought  to  the  factory  without 
delay,  because  it  is  necessary  that  the  material 
should  be  operated  on  at  once.^  The  tanks  for 
the  extraction  (steeping  vats)  and  precipitation 
of  the  indigo  by  oxidation  (beating  vats)  are 
sometimes  of  stone,  but  more  usualfy  at  brick- 
work lined  inside  with  cement,  and  are  respec- 
tively ranged  in  two  rows  one  above  the  otner, 
so  that  the  former  can  be  drained  into  the  latter. 
The  steeping  vats  may  have  a  capacity  of  about 
1000  cub.  ft.,  and  are  usually  of  much  smaller 
dimensions  than  the  beating  vats,  of  which 
less  are  consequently  required.  According  to 
RawBon  (/.c),   who  describes  a  small    indigo 

>  It  bus  Ions  been  known  that  the  percentage  of 
indican  rapidly  disappears  from  the  leaf  in  the  freahly 
plucked  moist  oondltfon,  and  on  this  account  It  is  ad- 
visable that  the  jplant  when  cot  down  should  be  dealt 
with  at  once.  On  the  other  hand,  it  has  been  the 
praotice  to  a  small  extent  In  certain  districts  to  air- 
ory  the  leaf  before  proceeding  with  the  manufacture  of 
Indiso.  In  order  to  determine  if  when  air-dried  under 
ideal  condition?,  the  leaf  In  these  cixeumBtances  loses  a 
material  amount  of  indican,  experiments  were  made 
by  Watson  (Jour.  Chem.  Soc.  Ind.  19  L8,  37,  81)  with 
Indigo  plant  spedally  grown  for  the  purpose.  The  leaf 
when  gathered  was  dlviaed  into  two  portions,  one  of 
which  was  analysed  at  once,  and  the  second  dried  by 
spreading  in  a  thin  layer  upon  filter  paper  in  a  north 
verandah  for  three  or  four  da^s  until  constant  in  weight. 

The  analyses  were  carried  out  bv  the  isatin  method 
il.e.)  with  10  grammes  of  leaf  waghed  in  each  case 
in  the  fresh  condition,  and  the  results  expressed  as 
indirubin  indicate  that  a  serious  loss  of  colouring  prin- 
ciple does  occur  in  these  circumstances: — 

Freth  Leaf.  Air-dried  Leaf. 

(a)  0-1008  00568 

(b)  0-0825  0-0610 
(r)    0-1057  00763 


factory,  each  range  of  beating  vats  runs  the  whole 
length  of  six  steeping  vats,  and  has  a  width  of 
13  feet  6  inches. 

Into  each  of  the  upper  tanks  the  bundles  of 
the  plant  are  tightly  packed  (preferably  in  a 
horizontal  position,  Bridges-Lee,  2.C.),  on  the 
top  of  this  is  laid  a  horizontal  trellis  of  bamboo, 
and  the  whole  is  wedged  down  into  the  tanks 
by  means  of  timber,  so  that  the  material  is 
unable  to  float  during  the  fermentation  process. 
Water  is  then  run  in,  in  such  quantitv  tnat  the 
bundles  are  entirely  submerged.  After  about 
two  hours  an  active  fermentation  is  observed, 
and  the  surface  of  the  liquid  becomes  covered 
with  froth  owing  to  the  evolution  of  a  mixture 
of  carbon  dioxide,  oxygen,  and  nitrogen 
(Greorgievics,  2.c.) ;  in  the  later  stages  (Rawson, 
2.C)  either  marsh  gas  or  hydrogen  or  a  nuxture 
of  the  two  is  freely  produomL  After  10-15 
hours,  according  to  the  prevailing  temperature 
of  the  water,  the  straw-yellow,  orange,  or  olive- 
green  coloured  liquid  is  drawn  off  into  the  tanks 
below,  and  submitted  to  oxidation  with  air. 

This  may  be  accomplished  by  *hand 
beating,'  by  machinery  (the  beating  wheel),  by 
blowing  air  through  the  liquid,  or  by  the  shower- 
bath  method.  During  tmis  operation  the  colour 
of  the  liquid  gradually  changes,  becoming  first 
dark  green  and  then  bide,  and  considerable 
frothii^  is  produced.  When  it  is  observed  that 
the  indigo  precipitate  or  *  fecula  *  readily  settles, 
the  beating  is  discontinued  and  the  mixture 
aUowod  to  rest  for  some  two  hours.  The  super- 
natant liquid,  or  *seeth  water,'  having  been 
drained  on  as  completely  as  possible^  the  indiso 
sludge  or  *  mal '  is  led  into  a  reservoir  inside  we 
factory,  from  which  it  is  sdbsequently  elevated 
by  means  of  a  hand  pump  or  steam  injector  into 
a  large  cauldron  known  as  the  *  mal  boiler.*  It 
is  here  heated  by  direct  fire  or  by  the  admission 
of  steam,  and  tMs  has  for  its  object  the  preven- 
tion of  a  further  fermentation,  the  solution  of 
certain  brown  impurities,  and  a  more  complete 
granulation  of  the  *  maL* 

The  product  is  th^i  run  on  to  a  filter  known 
as  a  *  tfCole,'  consisting  of  stout  cotton  or  linen 
cloth  stretched  over  a  shallow  rectangular  basin 
of  stone  or  cement,  with  a  drainage  opening  at 
one  comer,  and  allowed  to  remain  until  it  has 
the  consistMicy  of  a  stiff  paste.  In  order  to 
remove  excess  of  moisture  the  indigo  is  trans- 
ferred to  perforated  wooden  boxes  lii^  with  sail 
cloth  and  cautiously  pressed.  Finally,  the 
resulting  slab  is  cut  mto  cakes  by  means  of  a 
guillotine  or  metal  wires  and  allowed  to  dry  at 
the  ordinaiv  temperature  on  trellis- work  shelves 
in  a  specially  constructed  drying  house. 

Thk  Plant. 
Until  the  last  few  years  the  /.  sumatrana 
appears  to  have  been  exclusively  employed  in 
the  best-conducted  factories  in  India.  Accord- 
ing to  Leake  (Report  of  the  Dalsingh  Serai 
Rraearch  Station,  1903-1004)  this  is  a  mixture 
of  several  sub- varieties  of  different  values.  In 
this,  as  in  apparently  aU  other  indigo  plants,  the 
indican  exists  exclusively  in  the  leaf,  though 
Bloxam  and  Leake  (/.c)  point  out  that  the 
midrib  or  rachis  also  contains  the  g^ucoside. 
For  the  manufacture  of  indigo  the  main  points  in 
I  connection  with  the  plant  are  the  weight  yielded 
per  acre,  the  percentage  of  leaf  present,  and  the 
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indigotm-producing  value  of  the  latter.  Acoord- 
ing  to  BawBon  (Cultivation  and  Manufacture  of 
Indigo,  Ic.)  the  good  plant  contains  40  p.c.  of 
leaf,  though  occasionally,  but  not  often,  the 
proportion  of  leaf  rises  to  as  much  as  60  p.c. 
Blozam  and  Leake  found,  however,  much  higner 
values,  51*7-61*6  on  ordinary  Indian  plimt,  and 
66  p.c.  given  by  twelve  experimental  plots, 
figures  which  include  the  rachis.  Beigtheil 
(Report  of  the  Indigo  Research  Station,  Sirsiah, 
1906, 8)  found  the  percentage  of  leaf  to  be  40  p.c, 
and  never  higher  than  45  p.c. ;  but,  on  the  other 
hand,  in  a  redetermination,  Leake  (J.  Soc.  Chem. 
Ind.  1007, 26, 1174)  records  the  value  as  62*2  p.c. 
RawBon,  who  conducted  numerous  analyses  of 
the  leaf  by  his  persulphate  process  (2.e.),  shows 
that  the  indioan  content  as  expressed  by  indigo- 
yielding  capacity  varies  at  dmerent  periods  of 
the  year.  Thus,  whereas  in  one  instance  on 
May  28  the  figure  was  0*20  p.c.,  on  August  25 
this  had  risen  to  0*76  p.c.  of  indigotin.  Though 
the  leaf  on  a  young  plant  gives  but  a  small 
percentage  of  colouring  matter,  yet  as  the  plant 
grows  the  new  leaf  contains  more  colouring 
principle  than  the  old  on  the  same  plant.  As  an 
example,  on  one  occasion  the  percentages  of 
indigotin  recorded  with  new  and  old  leaf  were 
respectively  0*71  and  0*36  p.c.  Fuially,  there 
is  a  gradual  increase  in  colouring  matter  given 
by  leaves  from  the  bottom  of  the  plant  upwards 
as  represented  by  the  figures  0*90,  0*44,  and 
0*62  p.c.  respectively.  According  to  Beigtheil 
(Report  of  the  Indigo  Research  Station,  1907,  3) 
the  indigotin  content  *  of  the  plant  is  rarely  so 
high  as  0*3  p.c.  Though  the  leaf,  as  a  rule, 
contains  a  maximum  of  colouring  matter  from 
about  the  middle  to  the  end  of  August,  it  does 
not  necessarily  follow  that  this  is  the  best  period 
for  manufacture,  as  by  this  time  the  plant  will 
usuaUy  have  lost  a  considerable  portion  of  leaf 
(Rawson).  The  manufacture,  indeed,  usually 
commences  about  the  middle  of  June.  Gaunt, 
Thomas,  and  Bloxam  (J.  Soc.  Chem.  Ind.  1907, 
26,  1174)  refer  to  a  sample  of  the  air-dried  leaves 
of  the  /.  tumatrana,  which,  in  comparison  with 
other  dry  samples  of  the  same  variety  (0*6 
approx.)  and  of  the  Java  plant,  /.  arrecia  (1*81 
p.c),  yielded  indigotin  to  the  value  of  3*53  p.c, 
and  consider  that  this  indicates  that  by  selection 
and  suitable  methods  of  cultivation  it  should  be 
possible  to  obtain  an  average  plant  of  greater 
indigo-producing  power  than  has  hitherto  been 
the  case. 

The  plant  formerly  employed  bv  the  Java 
planters  was  the  /.  secundifiora,  Guatemala 
plant,*  but  for  several  years  past  this  has  been 
replaced  by  the  /.  arrecta  or  *  Natal  plant.' 
The  latter,  it  is  stated,  contains  not  only  more 
leaf  than  the  ordinary  Indian  plant,  but,  as  a 
rule,  the  leaf  yields  also  a  considerably  larger 
percentage  of  indigo.  More  recently  the  Induin 
planters  have  recognised  the  value  of  the 
/.  arrecta,  and  accounts  are  given  by  Coventry 
(Indigo  Improvements  Syndicate  Report,  1901) 
-  of  experiments  in  connection  with  its  intro- 
duction. Leake  (Dalsingh  Serai  Report,  1905) 
discusses  the  difiiculties  of  the  germination  of  the 
seed  of  the  Natal- Java  plant,  which  is  due  to  the 
impermeable  character  of  the  seed  coat.  This 
defect,  it  Ib  pointed  out,  can  be  overcome  by  a 
process  of  scratching,  and  a  practical  method  for 
this  purpose  is  described,    Bergtheil  (/.c),  in 


'  conjunction  with  D.  L.  Day,  treats  the  seed 

I  with  strong  sulphuric  acid,  which  leads  either  to 

I  a  swelling  of  the  seed  coat  and  its  eventual 

rupture  or  converts  it  into  a  body  akin  to 

cellulose  and  permeable  to  water.    Analyses  of 

the  indigo-yielding  power  of  this  leaf  by  ^wson 

(2.C.)   gave  figures   iip   to  0*96   p.c,   whereas 

Bergtheil  {Lc.  1906)  nnds  in  comparison  to  the 

/.  sumatrana  (0*585)  that  the  /.  arrecta  produced 

1*05  p.c.  of  colouring  matter.    The  percentage 

of  leaf  given  by  the  latter  averages  52*2  p.o. 

Again,  in  1909  the  yield  from  100  maunds  of  the 

/.  arrecta  was  15  seers  10  chittaoks,  as  against 

11  seers  14  chittaoks  from  the  same  quantity  of 

I  the  /.   aumatrana.    The  Natal  plant  is  now 

I  established  in  India,  and  its  value  appears  to  be 

I  fully  recognised*    According  to  Bergtheil  (1907) 

!  the  indigo  made  from    the    Java    plant  has 

generally  been  of  a  h^h  indigotin  content,  and 

(1906)  that  whereas  the  yield  of  indigo  per  acre 

was  12*6  *  seers,*  that  given  by  the  /.  aumatrana 

was  by  comparison  only  8  seers. 

An  account  of  recent  work  on  the  indigo 
plant  by  W.  A.  Davis  is  given  in  the  Indigo 
Publications  (1918-21)  of  The  Agricultural  Re- 
search Institute,  Pusa.  Davis  attributes  (Publ. 
Nos.  1  &  2)  the  progressive  deterioration  of  the 
indigo  crops  during  the  last  twenty  years  ohi^y 
to  the  fact  that  the  soils  are  exhausted  as  regards 
phosphate.  The  good  effects  of  phosphate 
manuring  is  confirmed  by  experiment  (c/.  also 
Publ.  No.  6),  and  there  can  thus  be  no  doubt 
that  the  contdnuous  and  systematic  treatment 
of  the  soil  with  superphosphate  is  essential  for 
the  proper  cultivation  of  the  indigo  plant. 
Dealing  particularly  with  the  Java  ind^o  plant 
(PubL  No.  7),  it  is  stated  (see  p.  32)  that;— 

*'High  quality  plant  rich  in  indigotin  is 
obtained  when  the  soil  is  poor  in  nitrogen,  so  that 
the  plant  is  forced  to  grow  on  nitrogen  taken  up 
from  the  air  by  the  nodule  bacteria.  It  seems 
probable  that  the  activity  of  these  organisms 
determines  high  indigotin  content,  and  that  the 
production  of  indican  is  due  to  the  plant  re- 
moving from  the  nodules  nitrogen  compounds 
which  would  be  prejudicial  to  their  continuous 
action.' 

The  factors  which  make  for  development  of 
the  nodules  are:  (1)  low  nitroffen  in  soil;  (2) 
good  supply  of  soluble  phosphate;  (3)  good 
supply  of  organic  matter  (yielding  carbo- 
hydrates). 

Care  must  be  taken  in  supplying  humus  not 
to  supply  nitrogen.  Thus  a  manure  such  as 
sect,  whilst  giving  high  yields  of  plant  per  acre, 
gives  leaf  poor  in  indican  content.  The  use  of 
cover  crops  (eg,  wheat  or  mustard)  grown  with 
indigo,  which  remove  nitrogen  from  the-  soil,  is 
advantageous. 

The  Chemistby  of  Natubal  Imdioo 
Makufaoture. 
According  to  the  early  researches  of  Chevreul 
(Ann.  Chim.  Phys.  1808,  66,  8,  and  1808,  68,  284) 
and  of  Geradin  and  Preisser  (J.  Pharm.  Chim. 
1840,  26,  344)  the  colouring  principle  of  indigotin 
present  in  indigo-yielding  plants  was  oonsidered 
to  consist  of  indigo  white,  and  this  theorv 
remained  uncontradicted  until  Schunck  (PhiL 
Mag.  1855,  [iv.]  17,  74,  and  1858,  15,  127) 
isolated  from  the  laaiis  |tncior»a^(wqad).  Poly- 
gonum   tinctorium,    axiit^^trkigofera^Unctaria 
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(Schonck  and  Roomer,  Ber.  1870,  12,  2311)  a 
glucoside,  which  was  named  indican. 

To  prepare  this  substance  from  woad  the 
leaves  were  extracted  with  cold  alcohol,  the 
solution  treated  with  a  little  water,  and  con- 
centrated at  the  ordinary  temperature  by  blowing 
air  over  it.  The  waxy  matter  wluch  thus 
separated  was  removed  by  filtration,  and  the 
filtrate  shaken  up  with  freshly  precipitated  cuprio 
hydroxide.  The  mixture  was  filtered,*  the  liquid 
freed  from  dissolved  copper  by  means  of  sul- 
phuretted hydrogen,  and  thtm.  evaporated  at  the 
ordinary  temperature.  The  residue  was  ex- 
tracted with  cold  alcohol,  the  extract  treated 
with  ether  to  precipitate  certain  impurities,  and 
the  solution  evaporated. 

Thus  obtained  it  consisted  of  a  yellow  or 
yellowish-brown  syrup,  which  was  of  an  exceed- 
ingly unstable  nature,  and  could  not  be  dried 
without  decomposition.  With  alcoholic  lead 
acetate  it  gave  a  yellow  precipitate,  whereas 
in  aqueous  solution  it  could  only  be  precipitated 
by  means  of  basic  lead  acetate.  Analyses  of  the 
lead  compound  indicated  that  indican  possessed 
the  formula  C,gH,iN0i7.  Schunck  found  that 
this  compound  was  a  glucoside,  and  that  by  the 
action  of  dilute  acids,  alkalis  and  of  a  ferment 
present  in  the  plant,  it  was  readily  hydrolysed 
with  the  formation  of  indigotin,  and  a  sugar 
indiglucin  : 

2C,.H,iOi^+4H,0=Ci,HioO,N,+6C,HioO. 

For  the  production  of  indigotin  the  presence 
of  air  or  other  suitable  oxidising  agent  was 
however  necessary,  and  it  ap^ear^  therefore, 
that  during  the  reaction  the  indigotin  at  first 
formed  was  reduced  to  indigo  white. 

Later,  however,  Schunck  and  Roemer  showed 
(2.C.)  that  indican,  when  hydrolysed  in  the 
absence  of  air,  gave  a  product  which,  on  subse- 
quent treatment  with  oxidising  agents,  did  not 
yield  indigotin.  Schunck  further  obtained  by 
the  action  of  cold  dilute  acids  on  his  indican  a 
.brown  powder,  from  which  he  isolated  six 
distinct  substances,  viz.  indihumin,  indifuacin, 
and  tTidiretin,  soluble  in  warm  sodium  hydroxide 
solution,  and  a-  and  p-indiftUvins  and  tTidirubin, 
insoluble  in  alkalis. 

When  aqueous  solutions  of  the  indican  were 
boiled  or  heated  for  some  time  a  decomposition 
ensued,  and  the  product,  on  treatment  with  acid, 
gave  indiglucin,  but  no  indigotin,  this  being 
replaced  by  iftdiretin  and  indihumin,  brown 
amorphous  substances.  The  latter  closely 
resembled,  and  was  probably  identical  with, 
indigo  brown.  By  the  action  of  alkalis  or 
alkaline  earths  at  the  ordinary  temperature, 
indican  was  converted  into  a  new  glucoside, 
indicanin  CsoH.^NOit,  which  on  treatment  with 
acid  gave  indiglucin  and  indirubin. 

Oxyindicanin,  a  brown  gummv  substance, 
insoluble  in  alcohol,  was  iBolated  during  the 
preparation  of  indican,  and  yielded,  under  the 
mfluence  of  acids,  indiglucin  and  a  brown  sub- 
stance similar  to  indifuscin. 

In  1896  Surg.  Lt.-Col.  G.  S.  A.  Ranking  , 
(Jour.  Asiatic  Society  of  Bengal,  Ixv.  ii.  No.  1),  I 
as  the  result  of  a  careful  examination  of  the  i 
fermented  leaf  extract,  pointed  out  for  the  first  | 
time  that  the  soluble  compound  present  and  j 
which  by  air  oxidation  gives  indigotin,  cannot  be 
indigo  white,  but  is  evidently  indoxyU    He  also  | 


suggested  that  as  CO  ^  is  largely  evolved  during 
the  leaf  fermentation  it  is  not  improbable  that 
indoxylic  add, 

C.H4<^^>CH-C00H 

may  also  be  present. 

Marchlewski  and  Radcliffe  (J.  Soc.  Chem. 
Ind.  1898,  17,  434),  evidently  unaware  of 
Ranking^s  paper,  and  indeed  this  seems  to  have 
been  lost  sight  of  by  later  workers,  in  a  theo- 
retical discussion  of  the  subject,  suggested  that 
indican  0]4Hi7O,N  was  a  glucoside  of  indoxvl, 
the  hydrolysiB  of  which  could  be  represented  by 
the  foUowmg  equation: — 

CuH„0,N-fH,0=C»H70N+C^i,0, 

.  As  a  result  of  the  communication  of  March- 
lewski and  Radcliffe,  Hazewinkel,  the  director 
of  the  experimental  station  for  indigo,  Klaten, 
Java  (Proc.  K.  Akad.  Wetensch.  Ajnsterdam, 
1900, 2,  512),  gave  an  account  of  a  researoh,  con- 
cluded in  1898,  which  he  had  hitherto  considered 
to  be  to  the  interest  of  the  Java  planters  to  keep 
secret.  In  this  important  paper  he  shows  that 
indican  is  an  indoxyl  glucoside,  and  that  the 
sugar  obtained  from  it  is  dextrose. 

The  elaborate  researohes  of  Beyerinck,  van 
Romburgh,  and  other  Dutch  chemists  proved 
that  the  indican  present  in  the  various  Indigo- 
fercB  and  in  the  Polygonum  tinctarium  was  far 
more  stable  than  Schunck  supposed,  and  the 
experiments  of  these  authors  eventually  led  to 
the  isolation  of  this  glucoside,  in  a  crystalline 
condition  from  the  Indigofera  hptostachya  and 
Pclygctnum  iinctorium  by  HoQgewerff  and  ter 
Meulen  (Proo.  K.  Akad.  Wetensch.  Amsterdam, 
1900,  2,  620). 

The  leaves  were  immersed  in  two  and  a  half 
times  their  weight  of  boiling  water,  boiled  for  a 
few  minutes,  and  further  systematically  ex- 
hausted. Without  any  sensible  decomposition 
the  decoction  could  be  evaporated  in  vacuo  if 
care  was  taken  to  keep  the  reaction  alkaline. 
The  dry  residue  was  extracted  with  methyl 
alcohol,  and  to  the  solution  ether  was  added  as 
long  as  a  precipitate  was  formed.  This  was 
removed,  the  clear  liquid  evaporated,  the  residue 
completely  dried  in  vacud^  and  then  dissolved  in 
water.  The  filtered  and  concentrated  solution 
deposited  on  cooling  well-defined  crystals  of 
indican.  This  process  may  be  modified,  by 
treating  the  docoction  of  the  leaves  with  baryta 
water  before  concentration,  by  which  means  a 
large  proportion  of  the  impurities  are  predpi- 
tatod.  Seventeen  kilos,  of  the  leaves  of  Puy- 
gonum  Iinctorium  yielded  5  grams  of  pure 
indican. 

Thus  obtained  indican  C i  «H  ^  ,0  ^  crystallises 
from  water  in  spear-shaped  ciystals,  which 
contain  3  molecules  of  water  of  crystallisation. 
Heated  in  a  test  tube,  or  on  platinum  foil, 
purple-coloured  fumes  are  given  off,  but  this 
does  not  take  place  in  an  atmosphere  of  carbon 
dioxide.  By  passing  a  current  of  air  through  a 
hot  solution  of  indican  in  dilute  hydrochloric 
acid  containing  a  little  ferric  chloride,  91  p.c. 
of  the  indican  was  converted  into  indigotin 
according  to  the  equation 

2Ci4Hi,NO,+0,-C,,HioN>0.-f2C^„0. 
There  was  no  difference  between  the  indican 
prepared  from    the   /.   lepto^achya^  taid^  ^^i- 
obtained  from  the  P.  tinciorium. 
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In  a  paper  by  Beyerinck  (Proc.  K.  Akad. 
Wetensch.  Amsterdam,  1900,  3,  102),  'On  the 
Formation  of  Indigo  from  Woad,'  this  chemist 
discuflaes  Schunok^  well-known  work  on  the 
same  subject,  and  points  out  that  the  indigo- 
yielding  substance  contained  in  this  plant  is  not, 
as  Schunck  regarded  it,  identical  with  the  indican 
present    in    the    Polygonum    iinctorium.    The 
colouring  principle  of  woad  Beyerinck  names 
taaton,  and  shows  that  this  compound,  unlike  I 
indican,  is  decomposed  in  feebly  alkaline  solu-  , 
tions,  whereas  indican  is  stable  even  in  concen-  | 
trated  alkaline  liquids.    In  presence  of  acids  i 
both  isatan  and  indican  are  hydrolysed,  but 
indican   with   greater   difficulty.     laatast,   the  I 
specific  enzyme  of  woad,  does  not  act  on  indican,  , 
and  isatan,  on  the  other  hand,  is  unaffected  both  \ 
by  the  indigo  enzyme  or  by  common  bacteria. 

Schunck  (Chem.  News,  1900,  82,  176)  con- 
sidered that  Uie  crystalline  indican  of  Hoogewerff  i 
and  ter  Meulen  was  not  the  substance  obtained 
by  him,  and  should  not  be  considered  as  a  pure 
variety  of  it,  but  was  rather  derived  from  it,  by 
extracting  the  plant  with  a  hot  solvent  and  the 
use  of  chemicals.  He  preferred  to  name  his 
compound  a-indican  and  theirs  d-indican. 

Beigtheil  (Chem.  Soc.  Trans.  1904,  85,  877),  ! 
who  experimented  with  the  /.  sumatrana  and  i 
/.  arrectat  did  not  find  it  possible  to  prepare  > 
indican  from  the  leaves  of  these  plants  in  the  | 
manner  described  by  Hoogewerff  and  ter  I 
Meulen. 

It  was,  however,  shown  by  Perkin  and 
Bloxam  (Chem.  8oc.  Trans.  1907,  91,  1715)  that 
crystalline  indican  can  be  isolated  from  both  of 
these  plants  by  such  a  method,  and  is  in  reality 
the  source  of  me  natural  indigo  which  is  derived 
from  them. 

In  a  further  communication  ter  Meulen  (Rec. 
trav.  chim.  1905,  29,  444)  describes  a  modifica- 
tion pf  the  method  previously  ffiven  for  the 
isolation  of  indican  from  the  Polygonum  iinc- 
torium, which  consists  in  treating  a  cold  solution 
of  the  partially  purified  substance  with  sidphuric 
acid,  by  which  means  certain  impurities  are 
precipitated.  The  acid  is  then  removed  with 
bcuium  carbonate.  The  main  object  of  the 
investigation  was,  however,  the  determination  of 
the  sugar  that  this  glucoside  yields  when  hydro- 
Ivsed  by  its  specific  enzyme,  and  this  proved  to  be 
dextrose,  as  already  indicated  by  llazewinkel 
(tc). 

As  a  residt  of  the  study  of  the  behaviour  of 
indican  with  solvents,  Perkin  and  Bloxam  (/.c.) 
devised  a  very  simple  process  for  the  isolation  of 
this  glucoside,  by  the  aid  of  which  laige  quanti- 
ties of  the  pure  substance  could  be  readily 
prepared. 

The  leaves  and  stems  of  the  /.  9umatrana 
(1000  grams)  were  treated  with  4  litres  of  cold 
acetone,  the  mixture  being  occasionally  shaken 
during  7  days,  and  the  green-coloured  extract 
was  evaporated  on  the  steam- bath  to  a  very 
small  bulk.  To  the  residue  light  petroleum  was 
added,  causing  the  deposition  of  a  brown  viscous 
precipitate  of  crude  indican,  and  this  was 
repeatedly  agitated  \iith  small  quantities  of 
light  pe^leum.  The  product  on  treatment 
with  water  gave  a  pale  yellow  liquid,  containing 
resinous  matter  in  suspension,  and  the  latter  was 
removed  by  shaking  with  ether.  The  clear 
aqueous    solution,    treated   with    10   c.c.    N/2 


sodium  carbonate,  on  gradual  evaporation  in 
vacuS  deposited  crystals,  and  eventually  a 
semi-solid  mass  was  obtained.  It  was  collected* 
dnuned,  and  allowed  to  dry  at  the  ordinaxjr 
temperature.  When  exhaustively  extraotecu 
1000  grams  of  leaf  gave  31*66  grams  of  indican, 
and  by  a  continuous  system  of  working  more 
than  600  grams  of  crystalline  indican  were 
prepared.  The  preparation  of  this  glucoside 
from  the  leaves  of  /.  arreda  is  more  trouDleeome, 
owing  partly  to  the  presence  of  kaempferitrin 
(2.C.),  but  more  especially  of  a  colourless  sugar- 
like compound  C,Hi,0,;  m.p.  186'*-187*; 
possibly  a  modification  of  qnercitoL  The  fact 
that  indican  can  be  so  readily  isolated  without 
the  aid  of  heat,  and  merely  with  the  use  of 
acetone,  light  petroleum  and  ether,  is  not  in 
harmony  with  the  contention  of  Schunck  {Lc) 
that  the  crystalline  glucoside  is  an  alteration 
product  of  his  amorphous  substance,  and  conse- 
quently the  terms  a-  and  ^-indican  suggested  by 
him  should  disappear. 

Indican  crystallised  from  water 
Ci«Hi,0^,3H,0 

melts  at  57^-58^,  but  in  the  anhydrous  condition 
as  obtained  by  the  addition  of  boiling  benzene 
to  its  hot  alcoholic  solution,  at  176''-178''. 
Owing  to  its  somewhat  ready  solubility  in  water 
it  can  be  more  economically  purified  by  the  latter 
process,  and,  according  to  Perkin  and  Thomas 
{Chem.  Soc.  Trans.  1909,  95,  793),  crystallisation 
from  absolute  alcohol  gives  excellent  results. 

A  newer  method  of  preparing  indican  from  - 
indigo-yielding  plants,  in  which  acetone  is  also 
employed,  has  been  devised  by  B.  M.  Amin 
(A^.  Res.  Inst.,  Pusa,  Indigo  Publ.  No.  6). 
The  fresh  leaf  is  extracted  with  hot  water,  and 
freshly  slaked  lime  added  to  precipitate  im- 
purities. These  are  removed,  the  filtrate  evapo- 
rated and  extracted  with  acetone.  By  evapo- 
ration and  cooling  in  ice  indican  hydrate 
separates  from  the  aqueous  solution.  Dissolved 
in  absolute  alcohol,  and  by  precipitation  with 
benzene  (c/.  Perkin  and  Bloxam)  pure  anhydrous 
indican  ciystallises  (yield  70-80  p.c).  This 
method  is  sp.  ciaUy  suitable  for  preparing  pnre 
indican  in  large  quantities  from  the  Java  indigo 
plimt  (/.  arreda)  for  which  Perkin  and  Bloxam*s 
method  is  hardly  serviceable.  The  advantages 
claimed  by  this  method  are  its  rapidity,  its 
general  application  and  the  small  amount  of 
organic  solvent  required. 

It  has  been  shown  by  Baeyer  (Ber.  1881,  14, 
1745)  that  indoxyl  readily  ^condenses  with 
aldehydes  and  ketones  to  form  the  so-called 
indogenides,  and  Hazewinkel  (Z.c.)  partly  identi- 
fied this  substance  by  means  of  its  condensation 
products  with  isatin,  benzaldehyde>  and  pyruvic 
acid,  relying,  however,  on  their  qualitative 
reactions,  as  he  did  not  prepare  these  compounds 
in  a  pure  enough  condition  for  analysis.  Almost 
simultaneously  Beyerinck  (Proc.  K.  Akad. 
Wetensch.  Amsterdam,  1899,  2,  120)  prepared 
indirubin  by  hydrolysing  crude  indican  in  the 
presence  of  isatm. 

Perkin  and  Bloxam  {lc.)  and  Gaunt,  Thomas, 
and  Bloxam  (J.  Soc.  Chem.  Ind.  1907,  26,  1174), 
who  experimented  with  the  pure  substance, 
found  that  when  indican  dissolved  in  water  is 
I  added  to  a  boiling  solution  of  isatin,  acidified 
with  a  Uttle  hydrochloric  acid,  and  the  operation 


CgH,NO+C,H5NOa=Ci,HioN,Oa+H20 

This  'isatin*  method,  for  details  of  which 
see  later,  affords  a  ready  means,  not  only  for 
the  analysis  of  the  crystalline  glucoside,  but 
also  for  the  estimation  of  the  amount  which 
is  present  in  aqueous  infusions  of  yie  leaf 
(v.  tnfra). 

More  recently  Perkin  dnd  Thomas  (Chem. 
Soc.  Trans.  1909,  95,  795),  who  studied  in  a 
similar  way  the  condensation  of  indoxyl  derived 
from  indioan  with  2>-nitrobenzaldehyde,  found 
that  the  p-nitrobenzaldehydeindogenide  is  de-  j 
posited  in  quantitatiye  amount,  and  that  this 
reaction  could  also  be  employed  for  the  analysis, 
both  of  crystalline  indican  and  of  that  present 
in  the  leaf  extract.  The  reaction  takes  place 
with  extreme  readiness,  for  with  indican  solution 
at  a  dilution  of  1  in  1000,  the  above  compound 
quickly  separates,  and  even  at  1  in  10,000  the 
condensation  can  be  observed  to  take  place. 
Piperonal  and  indican  in  the  presence  of  dilute 
acid  yield  the  analogous  compound  CxfHiiO.N, 
orange-coloured  needles,  m.p.  223^-224° ;  out 
this  process,  under  analytical  conditions,  gave 
only  approximately  satisfactory  results.  As  a 
side  issue,  p-hydroxybenzaldehydeindogenide 
CisHiiOjiN  orange-red  needles,  m.p.  267°-269*', 
and  omydroxybenzaldehydeindogenide 

CisHuOaN 

oranffe-red  needles,  m.p.  264^-265'*,  were  pre- 
parea  from  indican.  The  latter  compound 
derived  from  protocatechuio  aldehyde  dissolves 
in  concentrated  sodium  hydroxide,  with  a  bluish- 
violet  coloration,  and  dyes  with  mordanted 
woollen  cloth  well-defined  shades. 

On  the  other  hand,  when  indican  is  hydro- 
lysed  with  acid  in  the  presence  of  an  oxidising 
agent  it  does  not  appear  possible  to  obtain  a 
quantitative  yield  of  indigotin.  Hazewinkel 
(Ic.)  states,  in  regard  to  this  point,  that  acid 
oxidising  agents  convert  indican  into  indigo, 
and  this  in  turn  is  oxidised  by  an  excess  of  the 
reagent.  By  the  use  of  ferric  chloride  and 
hydrochloric  acid^  Hoogewerff  and  ter  Meulen 
obtained  from  the  pure  glucoside  only  91  p.c.  of 
the  theoretical  quantity  of  colouring  matter, 
which  appeared  to  contain  indirubin,  and  was  of 
doubtful  purity.  Gaunt,  Thomas,  and  Bloxam 
(/.c),  who  examined  the  behaviour  of  am- 
monium persulphate,  a  reagent  suggested  by 
RawBon  for  the  analysis  of  the  plant  extract 
(Report  on  the  Cultivation  and  Manufacture  of 
Indigo,  Mozzufferpore,  1904 ;  c/.  aJso  Bloxam 
and  Leake,  Dalsingh  Serai  Report,  1904),  found 
that  the  process  was  far  from  quantitative  with 
pure  indican,  and  that  the  yield  of  colouring 
matter  averaged  but  82  p.c.  of  the  theoretical. 
Perkin  and  Thomas  (Ic)  studied  the  effect  of  the 
hydrolyslB  of  solutions  of  indican  with  acid 
during  the  aspiratioQ  of  air  through  the  liquid, 
und©^  varying  coDditions  of  tpmpcmturie  end 
OoncentiaUon.  The  moBt  satiafactory  yield  of 
pure  colouriog  matter  {03\>  p.c.)  was  produced 
when  air  was  passed  during  eight  hours  through 
»  «o)ut]0a  of  0'5  Ks^tn  u|  the  glucoside  in  S50  c.c. 
of  water  acidified  with  16  c.c,  of  33  p.c.  hydro- 


(87*6  p.c),  and,  curioudy  enough,  replacement 
of  the  hydrochloric  acid  by  an  equivalent  amount 
of  sidphuric  acid  gave,  under  similar  conditions, 
a  much  lower  result.  The  deficiency  in  the  yields 
given  by  these  air-oxidatipn  processes  was  due 
to  the  fact  that  a  portion  of  the  indoxyl  had  he&a. 
converted  into  substances  other  than  indigotin, 
and  it  was  observed  that  whereas  in  the  case  of 
hydrochloric  acid  the  filtrate  possessed  a  pale 
yellow  colour,  that  containing  sulphuric  acid 
had  a  browner  and  darker  tint.  Indirubin  was 
also  present  in  these  indigo  preparations. 

Whereas  Schunck  (/.c.)  had  described  the 
production  of  various  brown  substances  by  the 
action  of  dilute  acids  on  his  indican,  and 
Schunck  and  Roemer  (/.c.)  had  obtained  a  brown- 
yellow  compound  by  means  of  hydrochloric  acid 
in  absence  of  air,  the  behaviour  of  the  pure 
crystalline  glucoside  in  this  respect  was  studied 
by  Perkin  and  Bloxam.  When  100  c.c.  of  a 
4  p.c.  solution  of  indican  was  treated  with  3  c.c. 
of  sulphuric  acidf  and  digested  at  a  boiling 
temperature,  the  Uquid,  at  first  yellow,  became 
brown,  a  brown  resinous  substance,  together 
with  a  little  indigotin,  quickly  separated,  and 
the  presence  of  indole  was  observed.  The 
product  of  the  reaction  was  almost  identical 
in  weight  with  that  required  by  the  amount  of 
indoxyl  which  the  glucoside  would  yield  on 
hydrolysiB,  and  consisted  chiefly  of  a  dark 
reddish-brown  powder  (a),  sparingly  soluble  in 
alcohol,  together  with  a  small  quantity  of  a 
similar,  thoueh  more  readily  soluble  sub- 
stance [by  Analyses  of  (a),  which  is  termed 
indoxyl  brown,  gave  C=68-10;  H=4-10; 
N=9*34,  figures  almost  identical  with  those 
found  by  the  same  authors  for  the  main  con- 
stituent of  indigo  brown,  and  though  these  two 
products  differed  from  one  another  in  certain 
minor  respects,  there  could  be  no  doubt  that 
they  were  closely  allied.  The  more  readily 
soluble  substance  (b)  also  closely  resembled  the 
indoxyl  brown,  and  gave  on  analysis  N=s9*65  p.c. 
Indican,  when  treated  with  cold  hydrochloric 
acid  in  the  absence  of  air  for  90  hours,  gave 
indoxyl  brown  and  a  soluble  brown  substanc 
similar  to  that  described  above  (Perkin  a' 
Thomas).  The  acid  filtrates  from  the  indc 
brown  preparations  contained  dextrose, 
this  was  identified  by  means  of  its  osazone 
aJso  by  the  preparation  of  its  acetyl  derir 

The  indigo  enzyme  discovered  by  S 
(Le.)  has  been  elaborately  investigated 
Dutch  chemists.    Beyerinck  (Proc.   F 
Wetensch.  Amsterdam,  1899,  1,  120' 
the  finely  divided  leaves  of  the  plant 
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chlorides  respectively.  The  residue  which 
remains  after  extraction  in  this  way  is  not 
perceptibly  less  active  than  before  treatment. 
A  minute  study  of  these  leaf  preparations  was 
carried  out  by  Beyerinck  in  regard  to  their 
behaviour  with  partly  purified  indican  solutions, 
and  he  indicates  the  efitect  of  temperature  on  the 
intensity  of  the  hydrolysis  by  means  of  curves. 
Among  numerous  points  of  interest  it  was 
observed  that  ammonia  quickly  destroys  the 
enzyme,  and  also  that  emulsin  slowly  hydrolyses 
indican,  although  the  intensity  of  its  action  was 
only  one-twentieth  of  that  of  Indigofera  enzyme 
preparations. 

Hazewinkel  (ibid.  1900,  2,  513),  who  also 
investigated  the  subject  in  1898,  arrived  in- 
dependently at  Beyerinck*s  conclusions.  Find- 
ing that  emulsin  acted  on  indican  solutions  he 
cfuled  the  indican  eazyme  indimulain,  and  con- 
sidered that  a  10  p.c.  solution  of  sodium  chloride 
is  the  best  medium  for  dissolving  it.  A  very 
interesting  point  T^ch  he  mentions  is  that 
during  fermentation  no  indican  passes  from  t^e 
leaf  into  the  surrounding  liquid. 

In  the  paper  of  van  Romburgh  {ibid.  1899, 
2,  344)  allusion  again  is  made  to  the  insoluble 
character  of  the  enzyme,  and  to  the  activity  of 
emulsin  witii  solutions  of  indican.  Finally, 
Beyerinck  {ibid.  1900,  3,  101)  demonstrated  that 
the  ferment  present  in  woad,  latUis  tinctoria,  is 
not  capable  of  hydrolysing  indican,  thouch  it 
reacts  with  isatan,  the  peculiar  indigotin  yielding 
principle  of  this  plant.  Bergtheil  (Chem.  Soo. 
Trans.  1904,  85,  877),  whose  paper  covers  ground 
already  traversed  by  Hazewinkel,  Beyerinck,  and 
van  Komburgh,  considers  that  the  difficulty 
which  occurs  in  extracting  the  enzyme  is  due  to 
the  presence  of  tannin  in  the  leaves  {cf.  Brown 
and  Morris,  Chem.  Soc.  Trans.  1893,  63,  604). 
By  pounding  the  leaves  with  hide  powder  the 
tannin  becomes  fixed,  and  a  veiy  active  solution 
of  the  enzyme  can  be  obtained. 

Ter  Meulen  (Rec.  trav.  chim.  1905,  24,  444) 
is,  however,  in  agreement  with  the  other  Butch 
work  referred  to  above,  as  is  evident  from  his 
statement  *L'enzyme  de  Tindigo  est  insoluble 
dans  Teau.'  According  to  Gaunt,  Thomas,  and 
Bloxam  (/.c),  Bergth^'s  product  is  not  a  true 
solution,  as  the  enzyme  is  entirely  removed  from 
it  by  means  of  a  Berkfeld  niter.  Thomas, 
Perkin,  and  Bloxam  (Chem.  Soc.  Trans.  1909, 95, 
829),  again,  point  out  that  there  is  no  certainty 
of  the  presence  of  tannin  in  the  leaves  of  the 
/.  sunuUrana  and  /.  arrecta,  and  that  any  tannin 
matter  if  originally  present  would  be  eliminated 
during  the  repeated  extraction  of  the  material 
with  ^cohoL  As  the  result  of  their  experiments 
the  insolubility  of  the  enzyme  was  confirmed 

A  study  of  the  hydrolvsis  of  pure  indican  by 
means  of  the  enzyme  and  subsequent  oxidation 
of  the  indoxyl  solution  with  air  under  varied 
conditions  has  been  made  by  Thomas,  Perkin, 
and  Bloxam  (Z.c.).  The  fermentation  was  carried 
out  in  an  atmosphere  of  purified  hydrogen,  and 
the  temperature  and  dilution  of  the  solution 
in  both  this  and  the  subsequent  oxidation  pro- 
cess were  so  arranged  as  to  fairly  approximate 
the  ordinary  factory  routine.  For  full  details 
of  apparatus  and  the  analytical  precautions 
adopted  the  original  pa^  must  be  consulted. 

The  results  of  this  mvestigation  show  that 
the  hydrolytic  action  of  the  enzyme  proceeds 


somewhat  rapidly,  and  that  by  employing  2 
grams  of  the  enzyme  and  1  gram  of  indican 
under  the  conditions  of  dilution  stated,  the 
reaction  was  complete  after  2  hours*  digestion  at 
50^.  The  solution,  though  free  from  indican, 
contains,  however,  less  than  the  theoretical 
amount  of  indoxyl  (93  p.c.).  This  is  due  to  the 
fact  that  some  quantity  of  the  indoxyl  (4  p.c) 
is  occluded  by  tne  enzyme  powder,  and  it  was 
found  that  by  increasing  the  quantity  of  this 
latter  a^orrespondingly  greater  loss  occurs.  The 
residua]  deficiency  (3  p.c.  approic)  arises  from  the 
instability  of  indoxyl  itself,  which  even  in  an 
atmosphere  of  hydrogen  at  50^  is  slowly  con- 
verted into  a  product  which  is  incapable  of 
giving  indigotin  on  oxidation.  This  property, 
which  is  referred  to  as  the  '  decay  *  of  indoxyl,  is 
much  more  evident  when  the  digestion  with  the 
ferment  is  prolonged  for  several  hours,  and  the 
experiments  of  these  authors  indicate  that  by 
such  a  treatment  for  30  hours,  at  least  20  p.c. 
of  the  indoxyl  undergoes  this  transformation. 
On  the  other  hand,  at  15°,  in  an  atmosphere  of 
hydrogen,  the  indoxyl  solution  is  comparatively 
stable,  and  on  standing  for  24  hours,  experienced 
a  loss  of  only  3  p.c. 

According  to  Beyerinck  (Lc)  great  attention 
should  be  paid  to  the  degree  of  the  addity  of 
indican  solutions  which  are  underaoing  fermenta- 
tion, and  this  is  corroborated  by  Thomas,  Perkin, 
and  Bloxam.  Thus,  by  the  presence  of  a  trace 
of  sulphuric  add,  during  the  fermentation,  the 
decay  of  the  indoxyl  is  practicaUv  inhibited,  and, 
moreover,  by  the  addition  of  a  further  quantity 
of  the  acid  at  the  dose  of  the  operation,  the 
occlusion  of  the  indoxyl  by  the  enzyme  powder  is 
also  prevented.  As  a  result  of  this  procedure 
the  solution  contained  99*5  p.c.  of  the  tiieoretical 
quantity  of  indoxyl 

When  a  dilute  aqueous  solution  of  indoxyl  is 
oxidised  by  air  the  reaction  is  more  complex  than 
has  usually  been  considered  the  case,  and  a 
quantitative  yidd  of  indigotin  is  not  produced. 
Thomas,  Perkin,  and  Bloxam  have,  for  instance, 
found  that  the  indoxvl  solutions  produced  by  the 
enzyme  hydrolysis  of  indican,  when  treated  with 
air  at  Q0°,  gave  only  88  p.o.  of  the  theoretical 
quantity  of  indigotin,  admixed  with  a  little 
indirubin.  It  thus  appears  evident  that  in 
addition  to  the  oxidation  of  indoxyl  to  indigotin 
some  secondary  reaction  occursii  but  of  the 
chemical  nature  of  this  change  there  is  as  yet 
no  certain  evidence.  The  isolation  from  the 
indigo  thus  produced  of  traces  of  substances 
resembling  indoxyl  brown  or  indigo  brown 
indicates  the  effect,  at  least  in  part,  of  a  con- 
densation similar  in  character  to  that  which  is 
involved  in  the  production  of  the  former  product. 
Moreover,  the  filtrate  from  the  indigo,  which  is 
prepared  in  this  manner,  was  invariably  of  a  dull 
yellow  colour,  and  yielded,  by  extraction  with 
ether,  a  small  quantity  of  a  yellowish-brown 
resin. 

This  secondary  change  of  indoxyl  is  facilitated 
by  the  presence  of  potassium  acetate  in  the  liquid 
during  the  oxidation,  for  by  this  means  the  vidd 
of  inmgotin  was  decreasea  to  81  p.c.,  and  the 
filtrate  obtained  from  it  possessed  a  rich  di- 
chromate  colour.  It  has  long  been  known  that 
the  oxidation  of  indoxyl  solutions,  in  so  far  as 
the  crude  fermented  factory  liquid  is  concerned, 
is  facilitated  by  the  presence  of  ammonia  or  lime 
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water,  and  the  subject  has  been  discussed  by 
Bawaon  and  by  Beyerinok  (Lc),  Aocording  to 
Thomas,  Perkifi,  and  Bloxam,  the  employment 
of  a  small  quantity  of  either  of  these  reagents 
during  the  oxidation  of  the  indozyl  derived  from 
pure  indican  was  beneficial,  and  an  increase  of 
about  5  p.c.  in  the  yield  of  indigo  thus  took  place. 
On  the  other  hand,  the  addition  of  only  a  trace 
of  these  compounds  is  advisable,  because  should 
an  excess  be  present  the  amount  of  indigo 
produced  is  rather  decreased  than  increased 
thereby. 

But  whilst  both  ammonia  and  lime  water  in 
suitable  amount  partiallv  inhibit  the  secondary 
change  of  the  indoxyl  referred  to  above,  a  third 
factor,  well  known  to  manufacturers,  comes  into 
play,  which  is  represented  by  the  production  of 
notable  amounts  of  indirubin.    For  the  forma- 
tion of  this  colouring  matter  isatin  is  necessary, 
and  it  is  likely  that,  in  the  presence  of  a  large 
amount  of  the  above  reagents,  an  excessive 
production  of  this  substance  occurs,  and  occasions  ' 
the  decreased  yield  of  indigo  which,  under  these  ' 
circumstances,  has  been  shown  to  take  place.  , 
It  has,  in  fact,  been  pointed  out  by  Perkin  I 
(Chem.  Soo.  Proc.  1907,  23,  30)  that  traces  of 
isatin  exist  in  Java  indigos,  which  are  rich  in 
indirubin. 

Curiously  enough  the  presence  of  a  trace  of 
hydrochloric  acid  during  the  oxidation  acts  in 
the  same  manner  as  ammonia,  though  to  a  less 
extent,  in  increasing  the  yield  of  colouring  matter, 
but  in  this  case  the  reaction  proceeds  much  less , 
rapidly.  The  employment  of  pure  oxygen  with ' 
neutral  solutions  of  indoxyl  gives  3-4  p.c.  less 
colouring  matter  than  is  obtained  when  air  alone 
is  employed,  whereas  in  presence  of  ammonia  the 
yield  is  but  little  affected.  The  addition  of 
Chile  saltpetre  to  the  fermentation  vat  has  been 
a  custom  of  Indian  planters  for  some  time,  and 
Rawson  (Report  on  the  Cultivation  and  Manu- 
facture of  Indigo,  2nd  ed,  1907)  states  that 
although  no  increase  of  colouring  matter  is  thus 
produced  in  the  oxidation  vat,  the  precipitate 
settles  better.  The  laboratory  experiments  of 
Thomas,  Bloxam,  and  Perkin  with  pure  indican 
corroborate  this  statement.  FinaUy,  there  is 
but  little  difference  in  the  yield  of  colouring 
matter  ext>erienced  when  the  solution  of  indoxvl 
is  oxidisea  by  air  at  either  30°  or  60°,  although, 
if  anything,  the  advantage  is  in  the  case  of  the 
higher  temperature. 

As  a  result,  therefore,  of  the  employment  of 
acid  during  the  enzyme  hydrolysis  of  indican, 
and  oxidation  of  the  resulting  indoxyl  solution 
under  feebly  alkaline  conditions,  the  best  yields 
of  colouring'^  matter  have  been  obtained.  On  the 
other  hand,  it  has  not  been  found  possible  either 
with  synthetical  indoxyl  or  indoxyl  derived  from 
indican  to  obtain  a  quantitative  yield  of  pure 
indigotin  or  of  an  admixture  of  this  colouring 
matter  with  indirubin.  In  regard  to  the  bearing 
of  this  work  on  the  commercial  process,  Thomas, 
Perkin,  and  Bloxam  suggest  that  the  effect  of 
the  addition  of  a  small  quantity  of  sidphuric 
or  oxalic  acid  to  the  fermentation  vat  should  be 
studied.  Thev  consider,  however,  that  the  most 
satisfactory  laboratory  results  on  the  preparation 
of  indigotin  from  the  plant  extract,  or  from  pure 
indican,  are  eiven  when  the  solution  is  hydro- 
lysed  by  hy&oohloric  add,  with  simultaneous 
02ddation  by  air.    The  cost  of  hot  water  extrac- 


tion of  the  plant  is,  however,  considered  by 
Rawson  to  be  prohibitive. 

Baeterial  fermentation.  Though  in  the 
manufacture  of  indigo,  hydrolysis  of  the  indioan 
is  mainly  due  to  the  action  of  its  specific  enzyme 
indimulsin,  it  is  well  known  that  the  bacteria 
which  are  present  exert  a  similar  although  minor 
effect. 

In  1887  Alvarez  (Oompt.  rend.  115,  286) 
isolated  from  an  extract  of  the  indigo  plant,  an 
organism  Bacillus  indigogenus,  which  was 
capable  of  producing  this  fermentation.  Beye- 
rinck  (2.C.),  who  studied  the  matter  in  con- 
siderable detail,  points  out  that  a  similar  effect 
is  produced  by  infecting  indigo  plant  infusions 
with  garden  soil,  and  that  in  this  case  the 
common  gas-producing  bacteria  perform  the  chief 
part.  Alvarez,  he  suggests,  went  too  far  in 
insisting  on  the  existence  of  a  specific  bacterium 
in  indigo  fermentation.  On  the  other  hand^ 
Bergtheil  (/.c.)  considers  that  at  least  one 
organism  capable  of  producing  indigo  fermenta- 
tion is  invariably  found  in  laige  quantities  in  an 
infusion  of  the  plant.  This  corresponds  veiy 
closely  with  the  description  given  by  Alvarez  of 
his  Bacillus  indigogenus,  and  is  no  doubt  identical 
with  it. 

Mahutagtube  of  Indigo. 

Water.  Pure  water  in  iarse  quantity  is 
necessary  for  the  manufacture  of  natural  indigo 
(Crookes,  Handbook  of  Dyeing  and  Calico 
Printing,  1874;  Indigo  Manufacture,  Bridges- 
Lee,  1892 ;  Rawson,  Report  on  the  Cultivation 
and  Manufacture  of  Indigo,  1902).  When  such, 
is  not  available,  Bridges-Lee  recommends  its 
purification,  if  hard,  by  treatment  with  lime 
water,  and  should  much  organic  matter  be 
present  by  the  use  of  permanganate.  Rawson 
also  lays  stress  on  this  point,  and  recommends  a 
similar  method  of  procedure.  In  special  circum- 
stances the  employment  of  alomino-ferric  is 
advisable  (Bergtheil,  1909).  As  the  duration 
of  the  fermentation  varies  with  the  temperature 
of  the  water,  Rawson  recommends,  in  case  this 
should  be  lower  than  90°F.,  a  preliminary  heating 
in  the  reservoir. 

Fermentation.  The  duration  of  this  process 
is  given  by  Crookes  {Ic)  as  9-14  hours,  according 
to  the  prevailing  temperature  of  the  water, 
whereas  Georgievics  (Der  Indigo,  1892)  sug- 
gests 18  hours  when  the  external  temperature  is 
35*6°C.  In  very  hot  weather  the  fermentation 
is  completed  in  6  hours.  According  to  Rawson 
(Lc)  wnen  the  temperature  of  the  rermentation 
vat  is  from  90°  to  92^F.  a  12  hours*  steepiug  gives 
the  best  result  in  the  case  of  the  /.  sumatrana ; 
whereas  Bergtheil  (Indigo  Researoh  Station^ 
Sirsiah,  1906)  is  of  opinion  that  a  10  hours'  fer- 
mentation is  sufficient.  With  the  /.  arrecia  the 
steeping  should  vary  from  13  to  16  hours  at  90% 
according  to  the  indican  content  6i  the  plant. 
In  other  respects,  according  to  Rawson  and 
Bergtheil,  there  is  practically  no  improvement 
necessary  in  the  steeping  operation  as  carried 
out  in  well-managed  factories.  The  addition  of 
such  chemicals  as  merouric  chloride,  sodium  an.d 
potassium  carbonates,  lime,  carbolic  add, 
formaldehyde,  and  sugar  are  not  of  advantage, 
although  sodium  nitrate,  which  has  been  em- 
ployed by  planters  for  many  years  past,  may 
facilitate  the  deposition  of  the  indigo  in  the 
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oxidising  vat.  On  the  other  hand,  the  work  of 
Thomas,  Bloxam,  and  Perkin  indicates  as  bene- 
ficial the  coitaihnent,  as  far  as  possible,  of  the 
steeping  operation,  and  the  addition  of  sulphuric 
or  oxafio  acid  in  small  quantity  to  the  vat  as 
advantageous. 

Hot-water  esctnetion.    The  extraction  of  the 
indigo  plant  with  hot  water  has  been  employed 
for  many  years,  and  in  Bancroft's  '  Philosophy  of 
Permanent  Colours '  an  account  is  given  by  Dr. 
Roxburgh,  dated  1797,  of  such  a  method: — 
'  The  hot- water  process  begins  to  be  used  over 
these  provinces  .  .  .  with   it   they  can  make 
indigo  when  the  weather  is  too  cold  for  the  usual 
process  of  fermentation,  and  it  gives  a  more 
beautiful  and  lighter  indigo.  ...  A  more  com- 
plete and  certain  extraction  of  the  basis  of 
mdigo  is  effected  by  subjecting  the  plant  to  the 
action  of  water  heated  to  about  160°-160''F.' 
Bridges-Lee  (2.c.)  daims  an  advantage  by  the 
employment  of  hot  water,  and  heats  the  contents 
of  the  steeping  vat  gradually,  either  by  direct 
fire  or  steam  pipes.    It  is  also  well  known  that 
the   Java   planters   who   have   employed   the 
7.  arrecta  for  several  years  past  have  favoured  a 
hot- water  process,  and  although  the  exact  details 
of  their  methods  have  not  Iwen  disclosed,  it  is 
certain  that  sulphuric  add  is  also  employed  in 
the  manufacture.    Perkin  (Chem.  Soc.  Trans. 
1907,  91,  435)  refws  to  samples  of  Java  indigo 
prepared  by  three  distinct  methods,  viz.  *tne 
new  process  with  hot  water,'  *  the  new  process 
with  cold  water,'  and  '  the  old  process  in  which 
no  chemicals  are  used.'    There  can  be  no  doubt 
that  by  these  hot-water  processes  the  indican 
is  very  rapidly  hydrolysed  by  the  ferment,  and 
that  the  indigo  eventually  produced  is  of  a 
superior  quali^.    During  this  hot  extraction  it 
appears  preferable,  as  far  as  possible,  to  exclude 
air  from  the  vat  by  means  of  a  cover,  and  the 
necessity  in  this  case  is  easy  to  understand 
because  the  evolution  of  carbon  dioxide  and  other 
gases  which  act  as  a  protection  to  the  indoxyl 
during  the  ordinary  process  of  fermentation,  is 
greatly  decreased  when  operating  in  this  manner 
(Roxbuigh,  he),    Rawson  {l,c.)t  who  refers  to  a 
patent  No.  157,  1892,  granted  to  A.  Schulte  in 
Hofe,  for  manufacturing  indigo  on  these  lines, 
and  also  to  Henly's  *  heating  process  of  1888,' 
carried    out    numerous    expenments    on    this 
subject  with  the  /.  gwnatrana.    In  order  to 
economise  fuel  the  indigo  plant  was,  in  the  first 
instance,  extracted  by  the  accumulative  method ; 
but,  contrary  to  expectation,  this  did  not  give 
such  good  results  as  a  simple  extraction  in 
ordinary  vats  fitted  with  perforated  steam  pipes. 
He  finally  concludes,  however,  that  except  in 
wet  or  cold  weather  the  hot- water  system  offers 
no  advantage  over  ordinary  steeping  carried  out 
under  favourable  conditions.    The  indigo  made 
by  this  method  was,  however,  of  better  quality 
(75-77  p.c.)  than  that  made  in  the  ordinary  way 
|50-55  p.c. ).    In  regard  to  extraction  of  the  pUuit 
oy  means  of  boilmg  water,  or  extraction  by 
steaming,  Rawson  considers  that  the  cost  would 
be  prohiDitive. 

When  the  fermented  liquid  is  run  into  the 
oxidising  vat,  the  residual  plant  still  contains  a 
sxnall  quanti^  of  indoxyL  The  question  of  a 
second  steeping  in  order  to  recover  this  is  referred 
to  by  RoxDurgh  as  early  as  about  1797 ;  he 
•considers  that  a  considerable  economy  would 


I  probably  bo  effected  thereby ;  but  Rawson^s 
!  (2.C.)  experiments  in  this  direction  gave  an  un- 
successful result.  Thomas,  Perkin,  and  Bloxam 
I  (/.c.)  suggest  that  the  em^oyment  of  a  slishtly 
add  water  for  this  purpose  should  be  acTvan- 
tageous,  and  that  the  amount  of  indoxyl  retained 
by  the  plant  residue  is  probably  greater  than  the 
5  p.c.  (on  the  total  colouring  matter)  believed  by 
Rawson  to  be  present.  The  extracted  pl&n^ 
known  as  *  seet,  is  a  valuable  manure. 

The  oxidation  vat*  Although  the  oxidation 
of  the  fermented  liquid  was  until  very  recently 
carried  out  to  some  extent  by  '  hand  beating,'  a 
method  practised  over  a  century  ago,  according 
to  Bancroft  (/.c),  this  operation  is  commonly 
effected  b^  machinery.  The  apparatus  is 
identical  with,  or  veiy  similar  to,  the  '  beating 
wheel,'  a  rimless  whed,  the  spokes  of  which  are 
paddles,  and  which  is  now  -very  generally  em- 
ployed in  India.  Geneste  in  1888  patented  the 
pumping  in  of  air,  and  Bridges-Lee  (2.c)  in  1891  a 
shower-bath  arrangement^  as  improvements  in 
the  method  of  oxidation.  Rawson,  ^ain  {1902, 
Eng.  Pat.  173),  proposed  to  treat  the  uquid  with 
add  and  an  alkaline  persulphate ;  but  although 
excellent  results  were  obtained  in  the  laboratory, 
these  were  not  satisfactory  on  the  manufacturing 
scale.  As  the  outcome  of  an  elaborate  investiga- 
tion, Rawson  considers  that  .the  oxidation  of  the 
fermented  liquid  by  blowers  and  oompressois  is 
superior  to  whed  beating,  the  yidd  being  thereby 
increased  about  20  p.c. 

It  has  long  been  the  custom  to  facilitate  the 
depodtion  of  the  indigo  by  what  were  termed 
*  predpitants,'  and  experiments  are  recorded  by 
Roxburgh,  who  employed  for  this  purpose 
ammonia,  stale  urine,  caustic  lye,  lime  water,  and 
potasnum  ferrocyanide.  That  such  chemicals 
must  be  considered  to  have  assisted  in  the  more 
rapid  oxidation  of  the  indoxyl  is  certain,  and 
their  effect  is  not  to  be  confused  with  the  mere 
settlement  of  the  indigo  by  the  use  of  slaked  lime, 
as  adopted  by  the  Chinese. 

In  1894  Coventry  patented  a  process  which 
was  based  on  the  employment  of  lime  under 
certain  conditions.  The  invention  consisted  in 
the  employment  of  a  special  vat  intermediate 
between  the  steeping  and  oxidising  vats,  in 
which  the  fermented  liquid  was  treated  with 
lime.  A  copious  precipitate  of  caldum  and 
magnesium  carbonates  was  thus  produced,  which 
on  settling  carried  down  various  impurities.  The 
supernatant  liquid  was  then  oxidised  in  the  usual 
manner.  The  indigo  thus  produced  is  somewhat 
contaminated  with  lime,  and  the  removal  of  this 
is  subsequently  effected  by  the  addition  of  a 
certain  amount  of  acid  to  the '  mal '  in  the  boiler. 
Indigo  prepared  in  this  manner  is  of  superior 
quality,  and  although  not  equal  to  the  Java- 
product  resembles  the  latter  in  containing  some 
quantity  of  indirubin.  According  to  Rawson  a 
substantially  increased  yidd  of  colouring  matter 
is  given  by  this  process. 

Caustic  soda  added  to  indigo  liquor  before 
oxidising  behaves  very  similarly  to  lime,  and  on 
the  large  scale  gave  an  increase  of  43  p.c.  of  dry 
indigo  as  weighed.  Sodium  peroxide  also  gave 
an  average  increase  M  33  p.c,  but  on  the  whole 
was  not  so  serviceable  as  caustic  soda  (Rawson). 
The  oxidation  of  the  fermented  plant  extract 
in  the  presence  of  ammonia,  first  mentioned  by 
Roxbuigh  (/.c),  was  patented  by  Michea  in  1876, 
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whereas  Geneate  in  1889  suggeeted  the  use  of 
caustic  soda  and  ammonium  sulphate  instead  of  j 
liquid  ammonia  itself.  The  use  of  ammonia  is 
mentioned  as  beneficial  by  Georgievios  (2.c.)>  and 
there  appears  to  be  no  doubt  that  it  is  superior 
to  the  other  reagents  which  have  been  em^oyed 
for  this  purpose.  In  its  presence  the  indoxyl  is 
rapidly  oxidised  to  indigotin,  and  the  precipi- 
tated colouring  matter  settles  well.  The  more 
general  employment  of  ammonia  in  India  has 
resulted  from  the  work  of  Rawson,  and  its  use 
in  conjunction  with  the  steam  injector  blower 
constitutes  the  most  important  improvement 
which  he  has  recommended  to  the  notice  of  the 
indigo  planters.  The  procedure  adopted  by 
Rawson  consists  briefly  in  connecting  the  outlet 
of  an  ammonia  still  (containing  lime  and  am- 
monium sulphate)  loosely  with  the  steam  blower, 
so  that  when  in  action,  ammonia,  air,  and  steam 
are  injected  into  the  vat  by  means  of  perforated 
pip^  laid  at  the  bottom  of  the  receptacle. 
During  the  operation  the  temperature  rises 
10°-15^P.,  and  the  oiddation  is  rapidly  com- 
pleted. The  employiment  of  ammonia  gas  and 
steam  in  connection  with  the  beating  wheel  gives 
also  satisfactoiy  results.  By  these  methods 
Rawson  describes  increases  in  the  yields  of  dry 
indigo,  varying  from  37  to  63*8  p.c,  and  considers 
that  the  average  increase  of  colouring  matter  is 
about  34  p.c.  as  compared  with  that  given  by  the 
ordinary  oxidising  process. 

On  the  other  hand^  Bergtheil  (Report  of  the 
Indigo  Research  Station,  Sirsiah,  1906,  6)  states 
that  the  ammonia  process  effects  veiy  little,  if 
any,  improvement  over  ordinary  oxidising  when 
this  is  carried  out  under  optimum  conditions  of 
speed,  weather,  ftc. 

After  the  indiso  has  settled  in  the  vat,  the 
supernatant  liquid,  or  '  seeth  *  water,  is  run  off 
as  completely  as  possible.  This  seeth  water,  as 
a  rule,  contains  more  or  less  colouring  matter  in 
suspension,  and  it  is  during  this  operation  that  a 
considerable  loss  of  indigo  occurs,  which  may 
reach  as  much  as  20  p.c.  (Rawson).  This,  as  a 
rule,  is  much  reduced  by  using  an  alkali  in 
oxidising,  on  account  of  the  readier  settlement 
of  the  precipitate.  Raweon  4ound  that  filter 
pressing  cannot  be  employed  for  recovering  the 
indigo,  but  suggests  treating  the  '  seeth '  water 
with  an  alkali  which  causes  the  suspended  indigo 
to  mure  readily  subside.  On  the  other  hand, 
Bergtheil  (1909)  recommends  the  emplo3rment  of 
alumino-ferric  as  an  aid  to  the  deposition  of  the 
indigo  precipitate  in  the  oxidation  vat. 

Davis  (Agric.  Res.  Inst.  Pusa,  Indigo  Publ. 
No.  3)  recommends  the  use  of  Dhak  gum  to  aid 
settling  and  to  give  a  product  which  can  be 
easily  filtered  and  pressed.    Loss  due  to  incom- 
plete settling  is  often  considerable,  and  whereas 
alumino-ferric  also  precipitates  impurities,  Dhak 
gum  has  not  this  disadvantage.      In  certain 
cases  Dhak  gum,  which  is  adoed  five  minutes 
before  the  beating  is  ended,  gave  an  increase  in 
yield  of  70  p.c  for  Sumatrana  working  and  of 
35  p.c    with  Java  plant.     No  appreciable  de-  ; 
terioration  of  quality  is  observed.    Not  only  , 
does  the  addition  of  the  gum  give  an  increase  ' 
in  yield  when  the  conditions  for  settling  are  bad, 
but  again  when  these  are  good  it  causes  no  \ 
harmful  effects. 

Final   treatment  of  indigo.    According   to  ' 
Bancroft  {Lc.)  it  was  the  practice  of  some  manu-  > 
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f acturers  in  the  East  Indies  to  purify  their  indigo 
by  boiling  it  with  water  and  fossil  alkali  (soda), 
whereas  Roxburgh,  as  well  as  de  Coaigny,  recom- 
mended also  the  action  of  a  diluted  sulphuric 
acid.  The  more  general  procedure,  until  very 
recently,  in  India  has  consisted  in  merely  boiling 
the  semi-fluid  indigo  paste  in  a  large  cauldron, 
but  the  addition  of  dilute  sulphuric  acid  appears 
now  to  be  generally  adopted.  Accordmg  to 
Rawson  the  quality  of  the  indigo  may  be  in  this 
way  improved  5-10  p.c.  At  the  close  of  the 
operation  the  indigo  is  allowed  to  settle,  the  acid 
liquid  run  off,  and  the  precipitate  treated  with 
fresh  water  and  again  boiled. 

The  subsequent  filtering,  pressing,  and  drying 
operations  call  for  no  special  comment.  The 
slow  drying  of  the  product  appears  to  be  most 
advantageous,  and  in  this  way  an  indigo  of 
slightly  higher  percentage  than  when  the  mass  is 
dried  artinoally  is  obtawed.  This  is  accounted 
for  by  the  fact  that  certain  impurities  of  the 
indigo  in  the  presence  of  moisture  undergo 
gradual  decomposition  with  evolution  of  am- 
monia and  other  gases. 

Briggs  (Pat  Spec.  292,  1906)  devised  an 
apparatus  for  drying  the  indigo  paste,  and 
simultaneously  converting  it  into  powder.  An 
illustration  of  this  macMne,  essentially  a  re- 
volving drum,  appears  in  Bergtheil's  Report, 
1906,  12.  Attempts,  moreover,  are  being  made 
to  place  natural  indigo  on  the  market  in  the 
paste  form  {ibid,  1910). 

Constituents  ov  Natubal  Indiqo. 

In  addition  to  indigotin,  natural  indigo 
contains  varying  proportions  of  indirubin,  indigo 
brown,  indigo  gluten,  and  mineral  matter. 
Indigo  yellow  or  kaempferol  is  also  present  as  a 
rule  wlien  the  /.  arrecta  has  been  employed  for 
the  manufacture. 

Indirubin.  The  identity  of  the  natural  indi- 
rubin or  indigo  red  with  the  artificial  product 
prepared  according  to  Baeyer*s  method  (/.c), 
about  which  there  was  formerly  some  contro- 
versy, appears  now  to  be  fully  established 
(Marohlewski  and  Radcliffe,  J.  Soc.  Chem.  Ind. 
1896, 17, 434).  Bloxam  at  one  time  (CSiem.  Soc. 
Trans.  1905,  87,  979)  considered  that  a  red 
substance  other  than  indirubin  was  present  in 
some  quantity  in  natural  indigo,  whereas 
Bergtheil  (Report  of  the  Indigo  Research  Station, 
Sirsiah,  1906)  has  stated  that '  decisively  there  is 
more  than  one  red  body  in  most  commercial 
indigos.'  The  investigation  of  numerous  sam- 
ples of  the  dyestuff  by  Perkin  and  Bloxam 
(Chem.  Soc.  Trans.  1907,  91,  279,  and  1910,  97, 
1461)  indicate,  however,  that  this  is  not  the  case. 
Whereas  certain  varieties  of  natural  indigo, 
notably  Java  and  C!k}ventry  process  indigos, 
contain  notable  amounts  of  indirubin,  it  is 
probable  that  a  trace  oocuis  in  all  samples  of  the 
natural  dyestuff.  That  the  indirubin  originates 
from  the  indican  existing  in  the  leaves  of  the 
various  species  of  Indigojera,  and  is  due  to  no 
second  constituent  of  the  plant,  is  now  certain, 
and  its  production  is  to  be  explained  in  all  cases 
as  due  to  the  condensation  of  isatin  with  indoxyL 
Thus  it  has  been  shown  by  Thomas,  Bloxam,  and 
Perkin  (/.c.)  that  indigo  containing  indirubin  can 
be  readily  produced  from  indican  by  a  repetition 
of  the  factory  method,  and  again,  isatin  itself 
has  been  isolated  from  natural  indigo  richHn 
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mdirubin  (Perkin,  ChenL  Soc.  Proa  1907, 23, 30). 
The  formatioii  of  the  iaatin  is  iayouied  by  special 
ciroomstanoes  such  as  the  ozidatioii  ot  the 
indoxyl  by  air  in  the  presence  of  alkali  or  acid, 
and  may  also  be  affected  to  some  extent  by 
temperatore.  That  indoxyl  can  be  converted 
into  isatin  without  an  intermediate  formation 
of  indigotin  has  been  shown  by  the  Badisohe 
Anilin  mid  Soda-Fabrik  (D.  B.  P.  107719, 1898), 
and  it  has  been  fomid  by  Perkin  (Chem.  Soc. 
Trans.  1909,  85,  847)  that  mdoxylio  add,  on  long 
standing  in  the  presence  of  moist  air,  is  oonyerted 
chiefly  into  indirubin,  although  some  quantity 
of  incugotin  together  with  a  suostanoe,  probabiv 
indigo  brown,  and  traces  of  isatin  are  simul- 
taneously produced.  Again,  it  has  been  pointed 
out  (Thomas,  Bloxam,  and  Perkin)  that  the 
indican  present  in  air-dried  leaves  of  the  indigo 
^ant  slowly  disappears,  and,  according  to 
Ferkin  (private  communication),  this  is  accom- 
panied in  most  cases  by  a  development  in  the 
leaf  of  considerable  quantities  of  indirubin-  It 
appears  probable  that  this  so-called  '  secondary ' 
oxidation  of  the  indoxyl  proceeds  according  to 
the  following  scheme  : — 


^•H4<j^H>CHa 


harmony  with  the  formula  assigned  by  Baeyer 
(/.&)  to  this  substance — 

CM,— 
NH— CO'^^ 


3=  i  =C<jjg>C^« 


and  may  also  be  indirectly  the  cause  of  the  pro- 
duction of  indigo  brown.  The  following  are  the 
results  of  analyses  iUustrating  the  percentages 
of  indirubin  and  indigotin  in  certain  indigos 
(Bloxam  and  Perkin) : — 

Java  Indigo, — New  process  with  hot  water. 

Total  ooloor- 

Sample      ing  matter  Indigotin  IndimUn 

1.  76-20  67-76  743 

2.  73*60  63*86  9*51 

6.  62-91  67-35  5-01 

Java  indigo, — New  process  with  cold  water, 

7.  72*88  69-23  3*06 
a  71-02  66-36  4*04 
9.             68-30             55-61  216 

Java  indigo, — (M  process  without  chemicals, 
13.  74-06  72-89  1*74 

16.  69-64  68-26  0*99 

Coventry  process  indigo, 
61-76  66-63  6-23 

Finally,  Bloxam  and  Perkin  refer  to  an 
abnormal  sample  of  laboratoiy  indigo  prepared 
from  pure  inoican,  which  contain^  88*9  p.c. 
of  colouring  matter,  and  of  this  25*83  p.c.  con- 
sisted of  indirubin. 

Though  indirubin  was  at  one  time  considered 
to  be  a  valuable  constituent  of  natural  indigo 
(c^.  Bawson  and  Knecht,  J.  Soc.  Dyers,  1888,  4 
Mummel,  ibid, ;  and  Beigtheil,  Report  Indigo 
Research  Station,  Sirsiah,  1907,  7),  it  is  now 
known  that  such  is  not  the  case.  Fasal  (Mitt. 
K  Tech.  Gew.-Mus.  Wien,  1895,  11,  307)  found 
that  the  shade  of  colour  given  by  an  indirubin 
vat  became  bluer  from  day  to  day,  and  that  this 
was  due  to  the  formation  of  indoxyl  by  the 
further  reduction  of  the  leuco-indirubin.  Afore 
recently  Perkin  (Caiem.  Soc.  Proc.  1909,  25, 127) 
has  shown  that  in  addition  to  indoxyl,  oxindoU 
is    simultaneously    produced,    and    this   is    in  « 


In  vat  dyeing,  therefore,  indirubin  may  thns 
produce  not  more  than  one-half  its  weight  of 
mdigotin.  Matthews  (J.  Soc  GheuL  Ind.  1902, 
21,  22),  again,  points  out  that  indirubin  reqoiiee 
for  reduction  a  much  stronger  reaffent  than 
indigotin,  and  as  a  result,  in  practice,  tiie  greater 
part  of  this  dyestuff  is  not  attacked,  but  settles 
to  the  bottom  of  the  vat. 

On  the  other  hand,  indirubin  disulphonio  acid 
is,  according  to  Fssal  (/.c.)  and  abo  to  Rawson 
and  Knecht  (/.e.),  a  useful  dyestuff,  and  gives 
colours  much  faster  to  light  than  ind^otin  oOsul- 
pbonic  acid,  which  is  present  as  sodium  salt  in 
the  *  indigo  extract '  of  commerce. 

Indigo  brown.  An  important  impurity  of 
natoral  indigo  is  the  so-called  indigo  Drown,  a 
product  isolated  and  cursorily  examined  by  both 
Ghevreul  (Qmelin,  Handbook  of  Chem.  1869, 13, 
48)  and  Berzelius  {arid, ).  In  order  to  isolate  this 
substance,  the  latter  chemist  digested  indigo  with 
boiling  dOute  sulphuric  acid  to  remove  indigo 
ffluten,  and  subsequently  with  potassium  hy- 
droxide to  dissolve  the  brown.  The  alkaline 
liquid  was  neutralised  wfth  acetic  acid,  eva* 
porated  to  dryness,  the  residue  digested  with 
alcohol,  and  the  solution  evaporated.  Thus 
obtained  the  indigo  brown  consisted  of  a  dark- 
coloured  resin,  soluble  in  alkaline  solutions. 
According  to  Schunck  (PhiL  Mag.  1866,  [iv.]  10, 
74,  and  ibid,  1868,  16,  127)  the  indihumin 
CjoHgOsN,  produced  in  conjunction  with  other 
brown  amorphous  products  by  the  action  of 
dilute  acids  on  his  mdtcan,  is  perhaps  identical 
with  indigo  brown. 

Perkin  and  Bloxam  (Chem.  Soc.  Trans.  1907, 
91, 279)  extracted  Bengal  indiso,  which  had  been 
already  digested  with  boiling  dilute  hydrochlorio 
acid  to  remove  the  gluten,  with  boiling  pyridine. 
In  addition  to  a  uttle  indirubin  the  product 
contained  three  substances :  (a)  the  main  con- 
stituent CifHiaOgN.  (7),  insoluble  in  alcohol  and 
acetic  ado,  (6)  0|4HttO«N,  (7),  soluble  in  acetic 
acid,  and  (c)  C\£ifi^t  (7)«  soluble  in  alcohol. 


,  (7),  soluble  in  acetic 
ttuiu,  ckuu  yoj  ^i^ic^i^^t  (^)*  soluble  in  alcohol. 
These  comi>oundB,  the  molecular  weight  of  which 
is  uncertain,  consist  of  brown  amorphous 
powders,  closely  resembling  one  another  in 
general  property,  and  are  readily  reduced  by 
zinc-dust  in  alkaline  solution  with  formation  of 
pale  brown  liquids.  When  digested  with  boiling 
60  p.c.  potassium  hydroxide  solution  they  give 
some  quantity  of  aiUhranilic  add,  a  point  which 
indicates  that  they  are  derived  from  indoxyl. 
At  the  same  time  a  brown  resinous  substAnce  is 
also  produced,  and  this  studied  in  the  case  of  the 
main  constituent  (a)  Ci«H||OsNt  contained 
G«=71'39;  H=«4*05;  N=7-94.  Natural  indigo 
further  o(»Ltains  a  small  quantitv  of  a  brown 
substance,  insoluble  in  pyridine,  but  soluble  in 
boiling  dilute  alkali  (Chem.  Soc.  Trans.  1910,  97, 
1473),  and  is  distinguished  from  the  comj^ounds 
above  enumerated  by  the  fact  that  it  is  not 
susceptible  to  sulphonation  (with  96  p.c  sul- 
phuric acid)  or  conversion  by  this  means  into 
a  product  soluble  in  water.  In  the  analyticckl 
method  described  by  Rawson  (J.  Soc.  Chem.  Ind. 
1899,  18,  261)  this  Wmi  iha^riAl,^^  least  in 
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pari,  consists  of  impurity  which  is  carried  down 
oy  a  prQcipitation  of  barium  sulphate  in  the 
liquid.  There  is  now  considerable  evidence  in 
favour  of  the  view  that  the  constituents  of  indigo 
brown  coe  derived  from  indoxvl  during  the 
manufacture  of  indigo  from  the  phmt.  The  fact 
that  indican  itself,  when  boiled  with  dilute  acids, 
produces  the  very  similar  indoxyl  brown,  and 
the  isolation  of  brown  substances,  altiiough  in 
triflinff  amount,  from  indigo  prepared  by  the 
hydrolysis  of  pure  indican  in  the  laboratory, 
harmotnises  with  this  suggestion. 

Beverinck  (Proc.  Bov.  Akad.  Scien.  Amster- 
dam, 1899, 120)  observed  that  the  disappearance 
of  indoxyl  in  a  dveing  woad  {Isatis  tindoria) 
leal  is  accompanied  by  the  appearance  of  brown 
substances.  Again,  he  states  that  *  strong  acids, 
just  as  alkaUs  .  .  .  favour  the  formation  of 
indigo  from  indoxyl,  but  then  part  of  this  sub- 
stance constantly  changes  into  a  brownish- black 
matter.'  It  has  also  oeen  noted  by  Thomas, 
Perkin,  and  Bloxam  that  the  disappearance  of 
indican  in  the  leaves  of  the  /.  aumatrana  on  keep- 
ing is  accompanied  bv  the  formation  of  brown 
extractive  matter.  Kawson,  again  (Report  on 
the  Cultivation  and  Manufacture  of  indigo, 
MoEzufferpore,  1904),  says,  *The  blower  .  .  . 
by  quickly  j^ettiiiff  rid  of  CO^  gas  .  .  .  prevents 
decomposition  of  a  portion  of  the  colouring 
matter  into  worthless  brown  substances,  which 
takes  place  to  a  greater  extent  under  other 
conditions.'  All  indigos,  moreover,  appear  to 
contain  indigo  brown,  so  that  this  property  is 
irrespective  of  their  origin,  which  may  have  been 
due  to  such  distinct  plants  as  the  Indigojerca, 
the  Polygonum  tinfitorium,  or  the  Lonchocarpua 
cyafktKens  of  West  Africa.  Finall  v,  it  has  been 
snown  by  Perkin  (Z.c.)  that  among  the  decomposi- 
tion products  of  commercial  indoxylic  acid  ^^ch 
has  been  kept  for  a  loug  time,  a  brown  compound 
exists,  which  has  a  very  similar  percentage 
oomposition,  and  is  probably  identical  with  the 
main  constituent  of  indigo  orown.  It  is  quite 
possible  that  indoxylic  acid  is  produced  during 
the  fermentation  process  (Perkm)  (c/.  Banking, 
Ix,),  and  may  be  concerned  in  the  formation  of 
this  product.  The  percentage  of  indigo  brown 
soluble  in  pyridine  in  natural  indigos  is  very 
variable,  and  appears  to  depend  upon  the  details 
of  manufacture.  Analyses  made  hy  Bloxam  and 
Perkin  (Chem.  Soc.  Trans.  1910,  97,  1472)  gave 
the  following  result: — 

Java  ianiigOt  Java  indigo,  Java  indigo^  Coventry    New 
new  proeett,  new  procete,    ordinary      process  Bengal 
hot  water,      cold  water.      process.        indigo.    ind*go. 
5-4  6-2  415  8-7        O'CO 

Except  in  the  case  of  the  Coventry  process 
indigo,  tnese  samples  had  all  been  derived  from 
the  /.  arrecta.  The  average  amount  of  crude 
indigo  brown— containing,  however,  some 
mineral  matter — ^in  numerous  samples  of  Bengal 
indigo  prepared  from  the  /.  sumtitrana  was  14  p.c. 
(Chem.  Soc  Traus.  1907,  297). 

Indigo  brown  dissolved  in  alkaline  hydro- 
sulphite  solution  does  not  colour  cotton  fabrics, 
though  woollen  material  dyed  with  natural 
indiffo  and  stripped  by  the  method  of  Green, 
Garoner,  Frank,  and  lioyd  {l.c.)  freauently 
possesses  a  light  brown  tint  which  is  probaoly  due 
to  the  presence  of  tliis  compound.  The  amount, 
however,  remaining  in  this  way  on  the  fibre  is 
not  sufficient  to  materially  strengthen  the  colour 


effect,  and  the  frequently  asserted  superiority  of 
the  natural  over  toe  artificial  variety  <d  indigo 
can  hardly  therefore  be  accounted  for  in  tms 
manner. 

Indigo  gluten.  Indigo  gluten  was  first 
isolated  from  crude  indigo  by  Berzelius  (Berz. 
Jahresb.  7, 26),  who  extracted  it  with  dilute  acid, 
neutralised  the  extract  with  chalk,  evaporated 
to  dryness  and  dissolved  out  the  gluten  with 
alcohol.  It  was  subsequently  prepared  by 
Orohardson,  Wood,  and  Bloxam  (J.  1^.  Chem. 
Ind.  1907, 26, 4),  who  describe  it  as  a  homy  mass, 
which  on  grinding  gives  a  light  biscuit-coloured 
powder,  and  when  heated  evolves  ammonia.  In 
cake  indigo  it  appears  to  exist  in  combination 
with  mineral  matter,  possibly  as  a  calcium  com- 
pound, for  though  itself  readily  soluble  in  water, 
it  can  only  be  removed  from  the  dyestuff  by 
means  of  dilute  mineral  acid.  A  considerable 
quantity  of  this  substance  is  frequently  present 
in  indiffO,  and  Perkin  and  Bloxam  {l.c.)  found 
that  when  the  crude  Bengal  variety  containing 
approximately  62  p.c.  of  indigotin  was  digested 
with  dilute  hydrochloric  acid,  it  lost  21*5  p.c. 
of  its  weight.  This  figure  naturally  includes 
some  quantity  of  mineral  matter  simultaneously 
removed  by  the  acid.  It  has  been  suggested 
that  this  compound  plays  an  important  rdie  in 
the  dyeing  operation,  and  accounts  in  part  for 
the  aUegcd  superiority  of  natural  over  artificial 
indigo.  This  point,  however,  has  not  been 
i  scientifically  investigated. 

Indigo  yellow.    The  first  application  of  the 

,  term  *  indieo  yellow  *  to  a  substance  existing  in 

natural  indigos  is  due  to  Bolley  and  Crinsoz 

'  (Jahres.  1866,  673),  who  state  that  it  is  to  bo 

found  in  the  Bengal  variety,  and  can  be  isolated 

by   sublimation.     It   is    described   as   golden- 

yellow  needles,  subliming  at  ISO"",  and  soluble 

in  soda  lye.     Crude  Ben^^al  indigo,  however, 

gives  no  sublimate  of  this  character  (Perkin, 

,  Chem.  Soc.  Proc.  1906,  22,  198),  but  by  sub- 

'  mitting    refined    indigo,    or    the    commercial 

I  synthetical  variety  to  sublimation  with  limited 

I  access  of  air,  a  trace  of  a  yellow  compound 

CkHsOsNi    is     produced.      This    substance, 

however,  is  insoluble  in  alkaline  solutions,  and 

cannot,  thei-efore,  be  the  indigo  yellow  of  Bolley 

and  Crinsoz. 

BawBon  (J.  Soc.  Chem.  Ind.  1899,  18,  251) 
detected  in  Java  indisos  a  yellow  compound, 
present  usually  to  the  extent  of  2-3  p.c, 
although  in  one  special  sample  as  much  as  aoout 
20  p.c.  occurred.  This  substance  was  soluble  in 
alkalis  with  a  yellow  colour;  on  heating  it 
partially  sublimed,  and  had  the  properties  of 
an  adjective  yellow  dyestuff.  A  more  recent 
invest^ation  (Perkin,  Chem.  Soc.  Proc.  1904, 
20,  172)  has  indicated  that  this  in  reality  is 
kaemp/erol 

HO./^/  ^  \C_/~\0H 

I       I  II      \—y 

OH   ^^ 

a  trihydroxyflavonol  known  to  exist  (Chem.  Soc. 
Trans.  1902,  81,  587)  in  the  flowers  of  the 
Delphinium  consolida  (Linn.)  and  other  plants. 
Ultimately  it  was  shown  that  the  leaves  of  the 
/.  arrecta^  from  which  Java  indigo  is  prepared, 
contain  sometimes  as  much  as  4  p.c.  of  a  gluco- 
side,  kaempferitrin  CfjH^QOn,  almost  colourless 
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needles,  m.p.  201''-203^  which  when  digested 
with  acid  gives  kaempferol  and  rhamnose 

C.7H,oOx4+4H,0=C„HioO,+2C.Hi,0„H.O 

This  compound  is  not  hydrolysed  by  the 
indigo  enzyme,  and  no  enzyme  has  as  vet  been 
isolated  from  the  plant  possessing  such  a  pro- 
perty. It  is  likely  (C3iem.  Soc.  Trans.  1907,  91, 
435)  that  the  use  of  sulphuric  acid,  when  manu- 
facturinff  Java  indigo,  may  result  in  the  con- 
tamination of  the  dyestufi  with  kaempferol. 
When  the  wet  indigo  sludge  or  *  mal '  is  coiled 
in  the  '  mal '  boiler  with  addition  of  a  little  of 
the  acid,  the  kaempferitrin  present  in  the 
adhering  water  will  be  hydrolysed,  and  the  in- 
soluble colouring  matter  remain  with  the  indigo. 
Samples  of  Java  indigo  more  recently  obtained 
contained  only  a  trace  (0*2  p.c.  approz.)  of 
kaemjierol,  whereas  in  a  sample  o!  the  new 
Bengal  indigo  manufactured  from  the  /.  anreda 
approximately  the  same  quantity  was  detected 
(Perkiny  private  communication).  If  indigo 
mixed  witn  kaempferol  is  cautiously  sublimed 
the  sublimate  then  contains  appreciable  quanti- 
ties of  this  yellow  colouring;  matter,  and  it  seems 
likely,  therefore,  that  this  is  in  reality  the  indigo 
yellow  of  Bolley  and  Crinsoz,  but  that  the  indigo 
experimented  with  b^  these  authors  did  not,  as 
they  supposed,  originate  from  Bengal.  The 
leaves  of  the  /.  sumatrana,  the  Indian  indigo 

Slant,  contain  but  the  merest  trace  of  a  yellow 
yestuff  resembling  kaempferol,  but  according 
to  Henry  (Gmelin's  Handbook  of  Ghem.  1846, 
13,  60)  the  Polygonum  tinciorium,  or  Ghinese 
indigo  plant,  contains  appreciable  quantities  of 
a  yellow  colouring  matter. 

SssTH  Water. 

When  *  seeth '  water,  the  liquid  from  which 
the  indigo  precipitate  settles  out  at  the  con- 
clusion of  the  oxidation  process,  is  evaporated 
to  dryness,  yellowish-brown  to  deep  brown 
residues  are  obtained.  These  products  are 
extremely  hygroscopic  and  when  ground  emit 
an  odour  resemblii^  that  of  decayed  cheese. 
Three  samples  of  this  material  were  examined  by 
Perkin  (Ghem.  Soo.  Trans.  1916,  109,  211),  the 
first  and  most  important  of  which,  draived  from 
water  drawn  from  an  oxidation  vat  in  the  Purtab- 
phore  factory  in  India,  represented  0*75  p.c.  of 
the  original  liquid.  As  in  the  process  of  manu- 
facture 100  parts  of  /.  sunuUrana  underwent 
fermentation  in  the  presence  of  640  parts  of 
water,  this  residue  corresponded  to  4  p.c.  of  the 
original  plant.  Sample  (h)  consisted  of  evapo- 
rated drainings  from  the  mahl  table  of  the  same 
factory  and  formed  0*77  p.c.  of  the  original 
liquid,  whereas  the  origin  of  sample  (c)  was 
doubtful. 

The  samples  were  neutral,  in  the  main  dis- 
solved readily  in  water,  and  these  liquids  on 
acidification  emitted  a  strong  odour  of  volatile 
aliphatic  acids.  When  incinerated,  all  yielded 
considerable  amounts  of  mineral  matter  which 
consisted  mainly  of  the  oxides  of  calcium  mag- 
nesium and  potassium,  traces  of  manganese 
oxide  and  alumina  being  also  present. 

When  agitated  with  boiling  water,  a  smiall 
amount  of  an  insoluble  brown  precipitate 
Bcparated  which  in  appearance  closely  resembled 
indigo  brown,  and  was  found  to  consist  of  a 
mixture   of   compounds    of   variable   nitrogen 


content.  The  main  constituent  isolated  as  a 
dark  brown  amorphous  powder,  gave  on  analysis 
0=66-70;  H=6-07;  N=8-03  p.c.,  figures 
somewhat  lower  than  those  found  for  the  main 
constituent  of  indigo  brown  (<.c.),  whereas  the 
more  soluble  fraction  again  contained  still  more 
oxygea  0=64-7;  H=6'0;  N=4-6.  From  the 
neutral  filtrate  a  small  amount  of  succinic  acid 
was  isolated,  the  main  bulk,  approximately 
20  p.o.  of  the  *  seeth  *  water  residue,  consisting 
of  a  protein-like  compound  (N=8*22)  which  on 
heating  evolved  ammonia  and  in  general  pro- 
perty resembled  the  so-called  *  indiso  gluten '  of 
crude  indigo.  It  consisted  of  a  friable  mass,  and 
to  the  presence  of  this  substance  the  very  hygro- 
scopic nature  of  the  dried  *  seeth '  residue  was 
evidently  due. 

The  following  table  illustrates  the  main 
results  obtained  by  the  analvsis  of  the  three 
samples  of  *  seeth  *  water  residue  : — 


(a) 

ib) 

(c) 

Per  cent. 

Per  cent. 

Percent. 

Nitrogen 

2-26 

2-77 

2-72 

Ash       . 

27-30 

26-90   . 

26-87 

VolatUe  acids 

23-80 

21-04 

— 

Succinic  acid. 

2-21 

218 

—1 

Brown  matter 

6-68 

12-03 

11-18 

Indigotin 

0*18 

0-10 

0-082 

The  Akaltsis  of  Indigo. 

The  methods  which  have  been  proposed  for 
the  uudysis  of  indigo  are  of  a  varied  character, 
and  the  literature  upon  the  subject  is  extremely 
voluminous. 

These  may  be  classified  as  follows  :  methods 
(a)  involving  the  extraction  of  impurities  with 
volatile  solvents  (Schiitzenberger,  Die  FarbstofFe, 
ii.  626) ;  (6)  the  extraction  of  indigotin  with 
coal-tar  oil  (Stein,  Die  Priifing  der  Zeugfarben) ; 
with  aniline  (Honig,  Zeitsch.  angew.  Ghem.  1899, 
280) ;  with  phenol  (Brandt,  J.  Soc.  Dyers,  1898, 
34) ;  with  naphthalene  (Schneider,  ibid,  1896, 
194);  with  nitrobenzene  (Gerland,  J.  Soo.  CSiem. 
Ind.  1897,  108);  with  acetosulphuric  acid 
(Mohlau  and  Zimmermann,  Zeitsch.  farb.  text. 
Ghem.  1903,  10,  189);  (c)  the  extraction  of 
indigotin  by  sublimation  (Lee,  Ghem.  News, 
1884) ;  {d)  the  extraction  of  indigotin  by  pro- 
cesses of  reduction,  lime,  and  ferrous  sulphate 
(Berzelius),  stannous  chloride  and  caustic  soda 
(Dana,  Jahres.  f.  prakt.  Ghem.  26,  398),  zinc  and 
c^bustic  soda  (Owen,  Amer.  Ohem.  J.  10,  178), 
grape  sugar,  alcohol  and  alkali  (Fritzsche,  Dingl. 
poly.  J.  1842,  86,  306),  and  hydrosulphite  and 
lime  (Bawson,  l.c);  (e)  estimation  of  nitrogen 
(Voeller,  Zeitsch.  angew.  Ghem.  1891,  110). 

More  important,  however,  are  the  methods 
based  upon  the  titration  of  a  solution  of  the 
sulphonated  indigo  by  oxidising  agents  (/) 
chlorine  water  (Berzelius),  chloride  of  lime 
(Ghevreul,  Le9ons  d.  chem.  appliq.  de  la  teinture, 
ii.),  potassium  chlorate  and  hydrochloric  acid 
(Bolley,  Diogl.  poly.  J.  119,  114),  potassium 
dichromate  and  hydrochloric  acid  (J.  or.  Ghem. 
1861,  18,  and  Schlumberger,  Bull,  de  la  Soc. 
Mullhouse,  1863,  210,  284),  potassium  dichro- 
mate and  oxalic  acid  (Kinley,  Ghem.  News,  1863, 
210,    284),    potassium    ferrioyanide    (Ullgren, 
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Annalcn,  136,  90),  and  potassium  permanganate 
(Mohr,  Dingl.  poly.  J.  132,  363) ;  and  by  reducing 
agents  {g)  sodiam  hydrosulphite  (Miiller,  Ber. 
1880,  13,  2283),  and  titanous  chloride  (Knecht, 
J.  Soo.  Dyera,  1904,  97,  and  ibid,  1906,  292). 

Finally  (h)  colorimetric  methods  (Dingl.  poly. 
J.  27,  64.  and  40,  448) ;  (»)  spectram  analysis 
(WoUf,  Zeitsch.  anal.  Chem.  17,  66,  and  ibid, 
23,  92) ;  and  {k)  dye  trial  methods  (Chevreul, 
/.c,  and  Groesmann,  J.  Soc.  Dyers,  1897,  124) 
have  been  proposed. 

Of  these  methods  of  indigo  analysis,  modifica- 
tions of  Mohr*s  permanganate  process  are  most 
generally  employed,  aluiou^h  others  involving 
the  reduction  of  sulphonated  indigo  with  titanons 
chloride  and  sodium  hydrosulphite  are  to  some 
extent  in  use. 

The  permanganata  methods.  In  order  to 
eliminate  the  error  due  to  the  oxidising  action  of 
permanganate  upon  substances  ouier  than 
indigotin  which  are  present  in  natural  indigo, 
Rawson,  who  has  been  the  pioneer  in  this  respect, 
has  devised  two  processes. 

8alting-ont  method*  0-6  gram  of  finely 
powdered  indigo  mixed  with  its  own  weight  of 
ground  glass  is  sulphonated  in  a  porcelain  crucible 
by  means  of  20  c.c.  of  concentrated  sulphuric 
acid  at  70**  for  }-l  hour ;  the  product  is  minted 
with  water  to  600  c.o.  and  the  liquid  filtered  to 
remove  insoluble  impurities.  60  c.c.  of  this 
solution  are  mixed  with  60  c.c.  of  water  and  32 
grams  of  common  salt,  and  after  standing  for 
1  hour  the  precipitated  sodium  indigotin  sul- 
phonate  is  collected  and  freed  from  certain 
soluble  impurities  by  washing  with  about  60  c.c. 
of  salt  solution  (sp.gr.  1*2).  The  precipitate  is 
dissolved  in  hot  water,  treated  with  I  c.c.  of 
sulphuric  acid,  diluted  to  300  c.c,  and  titrated 
with  a  solution  of  2^/60  potassium  permanga- 
nate. The  liquid  gradually  takes  a  greenish  tint, 
and  the  final  disappearance  of  this  constitutes 
the  end  point  of  the  reaction.  According  to 
Rawson,  1  c.c.  of  the  iV/60  permanganate  corre- 
sponds to  0*0016  of  pure  indigotin  (J.  Soc.  Dyers, 
1886,  74 and 201  ;  A Manualof  Dyeing,  Knecht, 
Rawson,  and  L5wenthal,  1910,  817).  Such  a 
factor,  however,  according  to  Bloxam  (2.c.)  gives 
too  high  figures  even  with  pure  indigotin,  and 
this  haa  been  corroborated  by  Frank  and  Lloyd 
{ibid,  1913,  226),  who  consider  0*00147  as  more 
correct,  and  with  this  Rawson  (ibid.  1914,  21) 
is  now  in  agreement. 

Barium  chloride  precipitation  process.  0*6 
gram  of  indigo  is  sulphonated  as  before,  and  after 
diluting  with  water,  but  before  making  up  to 
600  c.c,  10  C.C.  of  a  20  p.c  solution  of  barium 
chloride  are  added.  The  oarium  sulphate  formed 
carries  down  with  it  the  suspend^  impurities 
of  the  indigo,  and  the  clear  liquid  can  be  pipetted 
off  and  titrated  as  before.  The  results  are 
practically  identical  with  those  given  by  the 
^salting-out'  method  (Rawson,  J.  Soo,  Chem. 
Ind.  1899,  261). 

Bloxam  {ibid.  1906,  736)  notes  that  the 
barium  precipitate  thus  produced  is  always 
coloured  olue,  and  this  is  confirmed  by  Beigtheil 
and  Biiggs  {ibid.  1906,  729).  The  latter  authors 
contend  that  the  results  given  by  this  modifica- 
tion of  Rawson  are  therefore  too  low,  and  con- 
sider that  this  defect  is  obviated  by  adding 
instead  of  barium  chloride  fre^y  precipitated 
barium  sulphate  to  the  indigo  mixture. 


Grosamann  {ibid,  1906,  308)  tlirows  down  the 
impurities  from  the  indigo  solution  with  calcium 
carbonate.  Beigtheil  and  Briggs  {I.e.)  and  also 
Bloxam  (Lc)  find  that  some  quantity  of  the 
colouring  matter  is  also  precipitated  in  this  way. 
Elnecht,  however,  recommends  its  successful 
use  even  in  laiger  quantity  (J.  Soc.  D^ers,  1904, 
97,  and  1906, 292)  in  connection  with  lus  titanous 
chloride  method ;  but  Bloxam  {l.c.)  points  out 
that  such  being  the  case  this  can  only  be  due  to 
the  observance  of  conditions  which  are  not  stated 
in  Knecht*s  paper. 

Hydrosolplifte  method*  This  process,  devised 
by  Muller  (Ber.  1880,  13,  2283),  depends  upon 
the  fact  that  sodium  hydrosulphite  (N&^jfl^i) 
quantitatively  reduces  pure  inmgotin  sulphonic 
acids  to  their  corresponding  leuco  compounds. 
The  solution  of  the  hydrosulphite  contained  in  a 
stone  bottle  is  covered  with  a  layer  of  petroleum 
to  prevent  oxidation  and  connected  with  a  supply 
of  nydrogen  gas.  By  means  of  a  siphon,  or  otner 
convenient  arrangement,  the  liquia  can  be  drawn 
into  a  burette.  The  solution  should  be  equiva- 
lent to  about  )  c.c.  =0*0026  gram  of  indigotin, 
and  the  titrations  are  performed  in  an  atmo- 
sphere of  hydrogen  or  coal  gas. 

Tttanons  ehtoride  method.  This  reagent  is 
much  more  stable  than  sodium  hydrosulphite, 
and  Knecht  (J.  Soc  Dyers,  1904,  97,  and  1906, 
292)  was  the  first  to  recommend  its  use  for  the 
analvsis  of  indigo.  The  apparatus  employed  is 
similar  in  character  to  that  required  for  the 
hydrosulphite  process,  and  the  titration  is 
earned  out  in  an  atmosphere  of  carbon  dioxide. 
If  the  reduction  of  the  indigotin  is  effected  by  the 
titanium  chloride  in  the  presence  of  mineral  acid, 
no  definite  end-point  can  be  observed  (Knecht), 
but  by  the  addition  of  salts  of  tartaric  acid  this 
end-point  is  rendered  quite  definite. 

In  working  with  natural  indigo,  Knecht 
(Manual  of  Dveing ;  Knecht,  Rawson,  and 
Lowenthal,  822)  sulphonates  1  gram  of  indigo 
with  6  C.C.  of  100  p.c.  sulphuric  acid  at  90°  for 
1  hour.  The  solution  diluted  to  300  cc  is 
warmed  and  slowly  treated  with  12  grams  of 
chalk,  cooled,  made  up  to  600  cc,  and  60  cc.  of 
the  clear  liquid,  to  which  26  cc  of  a  20  p.c 
solution  of  Roohelle  salt  has  been  added,  is 
titrated  whilst  boiling  with  titanium  chloride. 

On  account  of  the  sparing  solubility  of 
Rochelle  salt,  Bloxam  {l.e.)  recommends  the  use 
of  sodium  tartrate,  but  states  that  the  presence 
of  excess  of  this  or  of  Roohelle  salt  (as  advocated 
by  Knecht)  is  to  be  avoided,  or  otherwise  too 
high  percentages  of  indigotin  are  indicated.  In 
the  case  of  pure  indigotin  (1  gram)  sulphonated 
with  20  c.c.  of  100  p.c.  sulphuric  acid,  and  made 
up  to  600  cc  with  water,  26  cc  of  this  liquid 
(containing  1  cc  of  acid)  requires  4  grams  of  the 
sodium  tartrate  to  give  quantitative  results  when 
titrated  with  a  solution  of  titanium  chloride 
containing  I  cc  of  concentrated  hydrochloric 
acid  per  S)  cc  oiE  solution. 

Bloxam  (Chem.  Soc  Trans.  1906,  87,  976 ; 
J.  Soc  Caiem.  Ind.  1906,  26,  736),  Orchardson, 
Wood,  and  Bloxam  (ibid.  1907,  26,  4),  and 
Gaunt,  Thomas,  and  Bloxam  (ibid,  1907,  26, 
1174)  have  critically  investigated  the  subject 
of  indigo  analysis.  Among  the  methods  for 
preparation  of  pure  indigotin,  that  involving^  the 
crystallisation  of  crude  material  from  nitro- 
benzene was  discarded  as  untrustworthy,  but 
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the  elaborate  process  of  the  B.A.S.F.  Ck>. 
(Brochure,  1900)  was  found  to  give  a  pure  sub- 
stance. On  the  other  hand,  sublimation  under 
reduced  pressure  in  Jena  flasks  immersed  in 
fusible  metal  at  STO^'-SOO'*,  gave,  with  synthetical 
indigo  of  92  p.c.  (approz.),  a  beautifully  crystal- 
line substance,  which,  after  washing  with  boiling 
acetic  acid,  followed  by  boiling  alcohol,  was 
usually  chemically  pure.  The  permanganate 
factor  resulting  from  experiments  with  these 
specially  purified  materials  was  1  c.c.  of  per- 
manganate solution  1/1000=000222  gram 
indigotin  solution  1/5000,  and  is  in  amement 
with  that  previously  adopted  by  the  B.A.S.F. 
Co.  Wanfferin  and  Vorlander  (2eitsch.  Farben 
und  Textilchemie,  1902,  1,  281)  have  stated 
that  indigotin  suffers  loss  of  strength  by  oxida- 
tion, even  when  it  is  sulphonatMl  by  04  p.c. 
sulphuric  acid  at  95°-100°  for  half  an  hour, 
whereas  8  p.c.  fuming  acid  gives  a  deterioration 
of  from  2  to  14*2  p.c.,  according  to  the  time  of 
heating.  With  the  indigotin,  however,  purified 
as  above,  Bloxam  showed  that  heating  with 
20  p.c.  fuming  acid  for  }  of  an  h8ur  at  97°  gave 
no  loss,  whereas  with  30  p.c.  acid  for  20  minutes 
at  97°,  a  deterioration  of  only  1  p.c.  could  be 
observed.  In  both  these  cases  indigotin  tetra- 
sulphonic  acid  was  produced. 

The  tetrasolphonate  method.  As  a  result  of 
these  experiments  a  method  for  the  analysis  of 
indigo  based  on  sulphonation  with  fuming  acid 
was  devised.  1  gram  of  the  indigo,  and  2-3 
grams  of  purified  sand  (powdered  guu9S  contains 
iron,  and  should  not  be  employed)  is  treated  with 
6  c.c.  of  25  p.c.  fuming  sulphuric  acid  for  half  an 
hour  in  the  water  oven,  and  the  solution  is  made 
up  to  500  c.c.  with  water.  100  c.c.  of  this 
solution  is  treated  with  100  c.c.  of  potassium 
acetate  solution  (450  grams  ^r  litre)  which 
causes  the  precipitation  of  mdigotin  tetra- 
sulphonate.  The  mixture  is  now  warmed,  and 
on  cooling  finally  in  ice-water,^  the  salt  com- 
pletely separates  in  a  ciystaUine  condition. 
This  is  ooUected  by  means  of  the  pump  on  a 
Gooch  crucible,  and  washed  free  from  the  brown 
supernatant  liquid  with  a  solution  conteuning 
90  grams  of  potassium  acetate  and  5  c.c.  of 
acetic  acid  in  600  c.c.  of  water.  The  product 
is  dissolved  in  200  c.c.  of  water,  and  20  c.c.  of 
this  solution,  diluted  with  80  c.c.  of  water,  is 
treated  with  0'5  c.c.  of  sulphuric  acid,  and 
titrated  with  permanganate  (1/1000).  In  order 
to  verify  the  accuracy  of  this  method.  Orchard- 
son,  Wood,  and  Bloxam  studied  the  behaviour 
of  indigo  brown  and  indigo  gluten,  the  main 
impurities  of  indigo,  when  submitted  to  the 
analytical  process,  as  this  subject  had  not  been 
investigated  by  previous  workers.  Indigo  brown 
when  sulphonated  with  96  p.c.  acid  gives,  when 
dissolved  in  water,  a  dark-brown  liquid,  which  is 
attacked  by  permanganate,  though  not  perhaps 
so  readily  as  the  indigotin  siUphonio  acios, 
whereas  mdigo  gluten  gives  similarly  a  light 
yellow  solution,  which  is  very  rapidly  oxidised  by 
the  reagent.  On  the  other  hand,  Icaempferol  or 
indigotin  yellow,  treated  in  the  same  manner, 
gave  a  product  which  most  readily  absorbs 
permanganate,  and,  indeed,  Rawson  (J.   8oc. 

1  Prolonged  heating  should  be  here  avoided,  and  it 
is  preferable  that  the  solution  of  the  tetrasulphonate 
with  Its  subsequent  recrystalllsation  should  be  effected 
without  unnecessary  delay. 


Chem.  Ind.  1899,  251)  had  already  pointed  out 
its  deleterious  effect  in  indigo  analyses.  Finally, 
these  authors  prepared  and  submitted  to  analysis 
by  Bloxam's  process  mixtures  containing  known 

Suantities  of  mdigotin  and  one  or  other  of  all  of 
lieae  impurities,  with  the  result  that  the  oolour- 
ing  matter  was  thus  estimated  with  considHable 
exactness.  Bloxam  (Ohem.  Soc.  Trans.  1910,  97, 
1473),  by  an  adaptation  of  Uie  pyridine  method 
for  the  estimation  of  indirubin  (/.c),  in  which 
the  impurities  are  eliminated  by  a  proceaB  of 
extraction,  has  analysed  natural  indigos,  and 
obtained  tibe  same  figures  as  those  eiven  by  the 
tetrasulphonate  meuiod.  Again,  by  Knecht*s 
titanium  chloride  method,  and  employing  the 
modifications  above  described,  this  process  can 
also  be  effectively  worked.  It  is  only  reasonable 
to  suppose  that  an  analysis  based  on  the  selective 
precipitation  of  the  sulphonated  colouring  matter 
is  more  Itkelv  to  be  efiGicient  than  that  which  pre- 
sumes the  deposition  of  varied  impurities  of  a 
diverse  chemical  character  by  one  specific  re- 
sgent,  and  the  somewhat  lower  results  given  by 
the  tetrasulphonate  method,  as  distinguished 
from  those  yielded  by  the  processes  previously 
in  use,  are  in  reality  due  to  the  almost  complete 
elimination  of  these  impurities  from  the  indigotin 
sulphonic  acid  during  the  analysis.  Rawson 
(2.C.)  is,  however,  of  opinion  that  the  effect  of 
these  impurities  on  the  analytical  results  has 
been  much  overrated ;  but,  on  the  other  hand, 
no  experimental  evidence  is  given  in  support 
of  this  view  (Manual  of  Dyeing,  /.c,  818). 

The  action  of  potassium  permanganate  on 
solutions  of  the  indigotin  sulphonic  acids  is  of 
interest,  because  the  amount  of  the  reagent 
necessary  for  the  decolorisation  of  the  liquid 
varies  to  some  extent  with  the  concentration 
(Rawson,  A  Dictionary  of  Dyes,  Mordants,  ftc, 
by  Rawson,  Gardner,  and  Laycock,  1901,  187). 
At  the  concentrations  employed  by  the  B.A.S.F. 
Co.,  and  adopted  by  Bloxam  {I.e.),  1  gram  of 
indigotin  as  sulphonic  acid  requires  0*45  gram 
of  permanganate  for  decolorisation,  whereas  the 
equation 

6Ci,HioOaN,-f4KMn04+6H^04 

=10C,H,0,N+2K^04+4MnS04+6HaO 

implies  that  0'4824  cram  of  the  reagent  is  neces- 
sary. Again,  for  tine  oxidation  under  similar 
conditions  of  indirubin  sulphonic  acid  con- 
siderably less  permanganate  is  required,  although 
the  oxidation  in  this  case  is  of  a  slower  character. 
Bloxam  and  Perkin  (Chem.  Soc.  Trans.  1910,  97, 
1462)  consider,  therefore,  that  the  oxidation  is 
of  a  complex  nature,  and  consists  either  (a)  of 
two  distinct  stages  in  the  formation  of  isatin 
sulphonic  acid,  or  (6)  of  two  distinct  reactions 
involving  the  production  of  two  separate  sub- 
stances. According  to  the  first  sugsestion  the 
isatin  sulphonic  acid  formation  would  bo  pre- 

'  ceded  by  that  of  an  intermediate  compoimd 
(L),  whereas  by  the  latter,  in  addition  to  isatin 
sulphonic   acid,   a  dehydroindigotin  sulphonic 

'  acid  (II.)  may  be  produced — 


'CO 


^  c.H,<;j^>c^^^^:M)<^ii>c,H4 


co^ 


NH- 


II.    C^,<^>C-C<^>C.H, 

In  case  the  first  product  of  the  reaction 
consists  entirely  of  dehydroindigotin  sulphonic 


III.  C.H.<^>C(0H)C(0H)<j^^>C.H4 

In  regard  to  the  very  small  amount  of  per- 
manganate required  for  the  decolorisation  oiihe 
indirubin  sulphonio  acid  a  similar  explanation 
can  be  adopted. 

The  following  methods  have  recently  been  sug- 
gested for  the  estimation  of  indigotin.  (a)  Th^ 
indigotin  is  sulphonated  and  then  titrated  with 
formaldehyde  sulphoxylate  (Jones  and  Spaans, 
J.  Ind.  Eng.  Chem.  1916,  8,  1001). 

(6)  The  indigotin  after  sulphonation  with 
cone.  HjSO*  at  TO^'-SO**  is  titrated  in  a  highly 
dilute  solution  (1  part  -indigo  in  20,000  parts 
water)  with  permanganate.  In  this  case  con- 
stant values  are  obtained.  The  constant  value 
corresponds  to  9  atoms  of  oxygen  reacting  on 
5  mols.  of  indigotin  to  give  a  complex  oxidation 
product  and  not  to  the  oxidation  of  1  mol. 
indigotin  by  2  atoms  oxygen  to  give  isatin  as 
was  formerly  supposed  {i.e.  it  is  found  that 
1  mg.  KMn04=2'3  mg.  indigotin).  The  end 
point  is  obtained  by  a  process  of  colour  matching 
(Heinisch,  Farber-Zeit.  1918,  29,  183  and  194). 

Analysb  of  indigos  eontainiiig  starch.  It  has 
been  shown  by  Thomson  (J.  Soc.  Dyers,  1911 ,  27, 
49)  that  the  indigotin  value  of  samples  of  indiso 
adulterated  with  starch  when  estimated  by  the 
method  of  aulphonation  and  titration  with 
pernianganate  rt'comtiiendcd  by  liattf?tiii  and 
Bloxara  givt*  far  ton  low  pcsuUh,  Thus  an  itidigo 
containing  uiarch  by  Rawson'u  metkod  gave 
IS  3  p.e.  of  indigotin,  wherettsi  after  Temoviiig 
the  fltareh  with  4  p.e.  bydrochloric  acid,  35  01  p,c, 
of  indJgoliii  WAS  flhown  to  be  present.  On  the 
other  hand,  according  to  this  author  when  hydro- 
chloric acid  td  employ^  in  this  way  for  the 
removal  of  the  Starch  the  analytical  resviltfl  aro 
stilJ  too  low.  Frank  and  Perk  fa  (-L  Soc.  Cliem- 
TmL  April,  1912)  corToborat<?d  thpfve  experi  meats 
in  so  far  that  indigoa  containing  «tarch  give  low 
figures  wben  directly  anatyfiei],  and  it  seems 
evident  tliat  a  destruction  of  the  indigotin  occurs 
daring  sulphonation^  and  is  to  l>c  attributed  to 
the  reducing  action  of  the  starch  degradation 
product^?.  As  a  roaultp  how^jvcr,  oE  numerous 
exjierimenta,  no  lom  of  indigotin  could  be 
observed  even  by  lon^  digestion  of  mixtures  o£ 
starch  and  indigo  with  boiling  dilute  hydro- 
oblorio  add^  and  after  rf> moral  of  (it&rch  in  this 
manner  correct  figures  were  always  obtained  by 
the  employment  of  Bio  yarn's  t<^trasulphonAte 
proceHft. 

Testing  of  IndTgodyed  woollen  materials. 
An  imjwrt^nt  method  fur  ascertaining  the 
quantity*  of  indigo  preHent  on  auch  dyed  materials 
hm  been  devifled  by  Green,  Gardiner,  Lloyd  and 
Frank  (J.  Soc  Dyers  and  Cols,  1913,  226  ;  ltH4, 
15).  This  conaiHt»  essentiatly  in  removing  the 
indlgotiii  from  the  fibre  witli  boiling  pyridine 
m  a  modified  form  of  Soxhlet  apparatus,  and 
subsequently  concentrating  the  pyridine  fiolu- 
iion.  The  main  bulk  ot  the  indigotin  !M?parat.es 
a«  eiyttatfi  and  to  complete  thn  precipitation 
QO  p.0.  of  alcohol  ia  then  added*  Tne  product  i« 
eolfiioted,  washed  succcijaively  with  60  n.c.  j 
itenholj  2  p-Ch  canstic  swia^  hot  I  p,c,  hydro*  : 
hot  water,  alcohol  and  etker,  and 
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ThB  ESTOfATlON  OF  IndIQOS  RiGH  IN 

Ihdibttbin. 

It  is  well  known  that  indirubin  is  more 
reaiBtant  to  oxidation  and  redaction  than 
indiffotin,  propertiee  which  also  apply  to  the 
enlphonio  acids  of  these  colouring  mattere. 
When  dealing,  therefore,  with  sulphonated 
mixtures  of  these  substances  and  employing 
either  potassium  permanganate,  titanium 
chloride,  or  sodium  hydrosulphite,  the  indigothi 
sulphonic  acid  is  to  some  extent  preferentially 
attacked,  so  that  towards  the  end  of  the  opera- 
tion the  colouring  matter  consists  entirely  of 
indirubin  sulphonio  acid.  In  the  case  of  the 
first-named  reagent,  however,  Koppeschaar 
(Zeitsoh.  anal.  Ghem.  1899,  38, 1)  finds  that  it  is 
not  possible  to  obtain  trustworthy  anal^ical 
figures  with  indigos  in  which  some  quantity  of 
indirubin  is  present,  although  Rawson  (l.o.)  con- 
siders that  tne  indirubin  may  be  approximately 
estimated  in  this  manner.  Bloxam  and  Perkin 
(Ghem.  Soc.  Trans.  1910,  97,  1462),  however, 
support  the  view  of  Koppeschaar.  The  latter 
authors,  who  also  expenmented  with  titanous 
chloride,  show  that  this  reagent  behaves  in 
an  identical  manner  towards  both  indigotin  and 
indirubin  sulphonio  acids,  but  although  the 
former  is  somewhat  preferentially  attat^ked,  it 
i.?  not  pu^ihle  in  this  way  to  differentiates  an  to 
the  amount  of  eaeh  of  the  sulphonated  colouring 
matters  which  may  be  proacnt  in  a  mixture  of  the 
two.  On  the  other  hand,  accortlin*T  to  Knccht^ 
RawBon,  and  JjO  wen  thai  (A  Manual  of  Dyeing, 
821)  indirubin  present  in  mixtures  of  the  two 
eolouring  matters  may  be  appro^malely 
estimated  by  the  hydrosulphite  method. 

For  analyi^is  of  mdigos  rich  in  indirubin^  pro- 
ceasen  of  eat  traction  baa^  on  the  greater  solubility 
of  the  latter  have  l)oen  u?^uall y  employed. 

£ltraetlOI]  with  ether  (Rawson,  Tc}.     From 
0*1  to  0*25  gram  of  the  sample  ia  boiled  with 
about  150  e.e.  of  ether  for  haft  an  hour.     When 
eold  the  solution  in  made  up  to  £00  c.c.  wit  J" 
ether,   mixed  with   10  c.o.   of  wat-er  and  wf 
shaken.     The  suspended  partioles  of  indigo' 
settle  immediately  and  a  clear  solution  oi 
dirubin  i^  obtaineil,     A  measured  quantit 
the  solution  is  withdrawn,  and  compared 
colorimeter  with  a  standard  solution  oi  ind' 

Extraction  with  aoettc  acid  (Kop^ 
tx.).     The  indigo  ia  extracted  with  glac: 
acid,  nnd  the  solution*  which  contains  i 
of  indirubin  anrl  indico  brown,  h  tr*^ 
caustic  Boda^     The  indirubin,  which 
cipitated,  is  oallected*  redissolTed  ir 
and  eatimated  by  comparison  wit' 
Rolution  of  the  pure  colouring  mn 

Eitr&ctjon    with    acetone 
Denton,  J,  Soc.   Dyers,   1 90 1,   ' 
of  the  indigo  l»  digested  for  h 
100  c.c.  of  boiling  acetone, 
f<olution  ia  made  up  to  100  Q,C 
then  to  200  c.c.  with  10  p, 
well    shaken.     The    preen 
indigo  brown,  and  other  in* 
filtration,  and  the  indinJ 
eolori metrically    with    r 
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indirubin  prepared  with  occtono  and  salt  solution 
in  a  similar  way. 

Extnietion  with  pyridine.  Blozam  and 
Perkin  (Chem.  Soc.  Trans.  1900,  97,  1460)  find, 
as  the  result  of  experiments  on  mixtures  of 
indigotin  and  indirubin,  that  neither  commercial 
ether  nor  acetone  are  reliable  solvents  for  the 
complete  extraction  of  indirubin,  and  that  their 
action,  especially  in  the  former  case,  is  chiefly 
due  to  thepresence  of  alcohol.  Whereas  acetic 
acid  is  efiScient  in  this  reNspect,  and  Koppe- 
schaar's  process  gives  approximately  good  results, 
pyridine  is  a  much  better  solvent,  and  a  method 
for  the  complete  analysis  of  ind^oe  containing 
indirubin  based  on  the  application  of  this  liquid 
is  described  by  these  autnors. 

The  indigo  (0'2&-l  gram)  evenly  incorporated 
with  purified  sand  (20-30  fframs)  is  introduced 
into  a  thin-walled  gUss  tube,  termed  the  '  con- 
tainer,* closed  at  one  end  by  means  of  cotton 
cloth,  on  which  has  been  placed  a  layer  of  as- 
bestos and  purified  sana  or  of  sand  alone. 
Sufficient  sand  is  then  added  to  form  a  layer  on 
the  surface  of  the  indigo  mixture,  which  is  then 
covered  with  asbestos,  and  the  container  is  now 
placed  in  a  Soxhlet  tube  and  extracted  with  boil- 
ing pyridine.  The  extract  is  distilled  down  to 
a  small  bulk,  the  residue  treated  with  boiling 
water  and  again  distilled,  and  this  operation 
is  repeated  until  the  last  traces  of  pyridme  have 
disappeared.  The  precipitate,  which  consists  of 
indirubin  together  with  a  little  indigotin  and 
indigo  brown,  is  collected,  freed  from  the  latter 
by  means  of  dilute  alkali,  and  the  residue  is 
sulphonated  with  5  c.c.  of  sulphuric  acid  at  100^ 
The  product  is  dissolved  in  water,  filtered,  and 
the  amounts  of  indigotin  and  indirubin  present 
ascertained  by  means  of  the  Dubosoq  tintometer. 

The  residue  in  the  container  is  percolated 
with  water,  followed  with  boiling  dilute  hydro- 
chloric acid  to  remove  indigo  gluten,  and  is  now 
introduced  into  a  beaker  and  dried.  The 
colouring  matter  present  is  sulphonated  with 
20  CO.  of  sulphuric  acid  in  the  usual  way,  the 
product  after  dilution  is  filtered,  and  the  solution 
of  the  indigotin  sulphonic  acid  is  estimated  with 
permanganate,  employing  the  directions  given 
oy  Bloxam  (/.c).  Analyses  of  mixtures  of  pure 
indigotin  and  indirubin,  and  also  of  commercial 
indigos,  are  given  in  the  paper,  and  it  is  also 
pointed  out  that  by  this  method  an  approximate 
estimation  of  the  indigo  brown  present  in  the 
latter  can  be  carried  out. 

The  Estdiation  of  Indioak  m  the  Leaves 
OF  Indigo  Plants. 

Although  some  indication  of  the  indigo- 
vieldinf^  capacity  of  the  plant  can  be  obtained 
Dy  ordinary  steeping  experiments,  this  method 
was  found  "^by  Rawson  (Cultivation  and  Manu- 
facture of  Indigo,  I.e.)  to  possess  several  draw- 
backs, and  numerous  expenmente  were  therefore 
carried  out  by  him  on  the  quantitative  formation 
of  indigo  from  the  leaf  extract  bv  the  simul- 
taneous action  of  acids  and  oxidising  agents. 
As  regards  the  latter,  ferric  chloride,  potassium 
chlorate,  and  hydrogen  peroxide  were  tried,  but 
persulphurio  acid  gave  much  the  best  results. 

Persulphate  method.  20  grams  of  leaves  are 
extracted  for  2  minutes  with  250  c.c.  of  boiling 
water,  the  solution  is  strained  through  muslin, 
and  the  residues  squeezed  and  washed  'with 


boiling   water.     The   solution  is   treated    with 

5  c.c.  of  20  p.c.  hvdrochloric  acid,  and  40  cc.  of  a 

5  p.c.  solution  of  ammonium  persulphate.    The 

peonulphate  is  not  added  all  at  once ;   at  first 

2  c.c.  are  added,  after  half  an  hour  2  c.c.  more, 

^  and  again  2  c.c.  after  another  half  an  honr. 

I  After  1  hours  the  remainder  of  the  ammonium 

I  persulphate  is  added,  and  when  the  mixture  lias 

I  stood  for  a  further  period  of  an  hour,  the  indigo 

!  is  collected  and  estimated  by  permanganate  in 

I  the  usual  manner.    Sergtheil  and  Briggs  (J.  Soc. 

I  Cbem.  Ind.  1906,  734)  point  out,  however,  that 

'  this  process  of  Rawson  s  requires  modification, 

I  as  tl^  addition  of  the  reagents  at  such  a  hi^h 

'  temperature  involves  a  loss  of  indigotin.     The 

I  main  features  of  a  modification  of  the  process 

'  devised  by  these  latter  authors  are  the  addition 

j  of  acid  to  the  cooled  extract,  and  a  determination 

<  of  the  course  of  the  reaction,  after  addition  of 

\  small  amounts  of  persulphate,  by  filtration  of  a 

,  portion  of  the  mixture  and  the  addition  to  the 

filtrate  of  a  trace  of  the  oxidising  agent. 

Orchaidson,  Wood,  and  Bloxam  (ibid.  1907, 
40 ;  cf.  also  Bloxam  and  Leake,  Research  Work 
:  on  Indigo,  Balsingh,  Serai,  1906),  who  employ 
sulphuric  acid  and  persulphate,  arrived  inde- 
pendently at  the  same  conclusion.  To  200  c.c.  of 
the  leaf  extracts  these  authors  add  100  c.c.  of  a 
mixture  of  equal  parts  of  2  p.c.  ammonium  per- 
sulphate, and  4  p.c.  sulphuric  acid,  and  the 
mixture  is  kept  at  60^  for  one  hour.  A  com- 
parison of  their  methods  with  that  of  Beigtheil 
and  Brigffs  indicated  an  identical  result  in  each 
case,  and  an  increase  of  20-25  p.c.  of  pure 
colouring  matter  in  comparison  with  that  yielded 
by  Raw8on*s  original  process. 

The  isatin  method.  Beverinok  (Proc  E. 
Akad.  Wetensch.  1899,  120),  in  discussing 
indican,  suggested  the  possibilitv  that  by  warm- 
ing its  solution  with  isatin  and  acid  a  quanti- 
tative yield  of  indirubin  might  be  produced. 
OrchardBon,  Wood,  and  Bloxam  (kc.)  have 
employed  this  reaction  for  the  estimation  of  the 
leaf,  and  have  devised  the  following  ihethod  for 
this  purpose : — 

260  C.C.  of  extract,  equivalent  to  5  grams  of 
the  leaf,  is  treated  with  0*1  gram  of  isatin,  and 
the  mixture  boiled  for  5  minutes  to  expel  air, 
carbon  dioxide  being  passed  through  the  flask. 
20  c.c.  of  hydrochloric  acid  is  then  added  by 
means  of  a  tap  funnel,  and  the  whole  kept  boiling 
for  30  minutes.  The  precipitate  is  collected  on  a 
tared  filter,  washed  with  hot  1  p.c.  soda  to 
remove  brown  compounds,  then  with  4  p.c. 
acetic  acid  and  dried.  An  aliquot  portion  of  the 
crystalline  product  is  sulphonated,  and  analysed 
by  the  titanous  chloride  method,  adopting  the 
modifications  emplo3red  by  Bloxam  {l.c.).  The 
indirubin  thus  obtained  is  usually  almost  pure 
(98*5  p.c),  so  that  for  an  approximate  estimation 
the  latter  part  of  the  process  is  unnecessary. 
Gaunt,  Thomas,  and  Bloxam  {ibid.  1907,  26,  56) 
have  examined  the  process  in  greater  detail,  and 
point  out  that  by  its  employment  pure  indican 

fives  quantitative  figures  {cf.  also  Perkin  and 
lloxam,  Ghem.  Soc.  Trans.  1907,  91,  90).  On 
the  other  hand,  this  method  gives  considerably 
higher  figures,  both  with  pure  indican  (15  p.c.) 
and  the  leaf  extract  (25  p.o.),  than  those  wnich 
are  obtained  by  the  persulphate  process  (Orchard- 
son,  Wood,  and  Bloxam ;  and  Gaunt,  Thomas, 
and  Bloxam,  /.c).    The  unsatisfactory  figure. 


successful  estimation  of  indican,  purposely  i 
added  to  an  extract  of  the  leaves  of  the  Tepkrosia  i 
purtmna  (Pers.),  a  plant  in  which  this  glucoside  ! 
is  aWnt» 

EFPICTBNCr  OF  THE   PROCESS. 

The  ttctuaJ  yield  of  indigotin  from  the  plant 
during  tho  matiufacture  ia  not  discufised  by 
Rftwson  {lr..)t  but  this  author  coneidere  that  if 
thti  suggostjona  enumerated  in  hi^  rqport  are 
adopted^  there  In  little  or  no  room  for  ft  re- 
muneratLve  alteration  of  tho  proccsa.  Beigtheil^ 
on  the  other  hand^  considers  that  under  tho  con- 
ditions he  describes  (1906,  12)  the  effici&ncy  is 
reprcponted  by  an  S2  p.o.  yield,  or  that  if  to  this 
bo  added  the  6  p.e.  believed  by  Eawson  to  be 
retained  by  the  extracted  plants  87  p.r.  is  thus 
accounted  for.  The  quant  i  ty  of  indigo  eatimated 
refers  to  the  precipitate  present  in  the  vat  after 
oxid^tionT  and  from  thSs  must  be,  therefore, 
deducted   the   indigo  (10-20  p,cO  lost  by  the 

*  running  off  '  of  the  *  seeth  '  wator,  bo  that  the 
actual  yield  of  dry  colouring  matter  may  thuJ^ 
represent  from  02  to  72  p*e.  of  the  theoretical 
quantity.  Recent  experimental  however,  indi- 
cate that  by  adding  altimlnoferno  to  the  oxida- 
tion a  more  perfect  settlement  of  the  iudlga  ia  to 
bo  anttoipaterl  {ibid^  1009). 

Bloxam  ( Dataingh  Serai  Report «  and  X  Soe. 
Chem.  Ind.  1900.  25,  735),  who  examined  the 
daily  output  of  indigo  {as  prefixed  cake)  from  the 
Pembamndah  factory^  found  that  (he  first 
cuttings  of  the  plant  (Moorhun  mahai)  r^pre- 
flentod  an  approximate  TaJue  of  0H95  p.c.  of 
indigotin  from  the  plant,  whp^feas  thf^  second 
eutttngEi  ga^'e  a  value  of  but  O'l5'20.  Assigning 
to  the  plant  the  low  value  of  0-3  p.c.,  a  consider- 
able and  seriouH  loss  is  thus  apparent.  More- 
over, the  estimation  of  the  results  given  by  the 

*  isatin '  method  of  ]f\af  estimation,  and  of  the 
finished  cake  by  the  *  tetrasnlphonate  '  process 
(Lc),  both  of  which  have  been  standardised  with 
c^reme  eate»  point  to  a  loss  duiinf^  the  manu- 
facturo  much  greater  than  has  hitherto  been 
acknowledged  (Report  to  Government  of  India, 
lOOS). 

Apart  from  the  ret<!ntion  of  indoxyl  by  tho 
rcaidual  plant  in  the  steepLng  vat,  and  the 
meehanical    earrjTng    over    of    indigo    by    the 

*  Bocth  '  water,  the  deficiency  of  colouring  matter 
is  chiefly  to  be  attributed  to  the  conversion  of 
jndosryl  into  produota  other  than  indigotin. 
Bawson  (Lc)  has  pointed  out  that  if  the  fer- 
mented liquid  is  allowed  to  stand  beforo  oxida- 
tion a  considerably  decreased  yield  of  indigo  is 
ultimately  observed.  Thus,  on  the  lai^o  scale, 
by  standing  for  6  hours  &  loss  of  IG'l  p,c,  was 
apparent.  Perkin  and  Bloxam  (£.r.)  have  found 
OA  &  result  of  their  experiments  with  ptire  indlc&n, 
that  this  alteration  or  ^  decay  '  of  indoxyl  takes 
place  not  only  in  this  manner  during  the  fermen- 
tation process r  but  they  coasider  that  the  indoxyl 
from  the  moment  of  its  production  by  the  hydro- 
lysis of  indlcan  until  its  final  convention  into 
indigotin  is  eontinually  suffering  this  alteration. 
This  peculiar  reaction  is,  according  to  these 
authors^  considerably  inhibited  by  the  presence 
of  acid. 


severe  competition  with  the  artificial  colouring 
I  matter,  many  of  these  are  now  rarely  met  with. 
I  From  Asia  came  the  indigos  of  Bengal,  Oudh, 
^Madras,  JaTa»  ]^famlla ;  from  Africa  those  of 
Egypt  and  Senegal ;  and  from  Ajnerica  those 
of  Guatemala,  Caracas,  Mexico,  Brazil,  South 
Carolina,  and  the  Antilles. 

The  beat  varieties  are  the  Bengal,  Java,  and 
Guatemala,  although  in  England  the  Bengal  is 
now  mainly  employed.  Java  indigo,  formerly 
largely  esteemed  fur  the  manufactmre  of  indigo 
extract,  ohieily  because  of  its  general  purity,  at 
the  present  time  ap|>ears  to  find  its  market 
chiefly  in  the  East. 

AVood  quality  of  natural  indigo  has  a  deep 
violet-blue  colour  ;  it  acquires  a  coppeiy  lustre 
when  rubbed  with  tho  finger-nail;  it  is  light, 
porous,  adhering  to  the  tongue,  and  can  be 
readily  broken  and  ground.  Low  qualities, 
which  contain  much  extractive  and  mineral 
matter,  aio  dull  and  greyish  in  appearance, 
heavy,  tough,  and  hard,  and  do  not  become 
bToazj  by  rubbing  with  the  finger-nail. 

Trb  PROPEETIB9  AND  SyNTHBSBS  OF  Indigotin. 
The  history  of  the  determination  of  the  con- 
stitution of  indigotin  and  of  the  many  syntheses 
which  have  been  devised  for  its  preparation, 
I  leading  as  they  have  done  to  the  successful 
manu&cture  of  the  artificial  product,  constitutes 
without  doubt  one  of  the  most  inj^resting 
chapters  in  the  annals  of  synthetical  oiganic 
chemistry.  This  has  been  diealt  with  so  fully 
in  other  manuals  that  a  brief  r6sum6  of  the  main 
features  of  the  subject  will  only  be  given  here, 
and  to  avoid  detail  the  main  reactions  are  only 
exptesaed  by  constitutional  formula. 

Whereas*  early  work  had  proved  the  benze- 
noid  character  of  indigotin,  by  the  production 
from  it  of  aniline,  antnranilic  acid,  picric  acid 
and  nitrosalicylic  acid  and  isatin,  the  commence- 
ment of  a  syatematio  attack  on  the  problem  of 
itsi  structure  first  dates  from  the  work  of  Baeyer 
and  Knop  (Annalen,  1865,  141,  1). 

That  isatin  Ci^H^NOi  was  simply  related  to 
indigotin,  at  that  time  expressed  as  O^H^NC 
appeared  probable,  and  witn  the  hope  of  reco 
verting  isatin  into  the  latter,  its  behaviour 
r^uctjon  was  studied  by  these  chemists, 
results  obtainefi,  though  unsuccessful  at  fir 
their  immediate  ob]*H:t,  proved  to  be  of  cor 
able   importance,   and  indeed  form  th( 
from  which  much  of  our  present  knowled' 
'  subject  has  been  derived. 
I        When   reduced   Isatin  gives  diox' 
I  oxindol  (IL)i   ^i^d  these  substance 
I  known    to    respectively   consist   of 
anhydrides  of  o-amino-phenvlglyco' 
c -amino -phenylacetic  acids  (IV.)— 


IT. 


c;h,<^>c 


IIL     CVH4' 


^CHO 
NH, 


IV. 


^s'^i^jjT 
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B^  farther  redncUon  indole  is  obtained,  and 
to  this,  which  was  rabaequently  syntheaused  by 
Baeyer  and  Emmeriing  (Ber.  1809,  2,  680),  by 
fnsinff  o-njtro-cinnamie  acid  with  potash  and 
iron  filings  the  formnla 

was  assigned  (Ber.  1870,  3,  517). 

The  same  chemists  a^^ain  by  heating  isatin 
with  phosphorus  oxychlonde  and  acetyl  chloride 
under  pressure  obUuned  indigotin. 

In  1879  Baeyer  and  Sinda  (Ber.  1878, 11, 684) 
converted  ozindole  into  isatin  according  to  the 
following  scheme : — 

NitroBO-oxiDdolo.  Amino-oxindole. 


C.HKn^>COH 


Isatin. 


And  such  a  series  of  reactions  formed  the  coping- 
stone  of  the  first  artificial  synthesis  of  indigotin. 
Isatin  (I.)  is  the  inner  anhydride  of  o-amino- 
phenylglyoxylic  acid  (isatinic  acid)  (IL) 


I.     C.H4<;g^>C0        IL 


^  XT  ^COOOOH 


and  such  a  constitution  was  predicted  for  it  by 
Kekule  in  1869  (Ber.  2,  748).  Isatm,  which 
possesses  acid  properties  and  is  capable  of  form- 
ing metaUic  compounds,  may  exist  aspointed 
out  by  Baeyer  in  two  modifications.  These  are 
known  as  pseudo-isatin  (lactamisatin)  (L)  and 
isatin  (lactimisatin)  (II.) : 

n.   C.H,<^>COH 


I.    C,H,<^^>CO 


A  synthesis  of  isatin  from  o-nitro-benzoyl 
chloride  was  announced  by  Claisen  and  Shadwell 
in  1879  (Ber.  12, 360),  and  the  reactions  involved 
may  be  expressed  by  the  following  formulae  : — 

n  w  ^COCl  .^  p  TT  ^COCN 


->  C.H,<! 


COCOOH 
NO, 


C^HvCOCOOH 

^  C.H,<NH>CO 

The  fact  that  indole  can  be  prepared  from 
o-nitio-oinnamic  acid  (/.e.)  and  that  indole  is 
closely  related  to  indigotin,  as  indeed  was  shown 
by  Nencki  (Ber.  1876,  8,  727),  who  prepared 
indigotin  by  the  action  of  ozonised  air  upon  an 
aqueous  suspension  of  indole,  led  Baeyer  to 
experiment  on  the  synthesis  of  indigo  from  this 
same  acid  (Ber.  1880,  13,  264).  This  object  he 
eventually  accomplished  by  the  two  methods 
given  below : 

o-nitro-cinnamlc  acid. 

^ru  /CHBrCHBrCOOH 

o-nltro-dibrom-dihydro-cliuiamic  acid. 
->  C.H.<^'^"*^"  ->  Indigotin 
0-nitro-phenylpropiolic  acid. 


o-nitro-dnnamic  add. 

e-DitnhpheDylchlor  lacttc  add. 


->C,H.<S'OH>  =  *^'*^^- 


Indigotin. 


o-nitro-pbenylacryUc  add. 

The  former  method  is  exceptionally  interest- 
ing, in  that  it  provided  the  basiB  for  the  first 
attempt  to  manufacture  indigo  on  a  oommercial 
scale,  and  though  this  was  hitfdly  snooessfnl,  the 
o-nitrophenylpropiolio  acid  obtained  by  this 
methoa  was  of  some  service  to  the  dyeing 
industry,  as  a  means  for  obtaining  indigo  prints 
on  calico. 

Baeyer,  again,  in  1882  (Ber.  16,  60)  an- 
nounced a  further  synthesis  employing  o-nitro- 
phenyl]>topiolic  acid  which  was  important  in 
connection  with  the  constitution  of  indigotin. 
When  boiled  with  water  o-nitro-phenylpropiolic 
acid  yields  o-nitro-phenylaoetykne 

and  from  the  copper  compound  of  this  (IL)  bv 
oxidation  with  feiri-cyanide,  dinitro-diphenyl- 
acetylene  (III.)  is  obtamed : 

(UL)  C^.<^f~^.>C.H4 

With  fuming  sulphuric  add  this  forms  diisatogen 
(IV.),  a  compound  which  on  reduction  gives 
indigotin  (V.) : 

(X>-C--C--CO--v 

(IV.)  c.h/^.--|    ,-^.^^>c.h. 

\n — O    O W 

(V.)  C,H,<^>C=C<;^>C.H, 

o-Nitro-phenylpropiolic  acid,  on  the  other 
hand,  by  tne  action  of  sulphuric  acid  (Baeyer, 
Ber.  1881,  17,  1741)  is  transformed  into  its 
isomer  isatogenio  acid 

CO—C—COOEt 

Beduotng  agents  convert  this  into  ethyl  indoxy- 
late  (L)  which  by  heating  gives  indoxyl  (11.) : 

(t)  C^.<^^P^C<X)OEt 


(U.) 


'9:^k( 


and  this  latter  when  oxidised  readily  passes  into 
indiffotin. 

uidoxyl  reacts  with  aldehydes  and  ketones 
to  form  the  so-called  indogenides.  Thus  with 
benzaldehyde  the  indcgenjde  of  benzaldehyde 
(benzylidene  pseudo-in£>xyl) 

C.H«<^>C:CHPh 

is  produced  (Baeyer,  Ber.  16,  2188). 

In  a  similar  way  indozyl  condenses  with 

isatin  to  form  indirubin  i  _ 

CO  CO    ^l^ 
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fil9 


a  ooloaring  matter  preaent  in  natural  indigo  {l.e.\ 
and  which  is  to  be  i^arded  as  the  indogenide 
of  isatin. 

Baeyer  in  1883  reviewinff  the  facts  here 
enumerated  was  enabled  to  deduce  the  following 
constitution  of  indigotin : — 

C.H.<^H>°=°<NH>C«^' 

which  is  now  accepted  as  correct.^  The  main 
aiguments  he  employed  in  support  of  this 
formula  are  as  follows : — 

1.  Indigotin  contains  two  imido  groups. 

2.  As  a  result  of  its  formation  from  diphenyl- 
aoetylene  the  carbon  atoms  of  indigotin  must  oe 
arranged  in  a  similar  manner  to  those  present  in 
this  substance — 

3.  Indigotin  is  only  formed  from  compounds 
in  which  the  carbon  atoms  adjacent  to  the 
benzene  ring  are  united  with  oxygen. 

4.  The  properties  of  indigotin  point  to  the 
fact  that  it  is  closely  related  to  indirubin. 

As  a  result  indigotin  is  to  be  recarded  as  the 
a-indogenide  of  pseudo-isatin,  indirubin  itself 
beinff  the  ^-indogenide.  Owing,  however,  to 
the  Tack  of  activity  of  the  a-oxygen  atom  in 
isatin,  indigotin  cannot,  like  indirubin,  be 
directly  prepared  from  indoxyl  and  isatin. 

In  1882  (Ber.  15,  2856)  Baeyer  and  Drewsen 
synthesised  indisotin  by  the  action  of  acetone  on 
o-nitro-benzaldenyde  in  the  presence  of  alkali : 


C.Hv 


/ 


NO, 


+CH,-COCHj 


'\COH 
o-nltro-benzaldehyde. 

-^  p  w  /CHOHCH.COCH, 

o-nitro-phenyl-Iacto-methyl-ketoDe. 

-^  C,H,<^>C=C<^^>C,H,-f2H,0 

-hCHjCOOH 

When  the  acetone  is  replaced  by  acetaldehydo 
o-nitro-phenyl-lactio  aldehyde  (L)  is  obtained, 
whereas  with  pyroracemic  acid  o-nitro-cinnamyl- 
formic  acid  (II.)  is  produced : 

(L)  C.H.<CH(OH)CH.CHO 

(II.)  C.H.4^=^""^^'^°« 

These  compounds  under  the  influence  of 
alkali  are  transformed  into  indigotin. 

^  The  qaestlon,  as  to  how  far  Baeyer*8  formnla  for 
Indigotin  Is  in  agreement  with  the  chemical  behaviour 
and  physical  properties  of  Indigotin,  and  known  facts 
with  regard  to  the  relation  between  colour  and  chemical 
constitution,  has  been  discussed  by  Madelung  (Zeltsch. 
angew.  Chem.  1921,  84,  482  et  <«.),  who  concluded 
that  the  facts  are  more  correctly  interpreted  by  the 
formula 

^0- — 0 NH^ 

\nh— O C^ — 

The  Important  point  In  this  formula  Is  that  the  car- 
bonyl  and  Imino-groups  are  at  each  end  of  a  flve- 
membered conjugated  system,  thus  0-C-C-C-NH. 
Such  an  arrangement  Is  to  be  found  In  other  vat  dyes 
of  both  the  Inalgold  and  anthracene  series.  Indigotin 
may  thus  be  regarded  as  a  derivative  of  the  coloured 
and  stable  modification  of  dlbenzoylcthylene  (J.  Soc. 
Chem.  Ind.  1921,  730  A). 


Heumann  in  1890  (Ber.  23,  2043)  devised  the 
synthesis  of  indigotin  from  phenvlglvcoooll 
(phenvlglyoine).  This  on  fusion  wid^  aUcali  is 
transformed  into  indoxyl  which  passes  readily  by 
oxidation  into  indigotin : 

C.H.^^gC^CH,=C.H.<^g>CH,+H,0 

Paeudo-indozyl. 
The  yield  by  this  method  Ib  extremely  small, 
but  this  can  be  improved  bv  employing  in  the 
place    of   phenvlglycine,  j)henylglycine    o-car- 
id  (Heuma 


boxylic  aofd  ( 


leumann,  ibid.  3431): 


^•***<NHCH,-COOH 

This  important  reaction  forms  the  basis  of 
the  first  economical  s^theds  of  indigo,  the 
laige  scale  manufacturing  operations  of  which 
were  perfected  by  the  BiSlische  Anilin-  k  Soda- 
Fabrik  in  1897.  For  the  preparation  of  phenyl- 
glycine  o-carboxylic  acid,  naphthalene  is  em- 
ployed as  the  starting-point,  and  the  procedure 
mvolved  will  be  evident  from  the  following 
formula : — 


/ 


NH 


Naphthalene.        Phthallc  anhydride.       PhthaUmldo. 

^•"*<NH,  ^•***<NHCH,COOH 

Anthranllic  acid.        Phenylglydne  o-carboxyUo  acid. 

C.H.<^>CHOOOH 

Indoxyl  carbozyllc  acid. 

CtH4<2^j£>OH, 

Pseudo-lndoxyL 

C.H4<NH>C=C<^>C.H. 

Indigotin. 

An  improved  method  for  the  production  of 

phenvlglycine  o-carboxylic  acid  from  anthranilic 

acid  has  subsequently  lieen  adopted,  the  reagents 

employed  being  formaldehyde,  bisulphite,  and 

potassium  cyanide: 

^•^«<C0dNa    "^  ^•^*<COONa* 

^  p  „  ^NHCHjCOOH 

Phenylglycine  can  be  prepared  directly  from 
aniline  by  the  same  method : 

C,H.NH,+CH,04-HCN  -»  C.H.NH.CH.CN 
-»  C,H^NHCH,COOH 

More  recently  it  has  been  recognised  that  the 
unsatisfactory  yield  of  indigo  bv  the  original 
process  of  ^umann  is  due  to  the  presence  of 
water  in  the  alkali  fusion.  By  the  repUcement 
of  the  sodium  hydroxide  with  sodium  amide  the 
destructive  action  of  the  water  is  avoided  and 
the  fusion  can  be  successfully  carried  out  at  a 
lower  temperature.  The  manufacture  of  indigo 
by  such  a  method  has  been  more  recently  adopted 
by  the  firm  of  Meister 'Lucius  ft  Briining  at 
Hoohst. 


nso 


INDIGO,  NATURAL. 


Iniereating  is  also  tho  fact  that  by  treatment 
with  faming  snlphniic  acid  phenylglvcine  is 
converted  into  inoigotin  disolphonio  acid. 

Of  other  indigo  syntiiesee  that  of  Simdmeyer, 
at  one  time  employed  on  the  mannfactnnng 
scale,  is  of  importance.  The  starting-point  in 
this  method  is  thio-carbanilide 

C«^NHC.H, 
^<NHC.H, 

obtained  by  the  action  of  carbon  disnlphide  on 


.  Dy  ti 

Tnis  compound  by  the  action  of 
potasdnm  cyanide  and  lead  carbonate  forms 
nydrocyano-carbodiphenylimide 

which  on  treatment  with  ammonium  sulphide 
gives  the  thio-amide 

NH, 


S=(l-C<NHCg. 


The  latter  by  heating  with  sulphuric  acid  is 
converted  into  isatin  anilide 

C.H4<co>C=NC.H. 

and  from  this  by  reduction  with  sulphuretted 
hydrogen  in  acid  solution  thio-isatin  is  obtained : 

CtHl<QQ>0  =  S 

By  the  action  of  dilute  alkalis  thio-isatin  readily 
passes  into  indigotin.  A.  G.  P. 

INDIGO,  ARTinCIAL,  AND  INDIOOID 
DTESTUFFS.  The  elucidation  of  the  constitu- 
tion of  indigo,  the  result  of  the  brilliant  and 
indefatigable  researches  of  A.  von  Baeyer 
{v.  tmpra),  has  led  to  consequences  of  extra- 
ordinary importance.  The  methods  discovered 
for  the  Sjmthetical  production  of  indiso 
o£Fered  at  first  little  or  no  prospect  of  ^e 
artificial  production  of  this  most  important 
dyestuff  at  prices  which  could  compete  with 
the  natural  product.  But  the  patient  and 
unceasing  work  carried  on  for  tnat  purpose 
in  the  laboratories  of  the  Badische  AniUn-  & 
Soda-Fabrik  in  Ludwigshafen  gradually  sur- 
mounted the  existing  difficulties.  Artificial 
indigo  appeared  in  the  market  in  the  year  1897, 
and  was  soon  acknowledged  to  be  cheaper,  purer, 
and  more  easy  of  application  than  the  natural 
product.  New  syntnetical  manufacturing  pro- 
cesses which  have  since  then  been  introduced, 
combined  with  a  strong  competition  between 
the  various  manufacturers,  led  to  a  steady 
reduction  of  prices,  so  that  at  present  (1911) 
the  synthetical  dyestuff  may  be  said  to  have 
driven  out  the  natural  one  everywhere,  even  in 
countries  in  which  the  indiffo  plants  are  ffrown, 
such  as  India,  the  Dutch  coTomes,  China,  Japan, 
and  South  America.  The  history  of  artincial 
alizarin  has  been  repeated  in  all  its  details  in 
the  progress  of  artificial  indigo.  But  the  con- 
sequences of  this  new  triumph  of  synthetical 
chemistry  have  gone  further,  in  that  they  have 
levolntiom'sed  the  old-established  European 
industries  engaged  in  the  production  as  well  as 
the  applii^ation  of  artificial  dvestuffs. 

The  old,  but  difficult  and  uncertain  process 
of  vat-dyeing,  necessary  for  the  application  of 


indigo,  has  been  carefully  studied  by  the  fac- 
tories  which  had  taken  up  the  production  of 
the  sjmthetical  product.  8odinm  nydrosnlphite, 
lon^  known  to  oe  the  best  means  for  reducing 
indigo  in  the  vat,  but  unstable  and  difficult  to 
prepare,  has  been  brought  into  new  forms  in 
which  it  is  quite  stable  and  easily  applied. 
Thus  vat-dyeing  has  become  an  operation 
almost  as  easy  and  simple  as  any  other  process 
of  dyeing,  and  the  consumers  of  utifidal 
colouring  matters  became  anxious  to  be  furnished 
with  products  similar  to  indigo  in  its  mode  of 
application  and  its  fastness,  but  differing  in 
shade.  This  wish  has  been  satisfied  almost 
simultaneously  with  its  being  felt.  A  large 
and  constantly  increasing  number  of  new  vat- 
dyes  of  every  conceivable  shade  has  been  offered 
to  the  dyer  and  calico-printer,  who  is  able  to 
use  them  jointly  or  in  mixtures  with  indigo, 
and  thus  to  produce  goods,  the  shades  of  which 
are  quite  as  durable  as  the  fibre  itself.  Some 
of  the  new  vat-dyestuffs  not  only  equal,  but 
I  actually  exceed  indigo  in  fastness  to  light,  air, 
and  all  the  other  imluences  which  attack  and 
destroy  the  colour  of  dyed  fabrics.  The  intro- 
duction of  the  new  synthetical  vat-dyestii£b  has 
inaugurated  a  new  epoch  of  fast  dyeing,  the 
full  importance  of  which  will  only  be  recognised 
in  time  to  come. 

The  synthetical  manufacture  of  new  colour- 
ing matters  similar  to  indigo  in  their  properties 
was  at  first  the  natural  consequence  of  the 
numerous  new  syntheses  of  indigo  itself 
gradually  discovered  by  various  chemists,  and 
many  of  which  proved  applicable  to  the  produc-  • 
tion  of  compounds  similar  to  indigo  in  their 
constitution,  but  differing  from  it  in  certain 
details  of  composition,  and  consequently  also 
in  their  shades.  Many  of  these  substances 
could  be  made  on  a  large  scale,  and  offered  to 
the  consumer  at  moderate  prices.  They  are 
now  known  under  the  name  of  '  Indigolds,'  and 
the  more  important  of  them  will  be  mentioned 
further  on. 

The  investigation  of  indigo  and  the  indkroid 
dyestuffs  led,  however,  to  another  result  <«  no 
small  importance.  The  connection  existing 
between  tne  constitution  and  the  properties  of 
indigo  as  a  dyestuff,  so  long  a  mystery,  was  at 
last  reccMrnised,  and  the  atomic  configuration, 
was  disclosed  which  causes  a  dyestuff  to  be 
applicable  to  vat-dyeing.  The  natural  conse- 
quence of  this  discovery  was  the  possibility  of 
producing,  by  synthetical  methods,  a  vast 
number  of  new  vat-dyes,  which  in  their  constitu- 
tion have  no  longer  any  similarity  to  indigo, 
and  the  majority  of  which  has  been  derived 
from  anthraquinone,  the  mother-substance  of 
alizarin,  which  has  thus  assumed  a  new  im- 
portance. 

The  description  of  these  dyestuffs  supple- 
menting indigo  in  its  applications,  and  now 
already  exceeding  the  induroids  in  number  is 
dealt  with  elsewhere  {see  VAT-DrBS,  Modbew  ; 
Indanthbenb). 

The  number  of  vat-dyes  now  already  in 
practical  use  or  in  the  stage  of  being  introduced 
may  be  estimated  at  from  80  to  90,  and  is  con- 
stantly increasing.  Their  discovery  is  due  to 
the  inventive  gemus  of  many  chemists,  amongst 
whom  Ren6  Sohn  may  be  considered  as  thQ 
pioneer. 
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A.   Artlfieial  indigo.     Tho  constitution  of 
indigo  is  expressed  by  the  formula  : 


y\y'^\ 


V 


\nh/ 


0 


Of  the  numerous  methods  which  lead  to  the 
synthetical  production  of  such  a  compound  very 
few  are  applicable  to  its  manufacture,  and  only 
the  latter  will  be  here  mentioned. 

The  first  attempt  at  a  technical  synthesis  of 
indigo  was  made  in  1880  by  A.  von  Baeye?  in 
his  German  patent  11857,  which  was  sold  to 
the  Badisohe  Anilin-  &  Soda-Fabrik  and  the 
Hdchster  Farbwerke  jointly.  In  this  or^Aoni- 
trooinnamic  acid  is  used  as  a  raw  material,  and 
transformed  into  indigo  by  three  different 
methods.  Of  these  only  the  one  which  passes 
through  or<Aonitrophenylpropiolio  acid  as  an 
intermediate  product  found  for  a  short  time 
a  limited  and  almost  experimental  application 
as  a  means  of  producing  indigo  on  the  fibre  in 
calico-printing. 

Another  method  (1882),  which  consists  in 
adding  caustic  soda  to  a  solution  of  o-nitro- 
benzaldehyde  in  acetone,  when  the  methyl-o- 
nitrocinnamylketone  formed  as  an  intermeoiate 
product  is  immediately  condensed  into  indigo, 
was  also,  m  spite  of  its  simplicity,  unable  to 
compete  with  the  natural  product. 

ia,  1890  K.  Heumann  observed  that  phenyl- 
slycme  and  its  orfAocarboxylic  acid  are  trans- 
formed into  indoxyl  and  indoxylcarboxylic  acid 
by  beinff  melted  with  caustic  potash ;  the  oranffe- 
coloured  melts  obtained  yield  indigo  on  being 
oxydised  with  air  in  aqueous  somtion.  The 
patents  obtained  for  these  reactions  (D.  R.  P. 
54626  and  numerous  additions ;  also  D.  B.  P. 
66273  and  additions)  passed  into  the  hands  of 
the  Badische  Anilin-  k  Soda-Fabrik,  but  were 
not  considered  very  promising  by  the  majority 
of  chemists.  Yet  they  were  destined  to  assume 
fundamental  importance  in  the  subsequent 
development  of  the  indigo  industry.  It  is  true 
that  agood  many  other  inventions  were  necessary 
to  raise  them  to  that  position. 

Indoxyl  and  indoryloarboxvlio  acid  have  the 
constitution  expressed  by  the  formulae  : 


,C0 


\ 


aCH. 
nh/ 


and 


0 


'\nh/ 


.C<C00H 


These  formulae  represent  the  so-called 
*  pseudo  '-forms,  which  are  the  first  products 
of  the  reaction.  Isolated  indoxyl  aiid  mdoxyl- 
carbonic  acid  are  better  represented  by  the 
tautomesic  formulae : 

-OH  C—OH 


Phenylglycine  and  its  or(Aocarboxylic  acid  are 
prepared  by  the  action  of  monochloraoetio  acid  ^ 
upon  aniline  and  anthzanilio  acid : 

NH,  NH— CH,— COOH 

I       CH.a  I 

+  1  =Ha.f/\ 

COOH         r  ] 

NH,  NH— OH,— COOH 

CH,a I 

.—COOH 


6- 


0 


|0OOH+JooH=^^VV 


CH  and  O 

KH  NH 


0-OOOH 


( Baeyer.) 

On  being  treated  with  atmospheric  oxygen 
in  alkaline  solution  the  one  loses  H,  in  the 
shape  of  water,  tho  other  H,CO,  in  the  shape 
of  carbonic  acid  (H^COa),  and  the  so-called 
*  indigo  bridge  *>C=C<  is  formed  bv  two  such 
indoxyl  complexes  being  united  by  double 
valencies. 


It  was  observed,  that  phenylglycine-o-car- 
boxylio  acid  gave  better  yields  ot  indigo  than 
phenyl-glycine  itself,  which  was,  on  the  other 
hand,  cheaper  and  more  easily  accessible.  Later 
on  it  was  found  that  both  these  glycines  are 
capable  of  being  transformed  into  indigo  with 
very  ffood  yields  if  wery  trace  of  water  is 
excluded  from  the  alkaline  melt.  The  fflycine 
itself  is  in  this  respect  more  susceptible  than  its 
carboxyl  derivative.  Not  only  the  water 
invariably  retained  by  all  the  caustic  alkalis 
hinders  the  reaction,  but  also  the  water  formed 
in  the  reaction  itself.  One  of  the  means  of 
overoominff  this  difficulty  consists  in  the 
addition  o?  finely  ground  lime  or  baryta  to  the 
melt. 

In  taking  up  the  manufacture  of  artificial 
indi£0  bjr  £foumann's  method  in  the  beginning 
of  the  nineties  the  Badische  Anilin-  &  Soda- 
Fabrik  decided  to  use  phenylglycine-o-carboxylio 
acid  as  a  raw  material.  This  decision  was 
prompted  not  only  by  the  better  yields  which 
were  obtained  from  this  product,  but  even 
more  so  Dy  considerations  of  quite  a  different 
nature. 

If  it  had  been  necessary  to  produce  the 
anthranilic  acid  required  for  the  manufacture 
of  indigo  by  the  oxidation  of  o-nitrotoluene 
and  subsequent  reduction  of  the  o-nitro- 
benzoic  acid  thus  obtained,  all  the  toluene 
produced  by  the  distillation  of  coal-tar  would 
probably  not  have  been  sufficient  ,for  the 
puiposo.  There  is,  however,  another*  way  of 
producing  anthranilic  acid  which  consists  in 
treating  phthalimide  with  alkaline  hypochlorites 
(Hoogewerff's  and  Van  Dorp's  process  ;  D.  R.  P. 
56088,  Badische  Anilin-  &  Soda-Fabrik,  1890). 
Phthalimide  is  easily  obtained  by  treatii]^ 
phthalic  anhydride  with  ammonia.  Phthalic 
acid,  on  the  other  hand,  is  best  prepared  by  the 
oxidation  of  naphthalene. 

Thus  it  became  possible,  by  using  phenyl- 
glycine-o-carboxylic  acid  as  a  starting-point  for 
the  synthesis  of  indigo  on  a  lane  sciue,  to  base 
this  manufacture  on  the  use  oi  naphthalene  as 
its  first  raw  material,  a  hydrocarbon  which  is 
contained  in  coal-tar  in  much  laiger  quantities 
than  any  other  of  its  constituents. 

Even  when  these  conclusions  had  been  arrived 
at  a  great  deal  remained  still  to  be  done.  It 
is  now  known  that  the  Badische  Anilin-  & 
Soda-Fabiik  had  to  invest  about  1,000,000/.  in 

^  Instead  of  this  acid,  prepared  in  the  old  manner 
from  acetic  acid  and  cblortne,  ethyl  monochloracetate 
may  be  used,  which  cao  be  obtained  from  acetylene 
by  a  simple  process  (D.  R.  PP.  164657, 171900.  21G040, 
209208,  210502,  and  210710.  Imbert  and  Consortlam 
fi&r  eloctrochemische  Industrie;  Nflrnborg).  See  also 
Chemlkerzcitang,  1011,  p.  1053. 
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ozperimenU  and  new  plant  before  artificial  indigo 
could  enter  the  world's  market  a«  a  rival  to  tne 
natural  product,  and  that  the  ultimate  suooefls 
obtained  is  mainly  due  to  the  courase,  inyentive 
genius  and  perseverance  of  Rudolf  Knietach, 
who  superintended  the  whole  development  of 
this  new  industry.  But  it  must  also  be  said  that 
the  latter  found  its  advent  well  prepared  by 
the  development  which  chemical  industry  as  a 
whole  had  taken  towards  the  end  of  the  nine- 
teenth century.  One  of  the  principal  advan- 
tages produced  by  that  development  was  the 
possibility  of  obtaining  chlorine  (which  is  re- 
quired both  for  the  chloraoetic  and  the  anthra- 
nilic  add  used  in  the  indigo  process)  and  caustic 
alkalis  at  extremely  low  prices  owing  to  the 
introduction  of  the  electrolytic  decomposition 
of  alkaline  chlorides. 

The  oxidation  of  naphthalene  into  phthalic 
acid  as  practised  in  former  times  was  cum- 
brous ana  difficult,  and  gave  very  poor  yields. 
A  new  method  was  discovered  for  the  pur- 
pose which  consists  in  the  oxidation  of  naph- 
thalene polysulphonic  acids  by  means  of  very 
strong  pyrosulphuric  acid.  To  obtain  the 
latter  a  new  process  had  to  be  worked  out,  now 
known  to  the  world  as  the  catalytic  or  contact 
process  {su  Sulfhttbic  acid).  A  certain 
quantity  of  mercuric  sulphate  must  be  added 
hi  the  oxidation  of  the  naphthalene  sulphonic 
acid ;  its  action  is  purely  catalytic  and  inde- 
finite. The  sulphur  dioxide  formed  by  the 
reduction  of  the  pyrosulphuric  acid  returns 
continuously  into  the  manufacture  of  the  latter. 
The  oxidation  of  the  naphthalene  thus  prac- 
tically takes  a^ace  by  means  of  atmospneric 
oxygen,  and  phthalic  anhydride  is  exceedinsl^ 
cheap  if  manufactured  on  a  large  scale  by  tnis 
process. 

The  employment  of  naphthalene  as  a  raw 
material  rendered  it  possible  for  artificial  indigo 
to  compete  commercially  with  the  natural 
product.  But  it  was  destined  to  meet  itself 
with  a  very  serious  competition  which  arose 
from  a  discovery  made  by  J.  Pflcffer  of  the 
Deutsche  Gold-  &  Silber-Scheide-Anstalt  in 
Frankfurt  o/M.,  who  observed  that  the  de- 
structive influence  of  water  in  the  alkali  melt 
of  phenylglycine  could  be  completely  elimi- 
nated by  using,  not  sodium  hydroxide,  but 
Bodamide  for  effecting  the  transformation  of 
the  glycine  into  indoxyl.  Sodium  oxide  and 
gaseous  ammonia  are  instantly  formed  by  the 
water  produced  in  the  condensation  of  the 
glycine  according  to  the  following  reaction  : — 

NHCH.COONa 

-fNaNHa=r    J  CH.H 

Sodium    Bodamide.  Indoxyl  Sodium  oxide, 

salt  of  (pseudo- 

phenyN  form), 

glycine. 

The  low  melting-point  of  sodamide,  whicli 
may  be  diluted  with  potassium  or  sodium 
cyanides  (which  also  have  a  low  melting-point) 
makes  it  possible  to  carry  out  the  process  at 
the  low  temperature  of  180°-230°  C,  which 
favoui-s  the  production  of  almost  theoretical 
yields.     Of  course  the  process  is  also  applicable 


j+NaaO+NHj 


to  the  tiaDflformatbn  of  phenylglycine-o-cai*- 
I  bo^nrUc  add  into  indigo. 

I  It  is  true,  that  sodamide  can  only  be 
prepared  by  the  action  of  ammonia  upon 
{  metallic  somum ;  its  price  is  therefore  a  niffh 
'  one ;  on  the  other  hand,  the  advantaoes  to  be 
obtained  by  its  use  are  very  great  ana  make  it 
possible  for  this  process  to  compete  with  the  one 
adopted  by  the  Badische  Anilin-  &  Soda-Fahrik. 
It  was  thereloze  acquired  by  the  Hochater 
Farbwerke,  who  are  now  producing  a  con- 
siderable share  of  the  worlcrs  consumption  of 
indigo. 

The  enormous  increase  of  the  world's  pro- 
duction of  benzene,  caused  by  the  general 
introduction  of  by-product  coke-ovens,  and  the 
very  low  prices  of  aniline  caused  by  this  over- 
production, has  also  favoured  the  success  of 
Pflctter's  invention. 

Other  synthetical  methods  have  been  de- 
vised whioh  lead  from  aniline  to  indigo,  such  as 
Sandmeyer's  and  Blank's.  But  they  cannot 
compete  with  the  methods  described,  and  have 
therefore  never  been  carried  out  on  more  than 
an  experimental  scale.  For  details  about  these 
processes,  some  of  which  are  exceedingly 
mteresting  from  a  theoretical  point  of  view,  vb.9 
existing  works  on  the  chemistry  of  colouring- 
matters  and  more  especially  the  patent  literature 
should  be  consulted.  Some  of  these  prooessea 
may  possibly  assume  considerable  importance 
as  a  means  of  producing  indigoid  dyestuffs. 

The  complete  insolubility  of  in<]jjgo  in  water 
and  aqueous  fluids  makes  it  imperative  that  the 
dyestuff  should  be  in  a  state  of  extremely  fine 
subdivision,  and  thoroughly  moistened  b^ore 
beinf  introduced  into  the  vat.  For  this  reason 
the  dyers  used  to  grind  the  natural  product  with 
a  certain  proportion  of  water  in  the  well-known 
indigo-miDs.  The  unnecessary  trouble  caused 
by  uiiB  preliminary  treatment  is  spared  by  the 
form  which  has  oeen  eiven  to  the  artificial 
dyestuff,  which  is  generally  sold  in  the  slu^  of 
a  paste  containing  20  p.o.  of  pure  indigotin. 
For  export,  where  the  reduction  of  carriage^ 
and  in  many  countries  also  the  import  dut^, 
have  to  be  considered,  stronger  pastes  may  be 
prepared  or  even  the  shape  of  a  dry  powder  is 
chosen.  Much  trouble  has  been  taken  to  reduce 
the  indigo  to  the  greatest  possible  fineness.  All 
the  mooem  means  of  powdering  and  grinding  . 
have  been  utilised,  and  also  Uie  method  en 
precipitatinff  indigo  from  its  solution  in  sul- 
phuric acid  (in  which  it  is  contained  as  a 
sulphate)  by  the  addition  of  water  has  been 
resorted  to. 

The  world's  annual  consumption  of  indigo  is 

estimated  at  more  than  6,000,000  Idlograms  of 

'  the  pure  dyestuff.    In  1900,  that  is  throe  years 

I  after  its  introduction,  the  artificial  product  had 

I  secured  about  one-tenth  of  this  quantity. 

At  present  the  shortage  in  the  supply  of 

!  indiffo,  which  existed  from  the  outbreak  of  war 

until  the  latter  part  of  1916,  has  stimulated  in 

a  very  marked  d^ree  the  cultivation  of  the 

:  indigo  plant.     In  Sritish  India  the  total  area 

I  under  mdigo  in   1916-17   was   756,400  acres, 

;  being  114  p.e.  in  excess  of  the  acreage  of  the 

preceding  year.     The  corresponding  increase  in 

tlie  total  yield  of  indigo  was  73  p.c.     In  1915  the 

,  amount  of  natural  indigo  imported  into  the 

United  Kingdom  was  26,157  cwtsv  wlje^vas  in 


1912.  This  increase  in  the  cultivation  of  the 
indigo  plant  is  bein^  accompanied  by  a  syste- 
matic and  scientific  inquiry  into  the  agiioultural 
conditions  a£feoting  the  erowth  of  the  plant, 
and  the  formation  of  indican  (G.  T.  Morgan, 
Reports  of  the  Progr^as  of  Applied  Chemistxy, 
iai7,  vol,  ii,  120). 

The  valuable  properti^t)  of  indigo  as  a  dye- 
niuS  are  a  function  of  the  peculiar  atomic  eon- 
figuration  which  connects  the  two  phenylene 
rudidos.  By  the  r&ductiou  in  the  vat  2  atoms 
of  hydrogen  are  takon  up  by  this  complex  at]d 
indigo  white  is  formed^  the  exaet  constitution 
of  which  is  doubtful.  But  it  is  now  cencriiUy 
ackuowJedged,  that  in  leuco- indigo  hydroxyl 
groups  have  replaced  the  ket^Jnic  oxygens  of 
indigo.  The^e  hydroxyl  groups  posaeaa  anxo- 
chn^mjc  characters  r  and  ara  reisporndblB  for  the 
absorption  of  the  indigo  white  by  the  fibre.  It 
folio wa  that  every  other  strongly  coloured 
aromatic  J^ubstanco  which  eontatmi  at  loo^t  two 
reducible  carbotiyl  grpupii  must  be  endowe^d 
with  the  proppTtiea  of  a  vat -dye.  ThiH  eon- 
olusjoti  has  been  strictly  confirmed  by  modem 
inyestigations  and  the  whole  modem  develops 
ment  in  the  production  of  yat  dyes  has  been 
butlt  up  on  it. 

B-  Indlgolds* — The  congeners  of  indigo  may 
be  divide^  into  two  different  claasea.  One  of 
them  contaius  the  true  dcrivativea  of  indigo*  in 
which  one  or  more  of  the  S  hydrogen  atoms 
of  the  two  phenylene  group**  are  replaced  by 
other  substituenta  ;  the  otncr  en^brax:es  aub- 
Atancea  which  are  strictly  analogous  to  indijzo 
in  their  constitution  but  different  from  it  m 
the  coDStmction  of  the  complex  connecting  the 
two  phenylene  graup«,  which  in  tbi^  catie  as  well 
£ks  in  that  of  indigo  may  have  their  hydrogen 
atoms  replaced  hy  other  Bubstituentji.  An 
enormous  variety  of  new  dyc«tuffs  may  thud 
be  synthetiiiBed,  all  of  which  contain  the  cha- 
raeteristic  chromophoric  group  of  indigo  t 

— CO— C=C— CO— 
I      I 

(a)  8itbsliiutiofi  products  of  itMJ iy^o.  ^These 
may  bo  prepared  by  treating  mdigo  with  ifuit- 
ablo  reagents  or  by  luiing  suitably  6ub$titut4Ml 
ingredients  in  any  of  the  synthetical  methods 
for  the  production  of  ind^o. 

One  group  of  these  substitution  products  hoA 
b©cn  known  lor  almost  a  century,  and  uaed 
formerly  to  be  manufactured  from  natural 
indigo,  viz.  the  sulphonic  acids  derived  from  it^ 
commonly  known  under  the  name  of  Irtdigo 
Cfirfnitie,  Aa  these  cannot  bo  used  aa  vat- 
dyes,  they  need  only  be  mentionud  here.  Thoy 
arc  now  invariably  prepared  from  artificial  indigo 
and  Btill  used  tu  a  modcmte  extent  in  wool- 
dyeing,  although  they  have  been  largely  stiper- 
sed^d  by  other  aoiuble  blues.  Though  denved 
from  one  of  the  fast^t  dye«tutls  known,  the 
indigo*ulphonic  acide  are,  ntrungely  enoi^h,  of 
an  I'XtremeJy  fugitive  natuA^ 

The  ha  Wen  derivatives  of  indigo  arc  \ery 
numerous*  As  many  as  six  at*? ma  of  thlorine 
or  bromine  may  be  uitrodueed  into  the  molecule 


stituted  indigos  those  which  contain  their 
halogen  atoms  in  the  ^-position  to  the  imino 
groups  are  very  similar  to  mdigo  itself ;  those,  on 
the  other  hand,  in  which  Sie  j7-positions  to 
the  keto  groups  are  taken  up  are  no  longer 
blue  but  reddish' violet  in  shade.  The  di- 
bro  mo-indigo  corresponding  to  this  condition 
has  been  proved  by  yriedlander  to  be  identical 
with  the  purpU  of  the  anderUa  (q.v.).  In  spito 
oE  the  fame  which  this  dyestuff  once  possessed, 
modem  industry  has  not  thought  it  sufficiently 
valuable  to  be  introduced  into  commerce. 

If  more  than  two  atoms  of  halogen  be  intro- 
duced into  the  molecule  of  indigo  the  dyeetuffs 
obtained  become  more  and  more  brilliant  and 
greenish  in  shade.  The  first  of  these  valuable 
dyestufTs  introduced  was  tetrabromo-indigo ;  it 
was  prepared  by  the  QeseUschaft  fiir  Chemische 
ludustne  in  Basic  and  brought  out  as  *  Ciba  '•6Zue 
— '  Ciba  '  being  the  distinctive  name  adopted  for 
all  the  vat -dyes  of  this  factory.  The  corre- 
sponding tetracblorinated  derivative  is  *  BrU- 
laid  i-hdigo  2B  *  of  the  Badische  Anilin-  & 
Soda-Fabrik.  Penta-  and  hexabromo-indigo  are 
still  more  greenish,  and  are  now  being  manu- 
factured by  varioua  £rms. 

It  is,  of  eourset  also  possible  to  substitute 
some  of  the  hydrogen  of  the  indigo  molecule  by 
organic  radicles.  Thus  we  come  to  the  homo- 
loguea  of  indigo,  several  of  which  have  been  pre- 
pared. They  are  all  very  similar  to  indigo  and 
offer  no  special  interest.  This  is  also  the  case 
with  UEphthylindigo,  the  shade  of  which  is  a 
dull  greem  It^  dibromo  derivative  is  much 
clearer  in  shade  ;  it  has  been  brought  out  as 
^  Ciba-GT€€H  ly  by  the  Basle  firm  alicAdy 
I  mentioned. 

{b)  hidiffoiiifj  in  which  the  central  complex 
di^trif  from  iftat  of  ttidigo. — ^In  order  to  under- 
stand the  nature  of  these  compounds  we  must 
reconstder  the  coniititution  of  indigo.  It  con- 
I  aista  of  two  phenylene  groups,  linked  together 
by  the  complex 

Now  in  this  complex  the  group  -CO-C=sO-CO- 

is  the  indigo  chpomophore  which  connects  all 
these  dyes  into  one  family  and  it  cannot  b^ 
touched    or    altered    without    destroving    t' 
whole  eharacter  of  the  compound  and  its  nat' 
as  a  vat-dye.    It  follows,  tnat  the  only  oha 
possible  in  the  central  complex  of  tne  r 
molecule  must   be  confined  to  the  two 

fr|ioups,  which  may  either  be  altered  Y 
lydrogen  being  substituted,  or  by  th' 
ail  if  tea  into  other  poisitioos,  or  by  oeir 
'  repUeed  by  other  atoms  or  atomic 
AO  these  enanges  have  been  acoomf 
As  an  Lntercj^ting  example  of  thr 
alterations  two  dyestuffs  may  1 
CiM-Ydhtr    (i   anvl    Ciba-YeUc 
are  prepared  from  indigo  and  tf 
by  the  substitution  oi  two  b« 
hydrogen  in  the  imino  groups 
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of   Ciba- Yellow   G   is   thus   cxpieBsed   by  the 
formula: 


The  latter  is  treated  with  monochloracetic 
acid,  and  thus  transformed  into 


/\— S—CH,— COOH 
I — nnoTT 


-^Crr^OH 


0 


Benzoyl  chloride  does  not  act  upon  indko  under  I 
ordinary  circumstances,  but  if  a  tiaoe  oi  metallic  ! 
copper  oe  added,  its  catalytic  action  causes  the 
snutitution  of  the  hydrogen  by  the  benzoyl 
croup.    This  interesting  manufacturing  process  i 
has  been  invented  by  G.  Engi.  | 

If  the  imino  groups  are  to  be  shifted  or  to  be  | 
exchanged  for  other  complexes,  this  cannot  be  < 
done  by  starting  from  ready-formed  indigo.  | 
The  new  dyeetun  has  to  be  built  up  syntheti- 1 
cally.  According  to  the  synthetical  methods 
adopted  we  can  obtain  indigoids  of  either 
symmetrical  or  asymmetrical  c<mstitution. 

One  of  the  first  instances  of  such  a  synthesis 
was  the  process  by  which  A.  von  Baeyer  prepared 
Indinibm,  the  red  dvestu£f  always  contained  in 
natural  indigo  and  first  observed  by  Berzelius. 
This  substance  is  formed  if  alkaline  solutions 
of  indoxyl  and  isatin  are  mixed  in  the  cold : 

()iInh>ch.+(\:^c-oh 


Mo     \ 
,^^,,— COOH" 

Phenylthloglycine-a-carbozylic  add. 

which  is,  of  course,  quite  analogous  to 

/N— NH— CHj—COOH 
ll-COOH 

PhenylglydneH>-carboxyIlc  acid. 

By    melting    with    caustic   soda    thioindoxyl- 
carboxylic  acid 


Indoxyl. 


Isatis. 


^^-oo^~.c/"^,m+tifi 


'ijzZyo-K: 


Indimbln.  \— -/ 
Indimbin  is  an  asymmetrical  indigoid  in 
which  both  the  ohromophoric  complex  and  the 
two  imino  groups  are  still  preserved,  but  they 
have  changed  their  relative  position  in  the 
molecule.  Indimbin  is  of  no  value  as  a  d3re- 
stuff,  but  its  tetrabromo  derivative,  prepared 
by  G.  Engi,  is  a  useful  violet  and  sold  under  the 
name  CUM-Hdiotrope. 

If  the  imino  groups  are  to  be  exchanged  for 
other  divalent  complexes,  oxygen  suggests 
itself  as  a  suitable  substituent.  '  Oxycen 
indigo  *  has  been  prepared  by  Friedlander, 
but  it  proved  to  be  a  very  poor  dyestuff.  But  the  i 
same  chemist  observed  in  1905,  that  sulphur, 
introduced  into  the  position  of  the  imino  groups 
in  indigo,  has  an  excellent  e£Fect.  A  dyestu£F  of 
a  deep  bluish  red  shade  and  extraordinary 
intensity  and  fastness  is  formed,  which  is  now 
known  as  Thwindigo  red  and  manufactured  by 
several  firms.  It  was  the  first  reaUy  appllcabte 
red  indigoid  and  the  process  by  whicn  Fried- 
l&nder  first  prepared  it  was  protected  by  the 
German  patent  194237  by  Kalle  &  Go.  who  bought 
Friedlanaer*s  invention.  This  process  is  in  all 
its  stsffes  strictly  analogous  to  the  synthesis  of 
indigo  from  phenyl^lycine-o-carboxvlic  acid,  but 
the  nitrogen  occurring  in  the  latter  is  everywhere 
replaced  by  sulphur.  Thus  in  the  first  sta^e 
anthranilic  acid  is  replaced  by  thiosalicylic  acid 

j— COOH  I  ^'— COOH 

Anttiranilic  add.  ThloeaUcylic  add. 


;CH— COOH 


is  formed,  which,  on  being  oxidised,  yields 

Thiolndigo  Red. 

This  process  may  be  simfJified  by  an  inven- 
tion described  in  the  German  patent  187586  of 
the  Gesellschaft  fiir  Chemiscne  Industrie  in 
Basle,  according  to  which  the  phenylthio^Iycine- 
o-carboxylic  acid  is  simply  boued  with  nitroben- 
zene, dondensation  and  oxydation  take  place 
simultaneously  and  the  red  dyestuff  is  deposited 
in  glistening  crystals. 

Another  extremdy  simple  method  for  the 
production  of  this  dyestuff  has  been  invented 
oy  K  Munch,  and  patented  by  the  Badische 
Amlin-  ft  Soda-Fabtik  (French  Pat.  385044  ; 
German  Pat.  application  B.  47813).  It  consists 
in  treatios  the  salts  of  thiosalicylic  acid  with 
dichloroethylene.  This  compound,  as  a  rule  so 
reluctant  to  part  with  the  cnloiine  it  contains, 
in  this  case  acts  most  readilv,  connecting  two 
molecules  of  the  acid,  thus  forming  the  whole 
chain  of  atoms  required : 


0' 


\C00H  HOOcAy 


By  treating  this  product  with  chlorosulphonic 
acid  two  molecules  of  water  are  eliminatMl,  and 
the  central  complex  of  thioindigo  red  is  formed. 
It  suffices  to  aad  water  which  precipitates  the 
dyestuff  in  a  vexy  pure  condition. 

Thioindigo  red  is  extremely  fast,  but  un- 
fortunately its  shade  is  not  favourable  to  a 
very  large  consumption.  An  indigoid  of  a 
briUiant  scarlet  shade  was  required,  and  this 
was  found  in  the  asymmetrical  representative 
of  this  group. 

Thioindigo  Scarlet, — This  compound  is  ana- 
logous to  indimbin  in  the  same  way  in  which 
thioindigo  red  is  analogous  to  indigo,  and  it  is 
also  prepared  by  the  method  suggested  by  this 
analogy;  thioindoxyl 

(or,  as  it  is  often  called,  oxythionaphthenc)  is 
treated  in  an  alkaline  solution  with  isatin  («e 
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equation  for  the  fonnation  of  indinibin). 
has  consequently  the  oonstitution 


It 


./«>\. 


(^^CX>C=.C/_>NH 


\ 
\_/     • 

and  is  not  only  asymmetrical,  but  also  a  mixed  ; 
indigoid,  containing  both  sulphur  and  the  imino  i 
group. 

Both  thioindigo  red  and  scarlet  yield  many 
new  dyestuffs  by  the  substitution  of  halosens 
and  other  substituents  for  hydrogen  in  weir  ; 
phenylene  groups.  They  dye  various  shades  of  : 
scarlets,  bluish-reds,  and  reddish-violets,  and  I 
several  of  them  have  come  into  use  as  service-  I 
able  vat-dyes.  O.  N.  W. 

INDIOO  COPPER.  Gupric  sulphide  V,  OoTVER,  ^ 

DfDIRUBIK  V.  Indioo,  Natubal;  Ikdioo,  i 
Abtifioial;  Indoxyl  oomfounds. 

INDIUM.    Symbol  In.    At.wt.  114*8  (Thiol  | 
and  Mathers),    indium  belongs  to  the  aluminium  ! 
group  of  the  elements,  and  was  discovered  in  | 
Freibeig  zinc  blende  by  Reich  and  Richter  in  : 
1863  b^  means  of  spectrum  analysis.    It  also 
occurs  m  small  quantities  in  other  zinc  blendes,  ' 
in    siderites,    and    in    various    tungsten    and  { 
manganese  ores  (Hartley  and  Ramage,  Chem.  ; 
Soo.  Trans.  1897,  633).    The  metal  can  be  ob- 
tained from  the  oxide  by  ignition  in  a  current  of 
hydrogen  or  by  fusion  with  sodium  (Winder, 
JC  pr.  CJhem.  1867,  102,  273).    It  can  also  be 
obtained  pure  eleotrolytically  from  the  chloride, 
nitrate,  or  sulphate  (liennis  and  Geer,  Ber.  1904, 
37,  961 ;   Thiel,  ibid,  176 ;   Mathers,  J.  Amer. 
Chem.  Soc.  1908,  30,  209). 

Indium  is  a  white,  readily  malleable  metcJ, 
softer  than  lead,  and  is  not  attacked  by  air  at 
ordinary  temperature.  It  can  be  obtained  as 
regular  octahedral  crystals  (Sachs,  Zeitsch. 
Kryst.  Min.  1903,  38,  496;   Thiel,  /.c),  having 

3).gr.  7-277  at  20°,  and  m,p.  156°.  It  dissolves 
owly  in  hvdrochloric,  sulphuric,  and  nitric 
adds,  and  when  heated  in  the  blowpipe  gives  a 
blue  colour  and  an  incrustation  of  the  oxide. 
Indium  forms  a  series  of  isomorphoua  mixtures 
with  lead  (Kumakoff  and  Pushin,  J.  Russ. 
Phys.  Chem.  Soc.  1906,  38,  1146;  Kumakoff 
ana  Schemtschuschny,  Zeitsch,  anoig.  Chem. 
1909,  64, 149),  and  alloys  with  gold,  tin,  gallium, 
and  sodium.  It  also  combines  with  selenium 
and  tellurium,  forming  black  masses  with  a 
metallic  lustre  (Renz,  Ber.  1904,  37,  2110).  In 
its  compounds,  indium  appears  as  mono-,  di-, 
and  tri-valent,  but  only  tne  latter  are  stable  in 
aqueous  solution. 

Indium  oxide  In,Os  is  a  pale  yellow  powder 
which,  according  to  Renz  (Ber.  1903,  36,  1847), 
is  converted  into  two  other  amorphous  modifica- 
tions when  strongly  heated  (Meyer,  Zeitsch. 
anoig.  Chem.  1906,  47,  281).  At  1000*"  the 
oxide  is  partially  converted  into  chlorine-ffreen 
shining  crystal8(Renz,2.e.  2761 ;  Thiel,  {.c.  andBer. 
1906,  48,  201).  A  lower  oxide,  Infi,,  also  exists. 

Indium  hydroxide  In(OH),  resembles  alumin- 
ium hydroxide,  is  converted  into  the  oxide  by 
heating,  dissolves  in  potash  but  not  in  am- 
monia and  readily  forms  colloidal  solutions  in 
the  absence  of  electrolytes. 

Indium  hydroxide  behaves  towards  bases  as 
a  weak  acid ;  when  carefully  dried  at  100%  the 
meia  acid  In'O'OH  is  obtained,  and  the  oorre- 
Vol.  hi.— r. 


spondinff  magnesium  indato  (InO)202Mg,3H2Q 
is  formed  by  &>iling  a  solution  of  indium  chloride 
with  magnesium  chloride  (Renz,  Ber.  1901,  34, 
2763  and  ;.c). 

Hidogen  salts.  Indium  forms  three  ehhridea, 
Ind,  InCl,.  InClj ;  the  last  forms  a  crystalline 
compound  with  pyridine 

Ina,-3C,H,N 
m.p.  263"*  (Dennis  and  Gleer,  Z.a  ;  ChabriS  and 
Rengade,  Compt.  rend.  1901,  132,  472).  Three 
corraspondinff  Inromidea  (Thiel,  Ber.  1904,  37, 
176),  and  iodides,  the  trifluorides,  InF„3H,0  and 
InF,.9H,0  (Thiel,  Ic  ;  Chabri6  and  Bouchonnet, 
Compt.  rend.  1906,  140,  90),  an  oxyehloride 
InOCl,  an  iodate,  and  a  perMortUe  (Schluederberg, 
J.  Amer.  Chem.  Soc.  1908,  30,  211)  are  known. 

Indium  trisuipllide  In^,  is  a  scarlet  powder 
with  metallic  lustre  which,  when  heated  in 
hydroffen,  forms  the  monosulphide  In^S,  which 
is  a  brown  powder.  Both  sulphides  can  be 
obtained  in  a  crystalline  form  (Thiel,  l,c.). 

Basic  indium  sulpliite  In,(S03),In,0„8HaO  is 
a  cr3r8talline  powder  which  is  obtained  when  an 
indium  salt  is  boiled  with  acid  sodium  sulphite. 

Indium  also  forms  stUphcUes,  nitrates,  the 
molybdate  In^Mo04)„2H|0,  the  pkUino-cyan" 
ide  laJVt{(Sf)Ji  (Renz,  2.C.),  a  selenate 
(Schluederberg,  Lc),  uranate,  tungskUe,  and 
sUico-tunffslalea  (W3nx>uboff,  BuU.  Soo.  Fran?. 
Min.  1907,  30,  277). 

Indium  ammonium  alum 

In,(SOJ,(NHJ^O.,24H,0 
(also  with  8H,0)  forms  well-defined  regular 
octahedra.  Similar  alums  are  formed  with  the 
sulphates  of  rubidium  and  cesium,  but  the 
analogous  salts  with  potassium  and  sodium  are 
not  pure  alums  (Chabri^  and  Rengade,  Compt. 
lend.  1900, 131, 1300 ;  1901, 132,  472).  For  its 
spark  spectrum,  v,  Sohulemann,  Zeitsch.  wiss. 
Photoohem.  1911, 10,  263. 

INDOFORH.  Trade  name  for  a  mixture  of 
salicylic  acid,  acetyl  salioylio  add,  moistened 
with  formaldehyde  solution,  dried,  and  perfumed 
with  methyl  salicylate  (v,  Stnthbtio  dbitos). 

INDOIKS  (Sajranine  azo-ooiUmring  matters). 
The  name  Indoin  blue  R  is  ^ven  to  the  basic 
tannin  colouring  matter  which  is  formed  by 
combining  the  diazonium  salt  prepared  from 
safranine  and  nitrous  acid  with  /S-naphthol. 
The  compound  is  of  some  technical  importance 
and  dyes  both  unmordanted  and  tannined 
cotton  fast  indigo  shades  of  blue. 

The  name  indoin  was  also  given  by  Baeyer 
(Ber.  1881,  14,  1741)  to  a  blue  compound 
resembling  indigo,  having  the  composition 
^••HmO(N4,  prepared  by  the  action  of  reducing 
agents,  for  example  ferrous  sulphate,  on  phenyl- 
propiolic  acid  dissolved  in  sulpnuric  add. 

J.  F.  T. 

INDOLES.  To  this  class  belonff  a  series  of 
compounds,  many  members  of  wnioh  are  of 
considerable  importance  from  the  bio-chemical 
standpohit. 

They  are  derived  from  indole  CgH-N,  a  com- 
pound which  is  related  to  indene  in  tne  manner 
shown  by  the  following  formuln  : — 


Indene. 


Digitize! 


Indole. 
2  s 
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The  indole  derivatives  which  occur  in  the 
organism  are  more  or  less  closely  related  to 
tryptophan  (q.v.),  a  substance  which,  according 
to  the  latest  investigation  is  an  indole-amino- 
propionic  acid. 

Indole  was  first  obtained  by  Baeyer  by 
distilling    with     zinc    dust,    either    oxindole 

C«H4<^>C0,  or  the  product  obtiuned  by 

reducing  indigo  with  tin  and  hydrochloric  acid. 
It  is  alio  formed  when  o-nitrocinnamic  add  is 
distilled  with  caustic  potash  and  iron  filings 
(Baeyer  and  Emmerling,  Ber.  1869,  2,  680) : 


p  ^  ^CH : CHCO,H 


,CH; 


It  can  also  be  produced  by  passing  thfi  vapour 
of  ethyl  aniline  and  other  bSkvI  anihnes  through 
a  red-hot  tube  (Baeyer  and  CJaro,  Ber.  1877,  10, 
692,  1262),  but  the  best  method  of  preparation 
is  by  the  action  of  dichlorether 

CH,acHa-oc,H5 

on  aniline.  A  mixture  of  50  grams  of  aniline 
with  an  equal  bulk  of  water  is  heated,  and  to 
the  boiling  liquid  25  grams  of  dichlorether  are 
gradually  added.  The  boiling  is  continued  for 
an  hour,  after  which  the  water  and  excess  of 
aniline  are  distilled  off  and  the  residue  is  heated 
for  about  4  hours  at  210''-230^  On  distilling 
the  product  with  steam,  indole  passes  over  and 
may  be  purified  by  conversion  into  the  picrate. 
In  this  reaction,  ethylidene  di-aniline  is  first 
formed  which,  on  heating  to  a  higher  tem|)era- 
ture,  breaks  down  into  indole  and  amline, 
thus: 

C,H,N :  CHCH,NHC.H,-»C,H,N+C,H,NH, 

Indole  forms  colourless,  lustrous  laminie, 
melt-s  at  52°  and  boils  with  partial  decompositi(m 
at  253*^-254^  It  is  readUy  volatile  in  steam 
and  is  easily  soluble  in  boiling  water  and  in 
alcohol,  ether,  and  benzene.  \^en  nitrous  acid 
is  added  to  an  aqueous  solution  of  indole,  con- 
taining nitric  acid,  nitrosoindole  nitrate  is  preci- 
pitated in  the  form  of  small  red  needles.  An 
aqueous  solution,  or  the  vapour  of  indole,  colours 
a  pine  chip  moistened  with  hydrochloric  acid 
ana  alcohol  cherry-red,  the  colour  afterwards 
changing  to  reddish-brown.  Indole  suspended 
in  water  and  oxidised  with  ozone  yields  traces 
of  indiflo  (Nencki,  Ber.  1875,  8,  727).  Indole  is 
a  weak  base  and  forms,  with  concentrated 
hydrochloric  acid,  a  sparingly  soluble  salt  which 
is  dissociated  by  boiling  with,  water ;  the  picrate 
is  precipitated  as  dark  red  needles  when  a  solu- 
.  tion  of  indole  in  light  petroleum  is  treated  with 
picric  acid. 

Aeetyllndole  C6H,N(C.H,0),  which  is  formed 
by  the  action  of  acetic  anhydride,  melts  at  182°- 
183°.  Indole  accompanies  scatole  as  a  product 
of  the  putrefaction  of  albumen. 

Derivatives  of  indole, — The  homolpgues  of 
indole  are  most  readily  obtained  by  heating  the 
phenylhydrazones  of  ketones  of  the  formula 

R'COCH,  or  R'COCHjR' 

or  Uie  phenyl  hydrazones  of  the  aldehydes  of 
the  formula  R''CH,'CHO,  with  zinc  chloride  at 


180°.  Tlie  zinc  chloride  abstracts  the  elements 
of  ammonia  thus : 

C.H,NHN :  C(CH,), 
Acetone  pheoylhydnusone. 

->C.H,<^>CCH,  -f  NH, 

^-MethyUDdole. 

but  the  reaction  is  difficult  to  express  by  means 
of  structural  formula.  Indole  itself  cannot  be 
prepared  bv  this  reaction. 

Indole-3-propiODlc  add  (scatole-acetio  acid) 

This  substance  was  isolated  bV  Nencki  (Monatsh. 
1889,  10,  506)  from  the  products  of  the  putre- 
faction of  albumen.  It  has  been  synthesised  by 
Ellinger  (Ber.  1905,  38,  2884)  bv'the  action  of 
alcoholic  sulphuric  acid  on  the  puenylhydrazone 
of  y-aldehydoMobutyric  ester : 


C.H.x    ^H 


N,H 


CH.CH.CH.COOR 

I 


.CCH,CH,COOR 
->    Cfi/^^SH  -fNH, 

The  acid  crystallises  from  water  as  prisms  which 
melt  at  134^ 

Indole-3-aMtie     aeM     (scatole     carboxylio 
.CCHjCOOH 
acid)  C,H4<^  >CH  .    This  substance  was 

isolated  by  '£.  and  H.  Salkowski  (Ber.  1880, 
13,  2217)  from  the  products  of  the  putrefaction 
of  albumen.  It  has  been  prepared  oy  Ellinger 
(Ber.  1904,  37,  1803)  by  the  action  of  alcohdic 
sulphuric  acid  on  the  phenyl  hydrazone  of 
methyl  aldehydopropionate 


CH,C!H,COOR 


¥fi 


.C-OH,COOR 
C,HZ  >CH  +NH3 


The  acid  forms  small  leaflets  from  a  benzene 
solution  which  melt  at  165°  and  at  the  same 
time  eliminate  carbon  dioxide,  yiddinff  scatole. 


Seatole  (3-methylindole)  Cfi^i 


This 


substance  occurs  as  a  product  of  the  putre- 
faction of  albumen  and  is  also  formed  by  the 
fusion  of  protein  substances  with  potash.  It 
was  first  discovered  in  human  fasces,  of  which  it 
forms  the  chief  volatile  constituent  (Brieger, 
Ber.  1879, 12,  1986) ;  it  also  occurs  in  the  wood 
of  the  CelHs  dnnamomea  (LonoL),  Java  (Dunstan, 
Chem.Soc.Proc.  46, 211).  It  is  formed  with  indde 
when  the  product  obtained  by  redudng  indigo 
by  means  of  stannous  chloride  is  distilfed  with 
zmc  dust  (Baeyer,  Ber.  1880,  13,  2339),  and  can 
be  prepared  by  heating  the  phenylhydrazone 
of  propionic  aldehyde  CHj'CHjCH  :  N,H*CHg, 
witn  an  equal  weight  of  zinc  chloride  and  dis- 
tilling the  product  with  steam,  or  by  heating 
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CH 

CCOOH 
CH, 


►C,H,. 


tetrahydroqninoline  at  180°  in  presenco  of 
nickel. 

Scatole  forms  lustrous  laminae,  melts  at  95° 
and  boils  at  265°-266°  (corr.)  under  755  mm. 
pressure.  It  usually  has  a  strong  fsacal  smell, 
out  when  pure  is  stated  to  be  without  odour. 
It  dissolves  in  concentrated  hydrochloric  acid, 
forming  a  violet  solution. 

CH 

IHeUiyllndole  CeH4/>CH.  When  the 
^NCHs 
mothvlphenylhydrazone  of  pyruvic  add  is  treated 
with  hydrochloric  acid  it  parts  with  the  elements 
of  ammonia,  yielding  1-methylindolecarbozylic 
acid 

C,H.-N{CH,)N:0<^5jI 

On  heatin^r  this  compound  to  205°  it  parts  with 
carbon  dioxide,  forming  l>methylindole  (E. 
Fischer  and  Hess,  Ber.  1884,  17,  562).  Accord- 
ing to  Carrasco  and  Padoa  (Gazz.  chim.  ital. 
1907,  37,  11,  49),  this  substance  is  also  formed 
when  dimethyl-o-toluidine  is  dropped  into  a  tube 
filled  with  reduced  nickel  heated  to  300°-330°. 

1-methylindole  is  a  yellow  oil  which  boils 
at  240*-241°  (corr.)  under  720  mm.  pressure. 
It  has  sp.gr.  1*0707  at  0°  and  does  not  solidify 
at  —20°.  It  colours  a  pine  chip  moistened  with 
hydrochloric  acid  reddish- violet. 

2.H6thy]lndole     C,H4<^>CCH3.     This 

compound  is  formed  from  o-nitrophenylacetone 
by  reduction  with  zinc-dust  and  ammonia,  when 
the  o-aminophenylacetone,  which  is  first  formed 
in  the  reaction,  eliminates  water  and  paJBses  into 
2-methyl  indole  (Baeyer  and  Jackson,  Ber.  13, 
187).  It  can  also  be  forced  by  heating  acetone 
phenylhydrazone  with  five  times  its  weight  of 
zinc  chloride  for  half  an  hour  on  the  water  bath 
and  then  for  a  few  minutes  at  180°  (E.  Fischer, 
Annalen,  236,  126).  2-Methylindole  forms 
needles  or  laminflo,  melts  at  59°-60°  and  boils  at 
272°  (corr.)  under  750  mm.  pressure.  It  has  a 
smell  resembling  that  of  indole,  is  sparingly 
soluble  in  boiling  water,  but  readily  dissolves  in 
alcohol  and  in  ether.  It  colours  a  pine  chip 
moistened  with  hydrochloric  acid  red. 

J.  F.  T. 

INDONES  V.  Indene. 

INDOPHENOU}    V,  iNDAiiiNES  AND  Indo- 

PHKN0L8, 

INDOPYRIN  f.  Synthetic  drugs. 

INDOXYL  COMPOUNDS.  When  the  hydro- 
gen atom  attached  to  one  or  other  of  the  two 
carbon  atoms  present  in  the  five-membered  ring 
of  indole  is  replaced  by  hydroxyl,  two  isomeric 
compounds  may  be  formed  which  are  repre- 
sented by  the  two  formul»  : 


A/"^NcH 


U 


pseudo-Oxlndole  (enol 
form),  labile. 

The  presence  of  the  complex  CH  :  C(OH)  in  these 
oompounds  causes  theni  to  react  in  two  forms, 


\nh/ 

Indoxyl  (enol  form), 
stable. 


which    may    be    represented    by    the    further 
formulas : 


/CO. 


0 

\/\nh 


/ 


CH, 


./OH. 


\ 


\/\nh/ 


>C0 


pscudo-Indoxyl  (keto  form),    Oxindole  (koto  form), 
labile.  stable. 

The  two  modifications  are,  in  these  cases, 
tautomeric,  that  is  to  say,  only  one  form  can  be 
isolated  (stable  form),  but  this  variety  can, 
under  certain  conditions,  yield  derivatives  of 
the  other  modification  (labile  form). 

As  shown  by  the  above  expressions,  the  enol 
(or  hydroinr)  form  of  indoxyl  is  the  stable  variety 
of  this  substance,  whereas  the  stable  form  of 
oxindole  (q.v.)  is  represented  by  the  keto 
structure. 

Indoxyl  C,H4<^j^>CH.    The  isolation  of 

indoxyl  was  first  effected  in  the  following  way. 
It  had  been  noticed  in  the  18th  century  that 
under  certain  conditions  human  urine  deposited 
a  blue  colouring  matter,  and  the  first  recorded 
observation  of  this  fact  is  ascribed  by  Thudi- 
chum  (A  Treatise  on  the  Pathology  of  Urine, 
London,  1877)  to  Janus  Planchus,  in  the  year 
1767.  Schunck,  in  1857,  suggested  that  the 
chromogen  of  this  blue  colouring  matter,  which 
had  previously  been  identified  as  indigo  by 
Heller  and  Kletzinski,  was  the  same  as  indioan 
which  he  had  isolated  from  wocmL  This  was, 
however,  disproved  by  Banmann  (Pflilger*s 
Arohiv.  13,  291),  who,  with  Brieger  (Zeitsch. 
physikal.  Chem.  1879,  111,  258),  isolated  the 
chromogen  from  urine  and  showed  it  to  be 
indoxyl  sulphuric  acid. 

Subsequently,  Baumann  and  Tiemann  (Ber. 
1880, 13, 415)  showed  that,  like  phenol  sulphuric 
acid,  indoxyl  sulphuric  acid  is  decomposed  by 
acids  into  sulphuric  acid  and  a  phenolic  sub- 
stance— ^indoxyl — and  that  this  compound  is 
<^uantitatively  converted  into  indigo  on  oxida- 
tion. Subsequently,  the  synthesis  of  indoxyl 
was  effected  by  Baeyer  (Ber.  1881,  14,  1741)  by 
the  following  series  of  reactions.  Ethyl  o-nltro- 
phenyl  propiolate  is  first  converted  by  shaldng 
with  concentrated  sulphuric  acid  into  ethyl  isato- 
genate  (molecular  rearrangement) : 

yCEECC00C,H5  /CO-C'COOCaH. 

^NO,  \N-.0 

This  substance  on  reduction  yields  ethyl 
indoxvlate,  which  is  then  hydrolysed  by  caustic 
soda  to  the  sodium  salt  of  indoxylic  acid,  and 
the  free  acid  from  this,  when  boiled  with  water, 
is  transformed  into  carbon  dioxide  and  indoxyl. 

qOH) 


/C(OH) 


C,H  /  SCCOOCjH,  -->  C.H />C-COOH 


*\ 


/i 


\ 


yC(OH) 
-»    C,H />€H 

Indoxyl  when  pure  forms  pale  yellow  crystals 
which  melt  at  85  ,  but  crystallisation  cannot  be 
effected  in  the  presence  of  even  slight  traces  of 
impurities.  It  dissolves  in  water,  forming  a 
fluorescent  solution  and  is  readily  soluble  in 
most  organic  solvents,     tt^  is  very  unstable  an^ 
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readily  oxidises  when  exposed  to  the  air;  the  | 
oxidation  to  indigo  takes  place  rapidly  in  alka- 
line solution.  It  is  volatile  witn  steam  and 
when  treated  with  isatin  in  the  presence  of 
potassium  carbonate  is  converted  into  indirubin, 
a  reaction  which  may  be  represented  by  the 
following  equation : 

C.H.<g^>CH.+OC<c^O^>NH 
Indozyl  (keto  form). 

=C.H.<CO>c=C<(JO^>NH 

IndirublD. 

.COSOjH 
Indoxyl    sulphuric   aeid    C,H4<^>€H 

This  substance  occurs  as  the  potassium  salt 
(indicanuria)  in  human  urine  as  well  as  in  the  i 
urine  of  certain  camivora.    It  occurs  to  a  con-  | 
siderable  extent  in  the  urine  of  a  dog  which  has  ' 
been  fed  on  indole.    It  can  be  prepared  syn-  | 
thetically  from   the   potassium   compound   of 
indoxyl   by  treatment  with  potassium   pyro-  , 
sulphate  (Baeyer,  Ber.  1881,  14,  1744)  and  also 
by  fusing  phenylglycine-o-carboxylic  acid  and 
treating  the  melt  with  potassium  pyrosulphate 
(Baumann  and  Thesen,  Zeitsch.  physiol.  Ghem. 
1896,  23, 23).    The  free  acid  is  unstable,  but  the 
potassium  salt  forms  characteristic  glistening 
feaflets  from  alcohol  in  which  it  is  sparingly 
soluble. 

/C(OH) 
Indozylie  aeid  C«H«<^>C<X)OH    separates 

when  a  solution  of  its  sodium  salt  is  acidified 
as  a  white  crystalline  precipitate  which  melts 
at  122^-123°  with  vigorous  evolution  of  carbon 
dioxide.  J.  F.  T. 

INDULINES.  A  very  numerous  class  of 
blue  colouring  matters  belonging  or  closely 
related  to  the  safranine  group  of  colours. 
They  are  prepared  bv  heating  an  aminoazo  com- 
pound with  an  anune  in  -tne  presence  of  the 
chloride  of  the  latter.  As  mignt  be  expected, 
such  a  process  allows  of  an  almost  infinite  series 
of  variations,  and  a  great  number  of  the  colours 
have  at  various  times  been  made  and  used. 

By  far  the  most  im}X)rtant  is  also  the  earliest 
known ;  the  details  of  its  preparation,  described 
below,  are  practically  those  of  all  the  others. 

260  kilos,  of  anilme  are  mixed  with  24  kilos, 
of  hydrochlorio  acid  (35  p.c.)  and  a  solution  of 
14'4  kilos,  of  sodium  mtrite  is  run  in.  The 
mixture  is  allowed  to  remain  for  some  time  and 
then  heated  with  steam  to  40°-60°  in  order  to 
complete  the  transformation  of  the  diazoamino- 
benzene  into  aminoazobenzene.  The  product 
is  then  transferred  to  a  cast-iron  still  capable  of 
holding  twice  the  volume  of  the  melt  made  in  it 
and  provided  with  an  agitator,  swan  neck, 
chaigmg  hold,  thermometer  tube,  and  discharge 
valve.  60  kilos,  of  aniline  salt  (aniline  hydro- 
chloride) are  added  and  the  mixture  is  heated 
gradually  so  that  at  the  end  of  about  4  hours  the 
temperature  of  the  melt  has  reached  nSMSO"* 
(Schultz,  Ghemie  des  Steinkohlentheers,  3rd 
edit.  1901,  ii.  343).  The  mass  is  now  rendered 
alkfdine  with  aqueous  sodium  hydroxide,  the 
excess  of  aniline  distilled  off  with  a  current  of 
steam  and  the  residue  ground,  washed,  and 
dried.    A  medium  shade,  as  produced  by  this 


method,  is  known  as  Induline  3  B  spirit  soluble  ; 
the  formula  of  its  chief  constituent  is 


C.H,NH 


NHj 


Red  shade  indulines  {e,g.  Fast  blue  R  spirit 
soluble)  are  formed  by  heating  the  mixture  for 
a  dbort  time  oidy  and  at  a  lower  temperature 
(160M70'').  The  bluer  shades  e.g.  Fast  blue 
spirit  soluble ;  Induline  6  B  spirit  soluble)  are 
obtained  by  more  prolonged  heating.  . 

Much  of  the  induline  base  prepared  in  this 
way  is  sulphonated,  but  some  ia  dissolved  in 
acetin,  l»vulic  acid,  or  ethyltartaric  add, 
forming  blue  to  violet-blue  liquors  which  are 
used  for  printing  (Printing  blue,  Aeetin  blue, 
LSBVuUn  blue,  &c.).  When  spirit-soluble  indu- 
line is  sulphonated  it  is  converted  into  a  sul- 
phonic  acid,  the  sodium  salt  of  which  is  soluble 
in  water.  In.  this  form,  various  brands  of  water- 
soluble  indulines  are  placed  on  the  market  under 
the  names  of  Induline  (various  marks),  and  Fast 
blues.  Another  series  of  blue  to  blue-grey  or 
black  dyes,  called  Kigroslnes,  is  produced  by 
heating  aniline  and  aniline  hydrochloride  witn 
nitrobenzene  or  nitrophenol  or  both  in  the 
presence  of  iron  borings,  laical  processes  are 
(a)  With  nitrobenzene  :  175  parts  of  aniline,  176 
parts  of  nitrobenzene,  200  parts  of  hydrochloric 
acid,  and  16  parts  of  iron  borings  are  heated  for 
8  hours  at  160'' -200°  until  a  test  portion  can  be 
drawn  out  into  a  thread.  The  melt  is  then  run 
out  into  an  iron  tray  and  ground.  (6)  With 
nitrophenol :  100  parts  of  aniline  hydrochloride, 
60  parts  of  aniline,  60  parts  of  nitrophenol,  and 
a  bttle  iron  are  heated  for  10  hours  to  180°. 
(c)  With  nitrobenzene  and  nitrophenol :  183  parts 
of  aniline  hydrochloride,  183  parts  of  nitro- 
benzene, 137  parts  of  aniline,  12  parts  of  crude 
nitrophenol,  and  3  narts  of.  iron  borings  are 
slowly  heated  for  a  day,  the  final  temperature 
being  about  215°.  Towards  the  end  the  melt 
must  be  constantly  tested  and  run  out  imme- 
diately it  begins  to  thicken,  otherwise  it  will  set 
in  the  pan  and  then  must  be  chipped  out  when 
cold.  The  spirit-soluble  niffroemes  produced, 
as  described  above,  are  sul]^onated  as  in  the 
case  of  the  indulines,  the  products  being  known 
as  Nigrosine  soluble.  .         J.  G.  0. 

INDURITE  V.  Explosives. 

DfFUSORIAL  EARTH  v.  Kieselotthb. 

DfGRAlK   BROWN,     ORANGE,    -RED,   v. 

AZO-  GOLOURmO  MATTERS. 

INGRAIN  COLOURS  r.  pBiMiTLDrB  and  its 

DERIVATIVES. 

INK.  A  coloured  fluid  used  in  writing, 
printing,  &c.  (Gr.  eTkgkauston — enghaio,  to  bum 
in;  Lat.  encaiutum,  the  purple-red  ink  used 
oidv  in  the  signature  of  the  emperors;  It. 
inekioatro ;  Fr.  encre  ;  Dutch,  inkt.) 

The  writing  ink  of  the  ancients  consisted  of 
lampblack  suspended  in  a  solution  of  gum  or 
glue.  Such  inks  are  still  used  to  a  limited 
extent  in  the  East.  Iron-gall  inks  have  been 
known  since  the  eleventh  century.  Such  ink, 
as  commoidy  prepared,  is  a  ferroso-ferric  gallate 
suspended  in  a  solution  of  gum  in  water, 
obtained  by  adding  a  deooction  of  substances 
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oontaining  tannin  (usually  nut-galls)  to  a  solu- 
tion of  ferrous  sulphate. 

Galls  contain  gallotannio  and  gallic  acids, 
which,  with  ferric  salts,  form  a  black  precipitate ; 
with  ferrous  salts  the  precipitate  is  white,  but 
becomes  black  when  oxidisea  by  ezposurd  to  air. 
A  proportion  of  gum  is  addect  for  the  purpose 
of  suspending  the  precipitate  equally  throughout 
the  solution  and  of  preventing  its  <ieposit. 

Although  other  materials  may  be  4ised,  it  has 
been  found  that  the  best  properties  of  writing 
ink — ^viz.  fluidity,  penetration,  and  permanence 
r— are  obtained  by  the  use  of  the  ingredients 
above-zmmed.    Such  inks  fall  into  two  main 


Tannln-lron  Inks  are  manufactured  from  the 
above  materials  without  additions  and  without 
previous  treatment  of  the  materials.  The 
following  typical  recipes  are  taken  from  the 
sources  namea : — 

No.  1  (Gooley's  Cyolopsddia). — ^Aleppo  galls, 
well  bruised,  4  oz. ;  clean  soft  water  I  quart ; 
macerate  in  a  clean  corked  bottle  for  10  days  or 
a  fortnight,  or  even  longer,  with  frequent  agita- 
tion ;  then  add  1^  oz.  of  gum  arabio  dissolv^  in 
a  winefflassful  of  water  and  4  oz.  lump  sugar ; 
mix  well,  and  afterwards  furtner  add  of  ferrous 
sulphate  (green  copperas),  crushed  small,  1^  oz. ; 
agitate  occasionally  for  2  or  3  days,  when  the 
iSk  may  be  decanted  for  use,  but  is  better  if 
the  whole  is  left  to  digest  together  for  2  or  3 
weeks.  Product:  1  quart  of  excellent  ink, 
writing  pale  at  first,  but  soon  turning  intensely 
black. 

No.  2  (Ure).-<12  lbs.  of  nut-galls,  5  lbs. 
ferrous  sulphate,  5  lbs.  Senegal  gum,  12  gallons 
of  water.  The  bruised  nut-galls  are  to  be  put 
into  a  cylindrical  copper  of  a  depth  equal  to 
the  diameter,  and  boued  during  3  hours  with 
three-fourths  of  the  above  quantity  of  water, 
taking  care  to  add  fresh  water  to  replace  what 
is  lost  by  evaporation.  The  decoootion  \a  to 
be  emptied  into  a  tub,  allowed  to  settle,  and, 
the  dear  liquid  being  (kawn  off,  the  lees  are  to 
be  drained.  The  sum  is  to  be  dissolved  in  a 
small  quantity  of  hot  water,  and  the  mucilage 
thus  formed,  being  filtered,  is  added  to  the  clear 
decoction.  The  ferrous  sulphate  must  likewise 
be  separately  dissolved  and  well  mixed  with  the 
above.  The  colour  darkens  by  degrees  in  con- 
sequence of  the  peroxidation  of  the  iron  on 
oxposins  the  ink  U>  the  action  of  the  air.  Pro- 
ditct:  12  gallons. 

No.  3  (Lehner,  Ink  Manufacture,  p.  28). 
Ingredients — 


Galls      . 
Ferrous  sulphate 
Gum  arable     . 
Water    . 
Creosote 


1200  parts  by  weight. 
800        „  „ 

800        „ 
24,000        „ 
3        „ 


bruised  galls  with  ether  and  the  dry  product 
I  dissolved  in  water  for  ink-manufacture.  The 
I  quality  of  the  product  seems  to  be  equally  good 
whatever  method  is  used,  provided  the  ratio 
between  the  weights  of  gaUs  and  of  ferrous 
sulphate  taken  is  always  about  3 : 2.  The 
addition  of  an  antiseptic  substance  such  as 
carboUc  acid  is  to  be  recommended,  as  the  ink 
is  thus  preserved  indefinitely  from  the  attacks 
of  mould. 

OaUie  add  inks  are  also  made  from  galls, 
ferrous  sulphate,  gum,  and  water,  with  the 
difference  that  the  galls  are  first  allowed  to 
ferment,  whereby  the  quereotannio  add  is  con- 
verted into  gaUio  acid.  The  following  is  a 
typical  recipe : — 


Gall  nuts 

50  parts. 

Ferrous  sulphate    . 

.        10      „ 

Gum     . 

10      „ 

Water  .         .         .         , 

2000      „ 

Carbolic  acid 

2      „ 

Cover  the  galls  with  part  of  the  water  and 
dissolve  the  green  vitriol,  gum,  and  creosote 
separately  in  the  rest  of  the  water.  Pour  the 
solution  on  to  the  galls,  cover  up  the  vessel,  and 
allow  to  stand  for  3  weeks,  stirring  eveiy  day. 
The  ink  will  then  have  reached  its  full  bhiokness 
and  can  be  bottled  for  use. 

In  other  processes  the  galls  are  repeatedly 
extracted  witn  boiling  water  and  the  extracts 
united  and  then  mixed  with  the  other  con- 
stituents ;   or  the  tannin  is  extracted  fn^m  the 


The  crushed  gaUs  are  soaked  in  the  water 
and  allowed  to  ferment.  The  mass  may  be 
inoculated  with  mould  from  a  mouldy  piece  of 
bread  or  leather.  After  8  to  10  days,  boiling 
water  is  poured  on  to  kill  the  ferment  and  the 
liquid  drawn  off  and  used  to  dissolve  the  other 
ingredients. 

These  inks  have  a  fine  blue-black  colour  juid 
are  not  so  susceptible  to  change  as  the  tannin 
inks,  but  they  have  fallen  into  &favour  because 
they  must  be  partially  oxidised  before  use  and 
thus  take  a  considerable  time  to  manufacture, 
and  even  then  sive  a  very  pale  impression  on 
paper.  Most  oi  the  inks  now  used  contain  a 
provisional  colouring  maiter,'  such  as  indigo 
and  aniline  blue,  the  function  of  which  is  to 
render  the  ink  easily  visible  at  the  time  of 
writing  and  until  such  time  (7-10  days)  as  it 
shall  be  completely  oxidised  to  black  ferric 
gallate. 

Logwood  tannin  Inks  have  been  in  use  since 
the  eighteenth  century,  and  aie  made  by  sub- 
stituting logwood  chips  or  logwood  extract  for 
part  of  the  gaUs  in  a  tannin-ink  recipe,  e,g, : 


Galls      . 
Ferrous  sulphate 
Logwood  extract 
Gum 
Water     . 
Vinegar  . 


36  parts. 
36  „ 
9  „ 
36  „ 
300  „ 
60      „ 


The  method  of  preparation  is  similar  to  that 
already  described. 

Logwood  gallic  add  inks  are  simihiriy  made 
but  with  preliminary  fermentation  of  the  galls. 
These  inks  have  a  deep  blue- black  colour  and 
attack  sted  nibs  less  than  pure  tannin  inks. 

Alizarin  inks  are  those  inks  which  contain  a 
provisional  colouring  matter  other  than  logwood. 
They  contain  a  siu&cient  proportion  of  acid 
(sulphuric  or  acetic)  to  keep  the  iron  gallate  or 
tannate  in  solution,  and  therefore  may  be  pre- 
pared with  much  less  gum.  than  those  previously 
described. 

Of  the  colouring  matters  used  the  most 
important  is  indiffo-oarmine,  which  is  prepared 
by  dissolving  <uy  indigo  in  fuming  sul- 
phuric acid,  and  after  24  hours  neutralising  with 
potassium  carbonate.  The  free  add  in  the 
mdigo  solution  may  also  bo  used  to    dissolve 
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metalUc  iron,  thus  dispensing  with  the 
green  vitrioL 

The  following  recipe  is  stated  to  produce  an 
excellent  ink : — 


Galls      . 

40  parts. 

Iron  solution  . 

.       16      „ 

Indigo-carmine 

6      „ 

Gum 

.       10      „ 

Pyroligneous  add 

.       10      „ 

Water    . 

.     100      ., 

The  galls  are  pQwdered  and  soaked  in  the 
water  and  half  the  acid  for  a  week.  The  iron 
solution  is  prepared  from  scrap  iron  and  crude 
pyroligneous  acid  left  together  for  a  week. 
These  solutions  are  then  mixed  and  the  other 
ingredients  added. 

At  the  present  time,  many  other  tannin- 
containing  substances,  b^des  gaUs,  are  used  in 
the  manufacture  of  inks.  It  nas  been  shown 
that  sumach,  valonia,  and  logwood  produce  an 
ink  which  is  indistinguishable  from  gall-inks 
(Hinrichsen  and  Kedrady,  J.  Soc.  Chem.  Ind. 
1909,  831),  and  good  inks  may  be  produced  from 
tanner's  barks  (elm,  oak,  pine,  poplar,  willow, 
&c.),  cutch,  gum  kkio,  fustic,  elder- berries,  the 
unripe  fruit  of  the  chestnut,  walnut,  &c. 

In  many  cases  other  and  cheaper  synthetic 
dyes  are  substituted  for  the  indigo-carmine,  but 
this  is  not  necessarily  detrimentiu  to  the  quality 
of  the  ink. 

MitcheU  (Analyst,  1908,  33,  81)  has  analysed 
a  large  number  of  Bnglish  writing  inks  and  finds 
that,  although  the  composition  of  any  one  manu- 
facturer's iidc  remains  fairly  constant  over  long 
periods,  there  are  marked  differences  between 
the  inks  of  different  manufacturers.  The  total 
solid  matter  ranges  from  1'89  to  7'94  p.c,  the 
ash  from  0*42  to  2*52  p.c.,  and  the  iron  from 
0-18  to  1-09  p.c. 

The  age  of  handwriting  can  be  estimated  up 
to  the  seventh  or  eighth  &y,  when  oxidation  is 
complete,  but  after  that  no  distinction  can  be 
made  until  the  provisional  colour  begins  to  fade, 
usually  after  alx>ut  a  year. 

The  bleaching  effect  of  air  and  Ught  en 
ordinary  writing  ink  is  probablv  dae  to  the 
action  of  hydrogen  peroxide,  and  the  permanence 
of  writing  by  most  modem  writing  inks  may  be 
tested  by  this  reagent.  Carbon  inkB  are  but  httle 
affected  by  hydrogen  peroxide  or  other  bleaching 
agents,  and  hence  afford  the  most  permanent 
writing  (c/.  Mitchell,  Analyst,  1920,  247). 

It  18  probable  that  in  oxidised  ink  the  iron 
exists  as  the  tannate 

(Ci4H,0,)JFeFe(Ci4H,0,), 

described  by  Wittstem  (J.  1848,  28,  221)  and  by 
Schiff  (Annalen,  1876,  176,  176).  {See  also 
Ozorowitz,  Chem.  Zentr.  1908,  2,  1024.)  As  the 
oxidation  proceeds  the  successive  precipitates 
contain  more  iron,  and  eventually  approximate 
in  composition  to 

~  «H,0, 

obtained  by  Pelouze  by  prolonged  exposure  of 
a  solution  of  ferric  sulphate  and  gallotannic 
acid  to  air  (Mitchell,  /.c). 

Bunge  prepared  a  writing  fluid,  under  the 


name  of  '  chrome  ink,'  which  was  cheap^  in- 
tensely coloured,  non-corrosive  to  steel  pens,  and 
extremely  permanent  on  paper.  The  manner  of 
preparing  chrome  ink  is  as  follows :  1  part  of 
potassium  chromate  (not  dlchromate)  is  added 
to  lOOb  parte  of  a  saturated  solution  of  logwood 
made  by  boiling  22  lbs.  of  logwood  in  a  snfficieat 
quantity  of  water  to  give  14  gallons  of  decoctioii. 
The  potassium  chromate  is  introduced  gradu- 
ally when  the  solution  is  oold,  the  mixture  being 
constantly  stirred  during  the  addition.  Gum  is 
injurious  to  the  mixture.  It  may  be  prepared 
more  simply  by  dissolving  2000  puts  of  logwood 
extract  in  a  solution  of  10  parte  of  pure  potas- 
sium chromate  in  100,0(M)  parte  of  water. 

PraBten  ngoHMmm  for  offidal  tmk  of 
Ink.  According  to  the  Prussian  regulations 
of  May  22,  1912,  inks  are  classified  into  (1) 
* dooumentery,*  and  (2)  'writing  inks,*  the 
latter  being  subdivided  into  (a)  iron-gall  inks, 
and  (6)  logwood  and  dyestuff  inks.  (1)  A 
'  documentary  ink  *  is  defined  as  an  iron-gall 
ink  which  gives  dark  writing  after  8  days' 
exposure  to  light  and  air.  It  must  contain  at 
least  27  grams  of  anhydrous  gallotennic  and 
gallic  adds,  and  4  grams  of  iron  (calculated 

rn  the  metal)  per  utre.  On  the  other  hand, 
amount  of  iron  must  not  exoeed  6  grams, 
BO  that  the  ratio  of  gallotannic  and  gallic  add 
to  iron  must  lie  within  the  iimite  4'6 : 1  and 
6*76 : 1.  The  ink  must  not  alter  for  at  least 
14  days  in  the  ink-pot,  and  must  flow  readily 
from  the  pen.  The  writing  done  with  it  must 
not  be  sticky  immediately  after  drying,  and 
after  8  days  it  must  remain  deep  black  when 
washed  with  water  and  with  alcohol  (86  and  60 
p.c.).  (2)  Iron-gall  'writing  inks'  must  con- 
tain at  least  18  grams  of  gallotennic  and  gallic 
adds,  and  at  least  2*6,  and  not  more  than  4 
grams  of  iron  per  litre  (ratio  4*6  :  1  and  6 '76  : 1). 
In  other  respecte  they  must  comply  with  the 
requiremente  of  '  documentary  inks.'  Inks  of 
Group  (6)  are  not  officially  tested. 

Analysis  of  inks. — ^The  proportion  of  gallo- 
tennic and  gallic  adds  is  determined  by  shaking 
the  sample  with  ethyl  acetete  and  weighing  the 
residue  left  on  evaporating  the  extract.  The 
residue  is  regarded  as  gallotennic  and  gallic 
adds  when  0*1  gram  thereof  absorbs,  in  the 

greseuce  of  2  grams  of  sodium  bicarbonate,  at 
tast  0*6  gram  of  iodine.  If  less  iodine  is  con- 
sumed, the  ink  is  not  up  to  the  official  require- 
ments. Hinrichsen  (Chem,  Zdt.  1913,  36,  275) 
discusses  the  reasons  for  the  changes  from  the 
official  regulations  of  1888,  and  gives  the  follow- 
ing details  of  the  methods  of  applying  the  official 
teste: — 

Determination  of  ffoUotannic  and  gallic  adds, 
— 10  C.C.  of  the  ink  are  mixed  with  10  c.c.  of 
concentrated  hydrochloric  acid,  and  the  mixture 
shaken  with  successive  portions  of  60  c.c.  of 
ethyl  acetete  in  Rothe  s  shaking  apparatus, 
unUl  the  aqueous  layer  gives  no  reaction  for 
gallotannic  or  gallic  acids  after  treatment  with 
sodium  carbonate  and  addition  of  ferric  chloride 
and  ferrous  sulphate.  The  ethvl  acetete  extract 
is  shaken  several  times  with  semi-saturated 
potassium  chloride  solution  (10  c.c.  each  time), 
to  remove  iron  salte,  and  tKen  evaporated  in 
vacuS,  and  the  residue  is  teken  up  with  a  little 
water,  transferred  to  a  weighed  crudble,  and 
dried   at    lOd^'-llO^    or,  preferably,    in  txtend 
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afc  about  60°  until  oonstant  in  weight.  In 
determining  the  iodine  aheorption  about  0*1 
gram  of  the  residue  is  mixed  in  a  stoppered 
flask  with  2  grams  of  sodium  bicarbonate  and 
25-50  CO.  of  a  solution  of  iodine  (about  50  grams 
per  litre),  and  the  flask  elosed  and  allowed  to 
stand  orer  night,  after  which  the  unabsorbed 
iodine  is  titrated  with  standard  thiosulphate. 

Iron, — 10  CO.  of  the  ink  are  evaporated  to 
dryness,  and  the  residue  ignited  until  free  from 
carbon  and  then  heated  with  1-2  cc  of  hydro- 
ohlorio  acid  (8p.gr.  1*124)  until  diBSolved.  The 
solution  is  treated  with  1-2  cc.  of  chlorine 
water  and  evaporated  to  dryness,  the  residue 
treated  with  0*5  c.o.  of  strong  hydrochloric  acid 
to  dissolve  basic  iron  salts,  and  the  solution 
cooled  and  diluted  with  20  cc.  of  water.  About 
1  gram  of  potassium  iodide  is  then  added,  and 
the  separated  iodine  titrated  with  ^/10-thio- 
snlphate  solution,  the  hquid  being  meanwhile 
rapidly  warmed  to  55°  to  promote  the  separa- 
tion of  iodine. 

Testing  the.  writing, — ^Pieces  of  standard 
paper  are  stretched  in  a  frame  inclined  at  an 
angle  of  45°,  and  a  definite  amount  of  ink  made 
to  flow  down  them  from  a  pipette  fixed  in  a 
special  position  with  regard  to  the  paper.  At 
the  same  time  a  parallel  test  is  made  upon  the 
same  papers  with  Sohluttig  and  Neumann's 
standard  iron-gall  ink  contaming  23*4  grams  of 
gallotannic  acid,  7*7  grams  of  ciystallme  gallic 
acid,  30*0  grams  of  ferrous  sulphate,  lOO  grams 
of  eum  arable,  2*5  grams  of  hydrochloric  add, 
and  1*0  gram  of  phenol  per  litre.  This  ink  is 
allowed  to  stand  for  at  least  4  days  at  10°-15°, 
and  decanted  from  any  deposit.  £V>r  comparison 
in  the  test  it  is  coloured  with  a  suitable  dyestuff 
to  match  the  ink  under  examination.  The  paper 
with  the  colour  strips  of  the  two  inks  upon  it 
is  exposed  to  the  air  for  8  days  in  diffused  day- 
lisht,  and  is  then  cut  horizontally  into  strips 
which  are  immersed  in  water,  50  p.c  alcohol 
and  80  p.c.  alcohol  respectively.  No  perceptible 
bleaching  of  the  ink  should  take  place  (J.  Soe. 
Chem.  Ind.  1913,  32,  281). 

For  the  American  standards  for  iron  writing, 
duplicating,  and  cancelling  inks,  their  composi- 
tion, manufacture,  and  methods  of  testing,  we 
Circular  No.  95,  U.S.A.  Bureau  of  Standards, 
Abstr.  in  Analyst,  1921,  61. 

Ink  powden  are  very  littie  used  but  can 
easily  be  made  either  by  cautiously  evaporating 
'an  ordinary  ink  to  dryness  and  powdering  the 
residue,  or  by  mixing  the  carefully  dried  and 
powderod  ingredients  in  the  proportions  used 
lor  the  fluid  mk. 

IndellUe  or  safety  Inks.  Compositions  pass- 
ing under  these  names  consist  of  finely  divided 
carbonaceous  substances,  such  as  Indian  ink  or 
lampblack,  held  in  suspension  in  a  glutinous  or 
resinous  liquor.  They  are  devised  so  as  to 
resist  the  action  of  strong  add  or  alkaline  solu- 
tions. An  ink  having  these  properties  may  be 
made  of  Indian  ink  rubbed  into  ordinary 
writing  ink. 

A  suspension  of  lampblack  in  sodium  silicate 
solution  makes  an  excellent  safety  ink,  but  has 
the  disadvantage  that  it  must  be  kept  in  air- 
tight bottles. 

Vanadium  ink  is  prepared  very  simply  by 
adding  a  small  proportion  of  ammonium  vana- 
date to  a  filtered  decoction  of  galls.    It  is  a  deep 


black  ink,  which  flows  freely  from  the  pen  and 
cannot  be  removed  without  destruotioa  of  tiie 
paper. 

Copying  Ink.  Any  ink  which  retains  enough 
solubility  to  give  an  impression  from  the 
written  sheet  on  to  a  sheet  of  damp  paper  may 
be  used  for  copyinff.  Kunge's  chrome  ink  de- 
scribed above  may  be  so  umd.  Other  logwood 
inks  and  ferrous  gallate  inks  being  soluble  only 
until  oxidised  by  exposure  to  the  air,  require  the 
addition  of  some  substance  which  fdrms  a  glaze, 
arresting  the  action  of  the  air.  This  glaze  must 
be  soluble  when  brought  into  contact  with  the 
damped  copying  paper;  the  pigment  is  then 
freea  so  as  to  produce  the  impression.  Such  sub- 
stances tkre  gum  arable,  gum  Senegal,  dextrin, 
and  glyceroL  Where  several  copies  are  re- 
quired, the  ink  employed  should  contain  more 
staining  matter  in  proportion. 

Hdrtograph  inks  are  used  to  give  a  large 
number  of  copies,  and  must  therefore  oontain 
a  powerful  colouring  matter.  The  original  is 
written  on  ordinary  paper  with  the  ink  and  ia 
laid  face-down  on  a  sheet  of  a  composition  of 
glue  and  glycerol  (about  1  : 5)  until  the 
ink  has  been  absorbed  into  the  surface  of  the 
composition. 

By  applying  sheets  of  paper  with  slight 
pressure,  60  to  100  copies  can  then  be  obtained. 

A  typical  ink  contains:  water-soluble  blue 
10  parts,  glycerol  10  parts,  and  water  50-100 
parts. 

Dyes  not  easily  soluble  in  water  or  glycerol 
are  nrst  dissolvea  in  alcohol  and  then  mixed 
with  the  other  ingredients.  Thus  a  red  hekto- 
graph  ink  may  contain :  magenta  20,  alcohol  20, 
acetic  acid  5,  gum  20,  and  water  40 ;  or  magenta 
10,  alcohol  10,  glycerol  10,  and  water  50. 

Rod  Ink  was  formerly  prepared  from  Brazil 
wopd  or  extract  of  Brazil  wood,  with  the  addition 
of  alum  or  stannous  chloride :  e.g, 

(1)  Brazil  wood,  280  parts;  tin-salt,  10 
parts ;  gum,  20  parts ;  boued  with  3500  parts 
of  water  and  evaporated  down  until  the  proper 
depth  of  colour  is  attained. 

(2)  Extract  of  Brazil  wood,  15  parts ;  alum, 
3  parts;  tin-salt,  2  parts;  tartaric  acid,  2 
parts ;  water,  120  parts. 

CoKihineal  or  carmine  inks  are  prepared  by 
boiling  cochineal  in  water,  precipitating  the 
colour  with  alum  and  tin  salt  and  dusolving  this 
carmine  in  the  requisite  amount  of  strong  am- 
monia. Another  method  is  to  dissolve  2  parts 
of  ammonium  carbonate  in  200  parts  of  water 
and  macerate  for  3-4  hours  witn  40  parts  of 
cochineal  and  2  parts  of  alum. 

Most  of  the  red  inks  now  used  are  solutions 
of  magenta  or  oosin  in  water,  together  with  a 
littie  gum.  Glycerol  also  is  added  if  the  ink 
is  to  be  psed  for  copying. 

Blao  Ink.  Prussian  blue  is  the  colourinjg 
matter  commonly  employed.  The  pigment  is 
placed  in  an  earthen  vessel,  and  eitner  strong 
hydrochloric  acid,  nitric  acid,  or  sulphuric  add 
is  added  to  it.  After  the  mixture  has  remained 
2  or  3  days,  much  water  is  added,  and  after 
settling,  the  supernatant  b'qaor  in  drawn  off  from 
tlTe  sediment.  This  sediment  is  well  washed 
until  all  traces  of  iron  and  free  acid  disappear 
from  the  water,  after  which  it  is  dried  and  mixed 
with  oxalic  acid  in  the  proportion  of  8  parts  of 
Prussian  blue  to  1  part  of  add.    The  pigment 
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being  now  soluble  in  water,  so  much  of  this 
latter  is  added  as  will  bring  it  to  the  required 
intensity. 

An  excellent  blue  ink  can  be  made  by 
dissolving  10  parts  of  indigo-carmine  and  5  parts 
of  gum  in  50-100  parts  of  water.  Solutions  of 
blue  aniline  dyes  may  be  used,  but  are  easily 
effaced  by  bleaching  agents  and  fade  on  ex- 
posure to  light. 

Inks  of  other  ooloun  can  be  made  from  db- 
coctions  of  dyestufb  mixed  with  alum  (used  as 
a  mordant)  and  gum  Senegal  or  gum  arable ;  as, 
e.g.t  brown  ink  from  catechu  or  logwood,  to 
which  a  little  potassium  dichromate  is  added; 
violet  and  purple  inks  from  logwood  with  a  small 
admixture  of  chloridb  of  tin  or  of  alum ;  yellow 
ink  from  gamboge,  &o.,  &o.  Aniline  colours 
also  offer  a  selection  of  tints  for  this  purpose. 

Gold  and  silver  inks  are  prepared  from  gold 
and  silver,  or  from  cheaper  substitutes  such  as 
bronze  powder  and  Dutch  leaf.  The  leal  metal 
mixed  with  honey  is  carefully  ground  down  to 
the  finest  possible  condition ;  it  is  then  well 
washed  and  dried.  A  medium  is  furnished  by  a 
preparation  consisting  of  1  part  of  pure  gum 
arable  and  1  part  of  soluble  potash  glass  in  4 
pckrts  of  distilled  water.  As  a  rule,  1  part  of  the 
powder  is  sufficient  for  3  or  4  pctrts  of  the 
medium. 

Imitation  silver  ink  is  best  made  by  rubbing 
up  aluminium  foil  or  powder  with  gum. 

Sympathetie,  Diplomatic,  or  Secret  inks. 
These  preparations  are  devised  to  trace  words  or 
figures  wiiich  are  invisible  when  written  but 
which  become  visible  when  subjected  to  heat  or 
appropriate  chemical  reagents.  Examples : — ^A 
weak  infusion  of  galls  is  colourless  on  paper, 
but  becomes  black  when  moistened  with  a  solu- 
tion of  copperas;  and  if  a  weak  solution  of 
copperas  hb  used,  the  writing  will  be  invisible, 
till  the  paper  is  moistened  with  a  weak  solu- 
tion of  gaUs.  Equal  parts  of  copper  sul- 
phate and  sal  ammoniac  dissolved  in  water 
form  a  colourless  ink,  the  writing  of  which 
turns  yellow  on  the  application  of  heat.  Weak 
solutions  of  silver  nitrate  or  of  auric  chloride 
when  exposed  to  the  sunlight  become  dark 
brown  and  purple  respectively.  Solutions  of 
cobalt  chloride  or  nitrate  give  tracings  which 
become  green  or  blue  when  heated  and  £sappear 
again  as  the  paper  cools. 

Ink  for  indlarabber  stamps.  The  following 
preparation  produces  ink  adapted  for  this  pur- 
pose. It  does  not  easily  dry  upon  the  pad,  and 
is  readily  taken  up  by  the  paper: — ^Aniline 
colour  in  solid  form  (blue,  red,  &o.),  16  parts ; 
boiling  distilled  water,  80  piuia;  glycerol,  7 
parts.  The  colour  is  dissolved  in  the  water, 
and  the  other  ingredients  are  added  whilst 
agitating.  The  *  carbon  papers  *  used  for  giving 
two  or  more  copies  of  written  or  typed  matter 
are  coated  on  one  side  with  a  mixture  of  yellow 
wax  and  tallow  containing  a  suitable  pigment 
such  as  lampblack  or  Prussian  blue,  or  some 
aniline  colour. 

Ticket-writer's  ink  is  made  of  good  black 
ink,  with  liquid  gum  added  to  produce  a  gloss. 

Ink  for  writing  on  glass  is  a  solution  of  gum 
arable  in  strong  hydrofluoric  acid  coloured  with 
some  matter  which  can  withstand  the  acid : 
cudbear  is  used  for  this  purpose. 

For  enamelled  cards  ordinary  printing  ink  is 


mixed  with  a  few  drops  of  equal  parts  of  copal 
varnish  and  mastic  vamish. 

lithographic  ink  ought  to  conform  to  the 
following  requirements.  It  should  be  flowing 
on  the  pen,  not  spreading  on  the  stone; 
capable  df  forming  delicate  tracings,  and  very 
black  to  show  its  delineations.  The  most 
essential  quality  of  the  ink  is  to  sink  well  into 
the  stone,  so  as  to  reproduce  the  most  delicate 
outlines  of  the  drawing  and  to  afford  a  great 
many  impressions.  It  must  therefore  be  able 
to  resist  the  acid  with  which  the  stone  is  moist- 
ened in  the  preparation  without  letting  any  of 
its  greasy  matter  escape. 

Litho2ra]>hic  ink  may  be  prepared  as  fol- 
lows:— ^Mastic  (in  tears)  8  oz.,  shellac  12  oz., 
Venice  turpentine,  1  oz. :  melt  together ;  add  of 
wax  1  lb.,  tallow  6  oz. ;  when  dissolved,  add 
further  of  hard  tallow  soap  in  shavings  6  oz. ; 
and  when  the  whole  is  perfectiy  incorporated, 
add  of  lampblack  4  oz. ;  lastiy,  mix  well,  cut 
in  moulds,  and  when  cold  cut  it  into  square 
pieces. 

Another  recipe  is  as  follows  : — ^Melt  together 
wax,  18  parts ;  soap,  18  parts ;  shellac,  14  parts ; 
resin,  6  parts ;  and  tallow,  10  parts.  Then  stir 
in  2  parts  of  india-rubber  dissolved  in  5  parts 
of  oil  of  turpentine,  and  6  parts  of  lampblack. 
The  whole  is  heated  till  the  smell  of  turpentine 
has  nearly  disappeared  and  is  then  cast  into 
sticks. 

Autographv  is  the  operation  by  which  a 
writing  or  a  obrawing  is  transferred  from  paper 
to  stone.  For  autographic  ink: — ^White  wax 
8  oz.,  white  soap  2  oz.  to  3  oz. ;  melt,  and 
add  lampblack  1  oz. ;  mix  well,  heat  stronglv, 
and  add  shellac  2  oz. ;  again  heat  strongly 
and  stir  well  together.  On  the  mixture  cooling 
pour  it  out  as  before.  With  this  ink  lines 
may  be  drawn  of  the  finest  and  fullest  class, 
without  danger  of  its  spreading;  and  the 
copy  may  be  kept  for  years  before  being  trans- 
fen«d.  These  inks  are  rubbed  down  with  a 
little  water  in  the  same  way  as  Indian  ink. 

Printing  ink.  Ink  prepared  for  use  with 
type,  oopper-plates,  &o,,  is  composed  of  a 
vehicle  and  pigment.  The  chief  properties  re- 
quired in  a  good  printing  ink  are : — 

(1)  A  perfectly  uniform  syrupy  consistency. 

(2)  Must  be  easily  transferred  from  the  ink- 
rollers  to  the  type,  and  from  the  typo  to  the 
paper. 

(3)  Must  not  smudge  types,  and  must  be 
easily  washed  off  them  with  printer's  lye. 

(4)  The  ink  must  not  d^  so  quickly  as  to 
set  on  types  or  rollers,  but  must  not  dry  so 
slowly  on  the  paper  as  to  hinder  folding,  &c.,  of 
sheets. 

(5)  When  dry,  the  ink  must  not  set  off  from 
the  paper  on  to  anything  with  which  it  comes  in 
contact. 

(6)  The  printed  characters  should  not  show 
a  greasy  margin. 

(7)  The  ink  should  not  have  a  strong  smell. 
The  ink  which  most  neariy  fulfils  all  these 

requirements  is  composed  of  the  finest  quality 
of  lampblack  incorporated  with  a  pure  linseed 
oil  varnish.  The  demand  for  cheap  inks  for  the 
printing  of  newspapers  and  cheap  books  has 
been  met  by  uong  cheaper  qualities  of  lamp- 
black and  substituting  for  the  vamish  various 
compositions  of  oils  a^,^^^^  y[^Kpf^P^Yriich 
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may  or  may  not  contain  a  proportion  of  linseed 
oiL 

The  linseed  oil  varnish  used  for  good  ink  was 
formerly  prepared  by  heating  a  quantity  of 
Ikiseed  oil  in  a  boiler  until  the  vapour  evolved 
could  be  ignited.  A  light  was  then  applied  and 
the  whole  allowed  to  bum  for  about  half  an  hour, 
until  a  trial  showed  that  the  oil  was  of  the  right 
consistency.  The  practice  of  burning  the  oil 
gave  a  dark-coloured  product  and  has  now  been 
discontinued. 

The  present  practice  is  to  heat  the  oil  to 
about  380°  to  400%  taking  every  precaution 
to  avoid  its  ignition.  The  boiler  is  provided 
with  a  closely  fitting  lid  or,  better,  with  a  cover 
of  wlre-gauz^  which  extinguishes  a  flame  while 
allowing  the  vapours  to  escape. 

Provision  is  made  for  lifting  the  boiler  from 
the  fire  or  withdrawing  the  hie  from  the  boiler, 
or,  in  some  cases,  for  running  off  the  oil  into  a 
cold  vesseL  A  gutter  round  the  furnace  above 
the  fire-door  prevents  any  chance  of  the  oil 
reaching  the  me,  even  should  it  boil  over  the 
top  of  the  pot.  In  some  modem  plant  the  oil  is 
heated  by  means  of  superheated  steam.  A  varnish 
so  prepared  is  insoluble  in  water  or  alcohol,  but  it 
mingles  readily  enough  with  frei^  oil  and  unites 
with  mucilages  into  a  mass  diffusible  in  water 
in  an  emulsive  form.  The  oil  loses  from  one- 
tenth  to  one-eighth  of  its  weight  by  boiling  into 
the  thick  varnish  (Watts). 

An  average  letterpress  ink  may  be  made  by 
reheating  a  varnish  produced  as  above  and 
adding  for  each  gallon  of  the  original  oil  4  lbs. 
resin  and  1  lb.  brown  soap  in  slices.  This  is 
then  mixed  with  the  requisite  quskntity  of  pig- 
ment— ^rather  less  than  ^  of  its  weight  in  the 
case  of  lampblack — and  the  whole  thoroughly 
ground  and  incorporated  in  a  suitable  machine, 
usually  between  rollers  of  polished  granite  or 
steel,  as  in  Lehmann*s  apparatus.  The  presence 
of  soap  in  the  ink  causes  it  to  *  lift '  weU,  t.e.  to 
be  completely  transferred  from  the  type  to  the 
paper.  The  following  recipes  represent  vehicles 
of  a  cheaper  class  : — 

Linseed  oil  and  resin  vthicUL — ^Besin  60, 
boiled  linseed  oil  100,  resin  soap  10,  partly  boiled 
oil,  6  parts  by  weight. 

Resin  oil  vehicle, — Resin  oil  60,  resin  60, 
boiled  linseed  oU  60,  resin  soap  6,  thin  boiled 
linseed  oil  6  parts. 

Cheap  miiural  oil  vehicle. — Resin  is  dissolved 
in  about  an  equal  weight  of  heated  mineral  oil 
(petroleum)  of  sp.gr.  0*880-0-920  (Wass,  Fr. 
Pat.  322298,  1908). 

Composition  vehicles, — 6  kilos.  Venice  turpen- 
tine, 16  kUos.  castor  oU,  and  1  kilo,  white  wax, 
mixed  at  lOO""  (Knecht).  9  kilos,  thick  turpen- 
tine^ 10  kilos,  soft  soap,  and  4  kilos,  oleine, 
mixed  hot  (Rosl). 

The  lampblack  used  is  of  various  qualities 
according  to  the  price  of  the  ink.  The  propor- 
tion used  is  just  sufficient  to  give  a  fuU  black 
impression,  and  this  is  less  with  the  better 
qualities  of  lampblack.  The  ink  for  rotary 
machines  contains  about  28  p.c.  of  lampblack, 
that  for  high-speed  newspaper  printing  about 
24  p.c,  that  for  book-printing  about  21  p.c., 
and  that  for  illustration  work  about  19  p.c. 
with  2  p.c.  of  Prossian  blue  and  1  p.o.  of  indigo. 

Brackenbusch*8  inks  consist  of  26  parts 
paraffin  oil,  46  parts  of  fine  colophony,  and 


16  parts  of  lampblack.  The  amount  of  colo- 
phony is  reduced  in  soft  inks  for  high-speed 
work. 

It  has  been  proposed  to  use  oxides  of  iron  or 
manganese  as  black  pigments  for  printing  inks, 
in  which  case  the  paper  could  be  oleoched  and 
Bubsequentlv  re-made  into  white  paper.  This 
cannot  be  aone  with  the  lamp-bmck  inks  now 
used  {see^e,g.  Fireman,  U.S.  Pat.  802928, 
1906). 

It  is  said  that  so  marvellously  thin  is  the 
layer  of  ink  on  small  type  that  one  pound  weight 
even  of  cheap  newspaper  ink  will  cover  no  less 
than  7000  square  feet  of  type  matter. 

Coloored  printiiig  Inks.  These  inks  are 
made  from  the  varnishes  above  described  by  the 
addition  of  dry  colours,  taking  sreat  oaro  that 
the  colours  are  thoroughly  well  ground  and 
assimilated  with  the  varnish,  since  lumps  of 
any  kind  not  only  clog  the  type  but  alter  the 
tint.  Some  tints  which  are  exceedingly  light 
will  require  an  admixture  of  white  powder  to 
give  the  necessary  body  to  the  ink. 

The  following  i»gments  are  eligible  for  in- 
corporation in  printing  inks  : — 

White. — ^Heavy  spar  (barium  sulphate)  and 
zinc  white. 

Red, — Orange  lead,  vermilion,  burnt  sienna, 
Venetian  red,  Indian  rod,  lake  vermilion,  orange 
mineral,  rose  pink,  and  rose  lead. 

Yellow, — ^Yellow  ochre,  gamboge^  and  lead 
chromate. 

Blue. — Cobalt,  Prussian  blue,  indigo,  Ant- 
werp blue,  Chinese  blue^  French  ultramarine, 
sma  Qerman  ultramarine. 

Green, — Usually  mixtures  of  yellow  and  blue, 
but  sometimes  chrome  green,  cobalt  green, 
emerald  green,  or  terre  verte. 

Purple, — ^A  mixture  of  those  used  for  red 
and  blue.  • 

Deev  broum, — ^Bumt  umber  with  a  little 
scarlet  lake. 

P(Ue  brown, — ^Bumt  sienna :  a  rich  shade  is 
obtained  by  using  a  Uttle  scarlet  lake. 

LHac—Cohelt  blue  with  a  little  carmine 
added. 

Fale  lUac, — Carmine  with  a  little  cobalt 
blue. 

Aniber, — Pale  chrome  with  a  Uttle  carmine. 

Pink. — Carmine  or  crimson  lake. 

Shades  and  iittis, — ^A  bright  red  is  best  got 
from  pale  vermilion  with  a  little  carmine  added ; 
dark  vermilion  when  mixed  with  the  varnish 
produces  a  dull  colour.  Orange  red  and  ver- 
milion ground  together  also  produce  a  very 
bright  tint,  and  one  that  is  more  permanent 
than  an  entire  vermilion  colour.  Cheaper  sub- 
stitutes are  orange  mineral,  rose  pink,  and  red 
lead.  Lead'  chromate  makes  the  brightest 
colour.  For  dull  yellow,  use  yellow  ochre.  In- 
digo is  excessively  dark,  and  requires  a  good  deal 
of  trouble  to  lighten  it.  It  makes  a  fine  showy 
colour  when  brightness  is  not  required.  Prussian 
blue  IB  useful,  but  it  dries  very  quickly,  hence 
the  roller  must  be  frequently  cleaned.  The 
objection  to  Prussian,.  Antwerp,  and  Chinese 
blues,  is  that  they  are  hard  to  grind  and  likelv  to 
turn  greenish  with  the  varnish  when  used  thin. 
For  green  any  of  the  yellows  and  blues  may  be 
mix^  The  varnish  itself  having  a  yellow 
tinge  will  produce  a  decidedly  greenish  tint  with 
a  small  quantity  of  Antwerp  blue.    Emerald 
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green  is  sot  by  mixing  pale  chrome  with  a  Mttle 
Chinese  mue,  and  then  adding  the  mixture  to 
the  varnish  until  the  tint  is  satisfactory. 

In  using  painter's  colours  it  is  advisable  to 
avoid  as  much  as  possible  the  heavy  ones.  Some 
colours  require  less  oil  in  the  varnish  than 
others.  For  the  comparative  permanence  of 
colouring  matters,  v.  Ftombnts.  For  methods 
of  analysis,  »ee  Tuttle  and  Smith,  (<I^Ind.  Eng. 
Chem.  1914,  6,  659). 

A  bronze  of  changeable  hue  may  be  given  to 
inks  with  the  following  mixture  (Southward) : — • 
Gum  shellac  1^  lbs.  dissolved  in  one  gaUon  of 
95  p.c.  alcohol  or  Cologne  spirits  for  24  hours. 
Then  add  14  oz.  aniline  red.  I/Ot  the  mixture 
stand  for  a  few  hours  longer,  when  it  will  be 
ready  for  use.  When  added  to  good  blue,  block, 
or  other  dark  ink,  it  gives  a  rich  hue  to  ik  The 
quantity  niust  be  carefully  apportioned^ 

Bronzing.  The  production  of  printed  matter 
havinff  the  colour  and  lustre  of  gold  or  silver,  is 
carried  out  by  printing  with  a  varnish  which 
remains  *  tacky  for  a  time,  and  then  dusting 
over  the  whole  surface  with  bronze  powder  or 
aluminium  powder  or  similar  substances.  The 
powder  adheres  onlv  to  the  varnish  and  thus 
produces  the  desired  effect. 

Such  a  varnish  may  be  produced  by  melting 
into  a  good  linseed  oil  varnish  sufficient  bees> 
wax  to  give  it  the  consisteneey  of  lard  or  talk>w^ 
(See  Ure's  Diet,  of  Atts,  Manufactures,  ftc. ; 
Cooley's  CVdop.  of  Practical  Receipts ;  Lehner*s 
Ink  Manufacture ;  Southward's  Practical  Print- 
ing ;  Noble's  Principles  and  Practice  of  Colour 
Pnnting ;  L.  £.  Andes'  Oil  Colours  and  Printer's 
Inks ;  and  Seymour's  Modem  Printing  Inks.) 

DIKANI  FAT.  A  fat  obtained  from  the 
seeds  of  the  East  African  tallow  tree,  Stearoden- 
dron  Stuhlmannii  (EngL). 

DfOSIC  ACID,  DfOSINE  v.  Carnine. 

INOSITOL  (Inoaite),  A  number  of  natural 
substances  having  the  composition  of  cyclic 
polyalcohols,  e.g.  hexahydroxyc^cZbhexanes 
CfH,(OH),,  are  often  classed  with  the  carbo- 
hydrates since  they  have  the  same  formula, 
taste  sweet,  occur  along  with  them  in  nature,  and 
possibly  have  been  formed  from  them  by  the 
junction  at  the  ends  of  the  six  carbon  chain, 
although  such  transformation  has  never  been 
realised  in  the  laboratory.  Typical  of  the  class 
is  inositoL  No  less  than  nine  stereoisomeric 
inositols : 

(OH)CH<^jggj^jgH>>CH(OH) 

are  possible,  of  which  seven  are  inactive  and 
two  optically  active  and  enantiomorphio.  Four 
of  these  have  been  described,  viz.  optically 
active  d-  and  Z-inositoI,  and  inactive  inositol,  and 
cocositol  or  scyllitol.  Similar  pentahydroxy- 
cvc2ohexanes  are  likewise  found  in  plants. 
These  are  d-  and  ^quercitoL 

The  formation  of  furfural  on  distillation  of 
me^^Qinositol  with  phosphoric  anhydride  in  a 
copper  vessel  (Neul>erg.  Biochem.  Zeitsch.  1908, 
9,  551)  is  the  only  instance  in  which  a  complex 
substance  has  been  obtained  common  to  both 
the  carbohydrates  and  inositol. 

c^-Inoaitol  {matezodambose)  is  prepared  by 
demethylation  (boiling  with  concentrated  hy- 
driodio  acid)  of  the  naturally  occurring  methyl 
ether,    pinitoL     It   etystallises   in   anhydrous 


prisms,  m.p.  247**-a48%  [a]D-h66°  without 
mutarotation  and  forms  hexacetyl  and  hexa> 
benzoyl  derivatives. 

The  methyl  ether,  Pinitol  {piniU)  C^Hj^O,, 
also  called  maleziu  aiid  sennile  was  dificovered 
in  the  resin  of  the  Califomian  Pinua  lamhertiana 
(Dougl.)  (Be^helot,  Compt.  rend.  1866.  41,  392). 
It  occurs  in  the  residues  of  the  manufacture  of 
coniferin,  in  senna  leaves,  and  in  the  liana  of 
Madagascar  rubber  (mateza  roriiina).  It  crystal- 
lises in  colourless  rhombs,  m.p.  186®  [a]p+65'5°. 
The  structure  of  pinitol  was  established  by 
Maouenne  (Compt.  rend.  1889,  109,  812). 

^Inositol  was  obtained  by  Tanret  (Compt. 
rend.  1889,  109,  908)  by  demethvlation  of 
quebrachitol.  It  ciystallises  in  iteedles;  m.p. 
247°  [a]^-65°. 

The  methyl  ether,  QUBbraeUtol  (quebraehite) 
occurs  in  quebracho  bark.  It  or3rstaUises  in 
prisms ;  m.p.  186°  [01^—80°. 

f-lBOtitol,  obtained  by  mixing  ihe  d-  and 
/-isomerides  in  equal  quantities,  is  optically 
inactive,  m.p.  263°.  a;anret  (Compt.  rend.  1907, 
146, 1196)  has  obtained  botii  raoemio-  and  meso- 
inositol  from  fresh  ripe  berries  of  mistletoe. 

Mes(h  or  t-Inosttol  {dembo3t,  nucite)  is 
widely  distributed  in  both  plants  and  animals.  It 
occurs  in  musolee,-  in  the  heart,  lungs,  and  liver, 
in  beef  and  horseflesh,  and  in  the  urine  in  oases 
of  Bright's  disease.  In  plants,  it  is  found  in 
beans,  peas,  &e.,  m  the  leaves  of  asparagus, 
oak,  ash,  walnut,  d^c,  in  ail  parts  of  the  grape 
vine  and  hence  in  wines  and  in  fungi.  The 
chief  source  is  the  leaves  of  the  walnut  tree 
(Tanret  and  Villiers,  Compt.  rend.  1877,  84,  393 ; 
1878,  86,  486),  but  very  much  larger  quantities 
are  afforded  by  mistietoe.  It  may  also  be 
prepared  from  cochineal  mother  liquors.  It 
erysti^Jisee  in  bunches  of  needles,  m.p.  225°,  and 
does  not  reduce  Barreswil's  solution.  Yeast  is 
without  section,  but  certain  fungi  decompose  it. 
The  hexacetate  forms  monoclimo  plat^  m.p. 
212°.  Hugo  Miiller  (Chem.  Soc.  Trans.  1907,  91, 
1780)  has  described  and  measured  the  crystals 
of  the  monobromopentaoetate,  minute  crystals, 
m.p.  240°,  the  dibromotetraoetate,  broad  trans- 
parent prisms,  m.p.  140°,  and  scaly  crystals, 
m.p.  236°  ;•  also  of  inositokUbromohydiin,  m.p. 
210^ 

When  inositol  is  evaporated  with  nitric  acid 
almost  to  dryness  and  then  again  carefully 
evaporated  with  ammoniacal  .calcium  chloride, 
a  rose-red  coloration  is  obtained  which  enables 
0*0005  gram  to  be  detected  with  oertcLinty 
(Scherer,  Anniaen,  1850,  73,  322).  With 
ammoniacal  strontium  acetate,  a  still  more 
delicate  violet  coloration  is  obtained. 

The  monomethyl  ether,  Bomesilol,  occurs  in 
Borneo  rubber ;  it  forms  rhombic  prisms,  ni.p. 
199°-203°. 

The  dimethyl  ether,  Dambonitol,  is  found  in 
Gabon  rubber;  it  crystaUises  in  hexagonal 
prisms,  m.p.  195°. 

Phytin,  which  is  nresent  in  many  plant  seeds, 
e.g.  cotton  seed  meal,  oats,  maize,  and  has  been  , 
isolated  from  rice  bran,  is  a  magnesium  calcium 
compound  of  inositol  phosphoric  acid  (Winter- 
stein,  Zeitsch.  physiol.  Chem.  1908,  68,  118). 

Phytic  aoid  from  maize  meal  is  a  yeUow 
viscous  mass  which  decomposes  when  heated 
with  water  at  156°  into  phosphoric  add  and 
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inositol.  Inositol  tetra-  and  pyrophosphorio 
acids  have  been  syntheeised  by  Andenon 
(J.  Biol  Chem.  1912, 11, 471 ;  12, 97).  Contardi 
(Gazz.  ohim.  ital.  1912,  42,  408)  obtained  the 
hexaphoephate  by  the  action  of  phosphoric  add 
on  inositol  at  120''-'130''  in  absence  of  air.  This 
is  regarded  as  identical  with  the  phytin  found 
in  seeds  (c/.  Clarke,  Chem.  Soc.  Trans.  1914, 
635).    See  art.  Phytin. 

New  forms  of  inositol  are  produced  by  the 
action  of  hydrochloric  or  hydriodic  acids  in 
acetic  add  solution  upon  inositol  (Hugo  Miiller, 
Chem.  Soc.  Trans.  1912,  101,  2383). 

iBo-inoeitol  is  crystalline,  m.p.  246^-260% 
readily  soluble  in  water,  insoluole  in  ether, 
benzene,  or  chloroform,  or  alcohol,  but  soluble 
in  boiling  60  p.c.  aqueous  alcohol.  It  has  a 
very  faint  sweet  taste.  Its  hexa-acetcUe  melts  at 
112%  and  its  teirabmzoaU  at  213% 

4/' Inositol  is  an  amorphous  or  microcrystal- 
line  mass,  very  soluble  in  water,  but  very 
sparingly  so  in  alcohol.  Its  nitrate  is  moderately 
explosive. 

Seyllitol  (scyllite)  GJlifi^  discovered  by 
Staedler  and  Friedrichs  (J.  pr.  Chem.  1858,  (i.) 
73,  48)  in  various  organs  of  the  Plagiostomi 
(dog-fish)  has  been  investigated  by  J.  Muller. 
It  is  inactive,  crystallises  in  hard  lustrous  mono- 
clinic  prisms,  m.p.  above  339*^  and  is  spcuringly 
soluble  in  water.  It  rives  Scherer's  reaction 
and  forms  a  hexacetyl  derivative. 

Coeositol  (cooosite)  CaHijOi,  was  discovered 
by  Hugo  Miiller  in  the  leaves  of  Cocoa  nucifera 
(Linn.)  and  Cocoa  plumoaa  (Hook.)  (Chem.  Soc. 
Trans.  1907, 91, 1767).  It  crystaUises  from  water 
in  large  transparent  lustrous  monoclinic  crystals, 
m.p.  about  346^-350%  and  is  optically  inactive. 
It  forms  a  hexacetate,  giving  prismatic  crystals, 
m.p.  about  300°,  also  a  benzoate  and  nitrate. 
It  gives  the  red  coloration  characteristic  of 
inositol  (Scherer's  reaction).  H.  Muller  (Chem. 
Soc.  Trans.  1912, 101, 2383)  has  shown  seyllitol, 
querclne  from  acorns,  and  coeositol  to  be  identical, 
and  names  all  three  seyllitol;  the  occurrence 
of  this  substance  in  two  such  different  organisms 
as  the  cocoa-nut  palm  and  the  dog-fish  is  most 
remarkable. 

<i-Qaerc!tOl  C,Hi,Os  is  found  in  the  acorn 
and  in  minute  quantity  in  the  cork  and  bark  of 
the  oak.  Hugo  Muller  (Chem.  Soc.  Trans.  1907, 
01,  1766)  has  also  obtained  it  from  the  leaves  of 
Chamarova  humilia  (Linn.),  the  only  European 
tepresentative  of  the  palm  family,  which  was 
formeriy  used  like  esparto  for  makins  IMper. 
The  leaves  contain  1'35  p.c.  of  querdtol.  They 
are  crushed,  extracted  with  boiling  water,  and  the 
extract  precipitated  first  with  neutral  and  then 
with  basic  lead  acetate.  The  lead  in  solution  is 
removed  and  the  filtrate  evaporated  until 
crystals  appear  It  crystallises  in  prisms,  m.p. 
234''  [ali>+20-16^  It  is  not  fermenteble  and 
forms  acetyl  and  similar  esters,  showing  that 
it  contains  five  hydroxyl  groups.  Potassium 
permanganate  oxidises  it  to  malonic  acid  and 
other  products,  confirming  the  structural  for- 

muta  „  CH.<CH(OH)g(OHKcH(OH). 

Z-Qaeretto!  was  obtained  bv  Power  and  Tutin 
(Chem.  Soc.  Trans.  1904, 85, 624)  from  the  leaves 
of  Oymnema  aylvealre  (R.  Br.).  It  crystallises  in 
prisms  from  water  or  needles  from  alcohol, 
m.p.  174**  [alu^73'9%  and  forms  penta-acetyl 


and  penta-benzoyl  derivatives.  On  oxidation 
with  potassium  permanganate,  malonic  acid  is 
formed ;  with  sodium  nypobromite,  the  pro- 
duct is  diketotrihydroxyhexahydrobenzene 
CgHgOjfOH),.  It  is  not  the  optical  antipode  of 
«f-querdtol« 

Querdtol  contains  4  asymmetric  groupings, 
and  therefore  8  optically  active  and  two  un- 
resolvable  inactive  modifications  are  possible* 

E.  F.  A. 

DfSEOTIGIDES  v.  Plant-sprays. 

DfSIPIN.  Trade  name  for  the  glycollic  ester 
of  quinine  sulphate. 

IMTERFEROMBTER.  The  interferometer, 
or  rather  the  interference  refractometer,  is  an 
instrument  for  measuring  small  differences  in 
refractive  power  between  two  gases  or  two 
liquids ;  this  it  does  with  much  greater  refine- 
ment than  other  forms  of  refractometer,  and 
consequently  it  can  be  used  to  measure  small 
differences  in  composition  between  two  gaseous 
mixtures  or  between  two  solutions,  and  in  one 
of  its  forms  it  has  been  used  to  find  the  refractive 
indexes  of  new  gases  by  comparison  with  air. 
It  takes  advantage  of  the  set  of  bands  produced 
by  the  phenomenon  of  interference  and  employs 
such  sets  as  pointers  or  indexes. 

If  the  white  light  from  a  single  source  is 
broken  up  into  two  beams,  and  if  these  are 
made  to  unite  again  either  on  a  screen  or  as 
viewed  through  a  telescope,  a  set  of  interference 
buids  is  observed  bavins  a  central  white  band 
with  a  series  of  dark  bands  to  the  right  and  left. 
These  bands  are  caused  by  the  light  waves  of 
the  two  beams  meeting  and  in  some  places 
reinforcing,  and  in  others  obliterating  one  another 
according  as  they  are  in  the  same  phase  or  in 
opposite  phases.  The  dark  bands  are  fringed 
with  colour  owing  to  white  light  being  made  up 
of  coloured  lights  of  various  refrangibilities ; 
if  monochromatic  light  is  used  only  bright  and 
dark  bands  are  seen.  The  two  oeams  must 
come  from  the  same  source  or  no  bands  will  be 
formed.  The  phenomenon  is  discussed  in  text- 
books  on  light. 

Shifting  of  the  central  band  is  observed 
when  a  different  material  is  introduced  into  the 
path  of  one  beam  and  not  into  that  of  the  other ; 
it  is  on  this  jshifting  that  the  measurement 
depends.  When  boui  beams  pass  through 
exactly  the  same  lengths  of  the  same  materials 
their  '  optical  lengths  '  are  equal  and  the  central 
band  is  seen  in  a  certain  place,  but  if  a  new 
material  with  a  different  refractive  index  is 
introduced  into  the  path  of  one  beam,  its 
'  optical  lem^th  *  is  now  changed  and  the  central 
band  is  shifted  to  a  new  position.  A  material 
of  higher  refractive  power  diminishes  the 
velocity  of  light  more  than  a  material  of  lower 
refractive  power  and  increases  the  'optical 
length  '  of  the  path  traversed  by  the  rays.  The 
optical  Jertgih  of  the  path  of  a  ray  between  two 
points  is  equal  to  the  actual  distance  multiplied 
by  the  index  of  refraction  of  the  material 
through  which  it  passes.  If  the  ray  passes 
through  several  materials  the  total  optical 
length  is  the  sum  of  the  several  optical 
lenffths. 

THfferent  ways  of  restoring  the  central  band 
to  its  former  position  are  employed  in  various 
forms  of  the  instrument  and  so  measoiing  the 
difference  in   refracUvo  indexes,   and  farther 
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there  are  different  methods  of  effecting  the 
diyiflion  of  the  beam  of  light. 

Jamin  (Ann.  Ghim.  1868,  [3J  52,  163  and 
171)  used  reflection  and  refraction  in  a  thick 
gisM  plate  to  separate  the  beam  and  send  it 
through  two  tubes;  but  Lord  Bayleigh,  uams 
a  mooification  of  an  arrangement  investigated 
by  Fraunhofer,  effected  the  separation  in  an 
easier  way. 

BayletgK'e  ItUerference  RefradomeUrfor  Oases. 
— This  was  used  by  Lord  Eayleigh  when  deter- 
mining the  retective  power  of  argon  and  helium 
by  comparison  with  air  (Froc.  Boy.  Soc.  1895-96, 
69,  201 ;  1898-99,  64,  97 ;  also  Trayer's  Ezperi- 
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mental  Study  of  Gases,  1901,  292  ;  also  Watson, 
Practical  Physics,  1906,  343).  The  way  in 
which  it  acts  can  be  seen  from  £^.  1,  but 
various  forms  of  it  have  been  described.  The 
plan  adopted  is  to  render  the  rays  of  li^ht 
Qom  a  sut  parallel  by  means  of  a  collimating 
lens,  then  to  divide  them  into  two  beams  by 
passing  through  two  narrow  apertures,  and 
finally  to  unite  them  again  by  means  of  a 
telescope  in  which  the  interference  bands  will 
be  seen.  The  rays  of  light  from  a  lamp  on  the 
right  pass  through  a  very  fine  vertical  slit  and 
are  rendered  pamlel  by  the  lens  B.  The  lamp 
and  slit  are  not  shown  in  the  figure.    The  rays 
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Fig.  1. 


then  pass  through  the  two  tubes  D  and  s,  and 
on  to  the  two  vertical  and  parallel  apertures 
GO  in  the  cap  of  a  telescope  having  a  lens  at  Q. 
These  apertures  are  parallelograms  about  i  inch 
wide  and  1}  inches  apart,  and  are  exactly 
opposite  the  ends  of  the  tubes.  The  figure 
shows  the  arrangement  in  plan,  the  slit  and 
apertures  being  perpendicular  to  the  plane  of 
the  paper.  Instead  of  viewing  the  bands 
through  the  lenses  of  an  ordinary  eyepiece, 
much  greater  magnification  was  obtamed  b^ 
employing  a  glass  cylinder,  shown  at  B;  it 
appears  there  as  a  circle,  since  it  is  penoendicular 
to  the  plane  of  the  paper  and  parallel  to  the 


slit  and  apertures.  It  was  out  from  a  piece  of 
plate  glass,  glass  rod  beins  unsuitable ;  it  has 
the  advantc^e  of  msgniiying  the  bands  in 
width  only.  At  first  a  web  was  used  as  the 
reference  mark  for  measuring  the  shift  of  the 
bands,  but  a  much  better  plML  was  found  to  be 
allowing  light  from  B,  travellinff  not  through 
but  in  the  air  above  the  two  tuoes,  to  form  a 
set  of  reference  bands  which  are  stationary  and 
not  affected  by  the  materials  in  the  tubes. 
Each  pair  of  ends  of  the  tubes  is  closed  by  a 
glass  plate,  the  faces,  of  which  must  be  optically 
worked  so  as  to  be  parallel.  The  appearance 
in  elevation  can  be  gathered  from  Fig.  2,  which 
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represents  the  next  instrument ;  it  shows  how 
the  top  naif  of  the  beam  passes  above  the 
tubes  and  the  lower  half  through  them. 
Each  of  the  tubes  d  and  b  has  a  side  tube 
through  which  it  can  be  filled,  and  these  side 
tubes  are  in  connection  with  mercury  mano- 
meters with  adjustable  reservoirs  by  which  the 
pressure  in  each  tube  can  bo  varied  and  ascer- 
tained. The  tubes  are  filled  wiUi  air  and  the 
gas  under  investigation  respectively,  and  the 

Pressures  are  adjusted  until  the  centnd  band  is 
rought  to  a  definite  position  in  relation  to  the 
reference  bands.  The  pressures  in  the  two  tubes 
are,  of  course,  different  when  this  is  attained. 
Other  experiments  are  made  with  other  pressures, 
the  central  band  being  always  brought  back  to 
the  same  position  as  regards  the  reference  bands. 
The  relative  refractivity  is  calculated  from  the 
relation  between  the  pressures  in  the  air  tube 
and  in  the  other  gas;  the  refractivity  being 
(/i— 1),  where  fi  is  uke  index  of  refraction. 

Lowe's  Interference  Sefractcmeter  far  Lipids 


and  Oases, — ^An  instrument  employing  Lord 
Bayleigh*e  method  of  dividing  Uie  beam,  his 
cylin^cal  lens,  and  his  plan  of  using  a  second 
set  of  bands  as  a  reference  mark  is  described  by 
Lowe  (Zeitsch.  fiir  Instrumentenkunde,  1910, 
30,  321 ;  Zeitsch.  Phvsikalische,  1910, 11, 1047) 
as  made  by  Zeiss,  iig.  2  shows  the  mode  oi 
action  of  the  instrument,  though  not  the  actual 
dimensions ;  A  is  the  slit  and  B  is  a  collimating 
lens;  the  materials  under  examination  are 
contained  in  two  tubes,  D  and  B,  phwjcd  side  by 
side ;  of  these  the  near  tube  D  is  seen  in  the 
figure,  which  shows  the  apparatus  in  elevation. 
j  Bayleigh^s  apparatus  could  only  be  used  for 
'  gases,  and  required  two  mercury  manometers 
with  accessories  to  bring  the  central  band  back 
to  the  right  position;  Lowe  dispensed  with 
these  by  means  of  a  compensator,  and  made  the 
apparatus  applicable  for  Doth  liquids  and  gases. 
The  compensator  is  an  arrangement  of  slass 
plates  something  like  an  arrangement  used  by 
Jamin  (/.c).    It  consists  of  two  glass  plates. 
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one  placed  in  the  path  of  the  beam  from  each 
tube  and  at  an  angle  of  about  4&*  to  the  beam. 
One  of  them,  l,  is  movable  about  an  axis,  and 
can  be  inclined  at  a  greater  or  less  angle  to  the 
beam  by  means  of  the  lever  o,  which  is  moved 
by  the  micrometer  screw  N.  The  other  plate, 
K,  is  exactly  like  L,  but  is  iSxed ;  it  is  hid  by 
L  in  the  figure  and  lies  in  the  path  of  the  beam 
from  the  further  tube  B,  which  is  hid  by  d. 

If  a  ray  of  light  passes  through  a  glass  plate, 
it  wiU  traverse  the  minimum  olglass  when  the 
plate  is  perpendicular  to  the  ray,  the  more  the 
plate  is  mclined  from  this  position  the  sieater 
will  be  the  length  of  glass  traversed.  Tnos  by 
the  device  described  above,  when  the  optical 
length  of  the  beam  coming  through  the  material 
in  the  near  tube  d  is  less  than  that  of  the  beam 
coming  through  the  other  tube  x,  a  further 
inclination  of  the  glass  plate  L  serves  to  increase 
the  length  of  glass  traversed,  and  thus  the 
central  band  can  be  brought  back  to  the  reference 
band  by  turning  the  micrometer  screw  N. 
Attached  to  this  screw  there  is  a  drum,  the 
^graduations  on  which  serve  to  measure  the 
inclination  given  to  the  plate  L,   and  so  to 
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I  estimate  the  difference  in  refractive  power  of 

;  the  materials  in  the  two  tubes. 

I        The  upper  part  of  the  light  from  the  collimat- 

:  ing  lens  B  passes  above  the  tubes  and  forms  the 

stationary   reference    bands.    On    its   way   it 

meets  the  inclined  glass  plate  h  which  is  fixed 

and  serves  to  direct  the  light  into  the  telescope 

BQ.    This,  as  in  Rayleigh's  apparatus,  has  two 

apertures  at  co  and  a  cylindrical  eyepiece  B. 

Without  the  plate  h  the  top  of  the  tubes  d  and 

B  would  appear  in  the  eyepiece  as  a  thick  dark 

line,  making  it  dif&cult  to  bring  the  two  sets  of 

bands  into  exact  concordance,  but  the  effect  of 

H  is  to  blot  out  or  diminish  this  line  (Rayieigh, 

Proo.  Roy.  Soo.  1898-09,  64,  97). 

The  instrument  in  the  above  form  is  long 

I  and  suitable  for  a  laboratory  bench,  but  besides 

I  this  Lowe  describee  a  shorter  and  less  sensitive 

form.    In  this,  when  used  for  liquids,  the  tubes 

I  or  chambers  are  immersed  in  a  water-bath  in 

'  order  to  maintain  a  uniform  temperature  in 

both.     Irr^gularitiee  in  temperature  interfere 

with  the  setting  of  the  bands  and  reference 

bands  together,  and  also  make  the  bands  crooked 

(Wolff,  CheuL  Zdt.  1915,  39,  106). 
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An  instrument  on  the  plan  of  the  long  form  . 
is  made  by  Adam  Hilger  of  75a,  Camden  Road,  | 
N.W.I,  for  use  with  gases,  and  is  shown  in 
Fig.  3.  The  lettering  corresponds  to  that  of 
Fig.  2,  but  the  two  apertures  oo  are  placed 
dose  to  the  coUimating  lens  «  instead  of  on 
the  telescope  qr.  Of  the  further  letters,  T  and  o 
indicate  standards  supporting  the  tubes ;  t  and 
T  are  nuts  for  raising  or  lowering  the  tube, 
which  can  also  be  adjusted  laterally  by  a  screw 
at  s ;  X  is  the  fixed  glass  plate  and  Q  is  the 
object  glass  of  the  telesoope;  v  is  a  knurled 
ring  for  focussing  the  telesoope,  and  p  is  a  spring 
opposing  the  micrometer  screw.  The  apertures 
are  4  mm.  wide  and  12  mm.  apart;  the  two 
eas  tubes  are  made  of  brass  and  are  1  metre 
long  and  1  cm.  square  in  section,  and  are  dosed 
by  ghiss  plates  with  i>aralld  faces.  It  is  claimed 
that  with  this  instrument  settings  can  be  made 
to  less  than  one-fortieth  of  a  band,  and  that  it 
is  possible  to  detect  the  presence  of  0*01  p.o.  of 
hydrogen  in  air,  corresponding  to  a  difference 
in  refractive  index  of  0*000,000,015. 

Hilger  also  makes  a  much  shorter  instrument 
for  use  with  liquids ;  it  has  a  cell  1  cm.  long 
and  the  range  is  about  0006  instead  of  about 
0*000017,  which  is  that  of  the  Ions  form. 

Both  long  and  short  forms  of  we  instrument  > 
have  to  be  graduated  empirically,  that  is  to 
say,  the  values  oorresponding  to  the  readings 
of  the  drum  have  to  bo  found  by  experiments  i 
using  liquids  and  gases  of  known  oomporition. 
The  tubes  are  first  both  filled  with  the  material 


taken  as  a  standard,  the  compensator  is  adjusted 
so  that  both  sets  of  bands  coindde  and  the  drum 
is  read  off.  This  reading  eives  the  starting-point 
and  has  to  be  deducted  from  subsequent  read- 
ings; it  may  vaiy  a  little  from  day  to  day. 
The  tube  opposite  one  of  the  plates  is  now 
filled  in  succession  with  prepared  mixtures  con- 
taining known  additional  quantities  of  the 
substance  it  is  wished  to  measure,  the  com- 
pensator is  adjusted  and  read  and  a  table  or 
curve  is  prepared,  by  the  use  of  which  the  amount 
in  a  sample  under  examination  can  be  found. 
Which  tube  or  chamber  to  use  will  depend  on 
which  material  has  the  greatest  refractive 
power  and  also  on  the  way  the  instrument  is 
made;  if  the  movable  plate  is  inclined  away 
from  the  lever  as  in  Fig.  2,  raising  the  lever 
increases  the  path  through  glass ;  but  if,  as  in 
some  instruments,  it  is  inclined  towards  the 
lever,  raising  the  lever  diminishes  the  path.  It 
is  best  that  the  water  used  for  comparison  and 
for  making  standard  solutions  diould  be  parts 
of  the  same  lot.  Several  Settings  and  readings 
of  the  drum  should  be  made  with  each  portion 
of  liquid  or  gas  tested,  and  for  the  greatest 
accuracy  it  is  advisable  to  repeat  tlus  with 
other  portions  of  the  same  lot. 

Another  way  of  making  a  determination  is 
to  prepare  two  mixtures  of  known  strength,  one 
a  htUe  stronger  and  one  a  little  weaker  tiian  the 
sample  under  examination.  The  end  points 
are  found  by  testing  these  mixtures  first  with 
both  tubes  or  chambers  fiUed  with  the  same 
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mixture,  and  then  with  one  mixture  alongside 
the  other.  Having  foond  the  end  points,  whioh 
should  not  be  far  apart,  the  sample  is  compared 
first  with  one  mixture  and  then  with  the  other, 
and  its  strength  is  calculated  by  interpolation. 
Using  this  plan  the  shifting  of  the  colours  de- 
scribed below  is  less  likely  to  cause  difficulty. 

Besides  Rayleigh's  and  Lowers  there  are 
other  forms  of  interferometer  which  are  of 
interest  to  the  physicist  rather  than  to  the 
chemist. 

Corrections. — Care  must  be  taken  to  identify 
the  central  white  band  correctly  and  not  to 
mistake  a  side  band  for  it.  Further,  in  using 
the  compensator  there  is  an  action,  which  as  the 
glass  plate  is  more  and  more  moved  and  as  the 
readings  on  tSe  drum  get  higher  and  higher, 
shifts  colours  on  to  the  original  central  band  and 
makes  it  harder  to  identify,  and  which  then 
whitens  in  turn  first  one  and  then  another 
neighbouring  band  so  that  it  appears  like  the 
original  central  band.  The  effects  of  this 
action  have  to  be  ascertained  and  allowed  for. 
It  is  caused  bv  differences  in  dispersive  po^er 
between  the  glass  plate  and  the  solutions,  so 
that  the  corrections  vary  with  the  substances 
in  solution  and  with  different  instruments. 
The  action  is  discussed  by  Mare  in  Ghem. 
Zeit.  1912,  36,  537,  by  Valentiner  and  Zinuner 
in  Ber.  Deutsoh.  Physik.  Gesell.  1913,  15,  1301, 
and  by  Adams  in  J.  Washington  AcacL  Sci. 
1915,  5,  265,  and  in  J.  Amer.  Chem.  Soc.  1915, 
37,  1181,  where  many  directions  are  given. 
This  correction  ha«  also  to  be  considered  in  the 
case  of  Rayleigh's  instrument  (Valentiner  and 
Zimmer,  /.c,  p.  1316^. 

Different  mtensities  of  the  two  black  bands 
in  the  centre  indicate  a  faulty  adjustment  of 
the  light. 

In  other  kinds  of  refraotometer  it  is  important 
to  maintain  a  constant  temperature  during  an 
observation,  as  temperature  greatly  affects 
refractive  power,  but  with  the  interference  refrao- 
tometer this  IB  less  important,  as  any  variation 
in  temperature  affects  both  tubes,  and  it  is 
only  when  temperature  has  distinctly  more 
effect  on  the  re&active  power  of  the  material 
in  one  of  the  tubes  than  on  that  of  the  material 
in  the  other  tube  that  a  differoice  can  be 
noticed  between  observations  at  different 
temperatures.  It  is  advisable  to  make  sure  that 
errors  due  to  diBFerence  of  temperature  between 
that  of  graduation  and  that  of  observation  are 
negligible  (£dwai<ds,  Chem.  and  Met.  Eng.  1919, 
21,  562). 

It  should  be  noted  that  the  readings  on  the 
drum  are  not  in  simple  proportion  to  the 
differences  in  refractive  power.  Adams  (J. 
Amer.  Chem.  Soc.  1915,  37,  1191)  gives  formulie 
for  calculating  values  that  are  directly  pro- 
portional; they  involve  finding  a  constant  for 
the  particular  instrument  used;  but  as  each 
instrument  is  graduated  empirically  as  described 
above,  it  is  not  essential  to  employ  these 
formuln. 

Edwards  (J.  Amer.  Chem.  Soc.  1917,  39, 
2382)  proposes  in  the  case  of  gases  to  prepare 
calibration  tables  for  the  interference  refraoto- 
meter by  an  experiment  with  air  at  different 
pressures  and  then  by  calculation  from  the 
known  refractive  indexes  of  various  gases,  but 
certain  points  have  to  be  taken  into  account. 


Uses, — ^The  interference  refraotometer  can 
be  used  for  comparing  two  liquids  or  two  gases 
together  which  differ  In  that  one  contains  more 
of  a  certain  known  substance  than  the  other, 
and  for  ascertaining  the  amount  of  this  excess. 
The  longer  the  tubes  or  chambers  containing 
the  materials  the  greater  is  the  sensitiveness, 
and  the  shorter  the  tubes  or  chambers  the 
greater  is  the  range  of  differences  that  it  will 
determine.  Further,  the  greater  the  difference 
in  refractive  power  between  the  standard 
substance  and  the  substance  to  be  determined 
the  greater  is  the  sensitiveness ;  thus  when  carbon 
monoxide  with  refractive  index  1*00034,  nitrogen 
with  1-000297,  oxygen  with  1-00027,  dilute  air 
with  1-000293,  the  sensitiveness  is  not  nearly 
so  great  as  when  hydrogen  with  1-000139  is 
the  diluent;  in  which  case  it  is  claimed,  as 
stated  before,  that  0-01  p.o.  of  hydrogen  in  air 
can  be  found. 

In  the  case  of  liquids  Adams  (J.  Amer.  Chem. 
Soc.  1915,  37,  1187)  says  that  with  hii  instru- 
ment, using  a  4  cm.  chamber  through  which  the 
light  was  reflected  back,  and  whioh  conseouently 
was  equivalent  to  an  8  cm.  chamber,  a  difierenoe 
of  2  parts  per  million  of  sodium  chloride  in 
aqueous  solution  could  be  found. 

The  following  applioations  of  the  interference 
refraotometer  have  bean  made  or  suggested : 

In  the  case  of  gases  for  examining :  (1)  Air 
in  ventilation  Enrstems.  (2)  Flue  gases  for  boiler 
control.  (3)  The  gas  in  airships.  (4)  Illuminat« 
ing  gas.  (5)  Ammonia  in  distillation  gases. 
(6)  Tne  gas  evaporating  from  liquid  air.  (7) 
Mine  air  for  methane.  Kiippers  (Gluckauf, 
1913,  49,  47)  gives  directions  for  testing  mine 
air;  this  and  the  ordinary  air  used  for  com- 
parison should  be  freed  from  carbon  dioxide 
and  water  vapour  bv  means  of  soda-lime  and 
calcium  chloride.  If  the  mine  air  is  deficient 
in  oxygen  a  correction  must  be  made  (Seibert 
and  Harpeter,  U.S.  Bureau  of  Mines  Tech. 
Paper  No.  185,  1918,  p.  11).  In  testing  gases 
by  Lowe's  instruments  the  pressure  must  be  the 
same  in  both  tubes;  this  can  be  effected  by 
making  them  both  communicate  with  the 
atmosphere  during  an  observation,  but  with 
some  device  to  check  diffusion. 

In  the  case  of  liquids  :  (I )  Examination  of  sea- 
water,  for  variations  in  ssitness  (Ldwe,  Annalen 
d.  Hydrographie,  1912,  40,  303).  (2)  The 
analysis  of  colloid  solutions  and  the  investigation 
of  the  phenomena  of  adsorption  (Mare,  Chem. 
Zeit.  1912,  36,  637).  (3)  The  determination  of 
the  efficiency  of  filtering  materials  in  water 
works  (Mare,  Z.c.).  (4)  Standardising  solutions 
for  volumetric  analysis.  (5)  Determining  potas- 
sium and  sodium  in  a  mixture  of  their  sulphates 
(Adams,  J.  Amer.  Chem.  Soc.  1915,  37,  1194). 
(6)  Testing  the  activity  of  diastase  and  yeast 
(Wolff,  Chem.  Zeit.  1915,  39,  105  and  197). 
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DfSEOT  WAX  V,  Waxes. 

INSIPIN.   Diglycollic  acid  ester  of  quinine. 

INTBNSIFIERS  v.  Photography. 

INTRAMINE.  Trade  name  for  di-o-amino- 
phenyl  disulphide,  used  in  the  treatment  of 
syphilis. 

INULA  CAMPHOR  v.  Camphobs. 

mULIN  V,  Cabbohydbates. 

INVAR.  A  steel  containing  35*4  p.c.  nickel 
having  an  extremely  low  ooefacient  of  thermal 
expansion  (v,  Niokel). 

mVERTASE  ISucrase),  Invertase  is  the 
enzyme  which  hydrolyses  or  inverts  sucrose  tb 
dextrose  and  Invulose.  It  is  present  in  all 
yeasts  except  8,  octosjxjrus^  S,  capsulari^,  and 
8,  membranoBfaeiens  (Hans.),  and  is  extremely 
active.  According  to  O'SuUivan  and  Tompson 
(Chem.  Soc.  Trans.  1890,  57,  834),  whose 
contribution  to  the  subject  is  still  a  classic, 
it  can  hydrolyse  200,000  times  its  weight  of 
sucrose,  and  probably  this  figure  is  much  under- 
stated. As  is  the  case  with  other  enzymes,  but 
little  is  known  of  its  nature. 

O'Sullivan  purified  invertase  by  fractional 
precipitation  so  long  as  it  remained  active,  and 
found  that  the  proportion  of  carbohydrate 
increased.  He  identified  this  as  mannose,  as 
was  also  done  by  Koelle  (Zeitsoh.  physiol.  Chem. 
1900,  29,  429).  A  very  pure  preparation  was 
obtained  by  Osborne  {ibid.  1899,  28,  399)  which 
gave  none  of  the  protein  reactions,  except 
precipitation  by  copper  sulphate,  lead  acetate, 
and  phosphotungstic  acid ;  it  gave  the  biuret, 
xanthoprotein,  and  Millon's  test  faintly,  and 
could  not  be  freed  completely  from  carbo- 
hydrate. It  also  always  contained  nitrogen 
and  ash.  Salkowski  (Zeitsch.  physdoL  Chem. 
1909,  61,  124)  considers  that  invertase  does  not 
contain  carbohydrates  and  that  the  yeast  gum 
which  acooinpanies  it  is  an  impurity.  Cf,  Will- 
statter  and  Raoko,  Annalen,  1921,  425,  1. 

According  to  Mathews  and  Glenn  (Bio- 
Chem.  J.  1911,  9,  29),  the  most  active  prepara- 
tion contains  about  2  p.o.  of  ash  and  2 '2  p.c.  of 
nitrogen.  It  consists  of  a  gum  and  a  nitro- 
genous portion  yielding  70-76  p.c.  of  mannose 
on  hydrolysis.  These  authors  consider  invertase 
to  consLBt  of  a  union  of  an  inactive  colloidal 
gum  with  an  active  protein  ferment;  by  the 
action  of  acid,  the  ferment  is  freed  from  the 
carrier  and  rendered  active. 

Mathews  and  Glen  (J.  Biol.  Chem.  1911,  9, 
29)  consider  that  as  ordinarily  prepared  invertase 
is  a  combination  of  a  protein  and  a  mannosan. 
AU  attempts  to  free  the  protein  from  the  gum 
and  retain  ensymio  activity  were  a  failure. 
The  parallelism  between  activity  and  nitrogen 
eontent  is  taken  as  indicating  that  the  active 
substance  is  a  protein. 

Nelson  and  Bom  (J.  Amer.  Chem.  Soc.  1914, 
36,  393)  find  that  highly  purified  invertase  does 
not  show  the  protein  reactions  until  after 
hydrolysis  with  dilute  sulphuric  acid,  indicating 
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that  the  properties  of  the  protein  are  effectually 
masked  in  the  invertase  iteelf. 

Invertase  appears  to  be  effective  in  all  cases 
where  dextrose  and  Iffivulose  are  united,  even 
when  a  third  sugar  molecule  is  attached  to  these. 
Thus  it  hydrolysee  raffinose,  gentianose,  melici- 
tose,  and  staohyose,  splitting  off  Isvulose  in 
each  case. 

Invertase  is  of  common  occurrence  in  the 
vegetable  kingdom ;  it  is  present  in  buds, 
flowers,  and  leaves  of  the  higner  plants  and  in 
numerous  mould  fungi  It  is  not  so  widespread 
in  the  animsd  body  as  maltase,  being  practically 
limited  to  the  mucous  membranes  of  the  ali- 
mentary canaL 

The  laws  regulating  the  velocity  of  invertase 
action  are-  dealt  with  elsewhere  {v.  Febmenta- 
TiON  and  Hydrolysis). 

It  is  veiy  sensitive  to  the  minutest  quantities 
of  alkali,  which  retard  or  stop  its  action,  and  for 
this  reason  its  action  is  accelerated  by  dilute 
acids  or  acid  salts,  although  probably,  like 
diastase,  it  ia  most  active  in  truly  neutral  solu- 
tion. Quantitative  work  with  invertase  must 
be  carried  out  in  hard  glass  vessels  and  with 
solutions  which  have  been  stored  and  measured 
in  such  vessels.  It  is  the  neglect  to  avoid  alka- 
line impurity  which  has  occasioned  many  of  the 
controversial  statements  in  the  extensive  litera- 
ture relating  to  this  subject. 

The  rate  of  action  is  much  influenced  by 
temperature  :  65°-60®  being  that  of  maximum 
activity,  beyond  which  it  becomes  weakened  bv 
heat  (8ee  also  papers  by  Euler,  Zeitsch.  physiol. 
Ohem.  1910  and  1911).  It  is  destroyed  between 
65°  and  70^.  The  power  of  the  enzyme  to  resist 
heat  is  considerably  increased  by  the  presence 
of  sucrose :  according  to  O'SuUivan,  it  will 
withstand  a  temperature  25^  higher. 

An  active  solution  of  invertase  is  readily 
obtained  by  extracting  dried  yeast  with  water 
or  by  shaking  up  living  yeast  with  chloroform 
water.  A  very  active  permanent  preparation 
may  be  prepared  by  setting  aside  washed 
pressed  yeast  with  a  Uttle  water  to  autolyse  at 
ZT  for  a  few  days.  The  liquid  is  filtered  and 
alcohol  added  a  few  cub.  cm.  at  a  time  to  the 
filtrate  so  as  to  keep  the  precipitate  in  a  granular 
form.  The  liquid  is  decanted,  the  precipitate 
washed  first  with  a  Uttle  60  p.c.  and  then  with 
80  p.c.  alcohol  and  at  once  dissolved  ina  minimum 
quantity  of  water.  The  precipitation  process 
may  be  repeated  and  the  final  product  dissolved 
clear  in  tibe  smallest  quantity  of  water  and 
bottled  with  a  little  toluene.  This  solution, 
which  is  of  very  high  activity,  may  be  kept  for 
years  without  its  activity  materially  changing 
{v.  Febuentation). 

Investigations  made  W  Euler,  and  later  by 
Meisenheimer  (Biochem.  Zeitsch.  1913,  54,  122), 
have  shown  that  the  amount  of  invertase  in 
yeasts  is  largely  increased  by  allowing  them  to 
remain  in  contact  with  various  sugars  for  one 
or  two  days  The  invertase  was  prepared  from 
the  expressed  juice  by  the  acetone  method. 
Under  these  conditions  the  zymase  content  of 
the  yeasts  diminished.  Invert  sugar  or  fructose 
caused  a  larger  increase  in  the  invertase  than 
glucose  or  cane  sugar,  a  fact  which  is  explained  on 
the  assumption,  previously  made  by  Armstrong, 
that  a  fructose-invertase  combination  is  some- 
what  more   stable   than   the   combination   of 


invertase  with  other  sugars,  and  the  ferment  i^ 
thereby  more  efiiciently  guarded  against  change 
during  the  autolysis  of  the  yeast.  Euler 
(Zeitsch.  physioL  Chem.  1913,  88,  430)  claims 
that  it  is  the  process  of  fermentation  as  such, 
and  not  the  substrate  or  the  products  of  the 
reaction,  which  influences  the  formation  of  new 
invertase.  Enzyme  formation  is  closely  corre- 
lated with  the  formation  of  fr^  protoplasm. 

The  hydrolysis  of  cane  sugar  by  active 
invertase  preparations  is  compete,  and  the 
most  careful  experiments  made  by  Armstrong 
(t7.  The  Simple  Gabbohybbates),  and  later  by 
Hudson  and  Paine  (J.  Amer.  Chem.  Soc.  1914, 
36,  1571),  have  failed  to  detect  any  evidence 
of  synthetic  activity.  E.  F.  A. 

lODALBACID,  lODALBIN,  lODANISOL, 
lODEIGONS,  V,  Synthetic  dbuqs. 

lODEttDBOLITE  v.  Emboijte. 

I0D6LIDIN,  lODIN,  t;.  Syitthetic  DBuaa 

IODINE.  Symbol  I.  At.wt.  126-93.  This 
element  was  discovered  in  1812  by  OourtoiB  in 
the  mother  liquor  of  kelp.  The  discovery  was 
first  announced  to  the  French  Institute  in  1813. 
The  properties  of  the  new  element  were  further 
investigated  by  Clement  and  Deeormes,  Gay- 
Lussao,  and  Davy. 

Iodine  is  a  ciystalline  solid  of  greyish-black 
colour  and  bright  metallic  lustre  resembling 
plumbago.  Its  sp.gr.  is  4*948.  It  is  obtained 
by  sublimation  in  brilliant  rhomboidal  plates,  or 
in  elongated  octahedrons  belonging  to  the  tri- 
metric  system.  In  very  thin  plates  it  transmits 
light  of  a  red  colour.  It  melts  at  114*15%  and 
boils  at  184*35*'  (Ramsay).  It  volatilises  at 
ordinary  temperatures  spontaneously  in  the  air, 
diffusiiig  an  odour  resembling  chlorine.  It  is 
sometimes  employed  in  this  way  in  hospitals  as 
a  disinfectant.  Its  vapour  pressure  at  50^  is 
215  mm. ;  at  60%  4*29  mm. ;  at  70%  8*20  mm. ; 
at  80%  15*09  mm. ;  at  90%  26*78  mm.  (Baxter 
and  Grose,  J.  Amer.  Chem.  Soc.  1915,  37,  1061). 
The  vapour  has  an  intense  blue  or  rich  violet 
colour,  and  is  one  of  the  heaviest  of  all  known 
gases,  having  a  sp.gr.  of  8*801.  A  stratum 
4  inches  thick  presents  a  black  mass  quite  im- 
I)erviou8  to  light.  Heated  above  700°  the 
sp.gr.  of  the  vapour  begins  to  diminish  until 
at  1700""  it  is  half  that  at  700'',  and  the  vapour 
ia  monatomic.  It  is  very  slightly  soluble  in 
water,  requiring  about  3616  parts  for  solution 
at  18%  It  is  soluble  in  chloroform,  bromoform, 
carbon  disulphide,  light  petroleum,  and  benzene, 
forming  violet  solutions ;  also  in  ethyl,  methyl, 
and  amyl  alcohols,  and  in  ether  and  glycerol, 
forming  brown  solutions.  It  is  very  soluble  in 
potassium  iodide,  of  which  I  part  in  2  parts  of 
water  will  dissolve  2  parts  of  iodine,  forming 
potassium  triiodide  Kl,.  In  reactions  it 
resembles  chlorine  and  bromine,  but  is  less 
eneigetic,  and  is  displaced  by  these  elements 
from  its  compounds  with  hydrogen  and  the 
metals.  It  has  a  strong  afi&nity  for  most  of 
the  metals,  and  in  the  presence  of  water,  attacks 
and  dissolves  gold.  The  most  characteristic  re- 
action of  free  iodine  ia  the  dark  blue  compound 
formed  with  staroh;  tlus  test  ia  extremely 
sensitive,  and  will  reveal  the  presence  of  one- 
millionth  part  in  any  liquid  containing  it. 
Another  characteristic  reaction  is  to  liberate  the 
iodine  from  a  solution  by  nitrosulphurio  aoid, 
and  dissolve  it  out  by  carbon  disulphide ;   this 
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affords  an  acourate  and  easy  method  of  esti- 
matinff  it  by  the  depth  of  the  crimson  colour  of 
the  solution ;  it  is  also  extremely  sensitive,  and 
well  adapted  to  estimate  small  quantities  of  the 
elem^t. 

liotopes  of  iodine. — By  the  method  of  positive 
ray  analysis,  iodine  is  shown  to  be  a  simple 
element  of  atomic  weight  127  (Aston,  Chem.  Soc. 
Trans.  1921,  119,  677). 

Iodine  in  minute  quantities  is  very  largely 
distributed  throughout  the  animal,  vegetable, 
and  mineral  kingdoms.  The  thyroid  gland 
of  the  sheep  contains,  for  example,  on  the 
average,  when  dry,  0'34  p.c.  of  iodine,  or  on 
the  fresh  gland  0-09  p.c.  (Martin,  Pharm.  J; 
1912,  89,  144).  As  a  mineral  it  occurs  in  com- 
bination with  silver,  mercury,  and  lead,  in  ores 
from  Mexico,  Chile,  and  Spain,  with  zinc  in 
Silesia,  and  with  lead  in  South  America.  It  is 
also  found  in  dolomite  from  Saxony,  in  Ume- 
stone  from  Montpellier,  in  shale  from  Sweden, 
and  in  calcium  phosphate  from  fVance.  It 
exists  also  in  the  *  caliche  *  of  Chile  in  the  form 
of  sodium  iodate.  This  is  the  only  mineral 
source  from  which  it  is  manufactured,  and  has 
been  for  many  years  the  most  important  of  all 
the  commercial  sources. 

Manv  mineral  waters  contain  iodine,  notably 
those  of  Carlsbad  in  Bavaria,  Hall  in  Austria, 
Marienbad  in  Bohemia,  Holberg  in  Pomerania, 
Halle  in  Saxony,  Sales  in  Piedmont,  Nix  in 
Savoy,  Kreuznach  in  Galicia,  Halse  in  Java, 
and  Jallien  in  France.  It  is  also  found  in  the 
waters  of  Friedrichshall,  Castellamare,  Hellbrun, 
Homburg,  Seidchutz,  and  Vichy;  and  in  this 
country  in  those  of  Leamington,  Bonington,  Bath, 
Cheltenham,  and  WoodhalL  It  is  a  valuable 
remedy  in  skin  diseases.  The  sea  is  an  abmi- 
dant  source.  Iodine  is  always  present  in  sea- 
water,  but  in  such  a  veiy  minute  proportion 
that  it  is  difficult  of  detection  except  by  operat- 
ing on  large  quantities.  It  has  been  estimated 
in  the  Atlantic  at  1  part  in  280,000,000  (Stan- 
ford). Iodine  in  organic  combination  is  not 
found  in  Atlantic  ocean  water.  According  to 
Winkler  (Zeitsch.  angew.  Chem.  1916,  29,  i.  205), 
the  total  iodine  content  of  the  water  is  approxi- 
mately 005  mg.  per  litre.  Near  the  surface 
where  the  water  is  exposed  to  air  and  sunlight, 
the  iodate-ion  predominates ;  at  a  greater  depth 
the  relation  between  the  iodate  and  iodide 
changes,  the  proportion  of  the  latter  increasing. 
All  nshes  and  all  animal  products  from  the 
sea  appear  to  contain  iodine,  but  in  very  minute 
quantity.  The  following  table  shows  a  few  of 
toe  marine  products  in  which  it  has  been 
estimated  :— 


Cod-Uver  oil 

Cod-liver   . 

Codfish 

Hernug,  salt 

Whale  oil  . 

Seal  oU 

Oysters  (Portuguese) 

Prawns 

Limpets 

Cockles 

Whelks 

Mussels 

Sponge  (Turkey) 

Sponge  (Honeycomb) 

\'oL.  IIL— T, 


0-000322  p. 

0.  iodine. 

0O00817 

f> 

0-000160 

if 

0-000650 

»♦ 

0-000100 

0-000050 

0-000040 

0O00440 

0-003200  . 

0-002140 

0-008920 

0-035720 

0-200000 

>» 

0-064000 

ft 

Nearly  all  seaweeds  or  marine  algas  contain  it. 
It  may  be  extracted  from  seaweed  by  a  solution 
of  aluminium  sulphate.  This  when  treated 
with  copper  sulphate  and  sulphurous  acid  or 
a  sulphite  yields  cuprous  iodide.  It  is  present 
even  in  the  2^tera  marina  (L.)  or  grass  wrack, 
natural  order  NaiadacecB^  a  flowering  plant 
growing  only  in  the  sea;  but  there  are  some 
remarkable  exceptions.  The  gelatinous  species 
of  algiB,  the  Chondrus  crisptui  (L.)  (or  Irish  moss), 
and  Odidium  comeum  (Lam.)  of  British  species, 
and  the  Eucheuma  apinosum  [(L.)  J.  Ag.],  or 
Agar  agar  of  foreign  species,  do  not  contain 
iodine.  The  Enteromorpha  compresM  [(L.)  Grev.], 
or  common  sea  grass,  when  dry  has  a  strong 
odour  of  the  sea,  but  does  not  contain  iodine. 
The  salsola  or  salt  wort,  Salaoia  Kali  (L.), 
natural  order  CJienopodiacea,  growing  on  the 
seashore,  and  from  wnich  barilla  was  nutde,  con- 
tains no  iodine.  Some  of  the  algae  are  compara- 
tively rich  in  iodine,  and  the  ash  of  these  pumts, 
known  as  kelp,  for  many  years  formed  the  only 
commercial  source  of  this  important  element. 
For  the  distribution  of  iodine  in  plant  and 
animal  tissues,  see  Cameron,  J.  Biol.  Chem.  1915, 
23,  1. 

Manufacture. — By  far  the  greater  bulk  of  all 
the  iodine  produced  is  now  extracted  from  the 
mother  liquors  of  the  nitrate  works  in  Chile,  but 
the  mam^acture  of  iodine  from  kelp  has  for 
long  been  carried  on  in  Scotland  and  in  France, 
and  within  recent  years  has  been  started  in 
Norway  and  in  Japan.  Courtois,  a  saltpetre 
maker  in  Paris,  who  discovered  iodine,  obtained 
it  from  the  kelp  liquors  which  were  used  to 
furnish  the  salts  of  potash  required  in  his  manu- 
facture, and  this  was  for  many  years  the  only 
commercial  source  of  iodine.  The  manufacture 
was  unsuccessful  commercially  in  the  hands  of 
the  discoverer,  and  he  died  in  poverty.  It  was 
afterwards  successfully  carried  out  by  MM. 
Coumerie,  of  Cherbourg,  and  has  continued  to  be 
an  important  manufacture  on  the  Normandy  * 
coasts.  In  this  country  it  was  first  made  on  the 
small  scale  by  Dr.  Ure  of  Qlasgow,  and  the 
manufacture  has  since  been  almost  exclusively 
confined  to  that  city,  where  it  has  assumed  con- 
siderable importance.  It  was  first  made  there  in 
quantity  in  1841,  and  the  imports  of  kelp  into  the 
Clyde  in  that  year  amounted  to  2565  tons.  In 
1845,  there  were  four  small  works  engaged  in  the 
manufacture  of  iodine.  Kelp  was  then  used  for 
soap  making  on  account  of  the  sodium  carbonate 
it  contained,  and  the  iodine  was  extracted  from 
the  lyes  of  the  soapboilers.  In  1846  there  were 
twenty  makers  of  iodine  in  Glasgow,  who  then 
treated  the  kelp  directly,  extracting  also  the 
potash  salts  whicn  had  a  high  value  in  the  market. 
The  fall  in  the  price  of  potash  salts  o^ing  to  the 
discovery  of  the  Stassfurt  mineral,  which  re- 
duced the  price  to  one-third,  the  very  variable 
character  of  the  kelp  used,  and  the  extreme 
fluctuations  in  the  price  of  iodine,  ranging  from 
4s.  to  348.  per  lb.,  soon  reduced  the  number  of 
makers,  and  now  there  are  only  three  works  in 
Scotland.  The  produce  of  iodine  from  kelp  was 
so  limited  that  it  offered  unusual  temptations  to 
speculators,  who  derived  most  of  tne  benefit 
from  the  hi^h  prices,  the  manufacturers  suffering 
the  losses  duiing  the  low  prices.  T^ 

Moreover,    the   Scottish   kelp   industry,  w^ 
far  at  least  as  the  production  of  the  kelp  is 
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concerned,  has  always  been  primitive  and  badly 
organised.  Since  1905,  however,  there  has  been 
a  marked  increase  in  production,  and  under 
better  conditions  as  regards  oi^anisation  and 
methods  the  industry  might  well  attain  a  state 
of  prosperity  (c/.  Hendrick,  The  Value  of  Sea- 
weeds as  Raw  Materials  for  Chemical  Industry, 
J.  Soc.  Chem.  Ind.  1916,  35,  13;  also  Scott, 
The  Kelp  Industry,  Report  to  the  Board  of 
Agriculture  for  Scotland  on  Home  Industries 
in  the  Highlands  and  Islands,  1914). 

The  history  of  kelp,  or  varec  as  it  is  called  in 
France,  is  extremely  interesting.  It  is  a  crude 
rough  slag  made  by  burning  seaweed  in  long 
shaUow  pits.  For  many  years  it  was  a  large  and 
valuable  article  of  commerce,  and  greatly  en- 
riched the  proprietors  of  the  West  Highland 
estates  where  it  was  principally  made.  It  was 
then  the  only  source  of  soda.  At  the  beginning 
of  last  century  it  realised  20^.  to  22Z.  per  ton, 
and  the  Hebrides  alone  yielded  20,000  tons  per 
annum,  worth  upwards  of  400,0002.  It  was 
largely  used  in  soap  making  and  in  glass  making, 
and  within  the  last  hundred  years  there  were 
glass  works  at  Dumbarton  using  this  material, 
which  were  celebrated  for  the  quality  of  their 
glass.  At  a  glass  works  in  Drontheim  in  Norway, 
it  was  still  used  for  this  purpose  up  to  about 
forty  years  ago.  The  importation  of  barilla 
gave  the  first  blow  to  kelp,  and  it  fell  in  price, 
and  for  the  twenty -two  years  ending  1822,  the 
average  price  was  lOZ.  10«.  The  duty  was  then 
taken  o£f  barilla,  and  the  price  of  kelp  again  fell 
to  8Z.  lOs. ;  in  1823,  the  salt  duty  was  repealed 
and  kelp  fell  again  to  3/.,  and  in  1831  to  2Z.,  at 
which  price  there  was  no  further  profit  on  the 
manufacture.  In  the  meantime  soda  was  being 
largely  made  by  the  Leblanc  process,  and  kelp 
was  superseded  altogether  as  a  source  of  soda. 
It  must  have  been  a  most  expensive  source,  as 
it  jielded  only  about  4  p.c.  of  alkali  and  often 
less  than  1  p.c. ;  and  at  one  time  must  have  cost 
the  soap  makers  what  would  have  been  equal  to 
1002.  per  ton  for  soda  ash,  worth  now  about 
92.  IOj. 

The  manufacture  of  iodine  and  potash  salts 
then  began  to  assume  some  importance,  but  the 
kelp  required  was  not  the  same,  that  which 
contained  the  most  soda  containing  the  least 
potash  and  iodine.  Moreover  the  kelpers  had 
been  taught  to  bum  at  a  high  temperature,  which 
improves  the  yield  of  sodium  carbonate  but 
volatilises  much  of  the  potash  and  some  of 
the  iodine.  The  seaweed  employed  by  the 
kelpers  was  of  a  kind  containing  little  iodine, 
and  not  very  rich  in  potash.  They  used  almost 
exclusively  the  black  wrack,  cut  in  large  quanti- 
ties in  the  Highland  lochs,  and  consisting  of  the 
three  fuci,  Fucus  veaictUo&us  (L.),  AscophyUum 
nodomim  (Lo  Jol.),  and  F,  serraius  (L.),  which 
are  all  uncovered  at  low  tide.  This  is  now 
entirely  unutilised :  the  kelp  made  from  it  was 
known  as  cut-weed  kelp.  The  average  analysis 
from  numerous  cargoes  of  the  kelp  is  shown 
top  of  next  column. 

Drift  kelp  is  the  only  variety  now  employed 
as  a  source  of  iodine.  It  is  made  from  the  red 
wracks,  the  Laminaria  digifata  f(L.)  Lamx.],  or 
tangle,  and  the  L.  stenophylla,  which  are  always 
submerged  by  the  tide,  and  contain  about  ten 
tim^  AS  much  iodine  as  the  fuci.  These  sea- 
M'eedB  are  torn  up  by  the  storms  from  the  rocks 


Potassium  sulphate 
Potassium  chloride 
Sodium  chloride 
Sodium  carbonate 
Insoluble 
Water    . 
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1913 
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6-22 


Total  potash,  KsO   . 
Iodine,  lbs.  per  ton  . 


100-07 
.     13-40 
418 
=0-18  p.c, 

on  which  they  grow,  and  cast  ashore;  unlike 
the  black  wrack,  these  plants  suffer  much  from 
rain,  the  more  valuable  salts  being  completely 
washed  away,  and  are  often  after  drying  quite 
valueless,  the  kelper  losing  all  his  labour.  From 
the  time  of  its  discovery,  the  iodine  was  the 
most  important  product,  but  the  potash  salts 
were  also  very  remunerative  at  first.  Potassium 
chloride,  or  *  muriate,'  as  it  is  technically 
called,  was  worth  252.  per  ton.  The  discovery 
of  the  Stassfurt  mineral  reduced  its  value  to 
about  one-third,  and  the  further  discoveiy  of 
bromine  in  the  same  mineral  reduced  the  price 
of  that  element  from  38«.  to  Is,  3d.  per  lb. 
The  amount  of  bromine  in  kelp  is  small, 
only  about  one-tenth  of  the  iodine,  and  it 
has  not  been  extracted  from  this  source  for 
the  last  forty  years.  It  is  remarkable  that 
the  algffi  should  select  iodine,  as  bromine  is  a 
much  larger  constituent  of  sea-water,  which 
usually  contains  about  6  parts  in  100,()00,  and 
according  to  Dittmar  appears  to  bear  the 
constant  relation  to  the  chlorine  of  0-34  to  100, 
whereas  iodine  exists  only  as  a  minute  trace, 
difficult  even  of  detection,  although  the  aggregate 
amount  in  the  ocean  must  be  enormous. 

The  algaB  differ  considerably  in  the  propor- 
tion of  iodine  which  they  take  up  from  tne  sea- 
water,  and  only  two  species,  the  Laminaria 
digitata  and  the  L.  stenophyUa,  are  worth  burning 
for  kelp. 

It  is  remarkable  that  th^  giant  algse  of  the 
Falkland  Islands  contain  very  little  iodine, 
although  these  are  the  largest  sea-plants  in  the 
world.  The  DuviUaa  tUilis  (Borg.),  a  marine 
tree  with  a  stem  a  foot  in  diameter,  and  the 
Macrocystis  pyri/era  (Turn.)  which  grows  to  the 
length  of  1500  feet,  contain  only  traces  of  iodine ; 
in  some  samples  it  can  scarcely  be  detected. 

The  table  (col.  1,  p.  643)  ^ows  the  average 
yield  of  the  most  important  varieties.  The 
kelp  plant  figures  are  taken  from  a  large  nuAber 
of  analyses,  from  seaweed  gathered  all  around 
the  shores  of  Great  Britain  ^and  Ireland ;  also 
Denmark,  Norway,  and  Iceland. 

The  seaweeds  chiefly  used  in  Japan  for  the 
extraction  of  iodine  are  Laminaria  ap.,  EckUmia 
cava,  E.  hicydis  (Kjellm.),  and  Sargaasum  ap. 
The  iodine  content  varies  with  the  age  of  the 
algsB  and  also  with  the  time  of  year,  being 
greatest  during  June  to  September ;  the  follow- 
ing figures  give  the  iodine  content  of  some  of 
the  raw  seaweeds:  Ecklonia  cava,  0*23  p.c; 
E.  hicyclisy  0*27  p.c. ;  Sargaaaum  ap.,  0-05  p.c. ; 
Laminaria  anguatata  (Kjellm.),  0*18  p.c. ;  L. 
longiaaima,  0*17  p.c. ;   L.  ochotenaia,  0*19  p.c. 

According  to  Okuda  and  Eto  (J.  Coll.  Agric. 
Tokyo,  1916,  5,  341),  the  greater  part  of  the 
iodine  in  algae  is  in  organic  combination.  Of 
the  total  io(&ne  found  in  Ecklonia  cava  90  p.c^ 
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Dry  weeds 


Drift  Kelp: 

Laminaria    dU/ikUa   [(L.)   Lamx.], 
Tangle,  stem 
„         stenophyUa    . 
„         aocrAartna  (Lamx.),Sagar 
Wrack 
Cut  Kelp : 

Fueus  terraUu  (L.),  Black  Wrack 
AteophifUum    nodosum    (Le    Jol.), 

Knobbed  Wrack 
Fueus  r0«urwlociM<L.)>Bladder  Wrack 
Various : 
Halidrys  siliquosa  [(L.)  Lyngb.],  Sea 
Oak  ..... 

Japanese  Seaweed,  edible 
BimantfuUia  lorea  [(L.)  Lyngb.],  Sea 

Laces 

Bhodymenia   palmata  [(L.)   Grev.], 

Dulse,  edible       .         .         .         . 

Chorda  FUum  [(L.)    Stackh.],  Sea 

Twine 

Zostera  marina  (LX  Grass  Wrack    . 
DuviUaa   utUis   (Borg.),   Falkland 

Islands 

Maerocystis  pyrifera  (Turn.),  Falk- 
land Islands       .... 


Per 

cent. 


0-4535 
0-4777 


0-2794 
0-0856 


00572 
00297 


0-2131 
0-8171 


0*0892 
0-0712 


0-1200 
0-0467 


0-0075 
0-0308 


lbs.  per 
ton 


10-158 
10-702 


6-258 
1-807 


1-281 
0-665 


4-778 
7102 


1-998 
1-594 


2-688 
1023 


0-179 
0-690 


was  in  a  soluble  organic  form,  and  was  not 
liberated  by  boiUng;  with  dilute  sulphuric  acid 
or  potassium  hydroxide.  Fresh  samples  of 
Ecktonia  hicyclis  contained  under  6  p.c.  of  the 
iodine  as  iodUde,  and  95  p.c.  organic,  of  which 
90  p.o.  was  soluble.  The  amount  of  iodine 
increases  from  winter  to  summer;  old  plants 
contain  more  than  young  plants.  Turb%naria 
fusiformis  (Yendo),  Sargawam  enerve  (Ag.),  and 
Sargasaum  homeri  (Ag.)  contained,  respectively, 
50,  78,  and  66  p.c.  of  soluble  organic,  and  22, 
16,  and  17  p.c.  of  the  soluble  inorganic  element. 
The  Japanese  food  '  dashikombu,*  made  from 
Laminaria  by  partially  fermenting  and  drying, 
contains  95  p.c.  of  its  iodine  in  an  inoi^anic 
state.  Boiling  with  formalin,  which  converts 
the  iodine  into  an  inorganic  form,  is  a  test  for 
the  detection  of  organic  iodine  in  algae.  The 
soluble  iodine  of  Eeklonia  hicyclis  is  precipitated 
by  basic  lead  acetate,  and  by  Stutzer's  copper 
reagent,  but  the  chief  iodine  compound  in  the 
aqueous  extract  is  not  combined  with  protein. 
Algie  from  the  open  sea  apparently  contain  more 
ioi&ne  than  the  same  species  from  inland  seas. 
It  will  be  seen  that  even  in  the  drift  weeds 
the  quantity  of  iodine  is  inconsiderable,  but  if 
the  plants  are  properly  burnt  to  a  loose  ash  at 
a  low  temperature,  they  ought  to  yield  a  kelp 
containing  25  to  30  lbs.  of  iodine  to  the  ton. 
12  lbs.  per  ton  is,  however,  above  the  average 
yield  from  ordinary  drift  kelp.  The  kelpers 
often  neslect  to  protect  the  seaweed  from  the 
action  of  rain,  which  washes  out  the  soluble 
iodides,  and  moreover  it  is  difficult  to  prevent 
them  from  burning  it  into  a  hard  slag  by  working 
it  up,  when  molten,  with  iron  clauts.  Sand  and 
stones  are  thus  mixed  up  with  it,  and  the  great 
heat  employed  drives  off  some  of  the  iodine. 
The  result  ia  a  hard  slag  of  great  density,  and 
this  density  forms  one  of  the  difficulties  in  in- 
ducing the  kelpers  to  bum  the  weed  to  a  loose 
ash,  which  they  imagine,  from  the  lightness, 
will  not  sive  them  the  weight  they  expect.  As 
an  actualfact,  of  course,  the  total  weight  of  the 
ash  so  produced  is  considerably  more,  from  the 
same  quantity  of  weed  used  ;  but  old  fallacies 
die    hard,    especially    amongst    the   poor    and 


ignorant  people  who  do  this  work.  There  is 
the  further  disadvantage  that  the  sulphates  are 
reduced  to  sulphides  or  oxysulphides,  and  a  con- 
siderable extra  expenditure  of  oU  of  vitriol  to 
decompose  these  is  entailed;  sulphur  is  thus 
obtained  as  one  of  the  by-products  of  the  lixi- 
viation  of  kelp,  in  which  it  ought  not  to  exist 
at  all.  The  presence  of  silica  as  sand  greatly 
assists  the  volatilisation  of  the  iodine. 

The  following  table  shows  the  analyses  of 
verr  good  samples  of  Irish  and  Scoteh  kelp, 
and  also  of  the  latter  burnt  into  loose  ash,  and 
the  comparison  of  these  indicates  clearly  the 
effect  of  the  heat  of  burning : — 


Potassium  sulphate 
„         chloride 
Sodium  „ 

„      carbonate  . 

„      sulphide 

„      thiosulphate 
„      iodide 

„      thiocyanate 

Soluble  organic  matter 

Insoluble 

Water  . 


Totel  potash,  K,0 
Iodine,  lbs.  per  ton 
Carbon  in  insoluble  part. 


Kelp 


Irish  I  Scoteh 
1114  !  13-95 


27-17 
9-00 
5-82 


trace 
1-22 
0-82 


trace 
Nil 


17-79 

14-00 

3-92 


Heavy  Heavy 
trace 
0-75 
0-76 

Heavy  Heavy 


trace 
Nil 


41-41    44-80 
310  I    4-05 


99-68  100-02 


2317 


18-77 


15}       Ui 
Nil       Nil 


Ash 


Scoteh 


12-71 

18-Op 

6-80 

3-43 

Slight 

trace 

0-17 

1-48 


trace 
0-42 

49-75 
7-00 


99-85 
18-32 

28 

9-00 


A  different  method  of  manufacture  was 
introduced  by  Stanford  in  1863,  when  works 
were  erected  in  the  Outer  Hebrides  for  the  car- 
bonisation of  the  stems  of  tangle  {L,  digitala)  in 
closed  retorts,  thus  converting  the  tangle  into 
charcoal  and  collecting  the  producte  of  destruc- 
tive distillation,  consisting  principally  of  ter 
and  ammoniacal  liquor,  in  suitable  condensers. 
A  veiy  porous  charcoal  is  thus  produced  which 
contains  all  the  iodine  present  in  the  seaweed 
employed ;  when  lixiviated  it  gives  very  white 
salte  containing  no  sulphides.  The  residual 
charcoal,  after  lixiviation,  does  not  resemble 
that  from  wood,  which  is  principally  carbon  with 
a  small  percentege  of  ash,  but  in  ite  composition 
and  general  character  approaches  animal  char- 
coal obtained  from  bone.  The  following  teble 
shows  the  comparison  : — 


Carbon 

Calcium  phosphate 

„       carbonate . 

„       sidphate    . 
Magnesium  carbonate 
Alkaline  salts 
Silica,  9cc, 


•  Seaweed 

t 

Bone 

52-54 

11-77 

10-92 

77-70 

15-66 

1-43 

1       

0-35 

'     11-34 

— 

1       5-70 

1-09 

3-94 

0-66 

1  100-00 

100-00 

^'^pd  hy  ' 
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The  presence  of  magnesium  carbonate  is 
a  peculiar  characieristdo  of  this  oharcoa],  as  all 
seaweeds  are  rich  in  magnesium  salts.  Seaweed 
charcoal,  as  might  be  expected  from  its  com- 
position, is  an  excellent  decoloriser  and  de- 
odoriser. As  compared  with  animal  charcoal  it 
is  much  lighter  and  more  bulky,  and  therefore 
has  not  replaced  it  as  a  decoloriser,  although 
from  its  high  percentage  of  carbon  it  would  well 
stand  the  constant  re-buming  required  in  sugar 
works,  and  be  improved  by  this  treatment. 

Tbis  process  of  carbonisation  was  in  use  in 
the  islands  of  Tyree  and  North  and  South  Uist 
for  a  number  of  years,  with  great  benefit  to  the 
crofters  and  cottars  of  these  islands.  It  re- 
quired, however,  the  erection  of  separate  car- 
bonising works  in  each  island,  and,  as  the  winter 
tangle  only  was  used,  it  was  difficult  to  secure 
sufficient  supplies  except  from  a  large  area. 
Moreover,  it  was  found  in  practice  very  trouble- 
some to  completely  extract  the  soluble  iodides 
from  the  charcoal,  and  ultimately  the  process 
was  abandoned  in  favour  of  the  older  and  simpler 
method  of  kelp  burning.  A  wet  process  of 
extracting  iodine  from  seaweeds  has  also  been 
tried.  It  had  been  noticed  by  Stanford  that  the 
whole  of  the  alkaline  salts  present  in  the  sea- 
weed, and  a  considerable  quantity  of  extractive 
matter  containing  dextrin  and  mannite,  could 
be  extracted  from  the  fronds  of  the  Laminaria 
or  red  seaweeds  by  simple  maceration  in  cold 
water.  The  residue,  which  is  the  plant  appar- 
ently unaltered,  consists  of  a  nitrogenous  sub- 
stance resembling  albumen,  to  which  the  name 
of  *  algin  '  has  been  given,  and  the  algic  cellulose 
or  algulose,  which  represents  the  cellular  fabric 
of  the  plant.  The  algin  or  sdginic  acid  is 
removed  by  digestion  with  a  solution  of  so- 
dium carbonate,  which  dissolves  it  as  sodium 
alginate,  leaving  the  algulose.  Dissolution  can 
be  effected  in  the  cold,  but  it  is  necessary  to 
employ  heat,  otherwise  it  is  impossible  to  niter 
off  the  algulose.  A  Taylor  filter  is  the  only  one 
that  can  be  employed,  the  filtration  being  ex- 
tremely difficult  on  account  of  the  great  viscosity 


of  the  algin  or  sodium  alginate  and  the  extreme 
fineness  of  the  cellular  algulose.  The  process 
adopted  is  to  boil  the  seaweed  with  sodium  car- 
bonate, and  filter ;  the  algulose  is  separated  by 
filtration,  and  the  filtrate  is  mixed  with  hy- 
drochloric acid,  and  the  alginic  acid  is  then  eaolY 
filtered  off;  the  solution  is  neutralised  with 
caustic  soda,  evaporated  to  dryness,  and  car- 
bonised, the  residue  forming  the  '  kelp  sub- 
stitute.* The  alginic  acid,  which  has  a  slight 
amber  colour,  is  washed,  bleached,  and  re- 
dissolved  in  sodium  carbonate;  the  resulting 
liquor,  evaporated  in  a  vacuum  pan,  formA  the 
commercial  alginate  of  soda  or  soluble  algin.' 
By  evaporation  on  glass  plates  or  porcelain  slabs, 
the  algin  is  obtained  in  the  form  of  a  trans- 
parent flexible  sheet,  which,  however,  tends  to 
crack  as  it  approaches  dryness,  and  by  im- 
mersing this  in  a  very  dilute  solution  of  hydro- 
chloric add  it  is  converted  into  alginic  add  or 
'insoluble  algin,'  which,  without  altering  its 
appearance,  renders  the  sheet  perfectly  insoluble 
in  water.  The  soluble  algin  is  a  definite  salt  of 
sodium,  having  the  composition,  when  pure, 
C,,H„0„N,Na,. 

Commerdal  algin  or  sodium  alginate  re- 
sembles gum  arable,  and  in  the  sheet  form 
can  scarcdy  be  distinguished  from  gelatin, 
from  which  it  differs  by  the  solution  not  gela- 
tinising, and  by  giving  no  reaction  with  tannin. 
It  is  distinguish^  from  albumen  by  not  coagu- 
lating on  heating;  from  starch  by  giving  no 
colour  with  iodine;  from  dextrin  and  gum 
arable  by  its  insolubility  in  dilute  adds.  All 
mineral  acids,  and  dtric,  tartaric,  lactic,  oxalio» 
and  picric  amongst  the  organic  adds,  predpitate 
alginic  acid  in  a  gelatinous  form. 

It  precipitates  all  the  alkaline  earths  as 
alginates,  with  the  exception  of  magnesium,  the 
alginate  of  which  is  soluble.  It  predpitates 
nearly  all  the  heavy  metals  as  alginates,  but  gives 
no  predpitate  with  mercuric  chloride,  nor  with 
potassium  dUcate.  The  following  analyses 
show  the  usual  compodtion  of  the  commerdal 
algin : — 


1 

1 

No 

.1 

No.  2 

Average 

Water        .... 
Organic  matter  . 
Sodium  carbonate 
Neutral  salts 
Insoluble  ash 

Soda,Na,0 

17-13 

69-97 

18-32 

2-98 

1*60 

per  cent. 

ash 

22-90 

19*30 

68*13 

17-78  1  percent 
2-77   }       ash 
2-02  )      22-67 

100*00 
10*40 

18-22 

69*06 

18*06     per  cent 
2-87         ash 
1-81        22-73 

100*00 
10*71 

100*00 
10-66 

This  substance,  known  as  soluble  algin,  is  sodium 
alginate,  but  potasdum,  ammonium,  lithium,  or 
magncdum  alginate  are  all  soluble  algins,  and 
scarcely  distinguishable  in  appearance.  These 
all  present  the  form  of  thin  flexible  sheets,  re- 
sem  oling  gelatin,  and  having  the  same  colour, 
but  none  are  gelatinous.  The  solution  of  algin 
resembles  that  of  gum  arable,  which  in  many  of 
its  applications  it  may  be  expected  to  replace ; 
it  is  quite  soluble  in  cold  water,  but  the  solution 
takes  about  12  hours  to  complete.  It  is  so 
extremely  viscous  that  a  2  p.c.  solution  is  as 
thick  as  a  60  p.o.  solution  of  gum  arable,  and  a 
6  p.o.  solution  is  poured  with  difficulty  out  of  a 


wide-mouthed  bottle.  Nearly  all  the  mineral 
acids  precipitate  alginic  add  (Cy^goOstNs)  from 
the  solution  as  a  very  gelatinous  precipitate ; 
a  2  p.c.  solution  becomes  semi-solid  when  thus 
treated.  In  this  respect,  it  sesembles  a  strong 
solution  of  egg  albumen,  and  it  can  be  employed 
for  thickening  colours  in  printing,  or  as  a  mor- 
dant in  the  same  manner.  Al^ic  add  is  in- 
'  soluble  in  water,  so  that  in  dreraing  fabrics  the 
soluble  algin  forms  a  flexible  varnish,  which  can 
be  converted  into  a  lustrous  hard  glaze  by 
passing  it  through  a  weak  mineral  add.  This 
process,  which  would  destroy  the  ordinaiy  starch 
and  gum  dressings,  renders  it  also  permanent 
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and  insoluble  in  water,  the  fabric  becoming 
waterproof.  As  the  alginates  of  calcium,  alu- 
minium, iron,  &c.,  are  all  insoluble,  the  same 
effect  is  obtained  by  the  use  of  solutions  of  these 
metals  for  the  final  wash.  Alginic  acid  when 
dry  resembles  albumen,  but  it  can  be  obtained 
also  .in  thin  transparent  sheets,  and  readily 
coloured  like  gelatin,  from  which,  however,  it 
differs  in  being  insoluble  in  hot  water.  It  can 
also  be  obtained  in  blocks.  Calcium  alginate 
{Cjfiy4p^2^2^^3)  resembles  it,  but  is  whiter, 
like  bone. 

Aluminium  alginate  is  very  soluble  in  am- 
monia, and  the  aluminium  ammonia-alginatc  is 
insoluble  when  dry,  so  that  it  makes  a  cheap 
waterproof  varnish.  It  forms  a  good  mordant 
or  dung  substitute  in  dyeing.  Copper  alginate 
is  soluble  in  ammonia,  forming  a  l^utiful  blue 
copper  ammonio-alginate,  which  is  also  insoluble 
when  diy,  and  makes  a  varnish  useful  for  water- 
proofing fabrics  which  are  liable  to  decomposi- 
tion or  to  attacks  of  insects. 

Ferric  alginate  is  also  soluble  in  ammonia, 
forming  a  bright  red  ferro-ammonio-alginate ; 
insoluble  when  dry,  and  proposed  as  a  styptic, 
and  for  administering  iron  internally.  These 
metals  are  most  completely  precipitated  from 
solution  by  sodium  alginate. 

Nickel,  cobalt,  zinc,  cadmium,  manganese, 
chromium,  uranium,  silver,  platinum,  tin, 
arsenic,  and  antimony  all  form  soluble  ammonio- 
alginates,  some  of  'which  are  beautiful  salts. 
Sodium  alginate,  mixed  with  a  dichromate,  is 
sensitive  to  light  in  the  same  way  as  gelatin, 
the  mixture  becoming  insoluble  in  water  after 
exposure  to  light. 

Alginic  acid  is  a  moderately  strong  acid, 
liberating  carbon  dioxide  in  the  cold  from  the 
alkaline  carbonates  and  from  magnesium  car- 
bonate; in  the  latter  case,  the  two  insoluble 
substances  in  the  presence  of  water  form  soluble 
magnesium  alginate.  The  use  of  algin  requires 
a  thorough  knowledge  of  its  properties,  on 
account  of  the  numerous  metallic  salts  which 
precipitate  it,  and  with  which  it  is  therefore 
mcompatible;  these  reactions  limit  to  a  great 
extent  the  application  of  the  substance  in  solu- 
tion aa  a  substitute  for  gum  and  other  bodies 
used  for  thickening  purposes. 

Algulose  or  algic  cellulose  contains  no  fibre, 
but  consists  of  fine  cellular  tissue,  which  makes 
a  transparent  and  very  tough  paper.  It  dries 
to  a  hard  mass  resembling  ebony,  but  denser. 

The  kelp  substitute  in  this  wet  process  was 
obtained  by  evaporating  and  carbonising  the 
acid  liquor  from  which  the  alginic  acid  has  been 
precipitated,  after  neutralising  it  with  caustic 
soda.  It  should  contain  all  the  iodine  and  \ 
potash  salts  of  the  weed  but  no  sulphides,  and 
should  yield  about  30  lbs.  of  iodine  to  the  ton. 
At  the  same  time,  in  spite  of  the  advantages 
which  apparently  would  attend  the  adoption  of 
this  process,  the  manufacturing  costs  are  so 
high  and  the  demand  for  the  products,  other 
than  iodine  and  potash  salts,  is  so  limited,  that  ; 
the  process  has  not  met  with  success  on  the 
commercial  scale. 

LixivicUion  of  kdp, — Little  improvement  has 
taken  place  in  this  process;    the  same  simple  ' 
method  which  haa  been  in  use  for  many  years  is 
still  adopted  in  the  Scotch  works. 

The  kelp  reaches  the  factory  in  large  masses ; 


these  are  first  broken  up  into  pieces  about  the 
size  of  road  metaL  The  lixiviation  is  effected  in 
rectangular  iron  vats  with  false  bottoms ;  the 
vats  are  coupled  together  and  heated  by  steam, 
and  treated  exhaustively.  The  whole  arrange- 
ment is  similar  in  every  respect  to  that  adopted 
in  the  lixiviation  of  black  ash  in  the  Leblanc 
process  of  soda  manufacture.  The  solution  is 
run  off  at  about  40°  at  45^w.  This  is  evapor- 
ated in  open  hemispherical  cast-iron  boiling  pans, 
about  9  feet  in  diameter,  and  the  salts  which 
deposit  are  fished  out.  In  some  works  this 
boiling  down  is  effected  in  cylindrical  wrought- 
iron  closed  pans,  heated  by  a  coil  of  steam  pipes 
round  the  inside  of  the  pan,  and  provided  with 
mechanical  stirrers  to  keep  the  deposited  salts 
in  suspension.  When  the  Uquor  is  concentrated 
to  62^w.,  the  whole  is  run  out  into  a  settler  to 
allow  the  salts  to  deposit,  and  the  supernatant 
liquor  is  run  off  hot  into  the  crystaliisers.  In 
both  c«ises  the  salt  fished  out  or  deposited  is  a 
crude  potassium  sulphate,  which  adheres  a  good 
deal  to  the  pan  and  contains  50  to  60  p.c.  of 
potassium  sulphate,  mixed  with  sodium  sul- 
phate and  chloride.  The  liquid  is  run  into 
cylindrical  iron  coolers,  and  a  crop  of  potassium 
chloride  crystallises  out  in  two  or  three  days. 
The  mother  liquor  is  again  boiled  down,  and  the 
salt  deposited  is  fished  out ;  this  salt  is  known 
as  *  kelp  salt,'  and  consists  of  sodium  chloride, 
containing  sodium  carbonate  equal  to  8  to 
10  p.c.  of  alkali  (NagO).  The  hot  liquor  is  again 
run  into  the  cooler,  and  another  crop  of  potas- 
sium chloride  is  obtained.  This  process  is  re- 
peated several  times,  kelp  salt  being  fished  out 
in  the  boiling  pan,  and  potassium  chloride 
crystallised  out  in  the  cooler.  These  successive 
crops  of  *  muriate,'  as  it  is  technically  called, 
range  in  strength  from  80  to  05  p.c.  of  potassium 
chloride. 

The  mother  liquor  is  now  rich  in  iodine,  and 
is  treated  for  its  extraction.  The  several  salts 
all  contain  iodine,  and  require  careful  washing  to 
obtain  it.  These  salts  are  known  as  '  Kelp  salt,' 
which  was  formerly  used  for  reducing  the  strength 
of  soda  a§h,  but  is  now  unsaleable,  *  Sulphate,' 
which  is  sold  at  a  low  price  for  manurial  pur- 
poses, and  *  Muriate,*  which  is  largely  used  for 
the  manufacture  of  saltpetre,  potassium  carbo- 
nate, chlorate,  and  dichromate,  and  the  prus- 
siatcs.  The  residual  kelp  waste  formerly  realised 
about  58.  per  ton,  and  was  employed  in  the 
common  bottle  glass  manufacture ;  it  consists 
piincipallv  of  the  carbonates  of  lime  and  mag- 
nesia, and  some  phosphates.  It  is  all  used  as  a 
manure  in  France,  out  in  this  country  the 
farmers  have  always  rejected  it. 

The  following  is  the  analysis  of  an  average 
sample : 

Salts  of  sodium  and  potassium  1  '50 

Carbon 3-09 

Calcium  sulphate         .  .3*06 

„       sulphide  .         .     '    .      1'70 

„       car  Donate       .         .         .    20'50 

^Calcium  and  magnesium  phosphates   6*72 

Magnesium  carbonate  .6*89 

Magnesia 2*22 

Silicic  acid  and  sand    .  .20*82 

Water        .         .         .         .   ^^.    33-i 

Digitized  by 
Total 
^Containin^  phosphoric  acid  . 


Ge 


2-70 
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The  mother  liquor,  containing  the  iodides 
and  bromides,  also  contains  considerable  quan- 
tities of  sulphides,  sulphites,  and  thiosulphates 
of  sodium  and  potassium  ;  it  is  mixed  with  about 
one-seventh  of  its  volume  of  sulphuric  acid,  free 
from  arsepic,  about  146°Tw.  (sp.gr.  1*725),  and 
allowed  to  settle  for  24  hours.  This  is  effected 
in  a  closed  lead-lined  w5)oden  vessel,  provided 
with  means  to  collect  any  sulphuretted  hydrogen 
which  may  be  given  off.  The  sulphur  compounds 
are  decomposed,  and  a  considerable  deposit  of 
sulphur  takes  place.  This  is  known  as  *  Sulphur 
waste  * ;  when  dry  it  contains  about  70  p.c.  of 
sulphur,  and  is  used  in  vitriol  making.     It  also 


obstinately  retains  iodine,  and  long  steaming  is 
required  to  extract  it.  The  liquor  is  strained  off 
from  the  sulphur  and  run  into  the  iodine  still. 
This  was  formerly  made  of  lead,  but  it  now 
assumes  the  ^orm  of  a  deep  hemispherical  iron 
pot,  heated  by  an  open  fire,  and  covered  with  a 
strong  leaden  lid,  to  which  are  luted  two  earthen- 
ware arms  ;•  these  are  connected  with  two  series 
of  stoneware  udells,  about  ten  in  each  set. 
These  udells  have  stone  stoppers  beneath  t-o 
allow  any  water  containing  chlorine,  bromine, 
and  iodine  to  drain  off.  The  apparatus  is  shown 
in  Fig.  1.  Manganese  dioxide  is  added  at 
intervals  to  the  contents  of  the  still,  and  the 
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iodine  is  carried  over  with  the  steam.  The 
reaction  is  as  follows  : 

2NaI+3HjS04+MnO, 

=I,+2NaHS04+MnS04+2H,0 

Repeated  distillations  go  on,  without  changing 
the  udells,  until  these  are  full  of  iodine,  the  bulk 
of  which,  and  the  best,  is  found  in  the  udells 
forming  the  centre  of  the  series.  The  deposition 
of  the  iodine  in  successive  layers  squeezes  much 
of  the  moisture  out,  and  it  is  obtained  in  a  firm, 
well  crystallised  form.  The  iodine  on  removal 
from  the  udells  still  contains  moisture,  and 
requires  further  treatment  before  the  state  of 
purity  now  demanded  by  consumers  is  attained. 
This  old-fashioned  process  is  the  only  one 
adopted  in  this  country;  many  others  have 
been  proposed  and  tried,  but  have  not  been 
commercially  successfuL  Commercial  iodine  is 
always  sent  out  in  1  cwt.  kegs ;  the  consumption 
is  usually  reckoned  in  kegs,  which  means  1  cwt. 
It  improves  by  keeping,  becoming  perfectly  dry ; 
and  as  it  can  be  stored  in  a  small  compass,  and 
often  represents  considerable  value,  it  has  been 
a  favourite  commodity  for  small  speculative 
buyers.  Bromine  does  not  pay  for  the  collec- 
tion, but  if  it  were  required  the  arms  would  be 
changed  and  a  simple  worm-condensing  arrange- 
ment of  lead  or  earthenware,  or  a  series  of  stone- 
ware Woulff  bottles  attached :  a  further 
quantity  of  manganese  dioxide  would  be  added 
to  the  still,  and  the  bromine  distilled  over.  The 
liquor  remaining  in  the  still,  and  known  as 
*  waste  still  liquor,'  is  a  dense  acid  liquid  of 
sp.gr.  1-265  to  rsOO,  containing  sulphates  of 
iron,  manganese,  potassium,  and  sodium ;  it  is 
very  troublesome  to  deal  with  and  is  run  away 
as  useless. 

The  following  is  the  analysis  of  an  ordinary 
average  sample.  One  gallon  contained  3  '327  lbs. 
of  dry  salts  : — 


Liquor 

Dry  salts 

per  cent. 

per  cent. 

Potassium  sulphate 

613 

15-42 

Sodium  sulphate 

910 

27-36 

Sodium  chloride 

6-80 

20-43 

ManganouB  sulphate 

3-75 

11-27 

Feme  sulphate   . 

3-00 

9-02 

Calcium  sulphate 

019 

0-57 

Magnesium  sulphate     . 

0-04 

0-12 

Sulphuric  acid,  free 

6-26 

15-81 

33-27 

100-00 

The  iodine  used  for  medicine  is  resublimed 
in  small  earthen  or  porcelain  covered  pans,  and 
is  then  known  as  *  resublimed  iodine ' ;  it  is 
obtained  in  large  brilliant  plates,  and  is  an- 
hydrous. The  pans  employed  must  be  shallow, 
as  the  vapour  is  very  dense. 

When  iodine  is  badly  made  it  may  contain 
white  needles,  which  consist  of  cyanogen  iodide  ; 
it  is  now  a  rare  impurity,  but  a  very  poisonous 
one. 

In  France  a  different  method  is  adopted. 
After  the  precipitation  of  the  sulphur  in  the 
mother  liquor  by  addition  of  hydrochloric 
acid  in  slight  excess,  and  boiling  for  some 
time,  the  clear  liquor  is  drawn  off  and  diluted 
with  water  to  40°Tw.  Chlorine  is  then  passed 
into  the  solution,  until  saturated,  and  the 
iodine  is  precipitated  in  a  pulverulent  form. 
Sometimes,  instead  of  passing  in  chlorine,  the 
calculated  quantity  of  potassium  chlorate  is 
added  to  the  solution  ;  by  interaction  with  the 
hydrochloric  acid  this  salt  yields  the  chlorine 
necessary  for  the  liberation  of  the  iodine.  Great 
care  must  be  taken  that  too  much  chlorine  is  not 
added,  as  iodine  chloride  may  be  formed,  and 
go  off  as  vapour.     The  clear  liquor  is  then  drawn 
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off,  and  the  iodine  repeatedly  washed  by  decan- 
tation  to  remove  the  salts.  It  is  drained  in 
earthen  vessels  with  perforated  bottoms,  and 
finally  dried  on  porous  tiles.  It  is  then  resub- 
limed.  This  is  effected  in  ordinary  earthenware 
retorts  with  short  necks,  and  heated  in  a  sand- 
bath  in  which  they  are  completely  immersed, 
the  iodine  being  sublimed  into  earthen  receivers. 
To  recover  the  bromine  from  the  liquor  after 
extraction  of  the  iodine,  it  is  evaporated  to  dry- 
ness, and  the  residue  is  distill^  in  a  leaden 
retort  with  sulphuric  acid  and  manganese  di- 
oxide ;  it  is  collected  in  a  receiver  under  strong 
sulphuric  acid.  The  production  of  iodine  in 
France  has  fallen  off  considerably;  it  is  all 
used  locally,  either  resublimed  or  made  into 
potassium  or  other  iodide,  for  which  pur- 
pose the  precipitated  damp  iodine  suffices. 

In  Norwav  there  are  now  nine  or  ten  works 
engaged  in  the  extraction  of  iodine  from  kelp. 
In  Japan  the  chief  kelp-producing  districts  are 
the  province  of  Shima  and  the  island  of  Hokkaido, 
but  nearly  all  fishery  districts  yield  a  little.  The 
industnr  is  more  (y  less  scattered  along  the 
coast  of  Japan  and  is  in  the  hands  of  many  small 
producers,  from  whom  the  firms  of  iodine  makers 
procure  their  supplies. 

The  Scottish  seaweeds  are  considerably 
richer  in  iodine  than  the  giant  alg»  of  the 
Pacific  and  the  Japanese  seaweeds.  In  the 
United  States  the  weed  is  collected  at  sea  by  a 
boat  fitted  with  a  power-driven  cutting  device 
which  can  be  lowered  to  about  8  feet  below  the 
keeL  From  the  boat  the  weed  is  delivered  to 
an  elevator,  and  carried  to  a  closed  drier,  in 
which  it  is  kept  in  constant  motion  at  not  above 
100°.  The  dried  weed  is  calcined  at  not  above 
400°  in  a  brick  kiln  having  a  fire-clay  lining, 
and  a  cast-iron  grate  through  which  air  enters. 
The  volatile  products  pass  to  condensers 
through  a  tar  chamber,  kept  at  a  uniform 
temperature  at  the  top,  and  superheated  at  the 
bottom.  The  ash  is  treated  for  the  recovery  of 
potassium  salts,  iodine,  &c.  (Board  of  Agri- 
culture for  Scotland  Report,  1914,  118;  c/. 
Turrentine,  Met.  ft  Eng.  Chem.  1917,  16,  196 ; 
Higgins,  idem,  1918,  19,  432). 

Iodine  trom  eallehe.  This  mineral,  the  crude 
sodium  nitrate  of  Peru  and  Chile,  now  forms  by 
far  the  most  important  source  of  iodine.  It  con- 
tains iodine  in  tne  form  of  sodium  iodate,  which 
accumulates  in  the  mother  liquors  from  which 
the  sodium  nitrate  has  been  crystallised.  The 
proportion  of  iodine  in  the  caliche  varies  con- 
siderably in  the  different  deposits ;  in  some  it  is 
absent  altogether,  in  others  it  runs  as  high  as 
0*17  p.c.  or  3*8  lbs.  per  ton  ;  usually  it  does  not 
excetnl  0*02  p.c. 

There  are  about  150  nitrate  factories  in  Chile, 
but  many  of  these  are  old  and  well  worked  out, 
and  some  are  so  badly  situated  as  regards  position 
and  the  raw  material  is  of  such  a  low  grade,  that 
they  cannot  work  at  a  profit,  and  Consequently 
are  closed.  At  present  about  100  factories  are 
in  operation,  and  their  production  of  nitrate 
amounts  to  from  2,400,000  to  2,500,000  tons 
annually.  Most  of  the  factories  are  provided 
with  plant  for  the  extraction  of  iodine  from  the 
mother  liquor,  but,  as  their  power  of  production 
of  iodine  is  largely  in  excess  of  the  world's  power 
of  consumption,  the  manufacturers  have  com- 
bined to  restrict  the  output.    The  basis  of  the 


power  of  production  of  these  factories  is  put 
down  at  115,000  Spanish  quintals  (about  5100 
tons)  per  annum,  whilst  the  total  quantity  con- 
sumed is  only  a  fraction  of  this  amount.  A 
certain  percentage  of  the  iodine  sold  in  Chile 
year  by  year  is  allotted  to  each  factory,  and 
consequently  there  are  rarely  more  than  a  few 
months  in  each  year  during  which  iodine  is 
made,  and  there  is  always  a  very  large  stock  in 
hand.  The  exports  are  naturally  kept  as  nearly 
as  possible  equal  to  the  requirements,  but  if  an^ 
large  increase  in  consumption  took  place  there  is 
no  doubt  that  Chile  could  supply  four  or  five 
times  the  quantity  at  present  exported  annually. 
The  cost  of  recovering  iodine  as  a  by-product  of 
the  sodium  nitrate  industry  is,  in  many  cases, 
not  more  than  from  l^cf.  to  2d.  per  oz. 

It  first  came  over  m  quantity  in  1874,  about 
497  kegs.  In  the  following  vear,  900  kegs  were 
exported,  and  since  then  tne  export  has  con- 
tinually increased.  It  was  at  first  a  very  crude 
article,  containing  Uttle  over  50  p.c.  of  iodine, 
and  a  good  deal  was  exported  in  the  form  of 
copper  iodide. .  It  is  now,  however,  sent  over  in 
a  pure  state. 

The  following  is  the  analysis  of  one  of  the 
samples  of  iodine  sent  from  Peru  in  1874  : 


Iodine    .         .         .         . 

.    52-53 

Sodium  iodate 

.      1-26 

„      nitrate 

.    11-62 

Potassium  nitrate    . 

.      2-49 

„         sulphate 

1-78 

Iodine  chloride 

.      3-34 

Magnesium  chloride 

.     0-36 

Insoluble  matter 

.      1-52 

Water    .... 

.    25-20 

10010 

In  1877  the  total  production  of  iodine  in 
Scotland  was  estimated  at  1200  kegs ;  in  France 
at  800  kegs.  The  present  output  does  not  reach 
these  figures. 

Japan  began  to  export  iodine  in  1902,  when 
35  cwt.  were  sold.  In  1904  the  quantity  ex> 
ported  was  612  cwt.,  in  1906  (consequent  upon 
a  fall  in  the  price  of  iodine)  only  196  cwt.,  and 
in  1907.  305  cwt. 

In  1882,  the  export  of  iodine  from  Chile  was 
4116  cwt.,  in  1901  it  had  risen  to  5280  cwt.,  and 
in  1912  it  amounted  to  7900  cwt.,  of  a  value  of 
about  350,000/.  This  is  about  four  times  the 
present  total  production  of  the  rest  of  the  world. 

The  quantity  of  iodine  sold  throughout  the 
world  in  1887  was  6375  cwt.,  of  which  about 
1000  cwt.  were  used  in  colour  making.  The 
present  average  annual  consumption  may  be 
taken  at  nearly  10,000  cwt. 

The  finsd  mother  liquor,  or  *  aqua  vieja,'  from 
which  the  sodium  nitrate  has  been  crystallised, 
contains  sodium  iodate,  nitrate,  chloride,  and 
sulphate,  and  magnesium  sulphate.  A  good 
liquor  contains  about  0-3  p.c.  of  iodine. 

It  is  run  into  wooden  vats  and  the  iodine  is 
precipitated ;  the  agent  employed  is  sodium 
bisulphite  in  solution.  The  exact  amount  of 
iodine  in  the  mother  liquor  is  estimated,  and  a 
definite  quantity  of  the  solution  is  added  to 
completely  precipitate  the  iodine.  As  the 
bisulphite  solution  is  run  into  the  *  aqua  vieja,' 
the  liquid  is  stirred  either  by  wooden  paddle- 
wheels  or  by  air  forced  up  from  perforatCKi  pipes 


C48 


lODINR 


at  the  bottom  of  the  tanks.  The  latter  method 
is  qnicker  and  more  efficient,  but  the  air  carries 
away  some  of  the  iodine  from  the  solution.    The 


solution  is  ihen  neutralised  by  addition  of  '  sal 
natron'  liquor  and  acain  well  stirred.  After 
some  time,  most  of  &»  iodine  settles  to  the 
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bottom  of  the  tank;  any  little  that  remains 
floating  is  removed  by  a  calico  bag  at  the  end 
of  a  stick.  The  supernatant  liquid  is  drawn  off 
and  used  over  again  with  the  nitrate  liquors. 


The  iodine  is  washed  with  water,  and  pressed 
into  thick  cakes.  It  then  contains  80  to  85  p.c. 
of  iodine  and  6  to  10  p.c.  of  mineral  matter,  and 
requires  to  be  purified  by  resublimation.    Thia 
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is  effected  in  a  oast-iron  retort,  to  which  eis^ht 
earthenware  condensers  or  udells  are  attached  in 
series.  The  retort  is  heated  by  a  slow  fire,  and 
when  the  operation  is  completed  the  retort  is 
allowed  to  cool,  and  the  iodine  removed  from  the 
ndells.  It  is  thus  obtained  pure.  The  complete 
plant  is  shown  in  the  descriptive  plans  Figs.  2 
and  3. 

The  sodium  bisulphite  is  prepared  by  passing 
the  fumes  of  burning  native  sulphur  into  a  solu- 
tion of  *  sal  natron  '  or  sodium  carbonate.    The 


sulphur,  which  is  one  of  the  many  minerals 
found  in  this  interesting  region,  is  burned  on  an 
iron  plate  in  a  plain  iron  oven,  and  the  fumes 
drawn  by  a  steam  injector  into  perforated  pipes 
in  the  solution  of  sal  natron.  Tne  manufacture 
of  this  substance  is  abo  peculiar  to  the  district. 
It  is  obtained  by  burning  together  85  parts  of 
crude  sodium  nitrate,  obtained  from  the  *  aqua 
vieja  *  tanks,  and  15  parts  of  coal.  The  mixture 
is  made  in  the  form  of  a  cone  5  feet  high,  with  a 
space  of  2  feet  dug  out  round  the  base.     It  is 
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saturated  with  water  and  ignited ;  the  sodium 
carbonat'C  thus  formed  fuses  and  runs  out  into 
the  pit.  It  is  dissolved  in  water,  and  the 
solution  is  pure  enough  for  use  in  this  process,  i 
the  impurities  consisting  of  sodium  sulphate 
and  chloride,  the  unbumt  coal  being  left  in  | 
the  residue  undissolved.  j 

Uses  oj  iodine. — ^About  one-fifth  of  the  total 
consumption  of  iodine  is  employed  in  the  manu- 
facture of  aniline  colours  ;   a  good  deal  of  this  is  | 
recovered  and  used  again.     It  is  principally  used  ' 
in  the   manufacture   of   Hofmann   violet,   and 
aniline  green  in  the  form   of  methyl  iodide ; 
also  for  making  erythrosin  and  the  blue  shade 
eosins,  in  which  iodine  is  made  to  react  upon 
fluorescein.     Some    substitution    products    are 
occsisionally  made,  such  as  the  ethylated  chrys-  I 
aniline.     A   small  quantity  is   used  in  photo- 
graphy, but  the  bulk  of  the  iodine  of  commerce 
is    employed   in    medicine.     Iodine,    iodoform. 


and  the  iodides  of  arsenic,  iron,  lead,  mercury 
(red  iodide),  potassium,  sodium,  and  sulphur 
are  all  official  in  the  British  Pharmacopceia ; 
the  preparations  employed  will  be  referred 
to  under  their  respective  names.  Hydriodic 
acid,  ethyl  iodide,  and  iodides  of  ammonium, 
cad^iium,  mercury  (green  iodide),  and  starch 
are  also  used  in  medicine,  and  each  will  there- 
fore be  noticed.  Iodine,  if  pure,  should  sublime 
without  residue,  and  the  portion  subliming  first 
should  not  include  any  slender  colourless  prisms 
emitting  a  pungent  odour  (cyanogen  iodide).  A 
solution  in  chloroform  should  be  perfectly  clear, 
denoting  absence  of  moisture.  The  British 
PharmacopGeia  directs  that  0*5  gram  dissolved 
in  50  miUilitres  of  water,  containing  1  gram  of 
potassium  iodide,  should  require  for  complete 
decoloration  at  least  39  millilitres  of  the  iV/10- 
solution  of  sodium  thiosulphate.  ^  ^  v\'^'^ 
It  is  employed  in  the  B.  P.  in  the  form  of 
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Tinctura  iodi  fortis  and  Tinciura  iodi  miiis,  and 
Unguentum  iodi.  In  the  tincture  it  is  difisolved 
with  potassium  iodide  in. rectified  spirit  and 
water.  In  the  ointment  the  same  ingredients 
are  employed,  substituting  lard  and  glycerin  for 
the  spirit. 

A  volumetric  solution  of  iodine  dissolved  in 
potassium  iodide  is  used  in  the  laboratory  for 
titrating  solutions  of  arsenious  acid,  sulphur- 
ous acid,  and  sodium  thiosulphate.  It  contains 
12 '7  grams  of  iodine  in  1000  cc,  and  corresponds 
to  1-7  gram  of  sulphuretted  hydrogen,  3*2  grams 
of  sulphur  dioxide,  and  4*95  grams  of 
arsenious  oxide.  Iodine  is  also  used  for 
testing  oils,  which  differ  as  to  the  amount  ab- 
sorbed, and  some  can  be  distinguished  from 
others  by  this  means  {v.  Oils,  Fixed,  and  Fats). 

Other  unofficial  preparations  of  iodine  are 
also  employed  in  mcKlicme.  Olycerinum  iodi  is 
iodine  dissolved  in  glycerol,  used  for  external 
application.  Pigmenium  iodi,  Coster^s  pa8t«,  is 
iodine  dissolved  in  light  oil  of  wood  tar,  and 
used  for  ringworm.  Tinctura  iodi  decolorata  is 
a  tincture  made  with  rectified  spirit,  and  in 
which  the  iodine  is  decolorised  by  ammonia. 
It  is  used  for  chilblains.  CcUodium  iodi  is 
flexible  collodion  containing  30  grains  of  iodine 
to  the  ounce,  and  is  very  useful  for  painting  on 
wounds.  Carbolised  io(^e  solution  is  a  colour- 
less mixture  of  tincture  of  iodine,  phenol,  and 
glycerol  in  hot  wat«r ;  it  is  used  as  a  gargle  or 
pigment  in  diphtheria,  and  internally  for  Asiatic 
cholera. 

Medicinal  properties  of  iodine, — ^Iodine  was 
first  employed  in  medicine  in  the  form  of  burnt 
sponge,  a  remedy  long  used  in  treating  goitre. 
When  administered  internally  it  is  usually  in 
combination  with  an  alkali  ;  taken  alone  it  is  an 
irritant  poison.  It  is  a  most  powerful  alterative, 
impovenshing  the  blood  and  stimulating  the 
absorbents.  It  is  antisypiiilitic  and  antiscro- 
fulic.  In  syphilis,  scrofula,  and  chronic  rheu- 
matism it  is  largely  used,  and  especially  in 
swellings  of  the  joints  and  enlarged  glands, 
which  are  also  treated  by  painting  externally 
with  tincture  of  iodine,  in  which  it  acts  as  a 
counter-irritant.  It  has  a  remarkable  power  in 
expelling  both  mercury  and  lead  from  the  system. 
The  vapour  mixed  with  steam  from  hot  water  is 
useful  in  inhalation  for  many  affections  of  the 
air  passages.  Long-continued  use  may  give  rise 
to  the  depressing  nervous  train  of  symptoms 
known  as  iodism,  and  for  which  belladonna  is 
employed  as  an  antidote.  Copious  drinks  of 
solution  of  starch  form  the  antidote  in  cases  of 
poisoning.  Used  alone,  iodine  is  a  powerful  dis- 
infectant and  decoloriser,  acting  in  the  same 
way  as  chlorine.  It  may  be  allowed  to  evaporate 
spontaneously,  but  is  very  apt  to  colour  the 
sheets,  bUnds,  or  anything  "^dressed  with  starch  ; 
it  is  also  used  in  candles,  the  burning  of  which 
volatilises  it. 

Hydrogen  Iodide  HI  is  a  colourless  gas, 
very  soluble  in  water  and  resembling  hydro- 
gen chloride;  it  forms  dense  white  nimes 
in  the  air  ;  its  sp.gr.  is  4*3737.  Mixed  with  diy 
oxygen  and  exposed  to  bright  sunshine  it  is 
rapidly  decomposed  with  Uberation  of  iodine. 
It  liquefies  under  pressure,  b.p.  —35*5° ;  m.p. 
— 60*9° ;  latent  heat  of  vaporisation, 
2 1  *6  X 10  ^^  ergs.  It  is  composed  of  equal  volumes 
of  iodine  and  hydrogen,  and  contains  99*2  p.c. 


of  its  weight  of  iodine.  The  aqueous  solution 
is  colourless,  but  on  exposure  to  air  it  becomes 
coloured  by  the  deposition  of  iodine  from  oxida- 
tion. It  is  decomposed  by  sulphuric  and  nitric 
acids,  and  by  chlorine  and  bromine,  which  set 
the  iodine  free.  By  passing  the  gas  into  ice-cold 
water  a  solution  may  be  obtained  of  sp.gr.  1*90. 
The  following  table  shows  the  relative  per- 
centage of  hydriodio  acid  at  dififerent  specific 
gravities : — 


8p.gr.  at  15° 
1*708 
1*551 
1*442 
1*297 
1175 
1-083 


Per  cent,  of  add 
51*9 
47*2 
39*2 
30*3 
18*5 
5*9 


It  is  usually  prepared  in  solution  by  passing 
sulphuretted  hydrogen  into  water  in  the  presence 
of  iodine :  H,S+I=2HI+S.  At  first  the  action 
is  slow  on  account  of  the  deposition  of  sulphur 
covering  up  the  iodine  and  preventing  its  solu- 
tion ;  me  hydriodic  acid  when  formed,  however, 
dissolves  an  increasing  proportion  of  iodine,  and 
by  the  gradual  addition  of  iodine  and  water  as 
the  action  progresses,  large  quantities  of  hy- 
driodic acid  may  thus  be  obtained  up  to  a  sp.gr. 
of  1*56. 

A  modification  of  this  process  for  very  pure 
acid  has  been  proposed  bv  Winkler.  The  iodine 
is  dissolved  in  carbon  disulphide,  and  the  solution 
covered  with  a  stratum  of  water ;  when  the  sul- 

Ehuretted  hydrogen  passes  into  the  mixture,  the 
ydriodic  acid  (Ussohres  in  the  water,  and  the 
sulphur  in  the  carbon  disulphide.  The  aqueous 
solution  only  requires  boiling  for  a  few  minutes 
to  expel  the  sulphuretted  hydrogen,  and  to 
obtain  the  hydriodic  acid  quite  pure. 

Another  method  was  suggested  by  ^Colbe. 
One  part  of  amorphous  phosphorus  \&  added  to 
1 5  parts  of  water  in  a  tubulated  retort  filled  with 
carbon  dioxide,  and  20  parts  of  iodine  gradually 
added.  The  resulting  liquid  is  allowed  to  stand 
and  then  heated  for  a  short  time,  cooled,  mixed 
with  4  parts  of  water  and  distilled.  It  ipelds  a 
colourless  acid  free  from  uncombined  iodine : 
P+5l-f 4H,0=6HI+H,P04.  It  mav  also  be 
obtained  by  heatine  potassium  iodide  with  a 
syrupy  solution  of  phosphoric  acid.  Hydriodic 
aoid  is  employed  in  the  manufacture  of  some  of 
the  iodides,  and  is  used  in  medicine  in  the  form 
of  syrup. 

Iodic  acid  HIOs.  ^^  ^^^  '^  usuidly  pre- 
pared by  boiUng  iodine  in  strong  nitric  acid, 
free  from  nitrous  acid.  It  is,  however,  best 
obtained  by  the  oxidation  of  iodine  by  chloric 
acid  in  about  25  p.c.  strength  : 

I,+2HC10,=2HIO,-fClj 

Iodic  acid  is  deposited  in  crystals  of  sp.gr.  4*487. 
When  heated  it  gives  oflt  water,  and  iodine 
pentoxide  Ifi^  is  obtained  in  small  white 
crystals.  It  is  very  soluble  in  water,  and 
easily  decomposed  bv  reducing  agents  forming 
hydriodic  acid  and  ttee  iodine.  For  reduction 
of  iodic  acid  solutions  with  sulphurous  acid, 
see  Landolt,  Ber.  1886,  19,  1340;  1887,  20, 
745  ;  Patterson  and  Forsyth,  Chem.  Soc.  Trans. 
1912,  101,  40. 

The  normal  iodates  have  the  general  formula 
MIO,.    Acid  iodates  are  also  known.^d'^'^ 
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Potassium  iodate  KIO,  forms  small  white 
oubio  crystals.  It  may  be  obtained  by  carefully 
heating  a  mixture  of  2  mols.  potassium  chlorate 
and  1  moL  iodine  2KC10,+Ia=2KIO,+Clj,  or 
by  the  electrolysis  of  potassium  iodide  in 
presence  of  potassium  chromate.  Sodium  iodate 
NalOg  crystallises  in  small  eight-sided  prisms. 
Both  salts  are  poisonous.  Both  are  obtained 
in  considerable  quantity  in  the  manufacture  of 
-  the  respective  iodides  by  No.  2  process  as 
described  below.  The  iodates  can  easily  be 
separated  by  taking  out  the  first  salts  deposited 
on  evaporation,  as  these  are  less  soluble  than 
the  iodides.  If  iodic  acid  were  required  on 
the  large  scale,  it  could  be  easily  made  as  a 
by-product  of  the  iodide  manufacture  by 
crystallising  out  the  iodate  before  fusion,  and 
precipitating  it  with  barium  chloride  as  barium 
iodate.  Tins  is  then  decomposed  by  sulphuric 
add. 

Iodine  Iodate  1(10,)  may  be  prepared  by 
the  action  of  ozone  on  iodine,  or  oy  warming 
iodic  acid  with  concentrated  phosphoric  acid 
(D  1*70).  Oxygen  and  then  iodine  are  evolved 
and  a  yellowish-white  precipitate  formed. 

Periodic  aeid  is  known  only  in  the  form  of  a 
hydrate  HI04,2H,0,(H5lO«).  It  is  a  colourless 
crystalline  deliquescent  solid,  m.p.  133°.  On 
heating  it  is  completely  decomposed  into  iodine 
pentoxide,  water,  and  oxygen.  It  may  be 
obtained  by  electrolysing  an  aqueous  solution 
of  iodic  acid  contained  in  a  porous  cell  immersed 
in  dilute  sulphuric  acid,  the  lead  anode  coated 
with  lead  peroxide  being  placed  in  the  iodic 
acid  solution  and  a  platinum  cathode  in  the 
sulphuric  acid.  The  various  periodates  may  be 
grouped  as  derived  from  nietaperiodic  acid, 
HIO4;  diperiodic  acid,  HJiO^ ;  mesoperiodic 
acid,  HjIO^ ;  and  paraperiodic  acid,  HflOf 

Iodine  trichloride  ICl,  is  obtained  in  orange- 
yellow  crystals  by  x>assing  chlorine  into  a  flask 
containing  iodine  vapour  sublimed  from  a  small 
retort.  It  ia  a  very  active  disinfectant  and  ger- 
micide in  solution  of  1  to  1000.  It  has  l^n 
used  in  medicine  internally.  In  contact  with 
organic  matter,  chlorine  and  iodine  are  Uberated 
in  a  nascent  state. 

Iodine  perehlonte  1(0104)3211,0,  greenish- 
yellow  needles,  formed  by  dissolving  iodine  in 
anhydrous  perchloric  acid,  cooled  by  ice  and 
salt,  and  oxidising  with  ozone.  The  water  is 
due  to  the  reaction  with  ozone  : 

I,-f6Ha04+0,=2I(C104),+3H,0 

Cyanogen  Iodide  CNI.  This  very  poisonous 
substance  is  interesting  as  forming  an  occasional 
impurity  in  commercial  iodine ;  it  is  very  seldom 
met  with  now,  and  ought  never  to  be  present 
if  the  manufacture  is  properly  carried  out.  Its 
occurrence  is  probably  due  to  an  insufficient 
addition  of  oil  of  vitriol  to  the  saturating  vat 
or  to  the  iodine  still.  It  is  usually  prepared 
in  the  laboratory  by  the  distillation  of  iodine 
with  mercuric  cyanide,  or  by  dissolving  iodine 
in  concentrated  solution  of  potassium  cyanide. 
It  presents  the  appearance  of  exceedingly  fine 
silky  needles,  colourless,  and  very  volatile,  even 
at  ordinary  temperatures,  and  with  a  penetrating 
pungent  odour  which  excites  tears.  It  sublimes 
without  change.  It  is  sparingly  soluble  in 
water,  easilv  so  in  alcohol,  and  in  ether,  and  also 
in  fixed  and  volatile  oils.    The  aqueous  solution 


does  not  give  the  starch  reaction  of  iodine,  nor 
does  it  precipitate  silver  nitrate. 

Sulphur  iodide  SJi  is  a  dark  crystalline  sub- 
.stance,  obtained  by  gently  heating  in  a  glass  flask 
1  part  of  sulphur  with  4  parts  of  iodine  until  the 
mixture  liquefies ;  the  flask  is  then  broken,  and 
the  ciystaUine  mass  removed.  It  appears  to  be 
a  solid  solution  of  sulphur  and  iodine.  It  is 
insoluble,  in  water,  but  soluble  in  glycerol  It 
has  the  odour  and  staining  properties  of  iodine. 
It  is  occasionally  used  in  medicine  externally 
in  skin  diseases  applied  in  an  ointment. 

Arsenic  tri-iodide  Asl,.  This  substance 
forms  small  orange-coloured  crystals,  soluble  in 
water  and  in  alcohol ;  it  has  a  neutral  reaction, 
and  gives  a  yellow  precipitate  with  sulphuretted 
i._j Heated  in   a   test-tube   it   almost 


entirely  volatilises,  violet  vapours  of  iodine 
being  set  free. 

It  is  prepared  by  direct  combination  of  me- 
tallic arsenic  and  iodine,  or  by  evaporating 
together  to  dryness  solutions  of  arsenious  and 
hydriodic  acids.  The  Pharmacoposia  prepara- 
tion is  Liquor  arsenii  ei  hydrargyri  iodidi, 
1  gram  of  each  ingredient  in  100  milUlitres,  and 
the  dose  is  3-12  decimils. 

Nitrogen  Iodide  N.H,I,  or  NH.NI,  is  a 
dark  brown  powder,  obtained  by  adding  iodine 
to  excess  of  solution  of  ammonia,  or  by  the 
action  of  ammonia  on  iodine  chloride  containing 
free  hydrochloric  acid.  It  is  a  most  violent 
explosive,  but  its  action  is  uncontrollable,  and 
it  is  impossible  to  keep  it  in  safety.  It  has 
therefore  found  no  commercial  application,  but 
has  been  proposed  as  a  chemical  photometer 
on  account  of  the  ease  with  which  it  is  de- 
composed by  light  in  presence  of  excess  of 
ammonia  (v.  Guyard,  Ann.  Chim.  [vi.]  1, 
368). 

lodo-azolmlde  N  J  is  formed  by  the  action 
of  an  ethereal  solution  of  iodine  on  sUver 
azoimide  at  0°.  It  is  a  white  solid  and  very 
explosive,  forming  nitrogen  and  iodine. 

Ammonium  iodide  NH4I.  This  is  a  white 
crystalline  salt,  very  deliquescent  and  becoming 
yellow  on  exposure  to  air.  It  is  prepared  by 
saturating  hydriodic  acid  with  ammonia,  by 
shaking  powdered  iodine  with  hydrogen  peroxide 
solution  and  gradually  adding  ammonia  solu- 
tion, or  by  decomposing  iodide  of  iron  with 
ammonium  carbonate  and  filtering  off  the  iron 
precipitate.  The  solution  in  each  case  is 
evaporated  and  set  aside  to  crystallise.  It  is 
usea  in  photography,  and  also  in  medicine 
instead  of  potassium  iodide,  especially  in 
rheumatism,  as  causing  less  depression  than  the 
potassium  salt.  It  must  be  kept  from  the  access 
of  light  and  air,  as  iodine  is  freely  given  off. 
It  is  soluble  in  sdcohoL 

Bromine  acts  upon  it  with  formation  of 
ammonium  bromoiodobromide  NH4*BrIBr,  crys- 
talUsing  in  large  ruby-red  prisms,  green  by 
reflectMl  light.  Similar  compounds  are  formed 
by  the  iodides  of  potassium,  cssium,  and 
rubidium,  but  not  with  sodium. 

Potassium  Iodide  KI.  This  is  the  most 
important  of  the  iodides,  and  forms  a  con- 
siderable article  of  manufacture,  as  the  greater 
portion  of  the  iodine  of  commerce  goes  into 
consumption  in  this  form.  It  is  a  colourless 
and  odourless  salt  crystaUisiiig  in  large  cubes. 
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and  peimanent  in  the  air.  It  contains  no  water 
of  crvBtallisation,  and  is  very  soluble  in  water, 
dissolvinff  in  two-thirds  of  its  weight.  It  is 
also  soluble  in  alcohol.  There  are  thiie  methods 
employed  in  the  manufacture. 

1st.  Hjdriodio  acid  is  saturated  with  potas- 
sium carbonate,  and  the  solution  evaporated 
and  crystallised.  This  is  the  most  direct  method, 
and  there  Is  no  loss ;  it  gives  a  pure  product, 
but  it  is  expensive  and  tedious. 

2nd.  Iodine  is  dissolved  in  solution  of  caustic 
potash.  This  produces  a  mixture  of  potassium 
iodide  and  potassium  iodate;  the  reaction  is 
3I,+6KOH=5KI+KIOb+3H,0.  The  solution 
is  evaporated  to  dryness,  a  little  charcoal  is 
added,  and  the  product  fused  in  an  iron  pot  at  a 
red  heat  until  ail  the  iodate  is  decomposed,  and 
potassium  iodide  alone  remains.  The  mass 
IS  dissolved  in  water,  the  solution  filtered  and 
crystallised. 

3rd.  Iodide  of  iron  is  first  prepared  by  the 
addition  of  iron  borings  and  iodine  to  water; 
the  latter  must  be  added  gradually  to  keep  down 
the  temperature ;  the  solution  is  filtered,  mixed 
with  potassium  carbonate  and.  the  iron  precipi- 
tate washed  and  filter-pressed.  The  solution  is 
then  evaporated  to  dryness  and  the  residue  re- 
dissolved  and  crystallised. 

This  process  is  that  most  commonly  adopted 
by  manufacturers.  The  crystallisation  is  per- 
formed in  enamelled  iron  pans,  surrounded  by 
a  steam  jacket  in  brickwork,  and  very  gradually 
cooled.  The  best  cirstals  are  obtained  on  fluted 
glass  rods  suspended  in  the  liquid. 

Potassium  iodide  is  used  in  photography, 
but  medicine  is  the  principal  outlet,  and  requires 
a  large  consumption.  It  is  a  powerful  alterative, 
diuretic,  and  aosorbent ;  and  is  much  adminis- 
tered internally,  especially  in  rheumatism  and 
syphilis.  Its  properties  are  similar  to  those  of 
iodine.  As  iodine  is  freely  soluble  in  potassium 
iodide  solution,  it  presents  an  excellent  form  for 
its  internal  administration. 

It  must  contain  no  iodate;  this  is  easily 
detected  by  the  addition  of  tartaric  acid  and 
starch  solution,  which  sets  free  hydriodic  acid, 
and  if  there  be  any  trace  of  iodate  present,  free 
iodine  is  liberated,  as  shown  by  the  blue  colour 
of  the  iodide  of  starch.  Potassium  iodide  should 
not  contain  water,  and  therefore  should  not  lose 
weight  when  heated ;  it  should  contain  no  siil- 
phsite,  and  therefore  give  no  precipitate  ^ith 
barium  chloride  insoluble  in  nitric  acid.  A 
feeble  alkaline  reaction  from  the  presence  of  a 
slight  trace  of  carbonate,  indicated  by  cloudiness 
with  lime  or  baryta  water,  soluble  in  nitric  acid, 
is  allowed  by  the  London  Pharmacopoeia  (but 
not  by  the  German)  as  tending  to  retain  the 
colour  of  the  iodide  when  long  kept.  Chlorides 
of  potassium  or  sodium  are  a  common  impurity  ; 
the  presence  of  a  chloride  is  shown  by  precipita- 
ting with  silver  nitrate,  and  agitating  the  pre- 
cipitate with  ammonia.  The  ammonia  solution 
should  give  no  precipitate  with  nitric  acid.  0*5 
gram  should  require  for  complete  precipitation 
not  less  than  29*8  or  more  than  30 '5  nullilitres 
of  iV^/lO-solution  of  silver  nitrate.  It  is  almost 
impossible  to  obtain  this  salt,  when  made  on 
the  lai^  scale,  quite  free  from  chloride  (the 
B.P.  allows  a  *  very  little ')  as  potassium  car- 
bonate cannot  be  prepared  in  quantity  without 
it ;  a  good  iodide  contains  : 


Potassium  iodide 

„         chloride 
Water      . 


.  »9-4 
.  0-2 
.     0-4 

iooiS 

This  salt  is  officinal  in  the  following  pre- 
parations. Linitnentum  potassii  iodidi  cunt 
Sapone,  Liquor  iodi,  Tinciura  iodti,  Unffuenium 
iodi.  Potassium  iodide  is  sometimes  adminis- 
tered in  large  doses,  and  it  is  Important  medi-  • 
cinally  that  it  should  contain  no  iodate,  as  this 
salt  is  poisonous ;  it  must  not  be  prescribed 
in  mixtures  containing  potassium  chlorate,  for 
this  salt  decomposes  it,  forming  iodate. 

Sodium  Iodide  Nal.  This  salt  is  obtained  as 
a  deliquescent  white  crystalline  powder,  soluble 
in  two-thirds  of  its  weight  of  water.  It  may  be 
prepared  by  the  same  methods  as  the  correspond- 
mg  potassium  salt ;  that  from  ferrous  iodide  is 
usually  employed,  and  the  solution  is  simply 
evaporated  to  dryness.  It  crystallises  in  an- 
hydrous cubes  and  also  in  hexagonal  plat€«, 
having  the  formula  NaI,2H20.  It  is  used  in 
medicine  for  the  same  purposes  as  potassium 
iodide,  but  the  principal  application  is  as 
a  precipitant  of  silver  and  gold  from  the  weak 
copper  ores  of  the  Tharsis  and  other  copper- 
extracting  companies.  The  same  tests  as  with 
the  potassium  salt  may  be  used  for  its  purity ; 
1  gram  requires  66  c.c.  of  the  volumetric  solution 
of  silver  nitrate  for  complete  precipitation. 

All  the  alkali  iodides  when  dry  absorb 
bromine  and  chlorine  forming  additive  com- 
pounds of  the  type  MIX,  and  MIX4,  where  X 
18  the  added  halogen,  see  Wells  and  Wheeler 
(Amer.  J.  Sci.  1892,  [in.]  44,  42;  Filhol,  J. 
Pharm.  (Jhim.  1839,  25,  435,  506 ;  Bae,  Chem. 
Soc.  Trans.  1915,  107,  1286 ;  1918,  113,  880). 

Ferrous  Iodide  FoI|  is  a  crysttJline  green 
deliquescent  mass.  It  is  employed  in  medicine 
in  the  form  of  syrup  of  iodide  of  iron,  in  which 
it  can  be  better  preserved.  It  is  a-  tonic 
alterative  useful  in  anmmia  of  scrofulous  patients, 
especially  children. 

A  similar  syrup  of  manganese  iodide  is  also 
sometimes  used  in  medicine. 

ZJno  Iodide  Znl,.  An  easily  fusible  com- 
pound which  sublimes  in  needles.  It  is  prepared 
in  the  same  way  as  the  iron  salt,  and  obtained  by 
evaporation  as  a  white  crystalline  deliquescent 
salt.     It  is  sometimes  used  in  photography. 

Lead  Iodide,  or  Plumbic  iodide,  PoIi,  is  a 
brilliant  yellow  powder,  made  by  precipitat- 
ing a  solution  01  lead  nitrate  with  potassium 
iodide,  and  washing  and  drying  the  precipitate. 
By  boiling  the  powder  in  water,  and  allowing 
the  solution  to  cool,  it  is  obtained  in  bright 
yellow  crystalline  scales.  It  is  employed  in 
medicine  externally  in  the  form  of  ointment. 

Mereurous  Iodide  Hgl,  or  Oreen  iodide  of 
mercury,  is  a  green  insoluble  powder,  which 
darkens  on  exposure  to  light.  It  is  prepared  by 
rubbing  together  in  a  porcelain  mortar  the 
equivalent  proportions  of  mercury  and  iodine, 
and  moistening  the  mixture  with  alcohol  until 
the  metallic  globules  cease  to  appear  and  a 
green  powder  is  obtained.  This  must  be  dried 
in  the  air  in  a  dark  room,  and  preserved  in  a 
bottle  put  away  from  the  light.  It  can  be  ob- 
tained in  yellow  crystals  by  sublimation.  It  is 
insoluble  m  water' and' ^'akohoK^tv^M^cuRY, 
COMPOUNDS  of). 
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Mereurie  Iodide,  or  Bed  iodide  of  mercury, 
Hgl,.  ThiB  \b  a  bnlliant  scarlet  powder,  known 
as  Chinese  vermilion.  It  may  be  prepared  in 
the  same  manner  as  the  green  ioNcUae,  using 
double  the  equivalent  of  iodine ;  but  a  better 
product  is  obtained  by  precipitation.  A.  solution 
of  mercuric  chloride,  or  corrodve  sublimate,  is 
precipitated  with  potassium  iodide,  both  salts 
being  dissolved  in  boiling  water ;  the  precipitate 
is  washed  and  dried  over  the  water-oath.  By 
sublimation  it  may  be  obtained  in  large  and 
beautiful  crystals,  which  when  hot  are  yellow, 
but  rcassume  their  scarlet  colour  on  cooling. 
It  is  insoluble  in  water,  but  very  soluble  in 
solution  of  potassium  iodide.  This  solution  con- 
tains a  double  iodide  of  mercury  and  potassium 
and  is  used  in  analysis  as  a  pi-ecipitant  for  alka- 
loids. It  forms  a  pigment  more  brilliant  than 
vermilion,  but  it  is  not  much  used  for  this  pur- 
pose, as  it  is  easily  altered  by  exposure.  It  is 
employed  in  medicine,  especially  in  syphilis,  in 
doses  of  a  thirty-second  to  an  eighth  of  a  grain, 
and  also  externally  as  an  ointment.  The  official 
preparations  are  Liquor  arsenii  et  hydrargyri 
iodtdi  and  Unffuentum  hydrargyri  iodidi  rubri. 
It  has  been  used  as  a  germicide  for  wadbine 
wounds,  instead  of  corrosive  sublimate,  which 
is  not  so  effective  and  is  more  poisonous.  It 
has  also  been  used  as  an  antuermentive  in 
tanning  (cf.  Mercury,  compounds  op). 

Bismuth  Iodide  BI,  is  a  red  powder  obtained 
by  precipitation  from  bismuth  nitrate  by 
potassium  iodide.  It  has  been  introduced 
into  medicine  as  a  substitute  for  iodoform  in 
treating  wounds.  It  has  no  odour.  This  iodide 
is  soluble  in  potassium  iodide,  forming  a  double 
iodide  employed  in  analysis  as  a  precipitant  for 
alkaloids. 

Silver  Iodide  Agl.  This  salt  occurs  native, 
in  hexagonal  crystals,  as  iodargyrite  or  iodyrite. 
It  is  obtamed  by  precipitation  from  a  solution 
of  silver  nitrate  and  any  soluble  iodide.  This 
salt  is  not  employed  commercially  in  this  form. 
It  is  the  active  salt  of  iodine  which  is  used  in 
photography.  It  is  the  form  in  which  iodine  is 
often  precipitated  and  weighed.  It  is  almost 
insoluble  in  ammonia,  but  soluble  in  potas- 
sium iodide  and  cyanide,  and  in  sodium  thio- 
sulphate. 

Palladium  iodide  Pdl..  This  is  a  dark-brown 
powder,  interesting  as  a  form  in  which  palladium 
is  estimated  in  analysis. 

Cuprous  iodide  Cu,I,.  When  solutions  of 
potassium  iodide  and  cupric  sulphate  are  mixed, 
only  half  the  iodine  is  precipitated  as  cuprous 
iodide,  the  other  half  being  set  free,  according 
to  the  following  equation  : 

2CuS04+4KI=Cu,I,+I,-f2K,S04 
It  is  necessary,  therefore,  to  add  a  reducing 
agent  as  sulphurous  acid  or  sodium  thiosulphate, 
but  ferrous  sulphate  is  usually  employed;  the 
whole  of  the  iodine  is  then  thrown  down  as 
cuprous  iodide 
2CuS04+2FeS04+2KI 

=CuJ,+K,S04+re,(S04), 
The  former  reaction  was  proposed  bv  Soubeiran 
as  a  method  of  obtaining  iodine  from  kelp  liquors, 
but  it  has  not  been  much  used. 

Cuprous  iodide  is  a  white  crystalline  solid, 
insoluble  in  water ;  on  exposure  to  a  red  heat 
it  fuses  to  a  brown  mass,    l^he  iodine  can  be 


separated  from  it  by  heating  it  with  manganese 
dioxide  or  strong  smphurio  acid.  Or  it  may  be 
decomposed  by  boilmg  with  water  and  zinc, 
which  yields  zinc  iodide  and  metallic  copper. 
Or  it  may  be  treated  with  potassium  or  sooium 
hydroxides  or  carbonates,  which  decompose  it, 
forming  cuprous  oxide  and  potassium  or  sodium 
iodide.  With  ammonia  it  combines,  forming 
ammonio-cuprous  iodide  CuI,2NH, ;  a  white 
crystalline  powder. 

Iodide  of  standi,  or  Iodised  starch,  is  a  dark 
blue  powder  obtained  b^  triturating  iodine  with  a 
little  water  and  addmg  gradutJly  starch  in 
powder  until  it  assumes  a  deep  and  uniform 
colour,  and  drying  at  a  low  temperature.  It  is 
decolorised  at  100^  It  has  been  used  in 
medicine  as  a  mild  form  of  administering  iodine 
internally,  and  in  the  form  of  a  paste  to  cleanse 
and  heal  foul  sores  and  ulcers. 

Estimation  of  iodine. — ^The  violet  vapour  of 
free  iodine  is  characteristic,  and  there  are  also 
four  very  sensitive  tests  for  iodine  and  iodides  : 
for  the  former  the  blue  colour  test  with  starch, 
and  the  crimson  solution  in  chloroform,  benzene, 
or  carbon  disulphide ;  for  the  latter  the  precipita- 
tion as  silver  or  palladium  iodide.  All  these 
can  be  employed  in  estimating  iodine,  the  colour 
tests  by  comparison  with  standard  solutions,  and 
the  gravimetric  tests  by  weighing  the  iodine  as 
silver  iodide  or  palladium  iodide.  Insoluble 
iodides  must  be  converted  into  alkaline  iodides 
before  precipitation  by  silver  nitrate  or  palla- 
dium chloride.  This  may  be  effected  by  fusing 
with  sodium  carbonate,  or  preferably  by  a  mix- 
ture of  this  and  potassium  carbonate;  Another 
method  for  a  metallic  iodide  is  to  suspend  it 
in  water  and  pass  sulphuretted  hydrogen  through 
the  mixture  ;  the  metal  is  precipitated  as  a  sul- 
phide, and  hydriodic  add  formed.  Silver  iodide 
IS  generally  heated  with  zinc  and  dilute  sulphuric 
acid,  the  silver  is  reduced  to  the  metallic  state, 
and  zinc  iodide  remains  in  solution. 

If  the  iodine  exists  in  the  form  of  a  soluble 
iodate  it  must  be  reduced  to  an  iodide  by  sul- 
phurous acid.  With  organic  iodides  it  is  usual 
to  ignite  with  pure  sodium  hvdroxide. 

In  the  colour  tests,  the  iodine  must  be  set 
free  by  bromine,  chlorine,  or,  preferably,  nitro- 
sulphuric  acid.  The  starch  method,  owing  to 
the  easy  decomposition  of  the  iodide  of  starch, 
is  not  generally  available,  but  the  separation 
of  the  iodine  from  solution  by  a  solvent  forms 
a  process  of  great  accuracy,  of  easy  and  rapid 
execution,  and  of  general  application.  In 
estimating  the  iodine  in  kelp  or  seaweed  ash, 
or  kelp  substitute,  the  following  process  is 
adopted.  Kelp  is  not  an  easy  cargo  to  sample. 
There  is  often  great  .difference  in  the  value  of 
the  large  masses  forming  the  cargo.  Stones  and 
sand  are  a  frequent  cause  of  annoyance ;  stones 
are  often  found  fused  into  the  centre  of  a  block 
of  kelp,  and  forming  most  of  the  block.  These 
can  only  be  detected  by  breaking  up  all  the  laige 
pieces.  With  seaweed  ash,  or  charcoal,  or  k^p 
substitute  there  is  no  difficulty.  Where  there  is 
much  sand  the  kelp  is  more  friable.  The  sand 
is  generally  composed  of  shells,  and  is  mostly 
carbonate  of  lime ;  but  it  is  sometimes  quartz, 
flint,  or  other  forms  of  silica.  To  ensure  an 
accurate  sample,  about  100  lbs.  are  carefully 
picked  from  a  cargo  of,  say,  100  tons,  and  groimd 
up,    A  portion  of  this  is  finely  powdered  aiiS 
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kept  as  a  sample  for  reference.  Of  this,  5  grams 
are  taken  to  estimate  the  moisture,  another 
5  grams  are  taken  to  estimate  the  soluble 
matter,  the  carbon,  and  the  ash,  also  the  potash 
and  the  iodine  in  the  soluble  matter.  The  kelp 
is  treated  with  about  76  c.c.  of  hot  water,  which 
dissolves  little  or  none  of  the  oxysulphides. 
This  operation  is  repeated  and  the  residue 
washed,  and  the  solution  made  up  to  250  c.c. 
In  a  portion  of  this  the  potash  is  estimated^by 
platinum  tetrachloride.  For  estimating  the 
iodine,  one-tenth  part  or  25  c.c,  equal  to  0'5 
gram  of  kelp,  is  taken.  This  will  not  contain 
more  than  5  milligrams  of  iodine,  generally 
about  2  milligrams,  often  only  0*5  milligram. 
If  the  amount  exceeds  5  milligrams,  it  is 
advisable  to  dilute  the  solution  with  an  equal 
bulk  of  water.  Five  c.c.  of  carbon  disulphide 
are  then  added  and  a  few  drops  (one  to  three)  of 
nitro-suljphuric  acid  dropped  m.  This  reagent  is 
prepared  by  treating  starch  with  nitric  acid,  and 
passing  the  nitrous  fumes  into  sulphuric  acid  of 
1*843  sp.gr.  to  saturation.  The  mixture  keeps 
perfectly  well.  The  testings  are  performed  m 
large  even  test-tubes,  and  compared  with 
graduated  standard  solutions  of  potassium  iodide 
treated  in  precisely  the  same  manner.  By  this 
method  gin^nnr^^  P^^  ^^  iodine  is  easily  detected 
and  measured,  and  up  to  TinjWv^b  P&^  ^^^  ®^i' 
mation  is  veir  accurate.  It  hais  several  advan- 
tages over  the  use  of  starch,  as  besides  the 
introduction  of  an  oi^anio  substance  liable  to 
change,  the  blue  colour  of  the  iodide  of  starch 
is  distributed  over  the  whole  liquid,  and  when 
dilute  can*  only  be  seen  by  looking  down  the 
length  of  the  tube.  Moreover,  the  solution  is 
not  transparent,  and  the  indications  are  not 
sharp  enough  for  accurate  quantitative  work, 
though  useful  often  in  testing.  The  carbon 
disulphide  method  is  quite  as  sensitive,  and  the 
iodine  is  removed  from  the  solution  and  concen- 
trated in  a  sixth  of  the  volume  at  the  bottom  of 
the  tube.  The  maximum  effect,  which  takes 
time  with  the  starch,  is  immediate  in  this  case. 
The  carbon  disulphide  solution  of  iodine  can  be 
removed,  and  the  iodine  recovered  from  it  by 
an  alkali  for  further  experiment  if  desired,  but 
it  is  quite  unnecessary  tor  accurate  results.  It 
is  usual  to  remove  it  n-om  the  disulphide  by  zinc 
in  the  presence  of  water,  so  that  the  reagent  can 
be  used  over  and  over  again.  Many  years  of 
experience  of  this  and  other  processes  have 
shown  that  this  is  the  only  one  to  be  relied  on 
where  many  such  estimations  have  to  be  per- 
formed daily,  especially  in  kelp  and  its  products, 
which  contain  such  a  small  proportion  of  iodine. 
If  the  iodine  is  to  be  determined  in  a  seaweed  or 
other  organic  material,  the  sample  must  always 
be  carbonised  in  a  small  iron  retort  or  close 
crucible,  and  not  burnt  to  ash  in  an  open 
crucible.  The  salts  are  washed  out  from  the  char- 
coal, and  the  carbon  and  ash  estimated  by  burn- 
ing the  residue.  If  this  be  not  done,  it  is  almost 
impossible  to  completely  bum  away  the  carbon 
in  the  presence  of  so  much  alkaline  salts  which 
at  a  high  temperature  fuse  and  cover  it  over. 
If,  moreover,  a  long  time  is  taken,  as  it  must  be, 
over  an  ordinary  Bunsen  burner,  a  large  portion 
of  the  potash  and  all  the  iodine  may  be  easily 
burnt  off.  If  the  salts  contain  magnesium,  as 
all  those  from  seaweeds  do,  it  is  necessary  to 
make  sure  that  there  is  an  excess  of  alkiUi  pre- 


sent, or  the  iodine  will  be  rapidly  burnt  off. 
In  kelp  and  seaweed  there  always  is  sufficient 
alkali,  and  this  precaution  is  unnecessary,  but 
where  the  object  is  to  estimate  iodine  in  organic 
substances  containing  it  in  minute  traces,  more 
caustic  soda  should  always  be  added  before  car- 
bonising. As  all  seaweeds  also  contain  soluble 
sulphates  which  become  reduced  to  sulphides 
ana  oxysulphides  when  burnt  to  ash,  carboni- 
sation presents  another  advantage,  as  it  prevents 
this  chanffe. 

Pallamum  chloride  is  the  only  reagent  which 
can  be  relied  on  for  the  direct  gravimetric 
estimation  of  iodine  in  mixed  liquors  containing 
chlorides  and  bromides.  The  kelp  liquor  must 
be  mixed  with  hydrochloric  acid  and  set  aside  in 
a  warm  place  till  the  sulphur  compounds  are  de- 
composed, it  is  then  filtered  off  and  precipitated 
with  palladium  chloride,  and  allowed  to  stand  for 
some  time.  The  black  precipitate  of  palladium 
iodide  may  be  washed  with  hot  water,  and  lastly 
with  a  little  alcohol,  dried  at  a  gentle  heat,  and 
weighed  on  a  tared  filter;  100  parts  contain 
70*45  parts  of  iodine.  Or  it  may  be  ignited  in  a 
platinum  crucible,  and  the  iodine  calculated 
from  the  weight  of  the  palladium  left ;  100  parts 
of  palladium  are  equal  to  237*9  parts  of  iodine. 
If  chlorine  is  also  to  be  estimated  in  the  same 
liquid,  palladium  nitrate  must  be  substituted  for 
the  chloride.  If  bromine  is  also  present  the 
chloride  must  be  used,  or  a  soluble  chloride  must 
be  added,  or  the  bromine  will  be  precipitated 
with  the  palladium  iodide.  This  method  gives 
discordant  results  with  kelp,  on  account  of 
the  cyanides  often  present.  Free  alkalis,  chlor- 
ine, and  bromine  also  prevent  the  precipitation. 

In  '  caliche '  the  ibdine  exists  as  an  iodate, 
and  this  must  be  first  reduced  to  an  iodide 
by  sulphurous  acid  or  sodium  bisulphite. 
There  are  several  methods  of  estimating  iodine, 
bromine,  and  chlorine,  directly  and  indirectly, 
when  present  together.  A  very  simple  method 
of  separating  these  elements  directly  is  to  distil 
over  the  iocune  first  by  boiling  wiw  ferric  sul- 
phate ;  it  may  be  condensed  in  solution  of  potas- 
sium iodide  and  titrated  with  sodium  thiosnl- 
phate.  The  bromine  is  then  separated  from  the 
residue  in  the  retort,  which  has  been  allowed  to 
cool,  by  gently  warming  the  solution  after  addi- 
tion of  potassium  permanganate,  and  distilling 
it  into  solution  of  ammonia  in  excess,  in  which 
it  is  titrated  with  an  acid ;  or  estimated  gravi- 
metrically  by  precipitation  as  silver  bromide. 
The  chlorine  can  be  estimated  in  the  residue  or 
by  difference  from  a  determination  of  the  total 
quantity  of  chlorine,  bromine,  and  iodine  in  the 
original  substance  by  precipitation  as  silver  salts. 
Another  method  is  to  distil  over  the  iodine  with 
a  concentrated  solution  of  potassium  dichrom- 
ate  ;  after  the  iodine  is  removed  the  addition  of 
a  little  sulphuric  acid  to  the  retort  will  set  free 
the  bromine,  the  chlorine  can  then  be  determined 
as  in  the  last  process. 

Field's  method  of  separating  these  three 
halogens  is  to  divide  a  solution  into  three  equal 
parts ;  each  portion  is  precipitated  by  silver 
nitrate.  No.  1  is  washed,  dned,  and  weighed. 
No.  2  is  digested  with  potassium  bromide,  then 
washed,  dried,  and  weighed.  No.  3  is  digested 
with  potassium  iodide,  then  washed,  dried,  and 
weighed.  No.  I  contains  the  silver  chloride, 
bromide,  and  ioaide.    No.  2  oontains  only  silver 
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bromide  and  iodide,  the  chloride  having  been  by 
this  process  converted  into  bromide.  No.  3 
contains  silver  iodide  only,  the  chloride  and 
bromide  having  been  both  converted  into  iodide. 
The  exact  quantities  of  each  in  the  solution  can 
therefore  be  easily  calculated.  The  valuation  of 
commercial  iodine  has  been  alluded  to  already ; 
the  sodium  thiosulphate  is  usuallv  standardised 
bv  titratinff  it  with  a  potassium  iodide  solution 
of  pure  iodine.  100  c.c.=2-48  grams  (xJhyth  of 
Na^,0s,5H,0)  and  is  equal  to  1*27  grams  of 
iodine  (jj^nth  of  atomic  weight  in  grams).  Another 
method  of  volumetrically  estimating  the  strength 
of  an  iodine  solution  is  to  pass  sulphuretted 
hydrogen  into  it  until  decolorised;  the  hy- 
diiodic  acid  formed  is  then  titrated  with  deci- 
normfld  soda,  using  methyl  orange  as  an  indicator. 

Commercial  iodine  seldom  contains  anv  im- 
purity but  moisture  ;  it  is  almost  impossible  to 
estimate  the  water  by  drying  in  the  ordinary 
way.  An  easy  method  is  to  rub  it  up  with 
five  times  its  weight  of  pure  dry  mercury, 
adding  a  little  alcohol.  It  is  then  dried  for 
12  hours,  or  until  it  ceases  to  lose  weight,  over 
sulphuric  acid  in  a  desiccator.  This  process  is 
accurate  to  about  0*1  p.c,  but  most  suitable  for 
very  damp  iodine.  Another  method  is  to  add  a 
weighed  quantity  (about  double  the  weight  of 
the  iodine)  of  sine  sheet  in  small  pieces  in  a 
tared  capsule,  along  with  a  little  water,  when 
the  iodine  is  all  converted  into  zinc  iodide  ;  the 
contents  of  the  capule  are  gradually  evaporated 
to  dimness  and  weighed,  the  weight  then  includes 
that  of  the  dry  iodme.  It  is  better,  however,  in 
all  cases  to  estimate  the  iodine  by  titration.  The 
same  may  be  said  of  the  valuation  of  potassium 
iodide  ;  but  in  this  case  it  is  often  also  necessary 
to  estimate  a  small  quantity  of  chloride  which 
is  alwajrs  present ;  and  silver  nitrate  is  the  best 
reagent  for  this  puipose,  as  the  chloride  ought 
to  represent  so  small  a  percentage  as  to  be  diffi- 
cult of  detection.  Bromine  as  a  rule  need  not 
be  looked  for.  Should  it  be  present,  however, 
some  other  process  must  be  employed.  It  is 
necessary  to  take  at  least  3  grams  of  the  potas- 
sium'iodide,  and  add  to  it  not  less  than  3*1  grams 
of  pure  silver  nitrate ;  the  precipitate  is  digested 
in  strong  ammonia,  then  filtered  off,  washed, 
dried,  and  fused  with  the  uanal  precautions. 
The  solution  is  concentrated  by  evaporation, 
and  the  silver  chloride  precipitated  by  nitric 
acid.  This  gives  accurate  results,  even  when 
the  potassium  chloride  is  under  0*5  p.c. 

For  the  determination  of  small  proportions 
of  chlorine  and  bromine  in  iodine,  the  following 
process  is  recommended  by  Tatlock  and  Thom- 
son (J.  Soc.  Chem.  Ind.  1905, 24, 187).  10  grams 
of  the  sample  are  triturated  with  100  c.c.  of 
water,  and  finely  granulated  zinc,  or  zinc -dust, 
is  added  in  small  portions,  with  agitation,  until 
all  the  iodine  is  converted  into  zinc  iodide.  The 
temperature  of  the  solution  must  not  be  allowed 
to  rise  sensibly  during  the  process.  The  solu- 
tion is  now  filtered,  the  residue  washed  two  or 
three  times,  and  to  the  filtrate  7  grams  of  pure 
sodium  nitrite  are  added.  The  solution  is 
carefully  acidified  with  dilute  sulphuric  acid,  the 
precipitated  iodine  is  collected  and  washed  two 
or  three  times  with  cold  water,  and  the  filtrate 
is  agitated  with  benzene  in  a  small  separator. 
The  aqueous  layer  is  run  into  another  small 
separator,   mixed  with   a  little   more  sodium 


nitrite  and  dilute  sidphuric  add,  and  again 
shaken  with  benzene.  To  the  aqueous  solution 
excess  of  silver  nitrate  and  some  nitric  acid  are 
added,  the  liquid  is  heated  to  boiling,  and  the 
precipitate  is  collected  on  a  weighed  filter  and 
well  washed  with  hot  water.  A  solution  con- 
tainii^  2  grams  of  silver  nitrate,  90  c.c.  of  water, 
and  10  c.c.  of  ammonia  of  sp.gr.  0*88  is  prepared. 
About  60  c.c.  of  this  solution  are  poured  back 
and  forward  through  the  filter  containing  the 
precipitate,  and  the  latter  is  finally  washed  with 
the  remaining  40  c.c.  The  silver  bromide  on  the 
filter  is  now  washed  with  warm  dilute  nitric  acid 
and  with  hot  water,  dried,  and  weighed.  The 
ammoniacal  filtrate  is  acidified  with^dilute  nitric 
acid,  and  the  precipitate  of  silver  chloride  is 
collected  as  usual.  G.  G.  H. 

lODIPIN,  lODIVAL,  lODLECITHIN,  v.  Syn- 

THBTIO  DBUQS. 

lODOCAFFEIN  v.  Synthetic  dbuos. 

lODOFAN.  Trade  name  for  monoiodo- 
dihydroxybenzene-formaldehyde. 

IODOFORM  and  SUBSTITUTES.  Iodoform 
(B.P.  and  U.S.P.),  tri-iodameihane  CHI,  was 
discovered  in  1822  by  Serullas  (Ann.  Chim.  Phys. 
[ii.]  20,  165),  and  Dumas  in  1834  {ibid,  [ii.] 
56,  122)  determined  its  exact  composition. 
Serullas  obtained  it  bv  acting  on  alconol  with 
iodine  in  presence  of  caustic  or  carbonated 
alkab's.    The  reaction  may  be  stated  thus : 

CHjCH,OH+4I,+6KOH 

=CHI,-fHCOOK+5KI+6H,0 

Numerous  other  compounds  (acetone,  lactic 
acid,  turpentine)  containing  the  group 

CH3COC  or  CH,CH(OH)C 

3de]d  iodoform  (Lieben,  Annalen,  Suppl.  7,  218 
and  377).  Methyl  alcohol  and  acetic  acid  do 
not,  when  pure.  The  only  practical  souroes  are 
ethyl  alcohol  and  acetone.  Acetylides,  acety- 
lene mereuric  chloride,  acetylene  (and  coal-gas), 
also  yield  iodoform,  Le  Oomte  (J.  Pharm.  Ghim. 
1002'[vi.]  16, 297),  but  this  source  does  not  appear 
to  have  been  used  practically. 

To  prepare  iodoform,  Filhol  (J.  Pharm. 
Chim.  [iii.l  7,  267)  adds  1  part  of  alcohol  to  a 
solution  of  2  parts  of  crystallised  sodium  car- 
bonate in  10  parts  of  water  and  raises  the 
temperature  to  60°-80^  1  part  of  powdered 
iodine  is  then  graduaUy  added,  and  when  the 
liquid  has  become  colourless,  iodoform  slowly 
forms  and  sinks  to  the  bottom  and  may  w 
removed  by  filtration.  The  filtrate  is  heated 
as  before,  another  portion  of  sodium  carbonate 
and  alcohol  added,  and  chlorine  is  led  into  the 
mixture  to  liberate  iodine  which  has  combined 
with  the  alkali.  Another  deposit  of  iodoform 
occurs,  and  the  process  may  be  repeated 
until  the  product  represents  nearly  half  the 
iodine  employed.  Another  plan,  suggested 
by  Rother  (Pharm.  J.  [iii.]  4,  594),  is  to 
warm  the  following  mixture  until  it  becomes 
colourless  :  iodine  32  parts,  potassium  carbonate 
32  parts,  95  p.c.  alcohol  16  parts,  water  80  parts. 
The  iodoform  which  is  deposited  is  removed,  and 
to  the  clear  solution  a  mixture  of  potassium  di- 
chromate  2  to  3  parts,  and  hydrochloric  acid  16 
to  24  parts,  is  added  to  liberate  iodine.  After 
neutralising  the  solution  with  potassium  car- 
bonate, 32  parts  more  of  that  salt  are  added, 
together  with  6  parts  of  iodine  and  16  parts  of 
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alcohol,  and  the  heat  being  maintained  a  second 
quantity  of  iodoform  precipitates.  This  may  be 
removed  and  the  operation  repeated  several 
times  {cf,  Cornelius  and  Gille,  J.  Pharm.  Ghim. 
[iii.]  22. 196  ;  Smith,  Pharm.  J.  [iii.]  5, 211 ;  Bell, 
ibid,  [iii.]  12,  786 ;  Gtinther,  Arch.  Pharm.  [iii.] 
25,  373).  Iodoform  can  be  prepared  by  the 
electrolysis  of  a  solution  of  an  iodide  in  the 
presence  of  alcohol,  aldehyde,  or  acetone  (Dinsl. 
poly.  J.  255,  88  ;  J.  Soc.  Chem.  Ind.  1885,  243 ; 
Foerster  and  Meves,  J<  pr.  Chem.  1897,  [ii.]  56, 
353 ;  Elbs  and  Herz,  Sieitsch.  Elektrochem.  4, 
113;  Abbot,  J.  Phvs.  Chem.  1903,  84;  Teeple, 
Amer.  Chem.  J.  1904,  26,  170.  The  last-named 
claims  an  almost  quantitative  yield).  According 
to  Suilliot  and  Ravnaud  (Bull.  Soc.  chim.  [iii.] 
1,  3)  almost  the  wnole  of  the  iodine  employed  is 
obtiUned  as  iodoform  when  acetone  is  acted  upon 
by  what  is  possibly  nascent  potassium  hypoiodite 
produced  by  treating  potassium  iodiae  with 
sodium  hypochlorite.  A  slight  excess  of  dilute 
solution  ot  sodium  h3rpochlorite  is  added  to  a 
mixture  of  potassium  iodide  50  parts,  acetone 
6  parts,  and  sodium  hydroxide  2  parts,  dissolved 
in  1  to  2  parts  of  water.  The  reaction  probably 
takes  place  thus : 

(1)  KI+NaC10=KI0+Naa 
(2)  CH,C0CH,+3KI0 

=CHl3+CHsCOOK+2KHO 

This  process  has  been  applied  to  the  working  7)f 
kelp,  and  is  said  to  produce  iodoform  of  a  very 
high  d^ree  of  purity  (Pharm.  J.  [iii.]  20,  423). 

A  novel  method  has  been  described  bv 
Chattaway  and  Baxter  (Chem.  Soc.  Trans.  1913, 
103,  1896),  in  which  acetone  reacts  with  finely 
divided  nitrogen  iodide,  prepared  from  iodine 
monochloiide  and  ammonia.  Tri-iodo  acetone  is 
first  formed,  and  this  is  decomposed  by  water  and 
by  ammonia  into  iodoform,  with  acetic  acid  and 
acetamide  respectively.  Four-fifths  of  the  iodine 
can  be  obtained  as  iodoform  in  one  operation. 

Iodoform  crystallises  in  lemon-yellow  hexa- 

fonal  plates  (according  to  Bardach,  Chem.  Zeit. 
911,  35,  11,  it  also  forms  thin  needles  and  is 
oonsequentlv  dimorphic).  They  melt  at  119**, 
volatilise  when  heated,  or  better  in  a  current  of 
steam.  It  has  a  persistent  and  disagreeable 
odour.  It  is  nearly  insoluble  in  water,  benzene, 
or  light  petroleum  ;  1  gram  dissolves  in  60  c.c. 
of  alcoh(&,  80  c.c.  of  glycerine,  10  c.o.  of  chloro- 
form, 7*5  c.c.  of  ether,  2'8  c.c.  of  carbon  disul- 
?hide,  and  34  c.c.  of  olive  oil  at  2*5° ;  also  in 
6  C.C.  of  boiling  alcohol  (U.S.P.).  In  the  dry 
state  iodoform  is  not  act-ed  on  by  sunlight ;  but 
in  solution,  with  access  of  oxygen,  it  rapidly 
liberates  free  iodine  (Humbert,  J.  Pharm.  Chim. 
[iii.]  29,  352  ;  Hebeler,  Pharm.  J.  [iii.]  16, 1088  ; 
Daccomo,  Gazz.  chim.  ital.  16,  247  ;  Neuss  and 
Schmidt,  Pharm.  J.  [iii.]  19,  247  ;  Fischer, 
Pharm.  Zeit.  34,  31 ;  Bougault,  J.  Pliarm.  Chim. 
[vi.]  8,  213).  Its  antiseptic  properties  have  been 
attributed  to  the  slow  lioeration  of  iodine. 
In  vitro  it  is  almost  without  effect ;  it  would 
appear,  however,  that  it  acts  differently  in 
presence  of  pus  at  the  temperature  of  the  body. 
Iodine  is,  in  this  case,  liberated  which  perhaps 
also  attacks  the  toxins.  Hamburger,  de  Haan, 
and  Bubanovic  (Proc.  K.  Akad.  Wetensch. 
Amsterdam,  1911,  13,  982)  state  that  even  in 
excessively  dilute  solution  it  has  a  favourable 
effect  on  phagocytoses ;  the  action  is  not  due  to 


iodine  antisepsis,  but  rather  to  a  physical  effect 
(surface  tension  ?)  of  intact  iodoform  on 
leucoc3rte8. 

Heated  in  sealed  tubes  to  150^  or  with 
sodium  ethoxide  or  alcoholicpotash,  iodoform 
forms  methylene  iodide  CH^^  The  zinc- 
copper  couple,  finely  divided  silver,  and  other 
metals  reduce  it  to  acetylene. 

Iodoform  is  best  detected  and  isolated  by 
steam  distillation  from  slightly  add  solution 
(Stortenbeker,  Rec.  trav.  chim.  1905,  24,  66). 
i  The  distillate  is  extracted  with  ether,  which  is 
,  allowed  to  evaporate  in  the  dark.  Better 
I  crystals,  for  microscopic  examination,  may  then 
be  obtained  bv  recrystallisation  from  glacial 
acetic  acid.  The  red  precipitate,  formed  by 
heating  an  alcoholic  iodoform  solution  with 
sodium  phenoxide,  is,  according  to  Stortenbeker, 
not  characteristic,  for  it  is  also  given  by  chloro- 
form and  bromoform.  The  estimation  of 
iodoform  may  be  carried  out  by  digesting  with 
silver  nitrate  and  weighing  the  silver  iodide,  or 
titrating  the  excess  by  Volhard*s  method. 
Detection  of  adulteration  (Kremel,  Pharm. 
Post.  21,  213).  Picric  acid  has  been  used,  and 
is  separated  by  shaking  the  ethereal  solution 
with  alkali.  Assay  of  iodoform  (Meillidre, 
Chem.  Zentr.  1897,  ii.  140). 

Iodoform  is. not  now  used  so  much  as  in  the 
early  days  of  antiseptic  wound  treatment,  but  as 
a  dry  powder  which  can  be  scattered  it  has 
considerable  advantages.  During  the  recent 
war  it  was  used  extensively  and  very  suc- 
cessfully as  bismuth-iodoform-petroleum-paste 
(*B.I.P.P.*)  suggested  by  Morison  (Ltmcet, 
1916,  ii.  268),  and  consisting  of  bismuth  sub- 
nitrate  or  carbonate  with  1-2  parts  of  iodoform 
and  enough  pure  liquid  paraffin  to  make  a  thick 
paste.  Ttie  odour,  ana  to  some  extent  the 
poisonous  properties,  of  iodoform  have  given 
rise  to  a  nost  of  substitutes,  all  apparently 
inferior.  Attempt^  have  been  made  to  mask 
the  odour  by  aodition  of  coumarin  (2  p.c.)  or 
of  oil  of  peppermint  (1  p.c.)  +  phenol  (0*5  p.c.). 
Other  attempts  depend  on  its  combination  with 
hexamethylene  tetramine  or  with  protein  to  form 
non- volatile  compounds.  The  oldest  substitute 
is  iodole  or  tetra-iodopyrrole,  C4HNI4,  formed  by 
the  action  of  iodine  on  potassium  pyrrole 
(Ciamician  and  Dennstedt,  Ber.  15,  2582 ; 
Ciamician  and  Silber,  ibid,  1 8, 1766 ;  19  Ret  327 ; 
20  Ref.  123).  It  ciystallises  from  alcohol  in  lis ht 
yellow  needles,  decomposing  at  140^-150°  ana  is 
odourless.  Like  iodoform  it  is  practically 
insoluble  in  water,  and  liberates  iodine  in  con- 
tact with  the  tissues.  Gently  warmed  with 
sulphuric  acid  it  gives  an  intense  green  solution, 
'  gradually  changing  to  dull  violet  and  brown. 

DHodoform,  tetra-iodo-ethylene,  is  obtained 
from  calcium  carbide  and  iodine,  or  from  iodine 
and  di<iodo-acetylene  (Biltz,  Ber.  1897, 30,  1200 ; 
Biltz  and  Kiippers,  ibid.  1904,  37,  4412),  but  is 
too  unstable  and  too  heavy  to  displace  iodoform 
in  wound  treatment. 

A  number  of  aromatic  iodine  derivatives 
have  been  suggested  but  those  with  iodine  in 
the  benzene  rinc  do  not  split  it  off  in  contact  with 
the  tissues  and  hence  are  only  antiseptic  like 
other  aromatic  compounds.  Such  are  iodo- 
hydroxyquinoline  sulphonic  acid  {lortiin)^  tetrs- 
iodo-phenolphthalein  (no0op^/i),  tri-iodometa- 
cresot  {losophan)  and  iodoparaphenol-sulphonio 
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acid  {sozqjodol) ;  pjodo-anisol  {isoform)  seems 
to  be  the  best  of  this  group.  When  the  iodine  is 
attached  to  oi^gen  as  in  hypoiodites  of  phenols, 
it  is  more  readily  split  ofiF,  as  in  dithymoldiiodide 
{arietol) 

Me  Me 


and  di-isobutyl-o-czesol  iodide  (europKen). 

The  physical  properties  and  therapeutic 
e£fect6  of  iodoform  also  belong  to  certtdn 
bismuth  compounds,  e.g,  bismuth  tribromo- 
phenoxide  {zeroform)  and  bismuth  oxy-iodo- 
gsJlate  (atroZ).  AnolJier  class  consists  of  inert 
powddrs  with  which  iodine  is  loosely  combined 
or  merely  mixed  physically,  e.g,  novojodin,  an 
addition  product  of  iodine  to  hexamethylene- 
tetramine  containine  60  p.a  of  iodine;  ^  Jod- 
salusU'  (Chem.  Zentr.  1917,  iL  189)  is  finely 
divided  silicic  acid,  prepared  by  electrosmosis, 
mixed  with  1  p.c.  of  free  iodine.  Iodide  of 
starch  has  occasionally  been  recommended. 
See  fuHher,  Synthetic  Dbuos.  G.  B. 

lODOFORMAL  v.  Synthetio  Dbugs. 

lODOFORMnr  CAsNJf  is  prepared  by 
adding  an  alcoholic  solution  of  iodine  to  ammonia 
and  formaldehyde  mixed  in  molecular  propor- 
tions when  iodoformin  falls  as  a  brown  pulveru- 
lent precipitate  (v.  Synthetic  drugs). 

lODOFORMOGEN  v.  Synthetic  dbuqs. 

lODOGLIADIN.  A  combination  of  iodine 
and  eliadin,  a  protein  contained  in  wheat. 

lODOGLOBUf.    Syn.  for  Di-iodotyrosine. 

lODOHYDRIIf.  {iothion),  Syn.  for  di-iodotVo- 
propyl  alcohol. 

lODOKOL  V.  Synthetic  dbuos. 

lODOLE  V.  loDOFo&M. 

lODOLEN,  lODOUN,  lODOGALUCDf* 
lODOPHENIN,  lODOZOL,  v.  Synthetic  dbuqs. 

lODOLYSIN.  An  additive  compound  of  an 
alcoholic  iodide  with  thiosinamine.  Used  in 
relaxing  scar-tissue. 

lODOMENIN  V.  Synthetic  drugs. 

lODOMETRY  v.  Analysts,  Volumetbic. 

lODOPHENIN.  Trade  name  for  p-aceto- 
hydriodotetraiodide  (CioHi,0,N)jHI,l4  (Emery). 

lODOPYRINE.  A  pharmaceutical  prepara- 
tion made  by  adding  a  solution  of  iodine  in 
potassium  iodide  to  an  aqueous  solution  of 
antipyrine  containing  sodium  acetate. 

lODOTHEOBROMIN,  lODYLIN,  lODYLO- 
FORM  t>.  Synthetic  drugs. 

lODOTHION  V,  Synthetic  dbugs. 

lODOTHYRINE  v.  Thyboid  gland. 

lODOZOL.  Trade  name  for  di-iodo-p- 
phenol  sulphonic  acid. 

lODYRTTE,  or  lodargyrite.  A  mineral  com- 
posed of  silver  iodide  (Agl)  crystallising  in  the 
rhombohedral  svstem.  Distinctly  developed 
crystals  are  small  and  comparatively  rare  ;  they 
possess  a  perfect  cleavage  parallel  to  the  basal 
plane,  on  which  the  lustre  is  pearly,  and  are 
very  soft  (H.=l)  and  readily  distorted.  Their 
pale  sulphur-yellow  is  not  darkened  by  ex- 
posure to  sunlight.  Sp.gr.  5'51.  At  a  tem- 
perature of  146%  the  material  becomes  optically 
isotropic  and  cubic,  revertine  on  cooling  into 
the  birefringent  rhombohedral  form. 

The  mineral  occurs  in  the  upper  oxidised 
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zones  of  certain  silver-bearing  veins,  and  when 
found  in  quantity,  as  at  Broken  Hill  in  New 
South  Wales,  in  Chile  and  Mexico,  and  at  Tono- 
pah  in  Nevada,  it  is  an  important  ore  of  silver 
(Ag,  46*97  p.c).  Some  of  the  silver-ore  formerly 
mined  at  Broken  Hill  consisted  of  white  kaolin 
enclosing  films  and  specks  of  iodyrite. 

Miersitc  is  a  rare  cubic  form  of  silver  iodide 
with  copper  iodide  (4AgI-CuI)  from  Broken  Hill, 
New  South  Wales  (L.  J.  Spencer,  Min  Mag.  1901, 
13, 41  ;  G.  T.  Prior,  U.  188).  lTJ  S. 

lOLITE,  dlehrolte  or  eordlerlte.  A  silicate 
of  aluminium  and  magnesium  with  some  ferrous 
iron  replacing  magnesium  H,(Mg,Fe)4AlgSiioO,7 
or  perhaps  Mff,Al,(A10),Si50n  crystallised  in 
the  orthorhombic  system.  It  occurs  as  a  con- 
stituent of  cert€kin  gneisses  and  granites,  and  is 
readily  altered  to  mica,  pseudomorphs  being 
more  common  than  the  fresh  mineral.  In  its 
physical  characters  it  presents  a  close  resemb- 
lance to  quartz,  namely,  in  the  glassy  conchoidal 
fracture,  hardness  (H.  7-7 J),  density  (sp-gr. 
2*60-2-66),  refractive  index  (1*54)  and  double 
refraction.  The  mineral  is  of  interest  on  account 
of  its  strongly  marked  pleockroism  (except  in 
thin  sections) ;  viewed  in  the  three  directions  of 
the  crystallographic  axes  it  shows  dark  blue, 
light  blue,  ana  pale  yellow  colours.^  It  is 
occasionally  used  as  a  gem-stone ;  and  to  show 
the  pleochroism  to  advantage  it  is  sometimes 
cut  in  a  cuboidal  form  and  mounted  on  a  swivel. 
When  cut  as  a  faceted  gem  this  should  be  so 
orientated  that  the  front  facet  will  be  perpen- 
dicular to  the  direction  in  which  the  deep  Dine 
colour  is  seen :  such  stones  are  known  to 
jewellers  as  *  lynx-sapphire  '  or  *  water-sapphire.' 
Material  of  gem-quauty  comes  from  the  gem- 
gravels  of  Ceylon,  Orijarvi  in  Finland,  Hacmam 
m  Connecticut,  and  Mt.  Bity  in  Madagascar. 

IONIUM.  Sym.  lo.  At.wt.  230  ?  A  radio- 
active element,  discovered  by  Boltwood  in 
uranium  minerals  (Boltwood,  Amer.  J.  Sci. 
1907,  24,  370 ;  c/.  Hahn,  Ber.  1907,  40,  4416). 
The  results  obtained  by  Boltwood  and  Hahn 
were  confirmed  by  Marckwald  and  Keetman 
(Ber.  1908,  41,  49),  who  were  unable  to  separate 
ionium  from  thorium,  an  element  which  it 
closely  resembles.  Ionium  occurs,  however, 
associated  with  actinium,  in  many  of  the  uranium 
group  of  minerals  in  the  absence  of  thorium 
(Szilird,  Le  Radium,  1909,  6,  80). 

Highly  active  preparations  of  ionium  may 
be  obtained  from  camotite  as  follows  (Boltwood) 
Amer.  J.  Sci.  1908,  25,  365).  The  oro  is  dis- 
solved in  hydrochloric  acid  and  several  grams 
of  the  chlorides  of  the  cerite  earths  added.  The 
earths  are  separated  as  oxalates,  converted  into  * 
chlorides,  and  precipitated  with  sodium  thio- 
sulphate.  The  latter  procedure  is  repeated 
several  times,  when  a  product  is  obtained 
having  a  radioactivity  several  thousand  times 
as  groat  as  that  of  an  equal  weight  of  pure 
!  uranium. 

I  The  residues  obtained  in  working  up  uranium 
!  ores  containing  little  thorium  may  be  precipi- 
I  tated  in  strongly  acid  solution  with  hydrofluoric 
I  acid.  The  precipitated  fluorides  are  converted 
I  into  sulphates,  and  from  the  aqueous  solution 
;  of  these,  ionium  and  thorium  are  quantitatively 
'  precipitated  by  adding  zinc  hydroxide.  The 
precipitate  is  dissolved  mjyff^^qjjp^o^jic^ 
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the  solution  precipitated  with  oxalic  acid.  The 
oxalate  thus  obtained  contains  the  ionium,  and 
has  an  activity  200  times  as  lai^e  as  that  of 
metallic  uranium  (Keetman,  Jahrb.  Radioaktiv. 
Elektronik.  1900,  6,  265). 

Ionium  emits  a-rays,  which  have  a  range  in 
air  of  only  2*8  cms. ;  it  also  emits  ^-rays.  It 
produces  no  emanation.  The  life  of  ionium  is 
at  least  as  long  as  that  of  radium  (c/.  Soddy, 
Le  Badium,  1010,  7,  295). 

According  to  Boltwood,  ionium  is  the  direct 
parent  of  nulium,  and  according  to  Keetman 
(/.c),  does  not  change  directly  into  actinium. 

Thorium-ionium  oxalate  has  a  very  high 
and  constant  activity,  and  may  with  advantage 
be  utilised  in  testing  the  constancy  of  electro- 
meters and  for  determining  •  capacities  (Keet- 
man, I.C.). 

lONOKES  V.  KsTOKES. 

IPECACUANHA.  Ipecacuanha  Boot,  Racine 
d* Ipecacuanha,  Fr. ;  Brechwurzel,  Ger.  Ipeca- 
cuanha is  the  root  of  Psycholria  Ipecacuanha, 
Stokes,  also  known  as  Cephaelis  Ipecacuanha, 
A.  Richard,  and  Uragoga  Ipecacuanha,  Baillon 
(N.  0.  Rubiaces^,  a  low  soft-wooded  shrub 
indigenous  to  Brazil.  Three  commercial  varie- 
ties of  this  root  are  distinguished:  (1)  Rio  or 
Matto  Grosso,  (2)  Minas,  iniich  is  derived  from 
the  same  plant,  cultivated  in  the  province  of 
Minas  Geraes  in  Brazil,  and  (3)  Indian  or  Johore, 
also  derived  from  the  same  plant,  cultivated  in 
the  Straits  Settlements. 

Rio  Ipecacuanha  occurs  in  commerce  in 
reddish- brown  or  dark  brown  pieces  seldom 
exceeding  15  cm.  in  length,  and  6  mm.  in  thick- 
ness ;  it  has  a  thick  bark,  transversely  corru- 
gated or  rineed — the  corrugations  often  pene- 
trating to  the  woody  interior — ^and  minutely 
wrinkled  longitudinally.  The  Minas  variety 
resembles  it  closely,  whilsi  the  Johoro  drug  is 
rather  laiver  than  the  Brazilian  root. 

The  B.P.  1914  recoenises  only  Psychotria 
Ipecacuanha  as  the  officialsource  of  ipecacuanha, 
but  the  U.S. P.  1916  authorises  the  use  of  the 
root  of  Cephaelis  acuminata,  Karsten,  also. 
This  is  known  commercially  as  Carthagena  or 
Colombian  Ipecacuanha,  and. is  usually  lighter 
in  colour  and  rather  larger  than  the  Brazilian 
root. 

For  information  on  the  ipecacuanhas  of 
English  commerce  and  others  sometimes  sub- 
stituted for  them,  cf.  E.  M.  Holmes,  Yearbk. 
Pharm.  1893,  402. 

The  drug  was  first  introduced  into  Europe 
from  Brazil  about  the  close  of  the  seventeenth 
century  as  a  remedy  for  dysentery,  and  since 
that  period  it  has  always  rctained  a  place  in 
'mcUerta  medico.  It  is  employed  as  an  expec- 
torant, as  an  emetic,  and  in  the  treatment  of 
dysentery.  Applied  locally  the  jpowdered  root 
is  an  irritant,  and  in  large  doses  it  is  poisonous. 
{Cf,  Pereira,  Mat.  Med.  1863,  2,  1691 ;  Pluck,  a. 
Hanb.  370.)  It  is  administered  in  the  state  of 
powder — for  instance,  admixed  with  opium  and 
potassium  sulphate  in  the  well-known  Dover's 
Powder — made  into  pills,  or  in  vinous  solution. 
In  recent  years,  however,  the  salts  of  emetine 
have  been  largely  used  in  its  place  in  the  treat- 
ment of  amoeoic  dysentery. 

The  most  important  constituent  of  ipeca- 
cuanha is  the  alkaloid  emetine,  which  is  associated 
with  several  other  bases  closely  related  to  it  in 


structure.    The  term  emetine  was  first  applied 
;  by  PeUetier  and  Magendie  (Ann.  Chim.  1817,  [ii.] 
.  4,   172)  to  a  crude  preparation  of  the  total 
alkaloids  of  ipecacuaima,  and  was  used  subse- 
'  quently    by    numerous    authors    to    designate 
,  various  purified  preparations  of  the  alkaloids. 
The  earlier  researdies  may  be  traced  by  reference 
to  the  papers  of  Paul  ana  Cownley,  and  only  one 
need    oe    mentioned    here,    namely,    that    of 
Gl^nard  (Ann.  Chim.  1876,  [v.]  8,  233),  who 
succeeded  in  preparing  emetine  hydrochloride  in 
a  crystalline  state  by  a  fortunate  choice  of  pro- 
cedure.   The  first  real  advance  in  the  study 
of   these   alkaloids   was   made   by   Paul   and 
Cownley  (Pharm.  J.  1894,  [iii.]  25,  111),  who 
showed  that  the  portion  soluble  in  ether  could 
be  separated  into  two  fractions  by  extraction 
with    aqueous    sodium    hydroxide,    when    the 
ethereal    solution    contained    a    nonphenolio 
alkaloid  for  which  the  name  emetine  was  retained, 
whilst  the  alkaline  liquor  contained  a  ciystalline 
alkaloid  which  was  termed  cephaeUne,    Subse- 
quently (Pharm.  J.   1894,  [iii.]  26,  690)  they 
isolated  a  third  alkaloid,  psychotrine,  from  the 
root.     Many  years  later  O.   Hesse   (Annalen, 
I  1914,  406,  1)  described  two  more  alkaloids  of 
ipecacuanha,  ipecamine  and  hydroipecamine,  but 
I  tnese  are  probiftbly  not  homogenous  substances 
'  {cf,  Pyman,  CJhem.  Soc.  Trans.  1917,  111,  49). 
I  More  recently  Pyman  {l.c,)  isolated  two  new 
alkaloids  of  ipecacuanha,  one  being  the  o-methyl 
ether  of  p^yrluotrine,  whilst  the  other  was  termed 
emetamine. 

Neglecting  publications  previous  to  those  of 
Paul  and  (>)wnley,  the  chemistry  of  these 
alkaloids  has  been  studied  bv  Paul  and  Cownley, 
Pharm.  J.  1893,  [iii.]  24,  61  \  1894,  [iii.]  25,  111, 
373,  641,  690 ;  1896,  [iv.]  1,  1,  321 ;  the  same 
with  Hesse,  Pharm.  J.  1898,  [iv.]  7,  98 ;  Prerichs 
and  de  Fuentes  Tapis,  Arch.  Pharm.  1902,  240, 
390;  KeUer,  Arch.  Pharm.  1911,  249,  512; 
1913,  261,  701 ;  1917, 265,  75 ;  Carr  and  Pyman, 
Chem.  Soc.  Proc.  1913,  29,  226;  Chem.  Soc. 
Trans.  1914,  106,  1691 ;  Hesse,  Annalen,  1914, 
406,  1 ;  Windaus  and  Hermanns,  Ber.  1914,  47, 
1470;  Pyman,  Chem.  Soc.  Trans.  1917,  111, 
419;  1918,  113,  222;  and  Karrer,  Ber.  1916, 
49,  2067 ;  1917,  60,  582.  Patents  have  been 
taken  out  by  W.  G.  WhifiFen,  D.  R.  P.  99090 
(1897)  for- the  purification  of  emetine  by  crystal- 
lisation of  the  nydrobromide  ;  by  Chem.  Werke 
j  vorm.  Dr.  Heinr.  Byk.,  D.  R.  P.  267219  (1912) 
I  for  the  extraction  of  the  alkaloids  from  the  root 
by  means  of  chloroform  mixed  with  alcoholic 
hydrogen  chloride;  by  H.  S.  Wellcome,  F.  H. 
Carr  and  F.  L.  Pyman,  Eng.  Pats.  14677  and 
I  17483  (1913)  for  the  preparation  of  emetine  by 
,  the  methylation  of  cephaeline  by  means  of 
dimethyl  sulphate  and  sodium  methyl  sulphate 
respectively ;  by  Farbw.  vorm.  Meister,  Lucius 
I  und  Briining,  D.  R.  P.  298678  (1916)  for  the 
preparation  of  emetine  by  the  methylation  of 
cephaeline  by  means  of  diazomethane ;  bv 
J.  W.  Meader,  Fjig.  Pats.  11717,  11718,  11719 
(1916) ;  103881, 104662, 105722  (1916) ;  U.S.  Pat. 
1209676  (1917),  and  by  Farbw.  vorm.  Meister, 
Lucius  und  Briining,  D.  R.  P.  301498  (1915)  for 
the  preparation  of  homologues  of  emetine  by  the 
alkylation  of  cephaeline  with  derivatives  of 
alcohols  other  than  methyl  sdcohol. 

Isolqlion  of  the  alkaloids. — ^The  total  alkaloids 
extracted  from  the  powdered  root  by  means  of 
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alcohol,  amyl  alcohol  (Paul  and  Cownley),  or  a 
mixture  of  benzene  with  light  petroleum  (Hesse) 
are  dissolved  in  dilate  hydrochloric  acid,  basified 
with  ammonia,  and  extracted  with  ether  which 
removes  all  the  known  alkaloids  except  psycho- 
trine  ;  this  is  extracted  from  the  mother  uquor 
by  chloroform  and  crystallised  from  moist 
acetone.  The  ethereal  solution  is  extracted 
with  dilute  aqueous  sodium  hydroxide,  from 
which  cephaeline  can  be  extracted  by  means  of 
ether  after  the  addition  of  ammonium  chloride ; 
on  conoentratinff  this  ethereal  solution  cephaeline 
separates  in  long  colourless  needles.  The 
ethereal  solution  containing  the  nonphenolic 
alkaloids  is  concentrated  and  the  resiaue  con- 
verted into  the  hydrochloride,  (Paul  and 
Cownley),  hydrobromide  (Whififen),  or  hydri- 
odide  (ICarrer),  when  the  emetine  salt  separates 
in  a  crystalline  form.  After  removing  the 
emetine,  the  remaining  alkaloids  are  converted 
into  acid  oxalates  in  alcoholic  solution,  when  the 
crystalline  acid  oxalates  of  0-methylpsychotrine 
and  emetamine  are  deposited;  these  are 
separated  by  fractional  extraction  from  their 
chloroform  solutions  by  dilute  acids. 
Properties. — Emetine  has  the  formula 


(C!arr  and  Pyman ;  Karrer)  being  the  mono- 
methyl  ether  of  cephaeline,  for  which  the 
formula  Oi^K^fi^K^  is  accepted.  Other 
formulas  proposed  for  emetine  are  C3oH4404Nt 
(Paul  and  Cownley),  which  is  employed  in  the 
U.S.P.    1916,   C,oH4,04N,  (Hesse,   1898)    and 


C,oH4o05N,  (Hesse,  1914).  It  contains  four 
methoxyl  groups,  one  tertiary  nitrogen  atom 
common  to  two  rings,  and  one  secondary 
nitrogen  atom  contained  in  a  ring.  The  largest 
fragment  of  the  molecule  so  far  obtained  on 
oxidation  is  6  :  7-dimethoxyMOquinoline-l-car- 
boxylic  acid,  the  formation  of  which  shows  that 
emetine  is  a  derivative  of  i>oqninoline. 

Emetine  is  amorphous  and  colourless,  but 
turns  yellow  on  warming  or  keeping.  It  melts 
at  74**  (corr.)  and  has  [o]p— 60*  in  chloroform 
(c  =2).  It  is  sparingly  soluble  in  water  or  light 
petroleum,  but  readily  so  in  alcohol,  ether,  or 
chloroform.  It  is  a  diacidic  base  forming 
neutral  salts  with  two  equivalents  of  acids.  The 
hydrochloride,  hydrobromide,  and  the  double 
iodide  of  emetine  and  bismuth  are  employed  in 
medicine. 

The  hydrochloride  B,2HC1  contains  water 
of  crystallisation  varying  from  3  to  8H|0.  It 
forms  colourless  woolly  needles,  which  after 
drying  at  100°,  melt  indefinitely  at  236''-265° 
(corr.).  Its  specific  rotatory  power  in  aqueous 
solution  varies  with  the  concentration  from 
[a]^+ll*'  (c.  =  l)  to  [alj,-|-21''(a=8),  calculated 
for  the  anhydrous  salt.  It  is  readily  soluble 
in  warm  water  (about  1  in  4  at  37°C.),  but  more 
sparingly  so  in  cold  water  (about  1  in  7  at 
25''C.,  and  1  in  11  at  15°C.),  giving  solutions 
which  are  neutral  to  litmus.  It  is  official  in  the 
U.S.P.  1916.  This  salt  and  also  the  hydro- 
bromide are  given  by  the  mouth  or  nypo- 
dermicallj^  in  doses  up  to  1  grain  in  the  treatment 
of  amoebic  dysentery. 

The  hydrobromide  B,2HBr,4HaO  forms 
colourless  needles,  which  melt  indefinitely  at 
245°-265°  (corr.).  It  is  readily  soluble  in  hot, 
sparingly  so  in  cold  water  (1  :  50). 


Emetine  bismuthous  iodide,  prepared  by  the 
addition  of  Dragendorff's  reagent  (potassium 
bismuthous  iodide)  to  an  aqueous  solution  of  an 
emetine  salt,  is  a  dull  scarlet  powder,  almost 
insoluble  in  water,  approximating  in  composition 
to  B,2HI,2BiI,.  It  IS  given  orally  in  amosbio 
dysentery,  and  is  stat^  to  cause  less  nausea 
than  the  soluble  salts,  since  it  is  almost  insoluble 
in  the  acid  contents  of  the  stomach,  exerting 
its  full  effect  only  in  contact  with  the  alkaline 
juices  of  the  intestines. 

The  sulphate,  nitrate  and  hydriodide  are 
also  crystalline,  the  last  two  being  sparingly 
soluble  in  water. 

Cephaeline  CagH,g04N,  forms  colourless 
needles  from  ether,  melting  at  115'*-116®'(corr.), 
[a]jj— 43°  in  chloroform  (a  =2).  Sparingly 
soluble  in  water,  ether,  or  light  petroleum ; 
easily  so  in  alcohol  or  chloroform.  The  hydro- 
chloride, B,2HC1,  5  to  7  H,0  forms  colourless 
prisms,  easily  soluble  in  water,  melts  at  245°- 
270°  (corr.)  when  anhydrous,  and  is  dextroro- 
tatory. The  hydrobromide  is  also  crystal- 
line. 

Psychotrine  C,,Hs,04N„4H,0  crvstallises 
from  moist  acetone  in  yellow  prisms  having  a 
blue  fluorescence.  M.p.  (anhvorous)  124°-126° 
(corr.)  [a]u4-69° in  99  p.c.  alcohol  (c.  =2).  Forms 
crystalline  dextrorotatory  salts  with  H|S04,Hl 
and  HNOj.  Yields  cephaeline  and  an  isomeride 
on  reduction. 

O-Methylpsychotrlne  CMHsg04Nt  is  amor- 
phous and  has  [o]j,4-46°  in  clJoroform  (c.=2). 
Forms  cmtalline  dextrorotatoiy  salts  with 
H|S04,H6r  and  oxalic  acid.  Yields  emetine 
and  an  isomeride  on  reduction. 

Emetamine  C,»H„04N.  (or  C,oH,«04N,) 
forms  colourless  needles  from  ethyl  acetate. 
M.p.  155°-156°  (corr.)  [a]p4-10°  in  chloroform 
(o.=4).  Forms  orvstalline  Isevorotatory  salts 
with  HBr,  and  oxaUc  acid. 

Detection  and  estimation.  A  characteristic 
reaction  of  the  alkaloids  is  the  yellow  or  orange 
colour  produced  by  the  action  of  bleaching 
powder  and  acetic  acid  (Power,  Pharm.  J.  1877, 
[iii.]  8,  344).  Froehde's  reagent  gives  a  grass- 
green  colour  with  emetine,  and  a  purple  colour 
with  cephaeline ;  this  distinction  is  utilised  in  a 
test  devised  to  detect  the  presence  of  cephaeline 
in  commercial  emetine  nydrochloride  (U.S.  P. 
1916). 

The  official  methods  of  assay  of  ipecacuanha 
consist  in  the  estimation  of  the  total  ether- 
soluble  alkaloids.  The  B.P.  1914  requires  a 
content  of  2  p.c.  estimated  gravimetrically, 
whilst  the  U.S.P.  1916  requires  a  content  of 
1*75  p.c.  estimated  bv  titration  with  standard 
acid.  The  nonphenolic  and  phenolic  portions 
of  the  ether-soluble  alkaloids  may  be  separated 
and  estimated  similarly.  For  a  review  of  the 
methods  of  assay,  see  Frerichs  and  Tapis  (Arch. 
Pharm.  1902,  240,  390). 

The  root  contains  1*5-2 '6  p.c.  of  total 
alkaloids,  consisting  mainly  of  emetine  and 
cephaeline,  with  0*04-0*06  p.c.  of  psychotrine, 
0*015-0*033  p.c.  of  methylpsychotrine,  and 
0*002-0"006  p.c.  of  emetamine ;  the  proportions 
of  emetine  and  cephaeline  in  the  different  com- 
mercial varieties  are  given  by  Paul  and  Cownley, 
Pharm.  J.  1896,  [iv.]  2.  321 ;  1903  [iv.]  15,  256  ; 
Umney  and  Swinion,   Yearbk.   Phaiin.^  1899^ 
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348 ;   Carr  and  Reynolds,  Pharm.  J.  1908,  [iv.] 
26,  542,  and  Heaae,  Annalen,  1914,  405, 1. 

Non '  alktUoidal  cotutUuents.  —  Beaidea  the 
alkaloids,  few  definite  compounds  have  been 
isolated  from  the  root.  A  crystalline  yellow 
colouring  matter,  oTfthrocepfiaelein,  forming 
purple-ied  compounds  with  alkalis  waa  isolated 
bv  Podwyazotzky,  Pharm.  J.  1880,  [iiil  10,  642. 
The  presence  of  choline  waa  detected  by  H.  Kunz, 
Arch.  Pharm.  1887,  [iii.]  25,  461.  A  colourless 
glucoside,  ipecacuanhin,  was  isolated  by  Finne- 
more  and  Braithwaite,  Pharm.  J.  1912,  [iv.l  35, 
136,  and  9,  phytosUrol^  m.p.  160''-162''  (ooir.)  by 
Carr  and  Pyman.  The  root  contains  a  laige 
amount  of  starch  and  up  to  5  p.c.  of  ash. 

F.  L.  P. 

IPOMEA  V.  ScAMMONY.  art.  Gum  besins. 

IRETOL  V,  Phenol  and  its  hoxoloouxs. 

IRIDIN  «.  Gluoosides. 

IRIDIUIL    Sym.  Ir.    At.wt.  193*04. 

The  occurrence  of  this  metal  and  the  proper- 
ties of  its  principal  alloys  with  platinum  will 
be  described  under  Plahnuh.  Its  principal 
source  is  the  osmiridium  which  is  left  after 
treatment  of  crude  platinum  with  aqua  regicL, 

The  cleaning  and  methods  of  attack  of  the 
insoluble  osmiridium  are  also  given  under 
Platinum.  Briefly,  iridium  is  freed  from 
ruthenium  and  osmium  by  distilling  in  chlorine 
after  an  alkaline  fusion,  and  from  rhodium  and 
palladium  by  the  difference  of  solubility  of  the 
double  chlorides  with  potassium  or  ammonium. 
It  may  be  freed  from  platinum  either  by  melting 
the  metal  with  ten  times  its  weight  of  lead, 
parting  in  nitric  acid  and  boiling  the  residue  in 
aqua  regia,  or  bv  reducing  the  acidified  chloride 
solution  with  HtS,  SO^,  ferrous  salts,  nitrites, 
oxalic  acid  or  other  suitable  reagent,  precipitat- 
ing the  unattacked  Ptdi  with  ammonium  or 
potassium  chloride  and  either  re-oxidising  the 
solution  to  precipitate  the  chloroiridate  or 
onrstal lining  the  chloroiridite  by  evaporation. 
The  ammonium  salt  has  the  advantage  over  the 
potassium  salt  that  it  may  be  decomposed  to 
leave  a  base-free  solution  d^  boiling  with  aqua 
regia,  or  it  may  be  calcined  m  a  clo^  vessel  to 
leave  the  metal  as  sponge.  If  calcined  in  an 
open  vessel  the  residue  may  subsequently  be 
reduced  to  metal  by  hydrogen  at  a  gentle 
heat. 

The  metal  is  best  converted  into  the  soluble 
chloride  bv  heating  in  chlorine  with  salt  or 
dehydrated  barium  chloride.  In  the  latter  case 
the  barium  may  be  removed  from  the  solution 
by  sulphuric  acid. 

Irioium  sponge  is  oxidised  but  not  dissolved 
by  fused  bisulphate.  Traces  of  osmium  in 
iridium  sponge  may  be  detected  by  bringing 
some  of  it  on  a  piece  of  platinum  foil  into  a 
Bunsen  burner  flame 'alternately  in  the  reducing 
and  oxidising  zones,  when  bright  flashes  or 
sparks  are  observed;  but  the  characteristic 
smell  of  OsOi  on  heating  in  air  is  reliable  and 
sensitive. 

On  account  of  their  extreme  hardness,  the 
native  grains  of  osmiridium  are  employed  as 
such  for  tipping  the  points  of  gold  nibs,  but 
onlv  a  small  proportion  even  of  the  few  grains 
which  occur  with  ordinary  crude  platinum  are 
suitable  for  the  purpose.  A  small  quantity  of 
smiridium  is  used  lor  pivots,  &c.,  of  watches 


and  scientific  instruments,  but  practically  the 
whole  is  worked  up  for  the  production  of  iridium, 
which  is  mainly  employed  in  alloy  with  platinum, 
as  described  under  Platotum. 

Melted  iridium  may  be  cast  in  a  lime  mould, 
and  the  ingot  foiged  or  rolled  at  a  bright  red 
heat.  Sheets  suitable  for  dishes  or  cruciblea 
may  thus  be  prepared,  but  the  metal,  even  il 
pure,  is  very  hard  and  brittle  when  cold.  Thin 
foil  ma^,  however,  be  rolled  out,  and  has  found 
an  application  in  an  electric  meter  as  an  electrode 
in  a  solution  of  a  mercury  salt.  The  foiged 
metal  becomes  superfidally  oxidised  at  a  red 
heat  in  air  or  oxygen,  but  the  blue  tint,  not  so 
pronounced  as  the  'temper'  colours  of  steel, 
disappears  on  further  heating.  Adds,  however, 
have  no  action  on  it,  nor  have  certain  fused 
base  metals.  For  further  details  see  Orookes, 
Proc.  Roy.  Soo.  1908,  A.  80,  635. 

Iridium  is  a  white  metal  as  bright  as  steel, 
having  a  sp.gr.  of  22*39  (G.  Blatthey),  and 
melting  at  about  1950° ;  2150''-2250''  (J.  Ind. 
Enff^Chem.  1911,  3,  354). 

The  compact  metal,  like  osmiridium,  may  be 
broken  down  by  melting  with  excess  of  ainc,  in 
which,  of  course,  it  sinks,  and  then  boiling  away 
the  whole  of  the  zinc.  Or  the  zinc  may  he  kept 
as  long  as  is  necessary  just  below  its  boiuns-point 
(91 8**),  and  then  dissolved  away  by  acid  (Deville 
and  Debray,  Ann  de  Ch.  et  de  PL  1859,  [3]  56, 
439). 

At  a  dull  red  heat  iridium  combines  with 
fluorine,  chlorine,  or  oxygen.  It  also  combines 
with  sulphur  when  heat^  and  gives  a  readily 
fusible  compound  with  phosphorus,  which  is 
decomposed  at  a  white  heat. 

CoUoidal  iridium  may  be  obtained  by  mixing 
iridium  chloride  with  lysalbic  acid  and  con- 
centrated soda,  and  subsequently  dialvsing  the 
mixture  (Paal  and  Ambereer,  Ber.  1904,  37, 
124);  or  by  reducing  iridium  chloride  with 
hydrazine  hydrate  in  the  presence  of  gum  arable 
solution  (Gutbier  and  Hoffmeier,  J.  pr.  Chem. 
1905,  [ii.]  71,  452).  It  is  a  catalyst,  but  is  not  as 
powerful  as  colloidal  pbitinum.  See  Paal,  Biehler 
&  Steyer,  Ber.  1917,  50,  722. 

For  its  action  in  inducing  the  catalytic 
oxidation  of  carbon  monoxide  by  oxygen,  see 
Paal,  Ber.  1916,  49,  548. 

Iridium  black  is  a  complex  mixture  containing 
varying  proportions  of  the  metal  and  its  oxides, 
obtained^by  reducing  iridium  salts  with  alcohol, 
formic  acid,  or  formaldehyde.  The  black  powder 
thus  formed  is  washed  with  water  and  dried 
in  tacud  (Bottger,  J.  pr.  Chem.  1834,  3.  276). 
It  has  properties  similar  to,  but  more  power- 
ful than,  those  of  platinum  black.  It  absorbs 
gases  and  has  the  property  of  inducing  chemical 
action,  as,  for  instance,  the  combustion  of 
hydrogen  and  of  alcohol,  the  transformation  of 
chlorine,  iodine,  or  bromine  water  into  halogen 
acid  and  oxygen,  the  decomposition  of  hvpo- 
chlorites,  and  so  forth  (Sohdnbein,  Ann.  Chun. 
1866,[iv.]7, 103, 113). 

Although  the  black  iridium  oxide  is  a  valued 
pigment  for  china,  the  commercial  use  of 
iridium  for  that  or  other  purposes  other  than 
as  metal  or  in  alloys,  is  practically  nil,  as  the 
demand  for  the  metal  as  such  exceeds  the 
supply.  For  the  same  reason,  none  of  the  large 
vanety  of  salts  which  iridium^formSj^Js  of 
technological  interest^' '^^"^  ""^        ^  ^(3'^'^ 
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Ibidium  Cokpounds. 

Acoording  to  Wohler  and  Witzmann  (Zeitach. 
anoig.  Chem.  1908,  57,  323 ;  see  also  Zeitsch. 
Elektrochem.  1008,  14,  97),  the  oxide  IrO  does 
not  exist  under  ordinary  conditions,  and  all  the 
known  oxides  are  unstable  at  800''-1000''. 

Iridium  dioxide  IrO,  is  best  prepared  by  the 
action  of  alkali  on  a  hot  solution  of  sodium 
iridichloride  NajIrCla*  ^®  sesquioxide  first 
formed  being  oxidised  to  dioxide  by  a  current 
of  oxyeen.  The  oxide  is  then  dried  in  a  current 
of  carbon  dioxide  at  200^  after  which  it  is 
boiled  with  alkali  and  then  with  sulphuric  acid. 
The  anhydrous  dioxide  and  also  the  one  con- 
taining 2  mola.  H,0  is  black.  When  freehly 
precipitated  it  is  more  readily  soluble  in  acids 
and  alkalis  than  when  dried. 

The  solution  obtained  by  the  action  of  ! 
potash  or  sodium  iridichloride  in  the  cold, 
ultimately  becomes  violet  in  colour  and  contains 
the  dioxide  in  colloidal  form ;  after  a  time  a 
violet  modification  of  the  dioxide  separates,  and 
on  boiling,  the  solution  beeomee  blue.  The  blue 
and  green  solutions  of  the  dioxide  in  hydrochloric 
acid  also  contain  the  dioxide  in  colloidal 
solution. 

Iridium  sesquioxide  lr,0,  is  obtained  by 
mixing  air-free  hot  solutions  of  sodium  iridium 
trichloride  Na,IrCl9,12H,0,  and  potash  in 
a  current  of  carbon  dioxide.  The  mixture  is 
evaporated  to  dryness  and  heated  to  redness  in 
a  current  of  the  same  gas,  after  which  it  is 
purified  in  the  same  way  as  the  dioxide.  With 
hydrochloric  acid  this  oxide  also  gives  a  colloidal 
solution.  Like  the  dioxide,  its  properties 
depend  on  the  proportion  of  water  it  contains. 
The  sesquioxide  imparts  a  fine  black  colour  to 
porcelain  after  firing,  and  when  mixed  with 
zinc  oxide  it  yields  a  grey  tint. 

Iridium  trioxide  is  so  unstable  that  it  has 
not  been  obtained  pure. 

Iridium  trihydroxlde  Ir(OH),  la  a  yellowish- 
green  substance  which  disisolves  in  alkalis  and 
oxidises  rapidly  in  the  air,  forming 

Iridium   tetrahydroxlde    Ir(0H)4,    a    heavy ; 
indigo- blue  powder,  which  becomes  ^reen,  then 
brown  on  heating   (Joly  and  Leidi4,   Cbmpt. 
rend.    1895,    120,    1341 ;     Gutbier   and   Riess, 
Ber.  1909,  42,  3905). 

Iridous  ehloride  IrOl.  is  a  ^reen,  insoluble 
mass,  formed  when  chlorine  is  passed  over 
spongy  iridium  or  when  the  tetrachloride  is 
heat^  I 

Iridium  trichloride  IrCl,  is  a  light,  insoluble, 
olive-green  powder  prepared  by  heating  one  of 
its  double  salts  with  sulphuro  acid,  and  also  ' 
by  other  methods  (Antony,  Gazz.  chim.  ital. 
1893,  23,  i.  184).  It  forms  complex  compounds 
with  the  chlorides  of  phosphorus  and  arsenic  , 
(Geisenheimer,  Compt.  rend.  1890,  110,  1004, 
1336),  and  double  salts  with  metallic  chlorides.    | 

The  most  important  of  these  are  the  po- 
tassium salt.  K3lrGl„3H|0',  big  rhombic  prisms, 
efflorescent  in  air  and  losing  9*45  p.c.  at  18°  ;  the  ' 
ammonium    salt   2(NH4)3lrCl„3H,0    and   the  | 
sodium  salt  Na,IrGl„12H|0,  laree  dark  olive 
prisms,  soluble  in  alcohol  and  melting  at  50^ 

Iridium  tetrachloride  IrCli  may  be  obtained  . 
by  heating  ammonium  iridichloriae  in  chlorine,  | 
or  by  diMolving  the   finely  divided  metal  in 
aqua  regia,  or  the  blue  hydroxide  in  hydro- 
chloric acid.    It  loses  chlorii^e  ^t  50^  and  is 


readily  converted  by  heat  into  Ird,.  It  forms 
double  chlorides  of  the  type  M^IrClf  with  the 
alkali  metal  chlorides  and  with  alkylamines. 
The  potassium  salt  K^IrCl,  and  the  ammonium 
salt  (NH4)tIrae  both  form  small  black  octa- 
hedra,  sli^i^htly  soluble  in  water  and  almost 
insoluble  in  potassium  or  ammonium  chloride 
solutions,  like  the  corresponding  platinum 
salts.  The  sodium  salt  Na^[rClc,6H,0  is  also 
similar  to  the  platinum  salt,  except  in  colour, 
and  is  freely  soluble,  as  also  is  the  barium  salt 
(Rimbach  and  Korten,  Zeitsch.  anoig.  Chem. 
1907,  62,  406;  Del6pine,  Compt.  rend.  1909, 
149,  1072;  ibid.  1908,  146,  1267;  V6zes, 
ibid,  1392;    Gutbier,  Zeitsch.  physikal.  Chem. 

1909,  69,  304 ;  Gutbier  and  Riess,  I.e.),  The 
iridichlorides,  when  reduced,  yield  the  iridio- 
chlorides.  Similar  bromides  and  iodides  of 
iridium  also  exist.  See  also  Deldpine,  Bull.  Soc. 
chim.  1914,  [iv.]  15,  231,  267,  438,  606. 

Iridium  forms  ammonium  or  ammine  deriva- 
tives similar  in  constitution  to  the  platinum 
compounds  and  corresponding  to  the  chlorides 
IrClt,  IrCl4 ;  also  a  series  of  compounds  corre- 
sponding to  IrCl,,  and  analogous  to  the  cobaltic, 
chromic,  and  rhodic  compounds. 

When  iridium  chloride  is  treated  with 
ammonia,  doable  salts  Ir(NH,),Cl„ 

Ir(NH,)4,a„H,0, 
and  Ir(NH3)5Gl„H20  are  formed.  Iridium 
ammonia  chlorohydroxide,  sulphate,  thionate, 
oxalate,  nitrate,  and  a  number  of  haJide  deriva- 
tives are  also  known  (Palmaer,  Zeitsch.  anoig. 
Chem.  1895,  10,  320;  (bid,  1896,  13,  211;  see 
also  MyliuB  and  Dietz,  Ber.  1898,  31,  3187). 

Complex  iridium  nitrites  and  their  chloro 
and  oxalic  acid  derivatives  have  been  prepared 
(Joly  and  Leidi^,  Compt.  rend.  1896,  120,  1341 ; 
LeicQ6,  ibid.  1902,  134,  1582 ;  Bull.  Soc.  chim. 
1902,  [iii.]  27,  936;    V^zes  and  DufiFour,  ibid. 

1910,  [iv.]  7,  607,  612 ;  Miolati  and  Gialdini, 
Atti.  R.  Accad.  lincei,  1902,  [v.]  11,  ii.  151 ; 
Werner  and  Vries,  Annalen,  1908,  364,  77). 

Iridlcyanides  resemble  the  ferricyanides  and 
are  described  by  Martins  {ibid,  1861,  117,  367 ; 
sec  also  Rimbach  and  Korten,  Zeitsch.  anoig. 
Chem.  1907,  52,  406). 

Iridium  sulphides  IrS,  Ir^„  IrS,  (Antonv, 
Gazz.  chim.  ital.  1893,  23,  i.  184,  190),  and  the 
ammonium  pentadecasulphide  (NH4),IrSi5  (Hof- 
mann  and  ilochtlen,  Ber.  1904,  37,  245)  are 
known. 

Iridium  sulphate  IrCSOi),  is  a  yellow-brown 
mass  which  when  warmed  with  sulphuric  acid 
is  reduced,  giving  a  green  solution  oi  the  sesqui- 
sulphate  Ir,(S04)„6H,0  (Rimbach  and  Korten, 
l,c. ;  also  Leooq  de  Boisbaudran,  Compt.  rend. 
1883,  96,  1406  and  1651). 

Iridium  sesquisulphate  forms  alums  with 
ammonium,  thallium,  and  the  alkali  metals,  of 
the  type  Irt(S04),'M,S04,24HtO  (Marino,  Zeitsch 
anoig.  CheoL  1904,  42,  213;  Rimbach  and 
Korten,  Lc, ;  Del^pine,  Compt.  rend.  1906,  142, 
631).  It  also  forms  sulphates  of  the  type 
Ir(S04M')„H,0  (?)  or  Ir,(S04),-3M,S04,H,0 

which  are  bluish-green  in  colour,  and  are 
decomposed  by  ammonia  and  alkali  hydroxides 
with  precipitation  of  a  violet  oxide  of  iridium. 
The  contained  sulphuric  acid  is  not  precipitated 
by  barium  (Del^pine,  CdWbt.  rend.  1906,  142. 
1526). 
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According  to  Del^pine  iridium  forms  two 
series  of  disulphates  :  (1)  ^reen  salts,  generally 
acidic,  derivea  from  the  acid 

H,[Ir(SO,).(OH)H,0] 

(2)  reddish -brown  basic  salts  derived  from  the 
acid  HJIr(S04),(0H),J  (C!ompt.  rend.  1909,  149, 
785).  He  has  also  obtained  green  pyridine  de- 
rivatives {ibid.  1910,  151,  878). 

Double  salts  of  iridaus  Ophite  have  been 
described  by  Seubert  (Ber.  1898,  11,  1761). 

Iridium  selenide  (Chabri^  and  Bouchonnet, 
Gompt.  rend.  1903,  137,  1059);  02x^0^  (Gial- 
dini,  Atti.  R.  Accad.  Lincei,  1907,  [v.]  16,  ii. 
551,  648 ;  Vezes  and  Duffour,  Bull.  Soc.  chim. 
1907,  fiv.]  5, 869,  872) ;  phosphor  halides  (Stiecker 
and  Schurigin,  Ber.  1909,  42,  1768);  and 
mercaptide  (Hofmann  and  Rabe,  Zeitsch.  anorg. 
Chem.  1897,  14,  293)  are  known.       A.  J.  W. 

IRIDOSMINE  or  OSMIRIDIUM.  A  native 
alloy  of  iridium  and  osmium  crystallised  in  the 
rhombohedral  system.  Analyses  show  the 
following  range  in  composition :  Ir  10 '0-77 '2, 
Os  17-2-800,  Pt  0-101,  Rh  0-17*2,  Ru  0-8'9, 
Fe  0-1-5,  Cu  0-0-9  p.c.,  Pd  traces.  Iridium  and 
osmium  replace  one  another  isomorphously, 
the  former  usually  predominating,  and  the  names 
nevyuTiakite  (osmiridium)  and  sysertskite  or 
sisserskite  (iridosmium)  are  applied  to  members 
towards  the  two  ends  of  the  series  respectively. 
Crystals  have  the  form  of  hexagonal  plates, 
which  possess  a  perfect  basal  cleavage  ;  but  more 
often  the  mineral  is  found  as  small  flattened 
grains  of  irregular  outline.  Nuggets  consisting 
of  an  aggregate  of  scales,  and  weighing  up  to 
60  grams,  have  been  found  in  Tasmania.  The 
material  is  tin- white  to  lead-ney  with  bright 
metallic  lustre,  the  colour  Being  lighter  in 
nevyanskite  and  darker  in  svsertskite.  It  is 
somewhat  brittle  or  only  slightly  malleable, 
H.  61-7  ;  sp.gr.  18-6-21*6.  It  is  unattacked  by 
aqua  regia ;  and  in  the  treatment  of  crtide 
'  platinum  (with  which  iridosmine  is  often 
associated)  it  remains  in  the  residues.  At  a  high 
temperature  sysertskite  give  the  characteristic 
odour  of  osmium,  but  nevyanskite  is  not  decom- 
posed. Decomposition  can  be  effected  by  fusion 
with  nitre,  the  product  being  soluble  in  water. 
The  mineral  is  found  sparingly  in  certain 
platinum  and  ^old  washings,  especially  in  those 
on  rivers  draining  regions  of  peridotite  and 
serpentine  rocks.  Its  occurrence  in  situ  has 
been  recorded  from  Nizhni-Tagilsk  in  the  Urals 
and  at  Bald  Hill  in  Tasmania.  Localities  are 
in  the  Urals,  Siberia,  and  Caucasus,  particularly 
in  Govt.  Perm,  e.g,  at  Nevjansk  and  Sysertsk 
(on  Russian  localities,  see  V.  I.^  Vemadsky's 
descriptive  mineralo^,  vol.  1,  St*.  Petersburg, 
1908-1914 ;  translation,  in  part,  in  Mining  Jour. 
London,  1912,  98,  851) ;  Japan,  Borneo,  New 
South  Wales,  Victoria,  Tasmania,  New  Zealand, 
British  Columbia,  Quebec,  Oregon,  and  northern 
California  (here  rather  abundantly  in  the  | 
auriferous  beach  sands),  San  Domingo  in  the  ' 
West  Indies,  Colombia,  and  Brazil.  In  South 
Africa  it  has  been  detected  in  the  heavy  concen- 
trates from  the  auriferous  banket  of  the  Wit-  '1 
watersrand.  The  most  profitable  occurrence  is 
that  in  the  Savage  river  and  other  tributary  | 
streams  of  the  Pieman  river  in  north-west 
Tasmania,  which  rise  in  the  district  of  Bald  Hill 
where  peridotites  (harzbuigite)  and  pyroxenites 


(enstatite-rock)  with  secondary  serpentine  rocks 
are  exposed.  In  this  material  osmium  pre- 
dominates and  very  little  platinum  is  present ; 
analysis  gave:  Ir  and  Rh  33*80,  Ft  0*37, 
Ru  819,  Pd  0*21,  Au  004,  Fe  0*30,  Chi  trace, 
Os  (diff.)  57-09=100  p.c.  sp.gr.  18*87  and  19*5. 

On  account  of  its  hardness  and  resistance  to 
corrosion,  the  mineral  is  used  directly  for  tipping 
the  gold  nibs  of  reservoir-pens,  for  surgical 
needles,  watch  pivots,  and  compass  bearings. 
Selected  grains  u-ee  from  flakiness  are  soldered 
with  silver  on  the  gold  nibs,  which  are  then 
split  by  a  rotating  metal  disc  charged  with 
cuamond  powder,  and  finally  ground  down  to 
shape.  Other  material  is  used  for  hardening 
platinum  (for  use  as  standard  weights,  jewellery, 
&c.),  and  as  a  source  of  iridium  and  osmium. 

References,—^,  F.  Kemp,  The  geological 
relations  and  distribution  of  platinum  and 
associated  metals.  Bull.  U.S.  Geol.  Survey,  1902, 
No.  193 ;  W.  H.  Twelvetrees,  The  Bald  Hill 
osmiridium  field,  Bull.  Qeol.  Survey  Tasmania, 
1914,  No.  1 7.  Several  (15)  analyses  of  iridosmine 
from  Borneo  are  given  by  Q.  P.  Chemik,  Trav. 
Geol.  Mus.  Acad.  Sci.  St.  Petersburg,  1912,  6, 
49.  L.  J.  S. 

IRIS  BLUE  V,  OxAZiNE  colotjbinq  matters. 
IRIS  GREEN.    Sap  Oreen  {v.  Pigments). 
IRISH  MOSS  GUM  v.  Gums. 
IRON.     Sym.  Fe.  At.wt.  65*84.     History,— 
Iron  has  been  known  and  prized  Iron  the  very 
earliest  historical  period,  articles  of  the  metal 
having  been  found  among  the  contents  of  the 
Great  Fryamid  of  Elgypt,  where  they  are  believed 
to  have  remained  for  5000  years.    Iron  was  also 
used  in  Nineveh  in  considerable  quantities,  and 
in  the  British  Museum  are  picks,  nammers,  and 
saws  made  of  iron,  found  by  Layard  in  the  ruins 
of  Nineveh,  and  which  are  bielieved  to  be  of  a  date 
not  later  than  880  B.C.     Iron  is  frequently  men- 
tioned in  the  earlier  books  of  the  Bible ;  it  was 
much  prized  by  the  Greeks,  and  was  discovered 
by  SchJiemann  in  the  ruins  of  MyoensB,  which 
was   destroyed   B.o.    561.     The   Chinese   were 
acquainted  with  the  use  of  iron  at  a  very  early 
period,  and  it  was  also  highly  valued  ana  much 
worked  by  the  Romans.    The  metal  employed 
in  all  the  above  instances  was  obtained  by  direct 
I  reduction  from  the  ore,  by  methods  very  closely 
I  resembling  those  still  in  use  by  semi-barbarous 
'  peonies  in  various  parts  of  the  world.    In  Eng- 
lana  iron  was  largely  worked  by  the  Romans, 
I  and  in  the  Forest  of  Dean  there  are  still  to  be 
I  seen  remains  of  these  old  Roman  workings, 
I  whilst  the  partly  reduced  slags  left   by  the 
Romans  were  in  more  modem  times  employed  for 
many  years  in  the  blast  furnaces  of  that  district 
as  a  source  of  iron.    At  the  Norman  invasion 
Gloucester  possessed  a  considerable  trade  in 
iron,  but  until  the  introduction  of  coal  Sussex 
was  the  chief  seat  of  the  manufacture  in  this 
country.     The  exact  date  at  which  the  blast 
I  furnace  was  introduced  is  not  known,  and  it  was 
'  probably  the  result  of  a  gradual  development  of 
the  mora  primitive  hearths  formerly  in  use. 
Cast  iron  was,  however,  known  to  Agncola,  who 
died  in  1555,  and  it  was  employed  for  cannon  in 
this  country  in  the  year  1516.    At  this  period 
small  blast  furnaces  were  employed  which  were 
capable  of  producing  about  7-10  tons  of  metal 
per  week,  the  fuel  used  being  charcoal.    The 
resulting  pig  iron  was  afterwards  converted 
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into  wrought  iron  in  a  finery,  or  small  hearth, 
not  unlike  the  smith's  fire.  The  large  quantities 
of  wood  employed  for  the  production  of  charcoal 
for  this  manufacture  led  to  the  introduction  of 
yarious  Acts  of  Parliament  during  the  16th 
century,  which  had  for  their  object  the  restric- 
tion of  the  industry  to  certain  districts,  and  a 
diminution  of  the  waste  of  yaluable  timber.  In 
the  early  part  of  the  17th  century  Dud  Dudley 
succeeded  in  *  charring  '  coal  or  producing  a  coke 
suitable  for  use  in  the  blast  furnace,  but  the  use 
of  coal  did  not  become  general  until  after 
Abraham  Darby  had  again  succeeded  in  the 
manufacture  of  coke  at  Colebrook  Dale  about 
1730.  The  introduction  of  the  steam  ei^ine  by 
Watt  led  to  the  use  of  more  powerful  blowing 
machinery,  and  gaye  increased  yields,  which 
again  were  much  improyed  upon  by  the  applica- 
tion of  hot  blast  in  1829,  by  subsequent  altera- 
tion in  the  shape  of  the  interior,  and  by  the 
considerable  increase  in  the  size  and  the  capacity 
of  the  furnaces.  Various  other  improyements 
haye  from  time  to  time  been  adopted,  such  as 
improyed  methods  of  calcining  the  ore,  and  of 
chaining  the  materials  into  the  furnace  ;  and  the 
utilisation  of  the  gases  from  the  furnace  for 
heating  the  blast,  and  for  the  blowing  engines, 
so  that  the  present  output  of  the  best  furnaces 
is  about  400  times  that  of  the  blast  furnaces  of 
200  years  ago,  whilst  the  consumption  of  fuel 
has  been  reduced  to  about  one-nfth  of  that 
formerly  employed.  In  connection  with  the 
manufacture  of  steel,  the  cementation  process 
is  in  yarious  forms  of  yery  great  antiquity,  but 
a  notable  improyement  was  effected  by  Hunts- 
man, about  1740,  by  the  introduction  of  cast 
steel,  while  a  further  adyance  was  made  in 
1839,  when  Heath  introduced  the  use  of  manga- 
nese in  steel  melting.  Wrought  iron,  as  before 
mentioned,  was  originally  prepared  directly 
from  the  ore,  and  at  a  subsequent  date  was 
obtained  from  cast  iron  by  the  use  of  the  open- 
hearth  finery.  In  1784  Cort  patented  the  pud- 
dling process,  and  in  so  doing  laid  the  foundation 
of  much  of  the  prosperity  ofEngland  during  the 
century  that  followed.  But  m  recent  years 
the  whole  system  of  the  manufacture  of  wrought 
iron  has  been  reyolutionised  by  the  magnificent 
inyentions  of  Bessemer  and  Siemens,  by  which 
the  decarburised  iron  is  obtuned  in  tne  fluid 
condition.  The  metal  then  is  commonly  known 
as  *  mild  stoel,'  and  has  met  with  such  a  yariety 
of  applications  that  for  rails,  girders,  guns,  ship- 
building, bridge  construction,  and  many  other 
uses,  it  has  gradually  replaced  the  iron  ootained 
by  the  puddling  process.  { 

Of  later  inyentions  reference  may  be  made  i 
to  the  introduction  of  the  basic  process,  by  > 
Thomas,  which  rendered  phosphatic  ores  ayailable 
for  steel  makine  ;  the  production  of  manganese 
steel  by  Hadfield  thus  laying  the  foundation  of 
the  important  series  of  alloy  steels;  and  the 
inyention  of  the  continuous  process  of  steel 
making  by  Talbot. 

Chut  iron  ores.  Iron  is  occasionally  found 
natiye,  either  in  the  form  of  meteorites  also  con- 
taining nickel,  or  as  metal  which,  by  the  action 
of  heat  and  reducing  agents,  has  been  naturally 
separated  from  the  ore.  These  sources  are, 
howeyer,  unimportant,  except  for  sayage  tribes, 
who  are  in  some  instances  largely  dependent 
upon  such  methods  of  supply.     Iron  is  yery 


widely  distributed  throughout  the  crust  of  the 
earth  in  yarious  foians.  On  account  of  its 
cheapness,  and  the  readiness  with  which  it  com- 
bines with  yarious  elements,  such  as  sulphur, 
phosphorus,  or  arsenic,  which,  if  present  in  the 
metal,  would  injuriously  affect  its  mechanical 
properties,  comparatiyely  few  ferruginous  com- 
pounds are  practically  ayailable  as  sources  of 
iron.  It  is  necessary  if  an  iron  ore  is  to  be 
profitably  employed  that  the  working  expenses 
and  carriage  snould  be  small,  that  the  ore  should 
be  rich  and  readily  reduced,  and  that  it  should 
be  free  from  sulphur,  phosphorus,  arsenic,  or 
other  impurities  which  seriously  deteriorate  the 
quality  of  the  iron.  Such  ores  are  practically 
either  oxides  or  carbonates. 

Oxicles  of  iron.  These  may  be  divided  into 
three  classes. 

1.  Magnetites.  Ma^etic  oxide  of  iron 
(FcsOf)  is  the  richest  oxide  of  iron  which  occurs 
in  nature  ;  if  pure,  it  would  contain  72*4  p.c.  of 
metallic  iron.  Its  colour  yaries  from  brownish- 
grey  to  iron-black ;  it  is  brittle,  magnetic,  and 
produces  a  black  streak.  It  crystalnses  in  the 
cubic  system,  but  is  generally  found  massiye. 
It  occurs  in  remarkable  purity  in  Sweden,  also 
in  India,  and  in  immense  quantities  in  the  region 
of  Lake  Superior.  The  Swedish  iron,  which  has 
so  long  been  famed,  is  made  from  this  ore. 
Jlmenite  is  an  impure  magnetite  containing 
titanium,  which  occurs  in  Norway.  FrankliniU, 
which  occurs  in  New  Jersey,  may  be  regarded  as 
a  magnetite  in  which  the  ferrous  oxide  is  more  or 
less  replaced  by  oxide  of  zinc  ;  and  Chrome  Iron  . 
Ore  is  a  magnetite  in  which  the  ferric  oxide  is 
replaced  by  oxide  of  chromium.  Magnetic  iron 
sands  occur  on  the  shores  of  Jaya  and  New 
Zealand. 

2.  Red  hcMMtites.  Ferric  oxide  (Fe,0,) 
occurs  in  a  number  of  forms  which  possess 
different  physical  characters,  such  as  Micaceous 
iron  ore,  Specular  iron  ore^  Kidney  iron  stone, 
&c.  These  forms  differ  in  hardness,  density, 
and  colour,  but  giyes  each  a  red  streak.  Red 
hsematite  is  generally  yery  free  from  phosphorus, 
and  is  found  in  Cumberland,  where  it  is  employed 
in  the  preparation  of  a  piff  iron  low  in  phos- 
phorus, smtable  for  the  ormnary,  or  acid,  steel 
making  process.  Many  of  the  ores  of  Spain 
and  of  the  Lake  Superior  district,  such  as  those 
of  Vermillion,  are  red  hematites.  Hematites 
are  also  obtcdned  from  Algiers,  and  from  Cuba, 
while  yery  lai^e  deposits  occur  in  Brazil.  These 
are  all  low  in  phosphorus. 

In  the  Umted  States  a  deposit  of  phosphoric 
red  fossil  (hssmatite)  ore  runs  from  Clinton  in 
the  State  of  New  York  to  Birmingham  in 
Alabama. 

3.  Brown  hcunatiles  Ferric  oxide  occurs 
associated  with  a  yariable  amount  of  combined 
water  in  the  different  yarieties  of  brown  hsoma- 
tites.  In  colour  these  yary  from  light  to  dark 
brown,  and  they  giye  a  brown  streak.  A  specially 
rich,  pure,  ana  easily  reducible  yariety  is  now 
imported  in  laige  quantities  from  Spain,  and  a 
pure  yariety  was  formerly  forked  in  the  Forest 
of  Dean.  In  Northamptonshire  and  Oxfordshire, 
a  brown  hsomatite  is  employed  which  contains 
about  10  p.c.  of  silica  ana  oyer  0*5  p.c.  of  phos* 
phorus.  In  Lincolnshire  large  deposits  of  a 
similar  character  occur,  but  the  silica  is  replaced 
by   calcium   carbonate.     The    minette   ores   of 
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France  and  Lorraine,  in  the  vicinity  of  the 
Rhine,  although  phosphoric,  and  containing 
only  about  30  p.o.  of  iron,  are  of  this  class,  and 
are*  among  the  most  important  iron  ore  deposits 
of  the  world.  Brown  ores  are  also  met  with  in 
considerable  quantities  in  the  United  States. 
Limoniie,  Bog  iron  oreSj  and  Lake  ores  are  other 
examples  of  hydrated  oxides  of  iron  occurring  in 
various  localities.  Laterite  is  found  in  India  and 
other  tropical  countries.  It  is  formed  by  a 
curious  replacement  of  silica  b^  hydrated  oxide 
of  iron.  It  is  usuall^r  poor  in  iron,  but  in  some 
localities  is  rich  and  important. 

Carbonates.  These  consist  essentially  of 
ferrous  carbonate  (FeCO,),the  notable  <nffer- 
ences  in  character  observed  in  various  ores  de- 
pending chiefly  upon  the  amount  and  character 
of  the  impurities  present.  These  ores  are  widely 
distributed  and  of  great  importance. 

Spathic  iron  ore  is  the  purest  form  in  which 
ferrous  carbonate  ooours  ;  it  has  a  pearly  lustre, 
and  is  generally  light  brown  in  colour.  There 
are  very  extensive  deposits  of  this  ore  in  various 
parts  of  Europe,  notably  at  Erzberg  in  Styria ; 
the  ore  is  usually  free  from  phosphorus,  but 
contains  much  manganese. 

Clay  iron  stone  is  a  less  pure  variety  of 
ferrous  carbonate  which  contains  clayey  matter, 
and  was  for  many  years  the  most  important 
ore  of  this  country;  it  usually  occurs  in  the 
coal-measures.  The  ore  is  generally  dark  in 
colour,  and  contains  from  30  to  40  p.c.  of  metallic 
iron,  associated  with  less  manganese  and  more 
phosphorus  than  in  the  purer  spathic  ores. 

Cleveland  iron  stone  is  a  variety  of  clay  iron 
stone  met  with  in  the  North  Riding  of  Yorkshire. 
It  is  generally  uniform  in  character  and  contains 
about  30  p.c.  of  metallic  iron  ;  it  contains  little 
manganese,  but  the  percentage  of  phosphorus  is 


higher  than  in  any  of  the  ores  previously 
mentioned,  except,  perhaps,  in  the  case  of  the 
impure  brown  hadmatites. 

Black  band  iron  stone  is  an.  ore  which  occurs 
chiefly  in  Scotland  and  North  Staffordshire.  It 
contains  a  variable  amount  of  bituminous  matter 
which  imparts  a  characteristic  black  colour,  and 
which  frequently  enables  the  ore  to  be  calcined 
without  the  addition  of  any  extra  fuel.  In  other 
respects  black  band  very  closely  resembles  clay 
iron  stone. 

In  addition  to  the  ores  previously  enume- 
rated, several  other  materials  are  employed  for 
the  production  of  iron,  such  as  'tap-cinder,* 
which  is  essentially  ferrous  silicate,  and  is  pro- 
duced in  the  puddung  process.  It  was  formerly 
used  for  makms  a  cheap  phosphoric  iron  known 
as  *  cinder  pig,  but  is  now  in  demand  for  basic 
pig  iron  for  steel  making.  Tap-cinder  is  only 
met  with  in  quantities  suitable  for  the  require- 
ments of  blast  furnaces  in  those  districts  where 
puddling  has  been  conducted  for  a  considerable 
period.  *  Flue  cinder  *  is  a  richer  and  purer 
silicate  of  iron  obtained  from  furnaces  in  which 
iron  or  steel  is  reheated  previous  to  rolling.  The 
residue  from  Spanish  pyrites,  after  the  extraction 
of  sulphur  and  copper,  is  commonly  known  as 
'  purple  ore,*  and  has  been  made  into  bricks  and 
used  in  the  blast  furnace.  It  ia  often  used  as  a 
fettling  in  the  puddling  process. 

The  following  tMe  will  illustrate  the  ap- 
proximate composition  of  the  various  ores  of 
iron.  It  will  be  understood,  of  course,  that 
such  materials  are  subject  to  considerable 
variations  in  character,  and  it  has  been  thought 
better  to  give  approximate  values  deduced 
from  a  number  of  analvses,  than  to  introduce 
a  mass  of  figures  detailing  actual  results  ob- 
tained. 


Apfroxibcate  Composition  of  Iron  Obes. 
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A  full  account  of  the  occurrence,  properties, 
and  supplies  of  the  chief  iron  ores  of  the  world 
has  been  prepared  by  the  Imperial  Mineral 
Resources  Bureau, ,  and  is  now  in  course  of 
publication  (1921). 

Preparation  of  iron  ores. — ^The  greater  part 
of  the  iron  ores  now  raised  are  charged  into  the 
blast  furnace  without  any  special  preparation. 
Anhydrous  oxides,  such  as  Lake  Superior  ores, 
do  not  require  calcination,  except  in  some  cases, 
to  remove  sulphur.     The  chief  European  ores 


are,  however,  treated  before  smelting.  The 
mechanical  preparation  of  iron  ores  is  very 
simple,  and  consists  of  a  rough  assortment  of 
the  size  of  the  materials  to  be  employed.  In 
some  cases  the  larger  pieces  are  broken  by  hand 
or  suitable  crushix^  machinery,  whilst  in  other 
instances  the  very  fine  ore  is  separated  by 
riddles,  and  briquetted,  or  sintered,  or  used  for 
other  purposes,  as  it  would  be  apt  to  choke  up 
the  blast  furnace.  Poor  ores,  such  as  those  of 
'.  Cleveland,  are  charged  in  larger  pieces  than  the 
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richer  hsmatities  or  magnetites.  Non-c&lcare- 
oas  ores,  which  contain  iron  pyrites,  are  fre- 
quently weathered  for  a  few  months,  and  the 
sulphur,  becoming  oxidised,  passes  away  in 
solution  as  ferrous  sulphate.  Shale  is  also 
removed  by  weathering. 

Mayneiic  Concentration  is  employed  for  the 
separation  of  gangue,  pyrites,  or  calcium  phos- 
phate. The  magnetic  ore,  such  as  that  from 
Scandinavia,  is  crushed  and  passed  either  when 
drv  on  a  revolving  drum  or  belt  in  front  of  power- 
ful electro-magnets  ;  or  the  crushed  ore  is  mixed 
with  water  and  caused  to  flow  in  front  of  the 
magnets.  In  other  cases  the  finely  crushed  dry 
ore  is  allowed  to  fall  past  terminals  charged  with 
electricity  of  high  potential.  The  ricner  and 
purer  particles  l^ome  charged  differently  from 
the  ganffue,  and  may  be  deflected  into  separate 
bins.  Ores  which  are  not  originally  magnetic 
often  become  so  on  roasting,  and  may  be  success- 
fully treated  provided  that  the  impurities  are 
mechanically  separable  and  not  intimately 
mixed. 

CcUcination. — Many  iron  ores  are  calcined 
before  being  used  in  the  blast  furnace,  the  object 
being  to  remove  volatile  substances  such  as 
sulphur,  water,  carbon  dioxide,  arsenic,  &c.,  and 
to  concentrate  the  iron  in  the  residue.  Two 
other  important  objects  are  also  gained  by 
calcination  ;  in  the  first  place  the  iron  is  oxidised 
from  the  ferrous  to  the  ferric  condition,  which 
prevents  the  formation  of  scouring  slags,  rich  in 
ferrous  silicate,  during  reduction  in  the  blast 
furnace  ;  and  further,  the  material  is  rendered 
much  more  porous  so  that  it  is  more  readily 
acted  upon  by  the  gases  of  the  furnace.  Vrom 
the  above  remarks  it  will  be  evident  that  some 
ores,  such  as  red  hffimatites,  do  not  require  cal- 
cination. Ores  which  are  in  a  state  of  fine 
division,  such  as  much  of  the  ore  from  the  Lake 
Superior  district,  are  not  calcined.  Fine  ores 
are  frequently  briquetted,  and  the  briquettes 
are  generally  calcined  before  use  in  the  blast 
furnace.  When  calcining,  it  is  necessary  to 
regulate  the  temperature  as  carefully  as  possible ; 
with  low  temperatures  the  ore  is  insufficiently 
calcined,  whilst  if  the  heat  be  too  great,  or  too 
much  fuel  is  employed,  the  materials  clot 
together  and  much  of  the  benefit  otherwise 
obtained  is  thus  lost.  Calcination  is  often  con- 
ducted in  open  heaps,  or  between  rectangular 
walls,  exactly  as  in  the  case  of  many  ores  of  other 
metals ;  but  these  methods  are  costly  in  fuel, 
space,  and  labour,  and  are  apt  to  give  irregular 
results,  so  are  chiefly  used  for  roasting  tap- 
cinder  in  Staffordshire,  or  the  black  bands  of 
North  Staffordshire  and  Scotland,  in  which 
latter  case  the  ore  itself  contains  the  necessary 
fuel.  Kilns  are  now  very  generally  employed 
for  calcining,  and  in  the  Cleveland  distnct  the 
use  of  lai^e  circular  kilns,  constructed  of  iron 
lined  with  fire  brick,  is  almost  universal.  In 
such  kilns  the  ore  and  fuel  are  charged  in  at  the 
top,  and  the  calcined  material  removed  from  the 
bottom,  the  operation  being  continuous ;  in 
such  kilns  calcination  is  well  under  control,  fuel  is 
economised,  and  labour  is  saved.  Rectangular 
kilns,  fired  with  surplus  gas  from  the  blast 
furnace,  have  been  introduced  both  in  the  United 
Kingdom  and  elsewhere. 

Froduction  of  pig  iron. — The  ore,  having  if 
necessary  been  prepared  as  before  described,  is 


now  smeited  in  the  bhul  furnace  to  produce  pig 
iron.  For  this  purpose  it  is  introduced  at  the 
top  of  the  furnace  together  with  the  flux  neces- 
sary to  form  a  fluid  usl^  (or  *  cinder  )  with  the 
gangue  of  the  ore  ;  fuel  is  also  added  in  sufficient 
quantity  to  melt  the  materials  and  to  reduce 
the  iron.  The  air  necessary  for  combustion  is 
introduced  near  the  bottom  of  the  furnace, 
having  been  blown,  and  usually  also  heated,  by 
suitable  appliances.  The  opHoration  is  continuous, 
a  furnace  frequently  working  without  any  im- 
portant stoppage  for  a  number  of  years.  The 
whole  of  the  materials  introduced  into  the  fur- 
nace have  either  to  be  melted  and  flow  off  from 
the  bottom  as  iron  and  cinder,  or  to  be  converted 
into  vapour  and  pass  off  as  *  waste  gases  *  from 
the  top. 

The  blast  furnace, — ^The  earliest  type  of  blast 
furnace  is  shown  in  Fig.   1,  which  represent-s 
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a  form  employed  on  the  Continent  for  the  pro- 
duction of  wrought  iron  about  600  years  ago. 
After  the  furnace  had  been  heated,  ore  and  fuel 
were  introduced  at  the  top,  and  blast  from  below  ; 
the  result  was  the  production  of  a  bloom  of 
wrought  iron,  which,  owing  to  the  low  tempera- 
tures of  such  furnaces,  was  never  melted,  but  was 
removed  by  taking  down  the  brickwork  at  the 
front  of  the  furnace.  Doubtless  in  some  of  the 
larger  furnaces  of  this  description  cast  iron 
would  sometimes  be  accidentally  obtained,  and 
as  the  value  of  this  material  for  castings,  and 
for  the  direct  production  of  wrought  iron  by 
means  of  the  finery  came  to  be  recognised,  cast 
iron  would  be  regularly  made.  This  change  was 
probably  introduced  early  in  the  16th  century, 
and  the  furnaces  gradually  increased  in  size 
until  they  were  capable*  of  producing  about 
20  tons  of  pig  iron  per  week,  using  charcoal  for 
fuel.  About  two  centuries  ago  coke  was  intro- 
duced as  fuel  in  the  blast  furnace,  and  the  size 
and  production  were  slightly  increased.  Since 
this  period  enormous  changes  have  been  intro- 
duced, commencing  with  the  use  of  coke  about 
1735;  of  hot  blast  in  Scotland  in  1829;  the 
adoption  of  round  and  lai^er  hearths  in  South 
Staffordshire   about   1835;    the   utilisation   of 
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the  waste  gases ;  the  largely  increased  heigHt 
and  capacity  adopted  in  the  Cleveland  district 
shortly  after  1860,  and  the  use  of  hot  blast  stoves 
on  the  regenerative  principle.  A  remarkable 
development  took  pla^  in  West  Pennsylvania 
about  1890,  and  as  a  result  of  easily  reducible 
ores,  smaller  and  steeper  furnaces,  mgher  blast 
pressure,  and  increasea  engine  power,  a  weekly 
production  of  nearly  6000  tons  of  pig  iron  per 
furnace  has  been  attained.    Fig.  2  represents  a 
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Cleveland  blast  furnace,  the  height  of  which 
would  be  about  80  feet,  its  capacity  about 
25,500  cub.  ft.,  and  the  weekly  production  of 
pig  iron  varying  from  500  to  about  1000  tons, 
according  to  the  character  of  the  ore  used,  the 
temperature  and  pressure  of  the  blast,  and 
other  circumstances.  Such  a  furnace  is  closed 
at  the  top  by  means  of  the  *cup  and  cone' 
arrangement,  into  which  the  materials  are 
charged,  and  deliveied  into  the  furnace  at 
suitable  intervals  by  lowering  the  moveable 
cone.  The  combustible  gases  are  conducted  I 
by  means  of  suitable  pipes  to  the  regenerative 
stoves  employed  for  heating  the  blast,  or  to  the 
boilers  required  for  raising  steam  for  the  works. 
A  portion  of  the  gases  is  carefully  cleaned  from  | 
dust  and  used  for  power  purposes  in  gas  engines. 
The  dust  recovered  from  the  cleaning  of  the 
gases  is  rich  in  potash  salts,  and  has  become  an 


important  source  of  potash  in  the  United  King- 
dom. The  furnace  itself  is  very  light  in  con- 
struction for  so  large  an  erection,  which  is 
intended  to  contain  a  great  weight  and  to  reeist 
a  very  high  temperature.  The  outer  casing  is 
of  iron  plates  riveted  together,  and  the  furnace 
is  lined  with  refractory  firebrick.  The  blast  is 
delivered  into  the  furnace  by  about  six  twyers, 
which  are  connected  with  the  hot  blast  main, 
and  which  are  water- jacketed  where  they  enter 
the  furnace  to  prevent  them  being  rapidly 
destroyed  by  the  high  temperature.  The 
following  summary  will  illustrate  the  natnre 
of  the  products,  and  the  approximate  weight  of 
the  chaises  employed  for  the  production  of  1  ton 
of  No.  3  Ormesby  (Cleveland)  hot  blast  pig  iron  : 
Products  cwt. 


Charge  cwt. 

Calcined  iron  stone  48 
Limestone  .  .12 
Hard  Durham  coke  20 
Blast  .   100 

9  tons 


Iron 
Slag    . 

Waste  gases 


20 
30 

130 


9  tons 

In  working  richer  ores,  such  as  haematites, 
the   amount   of  limestone   and   ore  employed 
would  be  less  than  the  quantities  required  in  the 
Cleveland  district,  and  the  weight  of  slag  would 
be  proportionately  diminished.     To  prepare   a 
No.  1  pig  iron  the  quantity  of  fuel  used  would 
be  somewhat  greater,  whilst  with  a  No.  4,  or  a 
white  iron,  rather  less  fuel  would  be  required  ; 
the  weight  of  the  blast  and  of  the  waste  gases 
would  vary  correspondingly.     Usually  the  onl  v 
material  added  as  a  flux  is  limestone,  which 
is  sometimes  burnt  before  being  chawed  into 
the    furnace.       Other    fluxes    are    often    in- 
directly added  in  the  form  of  iron  ores  rich  in 
argillaceous  or  aluminous  matter,  as  mixtures 
of  ore  are  frequently  made  to  obtain  a   more 
fusible  cinder.     The  fuel  most  generally  used  is 
hard  coke,  free  from  sulphur,  and  with  as  little 
ash  as  possible.     Raw  bituminous  coal  is  used 
in   Scotland  and   North   Staffordshire  and  in 
parts  of  the  United  States,  though  lower  furnaces 
are  necessary  as  the  fuel  is  more  friable.    Mix- 
tures of  coal  and  coke  are  not  uncommon,  and 
anthracite  is  employed  in  Eastern  Pennyslvania. 
Charcoal  is  still  used  on  the  Continent  in  Sweden 
and   in   some   parts   of   America   (particularly 
Michigan)  for  the  production  of  a  superior  class 
of  iron  where  coal  is  scarce. 

Any  moisture  which  is  present  in  the  blast  is 
decomposed  in  the  furnace  hearth,  with  the 
formation  of  hydrogen  and  carbon  monoxide, 
and  absorption  of  heat.  Hence  blast  furnaces 
work  better  and  more  economically  in  cold  dry 
weather.  Gayley  has  successfully  introduced  a 
method  of  drying  the  blast,  by  refrigeration, 
before  it  is  passed  into  the  hot  blast  stoves. 
With  large  installations  this  leads  to  great-er 
regularity  of  composition,  increased  output,  and 
lower  fuel  consumption. 

The  chief  changes  which  take  place  in  the 
blast  furnace  may  be  briefly  summarised  as 
follows.  The  ore  in  the  first  part  of  its  descent 
is  rapidly  heated  to  low  redness,  at  which  tem- 
perature the  carbon  monoxide,  which  at  this 
point  forms  about  36  p.c.  of  the  furnace  esses, 
reduces  the  ferric  oxide  to  metallic  iron  ;  thus 

Fe,03-f-3CO=Fe,-f3CO, 
The  iron  is  not  melted  at  this  low  temperature. 
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but  remains  as  a  metallic  sponge,  which  if 
brought  in  contact  with  the  air  would  rapidly 
bum,  and  so  reproduce  ferric  oxide.  At  a  part 
of  the  furnace  sfishtly  lower  than  that  at  which 
reduction  is  chieny  accomplished  the  limestone 
is  decomposed,  carbon  dioxide  being  evolved  and 
lime  produced;  thus  CaCO,=CaO+CO,.  Dur- 
ing  the  next  stage  of  th«^  procpi^fl,  whirh  of^oupies 
more  time  than  either  of  the  i»t.In?rs»  the  materjjils 
gradually  descend  to  the  botches  of  the  fumiiee, 
and  in  so  doing  ab^rb  he«t  fnim  the  ascending 
gases.  C-arbon  in  a  state  of  nviniittj  subdivision 
produced  hy  the  reduction  of  carbon  monoxide,  is 
also  depot  L ted  in  the  por^  of  the  spongy  iron, 
which  becoines  more  and  more  earburised  as  it 
descends  to  the  hott^^r  partti  of  t lie  furn^&e  where 
fusion  takes  place.  In  pa^'^ing  from  the  boshes 
to  the  hearth  the  temperature  is  aufiieientl^v  high 
to  causo  the  combination  of  the  silica  m  the 
^angue  with  the  lime,  alumina,  and  other  bases 
m  the  charge,  and  thua  to  form  a  fluid  cinder, 
which  separates  from  the  now  molten  iron^  the 
latter  sinking  to  the  bottom  of  the  hearth,  while 
the  slag,  on  account  of  ita  relative  lightness,  floatji 
on  the  top.  The  einder  is  eiltier 
tapped  off  at  intervals,  or  is 
allowed  to  flow  regularly  off 
through  wtiftt  is  known  aa  the 
*  slagging  hole.  *  The  iron  is  allowed 
to  accumulate,  and  in  then  tapped 
off  from  a  lower  point,  usually  at 


intervals  of  about  12  hours,  into  moulds  roughly 
made  in  sand.     The  product  is  cast  iron,  but 

'  on  account  of  its  being  cast  in  long  pieces  of  D 
section,  which  are  called  *pigs,'  and  which 
generally  weigh  about.  1  cwt.  each,  this  variety 

'  of  cast  iron  is  commercially  known  as  pig  iron. 

I        For  steel  making  the  iron  is  usually  tapped 


Fia.  3. — Modern  American  Blast  Furnace  with  Mechanical  CHABOiNa. 


off  more  frequently,  and  conveyed  while  still 
fluid,  in  ladles  holding,  say,  20  tons  of  metal,  to 
the  steel  works. 

Shaft  furnaces  are  also  employed  for  pro- 
ducing cast  iron  by  heating  with  the  electric 
current,  in  countries  such  as  Sweden,  where 
electric  enei^y  is  cheap.  The  reduction  is 
accomplished  by  means  of  charcoal,  and  the 
fuel  consumption  is  only  about  one-fourth  of 
that  required  in  the  coke  blast  furnace.  This 
branch  of  the  iron  industry  is  as  yet  conducted 
only  on  a  relatively  small  scale,  but  considerable 
progress   has  already   been  made.     The  gases 


from  such  furnaces  are  small  in  volume^  and  of 
low  calorific  value. 

Chemical  Properties  of  Cast  Iron. 
The  metal  obtained  as  just  described  is  by  no 
means  pure  metallic  iron,  but  usually  contains  at 
least  5  p.c.  of  other  materials,  such  as  carbon, 
silicon,  sulphur,  phosphorus,  manganese,  chro- 
mium, &c.,  &c.  The  element  which  imparts  the 
characteristic  properties  to  cast  iron  is  carbon, 
which  is  present  to  the  extent  of  at  least  1  '5  p.o. 
Under  ordinary  conditions  the  maximum  amount 
of  carbon  found  in  pig  iron  is  4'25  p.c,  but  in 
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the  piesenoe  of  much  man^anefle  this  amount 
may  be  considerably  exceededL  The  carbon  is 
present  in  cast  iron  in  two  distinct  conditions, 
known  respectively  as  *  graphitic  *  and  *  com- 
bined/ • 

Iron  and  carbon  unite  to  form  a  definite 
carbide  Fe^C,  and  it  is  probable  that  in  molten 
cast  iron  the  carbon  exists  in  solution  in  this 
form.  This  carbide  is  retained  in  solution  if  the 
metal  is  rapidly  cooled,  but  on  slow  cooling,  or 
conversely  oy  long  heating  to  a  temperature  of 
900°,  the  carbide  decomposes  into  the  more 
stable  condition  of  iron  and  graphite.  Silicon 
assists  the  decomposition  of  the  carbide.  The 
gnphite  is  of  two  kinds,  primary  and  secondary. 
Primary  graphite  is  formed  at  about  1050°, 
and  occurs  in  relatively  large  flakes ;  it  causes 
the  iron  to  be  soft  and  weak.  Secondary  graphite 
or  *  temper  carbon  *  is  produced  by  decomposi- 
tion of  the  residue  of  the  carbide  at  a  lower 
temperature  (700°-W0°).  It  is  smaller,  more 
evenly  distributed,  and  the  metal  is  soft  but 
strong.  The  carbide  may  eidst  in  solid  cast  iron 
in  two  forms,  one  of  which  separates  at  about 
680°  (the  recalescence  point),  and  can  be  seen 
by  the  microscope.  The  other  is  retained  in 
solution  at  the  ordinaiy  temperature,  and  hence 
cannot  be  seen  in  micro-sections.  The  latter 
is  sometimes  called  *  missing '  carbon,  as  it  is 
not  determined  in  the  ordinary  Eggertz  colour 
test. 

Graphitic  carbon  renders  the  iron  grey  in 
fracture,  soft  to  the  tool,  and  capable  of  taking 
a  sharp  impression  of  a  mould.  Combined 
carbon  gives  a  white  fracture,  the  metal  is  very 
hard,  it  melts  at  a  lower  temperature,  but  is 
never  so  fluid  as  in  the  case  of  grey  iron. 
Graphitic  carbon  may  be  separated  from  the 
metal  either  by  mechanical  or  cnemical  processes, 
and  may  be  obtained  in  either  of  these  ways  in 
a  state  of  great  purity.  Combined  carbon,  on 
the  other  hand,  cannot  be  mechanically  separated 
from  cast  iron ;  whilst  if  white  iron  be  treated 
with  an  acid,  such  as  hydrochloric  or  sulphuric, 
the  carbon  passes  off  in  the  gaseous  condition, 
with  the  hydrogen  evolved,  in  the  form  of  badly 
smelling  hydrocarbons.  The  graphitic  carbon, 
on  the  other  hand,  would  in  a  similar  case  be 
left  behind  in  the  insoluble  residue.  Iron  which 
contains  combined  and  graphitic  carbon  in 
nearly  equal  proportions  lias  a  characteristic 
fracture,  and  on  this  aocoimt  is  called  *  mottled  * 
iron.  Slow  cooling  produces  grey  iron,  while 
rapid  cooling,  or  *  chilling,'  produces  white  iron. 

Silicon  is  always  present  in  cast  iron,  the 
amount  v€u:ying  from  about  0*2  p.c.  in  specially 
pure  Swedish  iron,  to  upwards  of  18  p.c.  in  some 
varieties  of  *  silicon  pig,*  which  are  specially 
prepared  for  certain  purposes.  Still  richer 
'  ferro-silicons,*  containing  up  to  50  or  even 
90  p.c.  of  silicon,  are  prepared  in  the  electric 
furnace.  In  ordinary  pig  iron  the  usual  limits 
are  from  about  1  to  4  p.c.  The  melting-point 
of  pure  iron  {circa  1515°)  is  reduced  to  1445° 
when  the  silicon  content  is  1*6  p.c.  As  the 
silicon  content  is  measui^d  the  m.p.  is  raised  to 
1516°  (3  p.c.  Si)  and  then  falls  again  to  1410° 
(6  p.c.  Si).  A  7  ]p.c.  Si  alloy  melts  at  1427° 
and  the  fusion  point  falls  regularly  to  1250° 
(14*3  p.c.  Si).  When  present  in  lai^ge  pro- 
portions silicon  renders  the  pig  hard,  weak, 
and  brittle ;   it  is  also  quite  unsuitable  for  use 


in  the  puddling  furnace  on  account  of  the  waste 
of  time  and  the  injury  to  the  lining  of  the 
furnace.  Silicon,  however,  renders  cast  iron 
soft,  strong,  and  grey  when  present  in  suit- 
able proportions ;  and  sUicious  irons  have  been 
largely  used  in  the  foundry  on  this  account,  as 
they  allow  of  the  use  of  larger  quantities  of 
foundnr  scrap,  which  is  white  and  hard.  They 
also  allow  in  many  cases  of  the  employment  of 
cheaper  irons  in  foundry  mixtures  (Turner 
Chem.  Soc.  Trans.  1885,  577,  902 ;  1886,  130). 
For  such  purposes  the  amount  of  silicon  should 
Tary  from  about  0'8  to  3*5  p.o.,  according  to 
the  size  and  character  of  the  work ;  the  lower 
value  would  be  employed  for  chiUed  rolls  or 
other  purposes  where  crushing  strength  is  desired, 
whilst  the  higher  value  would  he  preferred 
where  fluidity  and  softness  are  necessary.  With 
higher  silicon  acid-resisting  alloys  are  obtained. 
I  Usually  between  15  and  20  p.c.  of  silicon  is 
'  added  for  this  purpose.  With  more  silicon  the 
alloy  is  less  fusible,  and  more  difficult  to  cast.  In 
the  blast  furnace  high  temperatures  and  siUdons 
slags  favour  the  absorption  of  silicon. 

Sulphur  is  generally  present  only  in  very 
small  quantities  in  good  cast  iron.  With  much 
sulphur  the  metal  is  white,  hard,  and  unsound 
in  the  foundry ;  and  if  converted  into  wrought 
iron  or  steel  the  product  is  red-short,  and 
useless.  In  the  blast  furnace  hot  working,  a 
slag  rich  in  lime,  and  the  presence  of  either 
silicon  or  manganese  in  the  metal,  prevents  the 
absorption  of  sulphur. 

Manganese  is  always  present  in  pig  iron  ;  its 
redaction  is  favoured  by  hot  working  and  basic 
slags.  Spiegd-eisen  is  a  white  iron,  containing 
upwards  of  6  p.c.  of  manganese.  With  20  p.c. 
of  manganese  or  upwards,  the  metal  is  known 
as  ferro-manifaneae;  it  frequently  contains  as 
much  as  86  p.c.  of  metallic  manganese.  Both 
Spiegel  eisen  and  ferro-manganese  are  used  in 
steel  making,  as  additions  at  the  end  of  the 
operation,  the  object  being  to  add  a  Uttle  man- 
ganese to  the  bath  of  metal  to  prevent  red- 
shortness. 

Pig  iron,  which  contains  manganese,  is 
gener^y  low  in  sulphur;  this  fact  has  been 
applied  to  the  production  of  a  special  pig  for 
use  in  the  basic  process,  where  ooth  sulphur 
and  siUcon  are  required  to  be  present  in  small 
quantity. 

Sulphur  is  removed  from  fluid  cast  iron  for 
steel  making  by  the  use  of  *  metal  mixers,' 
which  are  large  vessels  or  furnaces  capable  of 
holding  about  250  tons  of  fluid  metal  If  the 
iron  does  not  already  contain  sufficient  manga- 
nese that  element  is  added,  and  manganese 
sulphide  separates  and  passes  into  the  slag.  The 
desulphurised  metal  is  drawn  off  as  required 
and  fresh  iron  added,  so  that  the  process  is 
simple  and  continuous.  Metal  mixers  also 
equalise  the  content  of  silicon,  and  this  element 
may  be  considerably  reduced  in  quantity  by 
adding  oxides  of  iron  to  the  mixer  slag. 

Phosphorus  varies  from  0'02  in  best  Swedish 
or  hsematite  iron  to  upwards  of  3  p.c.  in  common 
cinder  pig.  In  the  case  of  each  of  the  elements 
previously  considered  only  a  portion  of  that 
which  is  present  in  the  blast  furnace  charge 
passes  into  the  metal,  but  with  phosphorus 
practically  the  whole  of  that  which  is  present  in 
the  materials  used  passes  into  tho  pig  iron. 
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For  foundry  and  forge  purposes  probably  a  little 
phosphorus  is  actually  beneficial  in  cast  iron; 
but  in  the  case  of  wrought  iron  or  steel  its 
presence  is  highly  prejudicial,  as  it  produces 
remarkable  brittleness  in  the  metal  when  cold. 
Hence  in  the  manufacture  by  the  ordinary  or 
'  acid  *  process,  of  either  Bessemer  or  Siemens 
steel,  only  such  pig  iron  as  is  free  from  phos- 
phorus may  be  employed,  since  by  the  acid 
process  no  phosphorus  is  removed.  For  irons 
containing  ^mospnorus  the  *  basic  *  process  must 
be  employed  if  they  are  to  be  converted  into 
steel  (r.  infra,  p.  673).  A  selection  of  representa- 
tive analyses  of  cast  iron  will  be  found  in  Tables 
at  the  end  of  this  article. 

Qrades  oj  pig  iron, — For  a  great  number  of 
uses  pig  iron  is  sold  by  the  appearance  on 
fracture.  A  pig  which  is  very  grey,  with  large 
crystals,  is  oimed  No.  1 ;  if  the  fracture  shows 
smaller  crystals  it  is  csiled  No.  2 ;  with  still 
closer  grain  it  would  be  sold  as  No.  3  or  4.  If 
white  and  grey  are  mixed  it  is  called  mottled ; 
when  grapmtic  carbon  almost  entirely  disappears 
it  is  called  white.  On  account  of  their  softness 
and  fluidity  Nos.  1,  2,  and  3  are  chiefly  employed 
for  foundiy  purposes,  and  usuallv  command  a 
somewhat  higher  price.  No.  4  is  largely  used  in 
the  puddling  process,  and  would  be  called  a 
forge  or  *  strong  '  iron.  No.  4  is  also  employed 
in  mixtures  in  the  foundry  when  heavy  castings 
are  required,  or  when  the  metal  is  to  l)e  chillcKl 
— I.e.  when  the  surface  is  to  be  rendered  white 
and  hard  by  cooling  in  contact  with  a  mass  of 
metal,  technically  known  as  a  '  chill.*  Mottled 
and  white  irons  are  chiefly  used  in  mixtures  of 
pig  iron  to  give  hardness,  strength,  or  density. 

Foundry  practice. — ^The  ironfounder  com- 
monly employs  a  mixture  of  irons,  and  it  is  the 
custom  to  mix  not  merely  different  trades  of 
iron,  but  also  metal  from  different  localities. 
This  originated  at  first  from  the  results  of  prac- 
tical expenence,  but  it  has  since  been  shown  in 
many  cases  to  be  in  accordance  with  scientific 
knowledge,  as  the  best  foundry  iron  for  any 
particuliur  purpose  contains  a  certain  proportion 
of  combined  and  graphitic  carbon,  silicon,  phos- 

?horus,  &c.  (Turner,  Joum.  Iron  and  Steel  Inst. 
886),  and  these  constituents  can  usually  be 
best  regulated  by  mixing  together  the  irons 
obtained  from  different  localities.  If  special 
strength  is  required  the  silicon  should  not  ex- 
ceed about  2  p.c,  and  the  phosphorus  should 
be  somewhat  less  than  half  that  quantity.  But 
if  softness  and  fluidity  are  specially  desired, 
these  amounts  may  frequently  be  nearly  doubled 
without  serious  injury.  The  metal  is  melted  in 
a  small  blast  furnace  called  a  cupola,  which  is 
constructed  of  iron  plates,  lined  with  firebrick 
or  ganister;  it  is  circular  in  section,  and  is 
driven  with  a  low-pressure  cold  blast,  introduced 
through  twyers  near  the  bottom.  The  metal  is 
charged  from  the  top,  the  fuel  used  being  hard 
coke  free  from  sulphur;  the  weight  of  coke 
varies  from  about  6  to  15  p.c.  of  the  metal 
used,  being  higher  with  smaller  outputs.  A 
small  quantity  of  limestone  is  added^to  act  as  a 
flux.  The  metal  on  melting  runs  down,  accumu- 
lating in  the  bottom  of  the  cupola  below  the 
twyers,  and  is  then  tapped  off  at  intervals  into 
suitable  ladles.  For  special  qualities  of  castings, 
melting  is  sometimes  performed  in  a  reverbera- 
tory  furnace  ;  this  is'more  expensive,  but  gives 


a  cleaner  and  more  uniform  metal,  which  can, 
if  necessanr,  be  tested  before  use.  For  the 
majority  of  purposes  *  green  sand  moulding  '  is 
adopted,  a  pattern  being  first  prepared  and  an 
impression  obtained  in  fine  sand,  which  has 
been  previously  mixed  with  a  small  proportion 
of  caroonaceous  matter,  such  as  coke  dust.  For 
special  work,  or  intricate  forms,  other  varieties 
of  moulds  are  prepared,  which  are  often  of  loam  ; 
these  are  supported  by  masonry,  and  braced 
with  tie  rods,  &c.,  as  may  be  found  necessary. 
Such  moulds  are  carefully  dried  before  being 
used  ;  in  some  cases  drying  is  performed  in  stoves 
at  a  low  red  heat,  in  other  instances  by  means 
of  a  fire  which  is  placed  inside  the  mould.  In 
the  latter  case  gaseous  fuel  is  commonly  em- 
ployed. Green  sand  moulds  are  not  dried  before 
use ;  where  they  can  be  employed  they  have 
the  advantages  of  rapidity  and  economy. 

Iron,  when  remelted  in  the  foundry,  becomes 
harder,  owing  to  the  elimination  of  silicon  and 
the  absorption  of  sulphur.  Hence  in  some 
cases,  when  the  metal  is  originally  too  soft,  a 
great  improvement  is  noticed  on  remelting 
several  times ;  but  in  other  cases  no  improve- 
ment is  observed,  and  frequently  deterioration 
results.  Many  observers,  amon^  them  Sir  W. 
Fairbaim  (Bnt.  Assoc.  Report,  1853,  87),  have 
stated  that  iron  is  improved  by  remelting  a 
certain  number  of  times,  and  that  afterwards  by 
further  melting  it  again  deteriorates.  But  the 
experiments  of  various  observers  gave  very  con- 
flicting results  in  this  direction,  some  recom- 
mending very  few  meltings,  others  a  larger 
number.  It  has  been  shown  by  Turner  (C3iem. 
Soc.  Trans.  1886,  493)  that  the  effect  formerly 
attributed  to  the  operation  of  remelting  is  really 
due  to  the  chemical  changes  which  take  place 
during  that  operation,  and  that  the  chemical 
composition  of  the  product,  when  rightly 
understood,  gives  an  indication  of  its  mechanical 
propertied. 

Prodtiction  of  wrought  iron, — It  has  already 
been  mentioned  that  by  the  earlier  processes 
wrought  iron  was  produced  directly  from  the  ore. 
SimiLur  processes  are  still  carried  on  by  semi- 
civilised  races  in  various  parts  of  the  world, 
and  in  an  improved  form  direct  reduction  is 
still  practised  in  parts  of  America  where  char- 
coal is  cheap,  and  where  no  ready  means  of 
transit  exist.  Many  attempts  in  the  same 
direction  have  also  been  made  in  various  parts 
of  Europe.  In  several  instances  great  expecta- 
tions have  been  raised  in  connection  with  these 
suggested  improvements,  but  none  of  them  has 
met  with  much  commercial  success.  In  these 
methods  of  reducing  the  iron  ore  the  temperature 
employed  is  usuaUy  not  sufficiently  liigh  to 
melt  the  metal  ootained ;  the  phospnoros 
present  in  the  ore  remains  in  a  great  measure 
in  the  slsff,  which  is  rich  in  oxide  of  iron,  and 
the  wrought  iron  obtained  even  from  moderately 
phosphonc  ores,  is  still  sufficiently  pure  to  l>e 
useful.  The  direct  method  is  usually  extrava- 
gant both  in  fuel  and  labour,  whilst  the  slags 
produced  frequently  contain  sufficient  iron  to 
make  them  valuable  for  use  in  the  blast  furnace. 

Wrought  iron  is  now  generally  prepued  by 

I  an  indirect  process,  cast  iron  beinfl  produced  as 

I  an  intermediate  product  between  the  ore  and  the 

finished  metaL   The  impurities  of  the  crude  pig 

iron  are  then  removed  by  oxidation,  and  past 
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away 

or, 

remain 


eay  either  in  the  form  of  gas,  as  with  carbon,  fettling,  the  operation  ia  conducted  more  rapidly, 
,  like  phosphorufl,  aiUcon,  and  manganese,  and  larger  charges  can  be  employed ;  whilst,  as 
i^main  in  the  slag.  This  purification  was  grey  iron  U  used,  the  metal  is  perfecU^  fliud 
originaUy  performed  in  small  hearths  caUed  |  when  melted,  and  *  boils '  vigorously  dunng  the 
*  fineries,'  and  for  the  production  of  specially  .  elimination^  of  the  carbon.  A  sketch  of  the 
selected  metal  these  have  survived  in  isolated    furnace  is  given  in  Fifr  4. 

places  to  the  present  day.  But  a  most  important  \  The  operation  is  conducted  as  follows.  The 
change  was  introduced  in  1784,  when  Cort  i  furnace  being  at  a  red  heat  from  the  previous 
patented  the  puddling  process,  in  which  the  charge,  the  fettling  is  repaired,  as  necessary,  by 
operation  of  purification  is  conducted  in  a  re-  |  the  addition  of  *  bull-dog,'  pottery  mme,  h»ma- 
verberatory  furnace.  In  Cort's  original  furnace  tite,  or  other  forms  of  oxide  of  iron.  About  4  or 
the  working  bottom  was  made  of  sand,  and  white  ^  cwts.  of  pig  iron  are  then  charged  on  to  the 
pig  iron  was  employed ;  the  iron  never  became  bed  of  the  furnace,  the  door  being  closed  and 
perfectly  fluid,  and  from  the  pasty  character  of  the  temperature  raised  while  melting  proceeds, 
the  metal  the  Spuddling'  process  derived  ite  Aft«r  about  30  minutes  the  iron  is  gene^y 
name.  This  orimnal  form  of  the  process  has  melted,  and  is  then  kept  fluid  and  weU  rabbled 
now  almost  entirely  given  way  to  what  is  known    for  about  10  mmutes,  the  length  of  time  de- 

'  pending  very  much  on  the  composition  of  the 
UR^ial  employed.     By  this  time  practically  the 
whole  of  tne  silicon  will  have  been  removed,  and 
much  of  Uie  manganese.    The  temperature  Lb 
then    lowered    somewhat,    by    regulating    the 
damper,  and  a  violent  reaction  ensues  between 
the  oxygen  of  the  fettling  and  the  carbon  in  the 
metaL    The  iron  boils  vigorously  owing  to  the 
(^cape  of  carbon  monoxide,  which  bums  in  jets 
at  the  surface,  and  a  quantity  of  slag,  called  tap 
cinder,  is  removed,  part  of  this  being  allowed  to 
bojt  aver  the  fore  plate  of  the  furnace,  and  the 
rerii  Hinder  being  tapped  out  at  the  end  of  the 
peration.    The    phosphorus   gradually   passes 
out  during  the  process,  being  elimi- 
nated most  rapidly  at  this  stage,  and 
passing  into  the  tap  cinder.    After 
the  boiling  stage  is  over  the  metal 
*  drops  *  and  *  comes  to  nature  * — •'.«. 
granules  of  malleable  iron  gradually 
separate,  and  the  whole  becomes  quite 
pasty.     In  this  condition  it  is  *  balled 
up  '  by  the  puddler  into  blooms,  each 
of  which  is  somewhat  under  100  lbs.  in 
weight.     *  These  are  then  hammered 
and   rolled,   forming    puddled    bar,* 
which  is  not  yet  fit  to  be  sent  into 
commerce.     The  whole  operation  of 
puddling  usually  occupies  about  70 
minutes.     Analyses    of   forge   irons, 
puddled  bar,  &c.,  are  given  in  Tables 
at    the   end   of    this    article.      The 
puddled  bar  is  out  up  into  lengths 
and     made     into     smtable    bundles 
called    'piles,*     which     are     reheated     in     a 
furnace,   which   is  larger   but  otherwise   very 
similar  in  construction  to  that  in  which  the 
puddling  operation  is  conducteoL     The  piles  are 
withdrawn  at  a  welding  heat,  and  hammered  or 
roiled   to   produce   merchant   iron,    best  iron, 
best  best  iron,  &c.,  according  to  the  quality  and 
the  amount  of  work  expended  on  the  materiaL 
A   number  of  attempts   have   been   made   to 
introduce  mechanical  contrivances  to  replace  the 
laborious    process    of    puddling;      but,    after 
numerous  trials,  these  have  been  almost  entirely 
abandoned  in  this  country,  though  a  revolving 
furnace  invented  by  Danks  was  successfully  used 
in  America.     Wrought  iron  was  formerly  used 
for   ship    building,    bridge   construction,    rails, 
armour  plates,  and  similar  purposes,  for  which 
it  has  smce  been  replaced  by  steel.     Wrought 
iron    is    now    chiefly    employed    for    purposes 
which  require  a  reliable  metal  which  can  be 
easily    welded    or    otherwise    worked    by    the 
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Fio.  4. — ^Thk  Puddlino  Furnace. 


A,  Furnace  bed :  B,  Firing  bole ;  c,  Flue ;  D,  Chimney ;  E,  Fettling ; 
F,  Working  door ;  o,  Flie  bridge;  H,  Ca«t-lron  bottom  plate. 

as  *  pig  boiling,'  in  distinction  from  the  earlier 
*  dry  process.'  Pig  boiling  was  introduced  by 
Joseph  Hall,  of  Tipton.  Staffordshire,  about 
1820.  In  principle  tne  operation  is  exactly  the 
same  in  either  case  ;  in  practice  the  chief  differ- 
ences are  in  the  construction  of  the  furnace, 
the  materials  forming  the  bottom,  and  the  kind 
of  cast  iron  employed.  In  the  more  modem 
process  (which,  however,  is  gradually  being 
replaced  by  the  use  of  *  mild  steel ')  the  furnace 
bottom  is  constructed  of  cast-iron  plates,  and 
the  bridge  is  internally  cooled  cither  by  air  or 
water ;  the  cast-iron  bottom  plates  are  covered 
with  a  layer  of  oxide  of  iron  about  3  inches 
thick,  which  forms  the  working  bottom  of  the 
furnace;  the  sides  are  formed  of  fettling,  also 
consistmg  essentially  of  oxide  of  iron ;  the  metal 
used  is  a  grey  iron,  usually  what  is  known 
as  a  No.  4  forge  quaUty.  The  result  of  these 
changes  is  that  the  furnace  works  with  fewer 
repairs;    that,  owing  to  the  use  of  oxidising 
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smith.  It  is  also  used  for  tubes,  wire,  sheets, 
and  fittings  which  are  exposed  to  atmospheric 
oxidation. 

Steel.  Steel  was  formerly  defined  as  a 
variety  of  iron  which  contained  from  0*5  to 
1*5  p.o.  of  carbon,  and  which  was  capable  of 
being  hardened  and  tempered.  This  definition 
however,  has  now  to  be  extended  so  as  to  include 
various  forms  of  *mild  steel*  which  contain 
under  0*6  p.c.  of  carbon,  and  which  cannot  be  | 
hardened.  We  therefore  include  under  the ; 
designation  of  *  steel '  all  metal  which,  though  , 
containing  under  0*5  p.c.  of  carbon,  has  been 
produced  in  the  molten  condition.  In  such  a 
classification  wrought  iron  is  obviously  excluded, 
as  it  is  produced  in  a  pasty  form.  The  characters 
of  steel  depend  largely  on  the  proportion  of 
carbon  and  other  elements  which  enter  into  its 
composition.  With  low  percentages  of  carbon 
the  metal  possesses  great  ductility,  moderate  ' 
tenacity,  and  very  slight  power  of  hardening. 
With  0*45  p.o.  of  carbon  the  ductility  is  some- 
what less,  the  tenacity  greater,  whilst  its  harden- 
ing power  is  quite  appreciable.  Such  a  metal 
would  be  employed  in  the  manufacture  of  rails 
and  for  similar  purposes.  With  from  0'6  to 
1  p.o.  of  carbon  the  ductility  is  still  lower,  whilst 
the  tenacity  reaches  upwards  of  40  tons  per 
square  inch  of  section,  and  a  metal  is  obtained 
wnich  can  be  readily  hardened  and  tempered. 
This  class  of  steel  is  largely  used  for  cutting  tools, 
drills,  dies.  &c.,  and  for  best  purposes  is  still 
usually  produced  in  crucibles.  The  use  of  the 
electric  furnace  is  rapidly  extending  for  the 
production  of  tool  steels,  especially  for  such  as 
contain  other  elements  in  addition  to  carbon. 
With  carbon  from  1  to  1  '5  p.c.  a  steel  is  obtained 
which  is  suitable  for  the  hardest  tools,  and  which 
requires  to  be  very  skilfully  hardened  and  tem- 
pered. As  the  proportion  of  carbon  increases, 
the  steel  requires  to  be  worked  at  a  somewhat 
lower  temperature.  With  upwards  of  1-6  p.c. 
of  carbon  the  metal  is  brittle,  is  no  longer  capable 
of  being  hardened,  it  is  more  fusible,  and  thus 
gradually  passes  into  cast  iron.  Hardening  in- 
creases the  tenacity  of  steel,  but  diminishes 
it8  ductility.  The  tenacity  of  steel,  like  that  of 
wrought  iron,  is  also  increased  by  the  amount  of 
work  done  in  rolling  or  in  drawing  out  the  metal 
into  wire,  and  certain  varieties  of  steel  wire  are 
prepared  which  have  a  tensile  strength  of  up- 
wards of  150  tons  per  square  inch.  T^  presence 
of  manganese  in  steel  increases  its  tenacity ;  in 
suitable  proportions  it  also  very  materiallv 
improves  the  working  properties  of  the  metal, 
and  on  this  account  is  employed  both  in  crucible 
steel  making  and  in  the  Bessemer  and  Siemens 
processes.  In  large  quantities  manganese 
renders  steel  permanently  harder,  and  idso 
causes  it  to  oe  unmagnetisable  (Hadfield). 
'Manganese  steel*  contains  about  10  p.c.  of 
manganese.  It  is  permanently  hard,  and  is  used 
chiefly  in  the  form  of  castings  for  tramway 
points,  stamp  batteries,  and  many  similar 
purposes  (c/.  Hall,  J.  Soc.  Chem.  Ind.  1915,  57). 
Phosphorus  renders  steel  cold-short,  and  should 
on  this  accoimt  not  exceed  0*1  p.c.,  whilst 
crucible  steel  of  special  quality  usually  contains 
not  more  than  0*04  p.c.  of  phosphorus.  Sulphur 
renders  steel  red-short,  and  should  never  exceed 
a  few  hundredths  per  cent.  Silicon  in  the 
absence   of  any  reducing   agent  forms   silica. 


which  renders  mild  steel  red-short  and  brittle, 
although  the  presence  of  manganese  very  much 
modifies  these  effects,  so  that  with  about 
0*5  p.c.  of  manganese  several  tenths  per  cent,  of 
silicon  mav  be  present  without  injury.  In  steel 
castings  about  0'3  p.o.  of  silicon  is  frequentlv 
sidded  to  promote  soundness.  A  special  steel, 
containing  about  3*5  p.c.  of  silicon,  is  used  for 
the  production  of  sheet  steel  for  armatures,  as  it 
shows  remarkably  low  hysteresis  losses.  Arsenic 
renders  steel  both  hot-  and  cold-short ;  practi- 
cally the  whole  of  the  arsenic  present  in  the  blast 
furnace  charge  passes  into  the  pig  iron,  and  is  not 
removed  during  conversion  into  steel  {v.  Stead, 
also  Harbord  and  Tucker,  Jour.  Iron  &  Steel 
Inst.  1888,  part  1).  Chromium  in  small  quan- 
tities gives  increased  tenacity,  and  on  this 
acoount  is  frequently  added  to  basic  or  other 
very  mild  steel  so  as  to  impart  greater  strength. 
With  considerable  proportions  of  chromium  the 
welding  power  of  steel  is  much  reduced.  Chro- 
mium IS  added  to  steel  sheUs  as  the  penetrating 
power  is  thereby  greatly  increased.  It  is  also 
employed  in  the  production  of  rustless  or 
stainless  steel  for  cutlery.  Aluminium  is 
frequently  used  for  addition  to  fluid  steel  for 
deoxidising  purposes.  It  assists  in  the  produc- 
tion of  solid  ingots,  and  prevents  segregation  of 
the  impurities.  The  amount  of  aluminium  left 
in  the  steel  is,  however,  so  small  as  to  be  with 
difficulty  estimated  by  analysis.  Nickel  is 
added  to  mild  steel  for  shipbuilding  and  con- 
structional purposes,  usually  to  about  the  extent 
of  3*5  p.c,  as  it  imparts  increased  tenacity  with 
unusual  ductility.  With  higher  proportions  of 
nickel  hard  non-magnetic  alloys  are  obtained, 
which  are  only  used  tor  certain  special  purposes. 
Ckrome-nickel  steels,  containing  about  1  p.c.  of 
chromium  and  3*5  p.c.  nickel,  are  used  for  tools 
and  in  automobile  construction.  In  recent 
years  tungsten  has  been  used  on  a  very  con- 
siderable scale  for  the  production  of  self -harden- 
ing and  other  *  special '  steels.  Usually  about 
6  or  7  p.c.  of  tungsten  is  added ;  the  steels  are 
made  in  crucibles,  and  contain  from  1  to  2  p.c. 
of  carbon.  High-speed  steels  contain  still  more 
tungsten,  and  retain  their  cutting  properties 
even  at  a  rod  heat.  Vanadium  is  aLo  added  to 
mild  steels  with  marked  advantage,  a  very  small 

S^roentage  giving  improved  physical  properties, 
uch  attention  is  now  being  devoted  to  the 
production  of  special  alloy  steels  for  a  variety  of 
purposes.  They  generally  contain  from  0*6  to 
1  p.c.  of  carbon,  with  varying  proportions  of 
manganese,  chromium,  nickel,  cobalt,  tungsten, 
molybdenum,  vanadium,  &c.  Such  alloy  steels 
are  now  generally  melted  in  the  electric  furnace 
in  chaises  var3ring  from  about  2  to  10  tons. 

Manufacture  of  steel. — ^A  variety  of  steel,  or 
more  correctly  steely  iron,  was  obtained  by  the 
earlier  processes  used  for  the  production  of 
wrought  iron  directly  from  the  ore,  when  the 
process  was  modified  by  altering  the  amount  of 
blast  used,  and  the  angle  at  which  it  was  intro- 
duced, together  with  a  slight  increase  in  the 
quantity  of  fuel  employed.  By  these  means 
the  metal  prepared  contain^  sufficient  carbon 
to  impart  steely  properties,  although  when  ob- 
tained by  such  methods  the  steel  is  never  of 
uniform  quality.  A  steely  iron  was  also  fre- 
quently prepared  in  the  puddling  furnace  when 
the  process  was  carried  on  in  such  a  maxmepM^ 
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to  remove  the  metal  before  the  carbon  was  com- 

{iletely  eliminated.  But  for  some  centuries  at 
east  the  best  varieties  of  steel  have  been  pre- 
pared by  what  is  known  as  the  '  cementation ' 
process.  For  this  purpose,  bar  iron  of  the  best 
quaUty  is  cut  up  in  suitable  lengths  and  placed 
in  charcoal  in  the  cementation  furnace.  This 
furnace  consists  essentially  of  two  rectangular 
chambers  which  are  constructed  of  firebrick, 
and  are  arranged  to  contain  the  iron  and  char- 
coaL  The  charge  of  iron  used  in  one  operation 
is  generally  about  15  tons.  A  fireplace  under 
the  chambers  supplies  the  necessary  neat,  whilst 
the  whole  is  contained  in  the  bsbse  of  a  laree 
conigal  chimney  stack.  The  iron  is  carefuUy 
arranged  and  surrounded  with  charcoal,  the 
recta^ular  chests,  which  are  open  at  the  top, 
being  covered  with  *  swarf*  to  protect  the 
contents,  as  far  as  possible,  from  oxidation. 
The  heat  is  continued  for  about  7  days, 
although  the  time  will  vary  somewhat  with  the 
temper  required  and  other  circumstances. 
The  progress  of  the  operation  is  judged  by  the 
appearance  of  the  fracture  of  trial  bars,  which 
are  removed  and  examined  from  time  to  time. 
The  product  is  known  as  '  bhster  *  steel,  the 
name  being  derived  from  the  characteristic 
appearance  of  the  surface.  Percy  has  shown 
that  this  is  probably  due  to  carlK>n  monoxide 
'  evolved  at  a  high  temperature  by  the  action  of 
carbon  on  the  oxygen  of  the  intermingled  situ;. 
In  good  blister  steel  the  protuberances  shouM 
be  as  evenly  distributed  as  possible.  When 
fractured,  the  blister  steel  is  generally  found 
to  consist  of  an  outer  crystalline  layer  of 
steel  surrounding  an  inner  portion  of  less 
altered  iron.  The  exact  theory  of  cementation 
has  not  been  made  out  with  certainty,  although 
Boberts-Austen  showed  that  pure  iron  became 
carburised  when  heated  with  a  diamond  in 
v<icu6 ;  but  under  usual  conditions  carbon  mon- 
oxide is  known  to  play  an  important  part  in  the 
Erocess.  The  result  is  that  the  metal,  when 
eated  in  contact  with  solid  carbon,  becomes 
gradually  carburised  on  the  outside,  and  if  the 
heating  be  continued  for  a  sufficient  length  of 
time,  carburisation  gradually  extends  throughout 
the  whole  of  the  mass.  Blister  steel,  when  piled 
and  reheated,  is  known  as  *'  shear '  steel,  and 
gains  considerably  in  uniformity  by  the  treat- 
ment. The  name  is  derived  from  the  fact  that 
shears  used  for  cutting  woollen  cloth  were 
formerly  made  of  this  variety  of  steeh  But  for 
best  steel  for  tools  and  other  purposes  it  is 
usual  to  employ  *  cast  steel,'  the  b«st  qualities  of 
which  are  prepared  b^  melting  blister  steel  in 
clay  or  plumbcHgo  crucibles.  The  charges  usually 
weigh  somewhat  less  than  100  lbs.,  a  little  glass 
or  other  flux  is  employed,  and  the  crucible  is 
kept  covered  while  melting  proceeds.  Heating 
is  conducted  usually  in  wind  furnaces,  using 
coke  as  fuel,  though  gaseous  fuel  has  also  been 
employed.  It  is  contended  that  gaseous  fuel 
has  the  advantage  of  being  more  under  control ; 
it  is  also  economical  in  working,  and  enables 
the  process  to  be  carried  on  continuously,  whilst 
the  wind  furnace  ^.clinkers  *  up  and  has  to  be 
stopped  for  cleaning.  Cast  steel  is  also  prepared 
in  crucibles  from  materials  other  than  blister 
steel,  but  the  product  is  usually  of  an  inferior 
character.  It  is  found  advantageous  (especially 
with  cheaper  mixtures)   to  introduce  a  little 


manganese  in  the  production  of  crucible  steel, 
as  the  metal  then  possesses  better  worldiijg 
qualities.  The  '  body,*  which  is  so  characteristic 
of  ffood  steel,  appears  to  be  closely  connected 
with  its  chemical  composition,  and  is  associated 
with  special  freedom  from  phosphorus  and  similar 
impunties.  Crucible  steel  contains  a  few 
hundredths  per  cent,  of  silicon,  which  is  reduced 
from  the  silicious  material-  of  the  crucible  during 
the  melting,  and  which  appears  to  play  an 
important  part  in  producing  solid  castings.  For 
sp^zial  purposes,  m  recent  years,  considerable 
quantities  of  manganese,  nickel,  chromium, 
tungsten,  and  of  other  elements  have  been  added 
to  steel  produced  in  the  crucible,  and  the 
*  special '  steel  industry  has  become  important 
both  in  this  country  and  abroad.  But/  as  before 
stated,  the  electric  furnace  has  been  introduced 
on  a  very  considerable  scale,  for  the  production 
of  such  special  steels. 

Bessemer  steel.  The  method  of  produdng 
steel  with  which  the  name  of  Bessemer  will 
always  be  connected,  and  which  has  done  so 
much  to  revolutionise  the  iron  trade  of  the 
world,  was  described  and  patented  in  1856. 
At  first  great  incredulitv  was  manifested  by 
ironmasters,  and  the  product  was  inferior ;  but 
when  it  came  to  be  recognised  that  onl^  iron 
free  from  phosphorus  could  be  employed  in  this 
process,  and  that  the  red-shortness  which  at 
first  had  been  so  difficult  to  overcome  could  be 
removed  by  the  addition  of  manganese  before 
tapping  the  metal,  the  success  of  the  process 
was  assured.  The  iron  now  used  in  the  ordi- 
nary, or  as  it  has  come  to  be  called  the  *  acid  * 
Bessemer  process,  is  of  special  qiuJity,  and  is 
made  from  ores  of  haematite  quality.  It  should 
contain  only  a  few  hundredths  p.c.  of  phos- 
phorus, and,  about  1-3  p.c.  of  silicon.  \Vith 
rapid  working,  as  in  the  large  American  works, 
the  silicon  is  about  1  p.c.  lower  than  is  the 
custom  where  fewer  charges  are  run  in  the 
same  time  as  in  England.  The  metal  is  either 
remelted  in  a  cupola  or  is  run  in  the  fluid  state 
from  the  blast  furnace,  or  the  metal  mixer, 
according  to  circumstances,  but  in  any  case  is 
introduced  in  the  molten  condition  into  an  e^* 
shaped  vessel  known  as  a  *  converter,*  and  which 
has  been  heated  either  by  a  previous  charge  or 
by  lighting  a  fire  inside.  The  converter  is  con- 
structed externally  of  iron  plates,  and  is  arranged 
so  as  to  rotate  on  trunnions  wluch  are  fixed  on 
either  side  a  little  below  the  middle  of  the 
vessel.  By  this  arrangement  the  converter  can 
be  readily  manipulated  as  required  during  the 
process.  At  the  lower  part  of  the  vessel  is  a 
moveable  bottom,  fitted  with  a  blast  box  into 
which  air  is  admitted  during  the  '  blow  *  at  a 
pressure  of  about  20  lbs.  to  the  square  inch. 
From  the  blast  box  the  air  enters  the  vessel 
through  a  number  of  holes  passing  through  a 
fireclay  or  ganister  bottom  lining.  The  sides  of 
the  converter  are  generally  lined  by  means  of 
gamster  (a  silicious  or  *  acid  *  material)  which 
IS  generally  rammed  into  position.  At  the  top 
of  the  converter,  a  little  on  one  side,  is  an  opening 
which  serves  for  the  introduction  of  the  metal 
in  the  first  place,  then  for  the  escape  of  waste 
gases  during  the  blow,  and  lastly  for  the  tapping 
of  the  metfij  and  slag  when  the  operation  is  con- 
cluded. The  chaige  of  pig  iron,  which  weighs 
from  about  8  to  12  tons,  is  introduee4  Kfeil^  the 
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is  in  a  horizontal  position,  in  order  to 
avoid  closing  the  twyers  at  the  bottom ;  the 
blast  is  then  turned  on  and  the  vessel  rotated  so 
as  to  caase  the  blast  to  rise  through  the  bath  of 
metal.  The  silicon  present  is  rapidly  oxidised 
and  passes  into  the  slag,  at  the  same  time  pro- 
ducing sufficient  heat,  not  merely  to  maintain 
the  fluidity  of  the  metal,  but  actually  to  very 
much  increase  its  temperature.  After  the 
silicon  has  in  this  manner  been  removed,  which 
generally  occupies  about  10  minutes,  the  carbon 
is  attacked,  and  this  is  rendered  evident  by  a 
marked  increase  in  the  size  and  luminosity  of 
the  flame  produced.  This  flame  continues  for 
rather  more  than  10  minutes,  and  then,  when 
the  carbon  has  been  burned  out,  suddenly 
'drops,*  f.e.  becomes  much  smaller  and  less 
luminous,  showing  th^t  the  operation  is  con- 
cluded. During  the  whole  of  the  blow  the 
metal  remains  molten,  and  the  temperature  pro- 
duced by  the  combustion  of  the  carbon  and 
silicon  is  so  great  that  the  resulting  decarburised 


metal  can  be  readily  poured  into  suitable  ingot 
moulds.  But  if  used  in  this  form,  when  it  is 
almost  perfectly  freed  from  carbon  and  maiiga- 
nese,  the  metal  would  be  red-short,  and  would 
also  be  too  soft  for  many  purposes.  It  is  usual, 
therefore,  after  the  flame  has  dropped,  to  add  a 
quimtity  of  spiegeleisen  or  ferro-manganese  in 
order  to  counteract  this  red-shortness  and  to 
introduce  the  required  amount  of  carbon.  After 
the  requisite  addition  has  been  made  the  metal 
is  allowed  to  stand  a  few  minutes  so  as  to  some 
extent  to  mix  the  constituents;  it  is  then 
'  teemed  *  into  the  ladle  and  thence  cast  into 
ingots. 

The  basic  Bessemer  process. — ^It  will  be  noticed 
that  in  the  original  Bessemer  process  the  vessel 
is  lined  with  silicious  or  acid  materials,  and 
only  cast  iron  free  from  phosphorus  can  be  em- 
ployed, 'as  practically  none  of  this  element  is  re- 
moved durmg  the  blow.  But  a  modification  of 
the  process  was  introduced  by  Messrs.  Thomas 
and  Gilchrist,  which  most  successfully  solved 
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the  problem  of  the  treatment  of  phosphoric  iron. 
Fig.  5  (after  A.  Holley)  shows  tne  general 
arrangement  of  a  basic  Bessemer  works.  The 
mechanical  arrangements  of  the  plant  and 
general  principles  involved  in  the  two  processes 
are  exactly  alike,  with  the  exception  that  the 
lining  used  in  the  basic  process  is  a  mixture  of 
lime  and  magnesia,  ootained  by  calcining 
dolomite.  This  is  mixed  with  dry  tar  in 
suitable  proportions  so  as  to  make  it  oind,  and 
is  then  either  rammed  into  shape  with  hot 
tools,  or  pressed  into  bric^  and  baked  as  may 
be  most  convenient.  The  cast  iron  used  should 
be  as  low  in  silicon  as  possible,  on  account  of 
the  injurious  action  of  a  silicious  slag  on  the 
basic  material  of  which  the  lining  is  composed. 
The  phosphorus,  on  the  other  luuQd,  may  be  as 
high  as  3  p.c.  without  exerting  any  injurious 
em^ct  on  the  finished  product.  To  ensure  low 
sulphur  while  the  sihcon  is  also  low,  about 
1*5  p.c.  of  manganese  is  usually  introduced  into 
the  iron.  In  modem  works  the  proportions 
both  of  silicon  and  of  sulphur  are  reduced  and 
rendered  more  uniform  by  the  use  of  a  metal 
mixer.  The  *  blow  *  is  conducted  in  the  early 
stages  just  as  in  the  acid  Bessemer  process, 
silicon  being  removed  first  while  carbon  after- 
wards passes  out,  and  the  flame  '  drops '  as 
before.  Lime  is  then  added,  and  an  after-blow 
is  given,  which  lasts  some  5  minutes,  depend- 
VoL.  lU.— T. 


ing  on  the  amount  of  phosphorus  present ; 
durins  this  stage  the  phosphorus  is  almost 
compfetely  removed  and  passes  into  the  slag. 
The  progress  of  the  operation  is  judged  by 
means  of  small  samples  which  are  withdrawn 
and  examined  at  intervals  during  the  after-blow. 
When  ready,  the  metal  is  tapp^  as  usual,  and 
the  product  is  a  specially  mild  and  soft  metal. 
The  slag  is  used,  when  ground  to  fine  powder, 
as  a  phosphatic  manure ;  it  has  also  been  used 
as  a  material  for  the  construction  of  the  bottoms 
of  reheating  furnaces  (Uarbord  and  Tucker's 
patent).  The  basic  Bessemer  process  is  applied 
on  a  laige  scale  in  this  country,  but  is  us^  still 
more  extensively  on  the  Continent,  especially 
in  the  large  steel  works  in  the  district  around 
Dusseldorf  on  the  Rhine. 

Where  meted  of  special  purity  is  re<^uired, 
the  fluid  steel,  instead  of  being  cast  into  ingots, 
may  be  transferred  to  an  electric  furnace,  where 
with  high  temperatures  emd  very  basic  slags 
the  phosphorus  may  be  reduced  to  a  mere  trace. 
After  the  phosphorus  has  thus  been  transferred 
to  the  basic  oxidisiiig  slag,  this  slag  is  removed, 
and  a  slag  is  made  oi  lime  and  fluor  spar ;  carbon 
is  also  added  and  this  reducing  slag  removes  the 
sulphur.  Hence  by  working  with  two  slags  in 
succession,  one  oxidising,  and  the  other  reducing, 
both  phosphorus  and  sulphur  can  be  removed, 
and  a  steel  of  special  purity  obtained.     This 
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metliod  of  working  is  employed  at  a  number  of 
American  steel  works. 

In  Bessemer's  earlier  experiments  small 
oonverters  were  employed ;  some  of  whioh  were 
moveable,  whilst  others  were  fixed.  Both  of  these 
forms  have  been  recently  reintroduced,  and 
small  converters  have  met  with  considerable 
favour  for  special  purposes,  particularly  for  the 
production  of  steel  castings. 

Siemens  steel.  Numerous  attempts  have 
been  made  to  prepare  steel  by  deoarburis^ 
cast  iron  by  some  method  other  than  that  pre- 
viously described ;  but  the  only  successful  nval 
to  the  Bessemer  process  was  originated  by  the 
late  Sir  William  Siemens.  The  invention  of  the 
Siemens  furnace,  with  the  accompanying  gas 

Clucers  and  regenerators,  placed  in  the 
ds  of  the  practical  man  the  successful  ap- 
plication of  a  beautiful  scientific  principle  which 
nas  been  largely  used  in  many  branches  of 
manufacture,  such  as  the  production  of  glass, 
porcelain,  and  pottery;  for  the  reheating  of 
iron  and  steel,  and  for  numerous  other  j^urposes. 
Space  will  not  here  allow  of  the  description  of 
the  apparatus,  and  it  will  only  be  necessary  to 
mention  that  by  this  means  a  temperature  can 
be  easily  and  economically  obtained,  which  is 
amply  sufficient  to  melt  wrought  iron,  and  to 
enskole  tt  to  be  readily  poured  when  melted. 
Apart  from  the  method  used  in  heating  the 
furnace,  the  Siemens-Martin  process  (which  was 
invented  by  Siemens,  and  rendered  commer- 
cially successful  by  Martin)  closely  resembles  in 
principle  the  origioal  puddling  process.  The 
furnace  is  of  the  same  general  shape  as  the  pud- 
dling furnace,  but  is  capable  of  working  a  chazge 
of  from  5  to  upwards  of  60  tons.  The  extenuil 
portions  are  offcast  iron  lined  with  very  refrac- 
tory silicious  firebrick,  while  the  working  bottom 
is  A  lef  raotoiy  sand.  The  pig  iron  to  be  ufled  is 
ohaiged  first,  and  the  malleable  iron  aad  iron 
ores  which  are  added  to  deoarburise  the  pig 
iron  are  introduced  at  suitable  intervals  dunnff 
the  operation,  which  |;enerally  lasts  about  8-10 
hours.  Several  modifications  of  the  process 
have  been  introduced,  it  being  convenient  some- 
times to  omit  either  the  maueable  iron  or  the 
ore,  whilst  in  some  cases  malleable  iron  or  steel 
scrap  only  has  been  used  (Bilartin's  process).  In 
any  case,  so  long  as  a  silicious  lining  is  employed, 
the  materials  lued  must  be  as  free  as  possible 
from  phosphorus.  The  h<mc  process  is  also 
conducted  m  the  Siemens  furnace,  phosphoric 
pig  iron,  or  similar  metal  from  a  mixer,  being 
used,  together  with  the  necessary  steel  scrap 
and  ore  or  other  ferruginous  oxidising  materiiJs. 
In  larger  establishments  hand  cluirging  has 
now  generally  been  replaced  by  mechanical 
appliances.  For  basic  working  the  chief  modi- 
fication introduced  is  the  sutetitution,  for  the 
ordinary  silicious  bed,  of  a  working  bottom  of 
basic  material,  similar  to  that  used  in  the  basic 
Bessemer  process.  Quicklime  is  also  added  to 
the  charge  during  the  working  of  the  heat  so 
as  to  ensure  a  basic  slag  and  the  removal  of  the 
phosphorus.  The  open  hearth  process  differs 
from  the  Bessemer  basic  process  in  that  while 
in  the  latter  the  phosphorus  remains  in  the 
fluid  metal  until  practically  all  the  carbon  has 
been  eliminated,  in  the  open  hearth  process,  on 
the  oth^  hand,  much  of  the  phosphorus  is 
removed  during  the  earlier  stages  of  tne  opera- 


tion. If  the  acid  Siemens  furnace  may  be 
regarded  as  a  large  puddling  furnace  with  gaseous 
fuel,  working  on  Gort*s  original  lines,  except  that 
the  temperature  used  is  sufficiently  high  to 
melt  the  resulting  malleable  iron  and  so  produce 
mild  steel,  then  we  may  oonsider  tlie  basic 
Siemens  process  as  closely  resembling  the 
*  pi^  boiling  *  of  more  recent  times,  except  that,  - 
as  m  the  previous  case,  the  operation  is  on  a 
much  larger  scale  and  the  product  is  in  a  molteB 
condition. 

As  compared  with  the  Bessemer  process  the 
Siemens,  or  as  it  is  frequently  called,  the  '  open 
hearth  '  process,  possesses  the  advantage  that  it 
IB  more  under  control,  and  for  this  reason  is  fre- 
quently preferred  when  work  of  a  specially 
uniform  character  is  required  ;  it  is  also  more  in 
favour  for  steel  castings.  Further,  it  permits 
of  the  use  of  considerable  quantities  of  scrap, 
which  is  relatively  cheap,  and  would  otherwise 
be  a  dru^  on  the  market.  It  also  »ves  a 
greater  yield  per  ton  of  metal  usea  This 
extra  yield  often  more  than  pays  for  the  cost  of 
fuel  used.  The  Bessemer  plant,  on  the  other 
hand,  gives  more  rapid  working,  and  hence  is 

S referred  for  large  outputs.  There  is  little 
oubt  that  equally  good  steel  may  be  produced 
by  either  of  the  processes,  though  the  pneumatic 
method  requires  very  careful  attention  when 
mecial  uniformity  is  desired.  In  the  United 
Songdom  the  acid  Siemens  process  is  most 
important ;  in  Germany  the  basic  Bessemer  is 
chiefly  used;  in  America  the  two  processes 
employed  are  the  acid  Bessemer  for  rails,  &c., 
ana  the  basic  open  heeuth  for  structural  mate- 
rials. From  the  metal  which  is  slightly  too 
phosphoric  to  be  used  in  the  acid  process  an 
excellent  steel  is  made  in  the  basic  open  hearth 
furnace. 

The  t^idenoy  in  recent  years  has  been  to 
r^daoe  the  Bessemer  process  by  the  open  hearth, 
and  to  develop  the  basic  method  of  working. 

The  Talbot  proeess.  In  this  important 
modification  of  the  open  hearth  basic  process 
a  large  tilting  furnace  of  cylindrical  form  is 
heated  at  either  end  by  gaseous  fuel  and  regene- 
rators. The  vessel,  wmch  holds  150  tons  or 
more  of  fluid  metal,  is  basic  lined  and  a  slag  rich 
in  molten  oxides  of  iron  is  maintained.  The 
charge  of  fluid  oast  iron  is  first  worked  till  steel 
of  the  required  composition  is  obtained ;  about 
20  tons  of  this  fluid  steel  is  then  tapped  out  of 
the  furnace.  Some  20  tons  of  metal  is  added  to 
the  contents  of  the  furnace  and  a  reaction  is 
set  up  as  a  result  of  which  silicon,  carbon,  and 
phosphorus  are  removed,  and  fluid  steel  remains. 
Metal  is  run  off  into  the  ladle  as  required  for  the 
rolling  mills,  and  fresh  iron  poured  in  trom  time 
to  time.  The  process  is  thus  continuous,  and 
the  furnace  works  from  week  to  week  without 
stopping.  The  fuel  consumption  is  low,  the 
yiela  good,  repairs  are  diminished,  whilst  steel 
of  excellent  quality  can  be  produced  from 
phosphoric  ores. 

Malleable  cast  Iron.  For  many  purposes 
where  a  complex  form  is  necessary,  and  only 
moderate  strength  is  required,  the  articles  are 
oast  in  green  sand  in  tne  ordinary  way,  but 
a  special  variety  of  pig  iron  is  used,  low  in  phoe- 

Shorus,  and  manganese,  and  containing  about 
*G6  p.c.  of  silicon.  .  The  castings  so  prepared  are 
white,  hard,  and  brittle ;   but  when  heated,  in 
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Contact  with  oxide  of  iron,  in  covered  cast-iron 
boxes,  to  about  000°  for  several  days,  they 
become  grey  and  soft.  The  softness  so  developed 
is  accompanied  with  considerable  malleability,  so 
that  the  articles  can  be  readily  worked  under  the 
tool  and  punched,  planed,  &c.,  as  required. 
Malleable  cast  iron,  however,  will  not  weld  like 
ordinary  malleable  iron.  This  process  is  chiefly 
conducted  in  this  country  in  the  Midlands,  par- 
ticularly at  Walsall  and  Birmingham,  and  the 
heating  in  contact  with  oxide  of  iron  is  known 
technically  as  *  annealing.'  A  portion  of  the 
graj^hite  is  removed  by  oxidation,  and  the  rest, 
havmg  been  thrown  out  of  solution  at  about 
900°,  exista  as  secondary  graphite,  or  *  temper  ' 
carbon.  In  recent  years  the  malleable  cast  iron 
industry  has  reached  very  large  proportions  in 
the  United  States,  the  output  oeing  now  about 
ten  times  as  great  as  that  of  the  United  Kingdom. 
The  castings  are  generallv  produced  from  metal 
low  in  sulphur,  but  slightly  nigher  in  silicon  than 
is  usual  with  the  European  or  *  Reaumur  *  pro- 
cess ;  it  is  melted  in  a  coal-fired  reverberatory, 
or  in  an  acid  Siemens  furnace.  The  annealing 
is  conducted  at  a  temperature  of  about  750 
and  occupies  a  shorter  tmie.  Hence  less  graphite 
is  removed  by  oxidation,  and  the  product  is 
known  as  *  black  heart  *  castings. 

Tin  plates.  In  order  to  protect  iron  from 
oxidation  it  is  fre^quently  covered  with  a  thin 
layer  of  metallic  tin.  This  is  chiefly  applied  to 
the  protection  of  thin  plates  of  steel,  which  are 
first  rolled  in  the  onunary  way,  and,  after  a 
preparation  (including  *  pickling '  in  dilute  sul- 
phuric acid,  cknnealing,  and  cold  rolling)  in  order 
to  obtain  a  suitable  surface,  the  plates  are  im- 
mersed in  a  bath  of  molten  tin  which  is  kept 


covered  with  grease.  In  this  way'a  thin  coating 
of  tin  adheres  to  the  surface  of  the  iron  and 
protects  it  from  oxidation  so  long  as  the  iron  is 
completely  covered.  In  case  the  tin  is  removed 
from  anv  part  of  the  surface,  however,  oxidation 
takes  place  more  readily  than  in  the  original 
metal.  For  this  reason  galvanised  iron  is  to  be 
preferred  for  purposes  wnere  iron  has  to  be  ex- 
posed to  atmospheric  action,  and  where  there  is 
no  chance  of  articles  of  food  comins  in  contact 
with  the  zinc.  Tin  plates  are  largely  manufac- 
tured in  South  Wales,  and  were  formeri^  made 
from  an  iron  possessinj^  special  malleabibty,  and 
which  was  prepared  in  the  old-fashioned  open 
hearth..  At  present  tin  plates  are  prepared 
from  mild  steel,  chiefly  that  produced  by  the 
Siemens  process.  (For  details  of  preparation 
V.  Tin  plates.) 

Galvanised  Iron.  Iron  which  has  to  be 
exposed  to  the  weather  or  other  oxidising 
agencies  is  frequently  galvanised,  i.e.  coverea 
with  a  thin  coating  of  metallic  zinc.  In  this 
case  the  metal  is  previously  cleaned  from  scale, 
&c.,  hv  being  *jpickled'  in  hydrochloric  acid, 
and  after  cleansmg  the  article  is  immersed  for 
a  few  moments  in  a  bath  of  molten  zinc,  which  is 
kept  covered  with  a  little  ammonium  chloride. 
By  this  means  a  uniform  covering  of  zinc  is 
obtained,  which  protects  the  iron  underneath, 
not  merely  so  lon^  as  the  coating  is  perfect,  but 
also  when  the  zmc  has  been  partly  removed. 
Galvanised  iron,  however,  cannot  be  used  in 
contact  with  either  mineral  or  v^etable  acids, 
,  and  hence  is  not  employed  for  cooking  utensils, 
^  nor  for  the  cans  in  which  food  is  preserved. 
I  Iron  can  also  be  coated  with  zinc  by  electro- 
deposition  ;    or    by    heating    at   a    moderate 
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0*50 

0-50 

0-71 

0-68 

0-52 

0-56 

0*61    0*48 

0*47     0-631 

0*02 

004 

007    009 

0*12   0*16 

0*19 

0*11 

93-29 

93-89 

94-18 

95*18 

95-42  95-76 

95*98 

93-46 

Ore 


Carron 
Black 
band 


Analyst 


.    M'AUey 


Variety 


!  No.  1 


Graphitic  carbon ' 
Combined  carbon  I 
Silicon  . 
Manganese 
Phosphorus 
Sulphur  . 
Metallic  iron 


Cleveland  Iron  stone 


Stead 


No.  3   Forge  Mottled 


300 

8-70 

3-40. 

2-90 

0-50 

0*30 

0-25' 

0-76 

1-96 

2-50 

2*10' 

1*00 

1*71 

0-72 

0-50. 

0-47 

0-69 

1-50 

1-60  1 

1*60 

0-04 

0-04 

0-06! 

016 

92-10 

9200 

92*28 

92*76 

Cinder 


Damiemora 
magnetite 


Tucker 


Soft 
grey 


2*90 
0*25 
2*84 
0*44 
2-80 
006 
90-72 


Henry 


White 


4-20 
0-08 
0-10 
0-05 
trace 
05-57 


Mixed  Spanish 


Tookey 


Turner 


Spiegel- 
elsen 


Silicon 
Spiegel 


}5-04 

0-41 
7-57 
010 
008 
86-74 


1*71 1 

8-72 
16*92 

71*87 


Turner 


Cleve- 
land 


Carbon- 
aoeous 


Stead 


Fleming 


Silicon    Silicon 
pis    >    pig 


Ohio   I 
softener, 


060 
9*80 
1-96 
0-21 
0*04 
86-19 


815 
0*01 
4*48 
0-72 
1-97 
0*01 
89-66 


2-85 
0*80 
5-90 
1-00 
1-10 
0-OJ 
88-83 
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Analyses  of  Wbought  Ibon,  Steel,  &c. 


Description 


I  Locality    . 
!  Authority. 


i  Special  I 

strong  I    Refined 
'  foundry  -       irtm 

iron 


I  Bade 

Puddled  bar!    Wrnufbt  ;   B««emer 

1  of  bi< 


S.  Stafford  S.  Stafford  S.  Stafford'    Neuberg    i  Sheffield 


I 


end  < 


Bewemer 
soft  fteel 


lOWl 


Moshet 

steel,  seU 

hardening 


Walton    .  Greenwood  i  Hadfield 


,  Carbon(combined)i    0*47  3*07 

;  Silicon       .         ,  ,     1*43  0*63 

,  Manganese 

'  PhosphoniB 

I  Tiuiffsten  . 

i  Sulphur 
Iron 


002    ; 

0*01 
0*06 
004 

0*04      I 
99-83      i 


0-126 
0136 
0-158 
0*060 

0014 


2-00 
1*60 
1*72 

8*22 
0-02 


Description 


Siemens 
soft  steel 


Locality 


Authority 


Carbon 

Silicon  . 

Manga 

Phosphorus 

Sulphur 

Iron 


Greenwood 


0167 
0*023 
0*044 
0-062 
0-013 


Bessemer 
steel  rails 


Greenwood 


0-21 

0*047 

0*36 

0*036 

0*052 


Siemens 
steel  tyres 


Sheffield 


Terre  Noire 


Turner 


0-58 
0*23 
0*64 
0*03  . 
0*03 
98*49 


Silicon 
cast  steel 


Pouroel 


0*61 
0*23 
0*70 
0*12 
0*05 


Crucible  steel        Hard 
for  f orgings      tool  steel 


Greenwood ,  Greenwood  , 


0*36  I      M44 

0*02  0166 

0*30  0-104 

0-03  — 

0*02  — 


Analyses  of 

Various  RfiAos. 

Blast  furnace  cinders 

Refinery 
slag 

Dowlais 

cinder 

Mill 
cinder 

Bessemer 
slag  end 
ofblow 

Material 

With 
white  iron 

Grey 
iron 

Cold  blast 
grey  iron 

Locality       . 

Dowhus 

aeve- 
Uind 

South 
Stafford 

Dowkis 

Dowlais 

— 

Authority    . 

Riley 

43*07 

14*85 

2-53 

1*37 
28-92 
5*87 
1*84 
1*90 

BeU 

Percy 

Riley 

RUey 

Riley 

Snelua 

^  Silica  . 
Alumina      . 
Ferrous  oxide 
Ferric  oxide 
Manganous  oxide  • 
Lime  .... 
Magnesia 
Potash 

Calcium  sulphide  . 
Phosphorus,  pentoxide    . 
Sulphur        .    '    . 

29*92 

21*70 

0-32 

0-80 

38-72 

6-10 

0-07 
1-61 

39*52 

1511 

202 

2*89 
32-62 
3-49 
1*06 
2-16 

26*77 

3-60 

66-52 

1*57 
0-45 
1*28 

z 

1-37 
0-23 

7-71 
1-63 
66*32 
8*27 
1*29 
3*91 
0-34 

807 
1-78 

28*71 

2*47 

66*01 

0-19 
0*81 
0-27 

1-22 
Oil 

46*75 

2-80 

16-86 

32-23 
119 
0*62 

0^1 
trace 

temperature   with   zinc-dust;    this   process  is 
known  as  *  sherardising.'   (For  further  details  v. 

ZlKO.) 
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Iron  as  produced  by  the  reduction  of  its 
oxides  by  carbon  always  contains  more  or  less  of 
the  latter  element.  Wrought  iron  is  the  purest 
form  of  commercial  iron,  but  in  addition  to 
carbon  it  usually  contains  small  quantities  of 
sulphur,    phosphorus,    silicon,  &c.     Chemically 

Sure  iron  may  be  obtained  as  a  black  powder 
evoid  of  metallic  lustre  by  reducing  the  oxide 
or  oxalate  in  a  current  of  hydrogen  which  is 
pyrophorio  if  the  reduction  is  effected  at  a  low 
temperature. 

Pure  iron  finds  a  limited  use  in  transformer 
cores  and  for  experimental  work.  It  is  usually 
prepared  by  electrolysis,  the  electrolyte  con- 
sistmg  of  a  solution  of  ferrous  chloride  and 
calcium  chloride,  or  a  mixture  of  ferroiu*  am- 
monium sulphate,  magnesium,  and  sodium 
hydrogen  carbonate,  the  working  temperature 
beinff  90®  and  current  density  10  amps, 
per  dm.*. 

Pure  iron  has  a  silver- white  histre  and  is 
capable  of  a  high  polish.  It  is  highly  ductile 
and  malleable,  becomes  soft  at  a  red  heat,  and 
may  be  welded  at  a  white  heat;  m.p.  1530° 
(Dana  and  Foote).  It  may  be  distilled  in  tho 
electric  furnace.  It  is  attracted  by  the  magnet 
but  is  not  permanently  magnetic.  It  seems  to 
exist  in  three  allotropic  forms,  distinguished  as 
a-,  P;  and  y-ferrite,  depending  on  temperature 
(Osmond  and  Cartaud).  Sp.gr.  7*86;  mean 
sp.h.  0*1098  (IS^-lOO®)  increasing  rapidly  up  to 
SSO**,  when  it  decreases. 

Compounds  of  Ibon. 

Oxide/*.    Three  oxides  of  iron  are  known  : — 

Ferrous  oxide  or  iron  monoxide  FeO  ; 

Ferric  oxide  or  iron  sesquioxide  FotO,  ; 

Ferroso-ferric  oxide  or  magnetic  oxide  of 
iron  Fes04. 

The  trioxide  FeOg,  which  may  be  considered 
to  exist  in  the  ferrates,  has  not  been  isolated. 

Iron  monoxide  or  ferrous  oxide  FeO  is  a 
strong  base.  It  may  be  prepared  by  the  reduc- 
tion of  the  sesquioxide  in  a  current  of  hydrogen 
at  300®.  On  exposure  to  air  it  oxidises  with 
incandescence,  but  loses  this  property  when 
allowed  to  remain  for  12  hours  in  an  atmosphere 
of  hydrogen.  It  is  also  obtained  as  a  black, 
velvety  powder  by  adding  ferrous  oxalate  to 
boiling  caustic  potash  solution;  when  washed 
with  water  in  air  it  takes  up  oxygen.  Ferrous 
oxide  is  also  formed  by  the  action  of  nitrous 
oxide  on  metallic  iron  at  200®  (Sabatier  and 
Senderens,  Compt.  rend.  1892,  114,  1429). 

The  hydrated  oxide  Fe(0H)2  is  precipitated 
on  addition  of  caustic  soda  to  a  ferrous  salt  in 
absence  of  air.  When  absolutely  pure  the 
precipitate  is  whit«,  but  it  rapidly  absorbs 
oxygen,  acquiring  a  greenish  hue  and  becoming 
ultimately  converted  into  the  red  sesquioxide. 
It  crystallises  from  a  strong  caustic  soda  solution 
in  flat,  pale  green  prisms-  (de  Schulten,  Compt. 
rend.  1889,  109,  266). 

Ferrous  oxide  absorbs  carbon  dioxide  with 
avidity.  It  dissolves  in  about  160,000  parts  of 
water.  It  is  used  to  impart  a  ereen  colour  to 
glass,  which  at  the  same  time  oecomes  ather- 
manous,  transmitting  but  little  heat  (Zsigmond3r; 
Dingl.  poly.  J.  287, 11  et  wq). 

FerrosO'ferrie  oxide,  Magnetic  oxide.  Black 
oxide  (FeO'Fe^Os  or  Fefi^,  occurs  in  nature  as 
magnetite  (magnetic  iron  ore  or  lodesione  (?.v.))  in 


most  part's  of  the  world,  and  constitutes  one  of 
the  most  important  ores  of  iron.  It  is  always 
attracted  by  the  magnet,  but  does  not  always 
possess  the  property  of  attracting  iron.  It  may 
DO  prepared  by.passinff  steam  or  carbon  dioxide 
over  red-hot  iron,  but  Uie  primary  product  in  the 
case  of  water  vapour  is  FeO.  It  is  probably 
a  coating  of  Fe)04  which  renders  iron  *  passive,' 
or  unacted  upon  by  concentrated  nitric  acid  or 
water.  This  property  is  taken  advantage  of  in 
the  Bower-Barff  process  for  preventing  the  rust- 
ing  of  iron,  in  which  the  metal  is  heated  to 
redness  and  subjected  to  the  action  of  steam. 

When  {>ure  this  oxide  is  an  iron-black  sub- 
stance having  a  sub-metallic  lustre.  Its  sp.flrr. 
is  5*18,  and  its  melting-point  is  1527®  (Kohl- 
moyer,  Metallurgie,  1909,  6,  323). 

The  oxide  is  soluble  in  strong  acids,  the  solu- 
tions containing  a  mixture  of  ferrous  and  ferric 
salts.  By  adding  caustic  alkali  to  such  a  solution 
or  to  a  mixture  of  ferrous  and  ferric  chlorides  in 
pro^r  proportions,  a  black  precipitate  oiferroso- 
jemc  hydroxide  is  obtained,  which,  on  drying 
in  air,  yields  a  brown-black,  brittle  mass,  stable 
in  air,  which  is  magnetic,  and  may  thus  be 
separated  from  admixed  ferrous  and  ferric 
oxides.     It  has  tho  composition  Fe(OH)2'Fes03. 

Iron-seale  is  a  compound  of  ferrous  and  ferric 
oxides  in  varying  proportions.  The  inner 
layers  are  not  magnetic,  and  approximate  in 
composition  to  6FeO,Fej03 ;  the  outer  layers 
of  the  scale  are  magnetic,  and  contain  a  laiger 
proportion  of  ferrous  oxide. 

Iron  sesquioxide  or  ferric  oxide  FejOj 
occurs  anhydrous  as  hcBmatite,  sp.gr.  5*19-5*25, 
specular  iron  ore,  kidney  ore,  ana  micaceous  iron 
ore,  and,  in  the  hydrated  condition,  as  the 
yellow  or  brownish  limonile  2FetO„3HtO,  of 
which  bog  iron  ore,  pea  iron  ore,  and  certain  clay 
iron  stones  are  earthy  varieties.  Odikite 
Fe,03,H,0  and  turgiU  2Fe,0,,H,0  are  other 
forms  in  whch  the  hydrated  oxide  occurs.  The 
earthy  varieties  of  h»matite  are  known  as 
reddle  or  raddle,  and  as  red  ochre,  and  are  used  as 
pigments;  the  earthy  varieties  of  limonite 
being  similarly  used  under  the  names  yellow  and 
broum  ochrf. 

The  anhydrous  oxide  may  be  obtained  by 
heating  the  hydrated  oxide  or  a  ferrous  or  ferrio 
salt  containing  a  volatile  acid.  The  latter 
method  is  the  one  principally  used  for  the 
preparation  of  the  commercial  oxide,  the  salts 
most  used  being  the  sulphate  or  the  chloride 
obtained  from  the  *  picluing '  of  iron  in  the 
process  of  galvanising. 

It  may  be  prepared  in  small  crystals  by 
passing  the  vapour  of  ferric  chloride  over  heated 
lime.  The  ic:nited  or  native  oxide  is  slowly 
soluble  in  acids,  the  best  solvent  being  a  mixture 
of  8  parts  sulphuric  acid  and  3  parts  water. 

ferric  oxide  crystallises  in  tabular  rhombo- 
hedral  scales  of  sp.gr.  5*17,  having  a  steely  lustre. 
At  the  edges  the  crystals  transmit  lignt  of  a 
ruby-red  colour.  The  solidifying-point  of  the 
molten  oxide  is  1562®-1565®  (Kohlmeyer, 
Metallurgie,  1909,  6,  323). 

Heated  in  the  electric  furnace  or  in  the 
;en  flame  it  yields  the  magnetic  oxide 


(Moissan,  Compt.  rend.  1892,  115,  1034;  Read, 
Chem.  Soc.  Trans.  1894,  314).  Usually  it  is 
very  slightly  paramagnetic,  but  it  is  more 
strongly  magnetic  if  prepared  by  the  oxidation 
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of  ferroua  hydroxide  (MalagatJ,  Compt.  rend. 
1862,  65,  350).  Walden  states  that  at  ISSO"* 
the  diBsooiation  pressure  of  the  oxide  is  about 
equal  to  that  of  the  oxygen  in  the  air  (J.  Amer. 
Ght^oL  Soc.  1908,  39, 1350). 

The  residue  obtained  in  the  manufacture  of 
Nordhausen  sulphuric  acid  by  distillation  of 
ferrous  sulphate  oonsists  of  this  oxide,  and  is 
known  as  cokoihnr,  and  is  lai^ely  used  as  a 
pigment.  On  account  of  the  absence  of  grit 
it  is  used  as  polishing  rouge ;  the  parts  wmch 
are  of  a  scarlet  colour — i.e.  which  have  not 
been  strongly  heated — being  preferred  for  glass 
polishing  aM  for  jewellery,  &c.,  whilst  the  more 
strongly  heated  parts,  which  possess  a  bluish 
tint,  are  employed  under  the  term  crocus  for 
polishing  metals.  It  has  been  shown  that  these 
variations  in  colour  are  due  to  the  varying  size 
of  the  grains  (W5hler  and  Condrea,  Zeitsch. 
angew.  Chem.  1908, 21, 481). 

Ferric  oxide  acts  as  a  catalyst  in  promoting 
the  combination  of  sulphur  dioxide  and  oxygen,  I 
and  a  process  for  the  preparation  of  sulphuric  ' 
acid  has  been  based  upon  this  reaction  (Lunge 
and  Reinhardt,  Zeitsch.  angew.  Chem.  1904,  17, 
1041 ;  see  also  Keppeler,  d'Ans,  Sundell,  and 
Kaiser,  ibid.  1908,  21,  532,  577 ;  Keppeler  and 
d'Ans,  Zeitsch.  physikal.  Chem.  1908,  62,  89). 
This  oxide  is  also  used  in  some  forms  of  accumu- 
lator {see  e.g.  D.  R.  PP.  180672  and  190236 ;  also 
Peters,  Chem.  Zentr.  1908,  i.  213). 

The  use  of  ferric  oxide  for  standardising 
solutions  of  permanganate  has  been  proposed  by 
Brandt,  who  descriMs  a  method  for  the  prepara- 
tion of  the  pure  substance  (Chem.  Zeit.  1908, 
32,  812  et  seq.). 

Ferric  oxide  is  invariably  present  in  con- 
siderable quantities  in  copper  paint  (v.  Coppsb 

OXIDES). 

This  oxide  may  be  combined  with  the  mon- 
oxides of  calcium,  magnesium,  zinc,  copper, 
and  other  metals.  The  resultant  oxides,  wmch 
are  prepared  nsualljr  by  fusing  the  mixed  oxides, 
are  always  magnetic,  and  correspond  in  com- 
position with  the  magnetic  iron  oxide.  The 
oxide  containing  magnesium  FciOs'MgO  occurs 
naturally  as  magnoferriie,  and  that  containing 
zinc  ana  manganese  is  found  as  Frankliniie  (see 
Percy,  Phil.  Mag.  1873,  [iv.]  45,  455 ;  and  last, 
Ber.  1878,  11,  1612). 

Solutions  of  alkali  ferrites  are  obtained  by 
boiling  solutions  of  the  ferrates  or  by  boiling 
ferric  hydroxide  in  strong  caustic  alkah  solution 
(Haber  and  Pick,  Zeitsch.  Elektrochem.  1900, 
7,  215  ;   1901,  7,  724). 

The  hj^drated  oxide  is  best  prepared  by  pre- 
cipitating a  solution  of  ferric  cnloride  with  ex- 
cess of  ammonia.  It  forms  a  buUy,  brown, 
slimy  precipitate,  which  shrinks  considerably  in 
drying.  It  slowly  cives  up  its  water  at  320°, 
and  if  heated  to  dull  redness  when  anhydrous, 
suddenly  contracts  and  fflows  brishtly,  becoming 
much  less  soluble  in  acids ;  this  is  probably  due 
to  an  allotropic  change  which  is  known  to  take 
place  at  640**  (Keppeler  and  d*Ans,  Zeitsch. 
physikal.  Chem.   1908,  62,  89;    lee   also  ibid. 

Freshly  precipitated  ferric  hydroxide  when 
heated  with  water  under  a  pressure  of  5000 
atmospheres  gives  the  following  products  : — 

At  30°-42-5°  limonite, 

At42-6*'-62-5*'g6thite, 


And  above  62 '5°  tanrite  or  hydrohtoinatite 
(Ruff.  Ber.  1901,  34,  3417). 

A  *  yellow  hydrate,*  which,  under  these  con- 
ditions is  unchanged  between  40°  and  70°,  cckn 
be  obtained  by  &.e  oxidation  of  moist  ferrous 
hydroxide  or  carbonate  (Muck,  Zeitsch.  Chem. 
1868,  [u.]  4,  41 ;  Tommasi,  Ber.  1879,  12,  1299, 
2334). 

When  the  hydrated  oxide  is  merely  allowed 
to  remain  for  some  months  under  water,  a 
crystalline  powder  containing  FetO,(OH)«  is 
obtained  which  corresi>onds  to  the  native 
limonite.  This  hydrate  is  the  colouring  ingre- 
dient of  yellow  clays,  &c.,  and  constitutes  the 
precipitate  from  chalybeate  streams.  It  may 
also  oe  obtained  by  precipitation  from  a  oold 
solution  of  a  ferric  salt  ana  drying,  without  the 
aid  of  heat,  over  sulphuric  acid. 

The  freshly  precipitated  oxide  is  readily 
soluble  in  acids  and  in  concentrated  solutions  of 
ferric  salts.  The  solution  in  ferric  chloride, 
when  containing  excess  of  oxide,  may  be  slowly 
dialysed  with  separation  of  a  dajrk  red  liquid  in 
which  the  ratio  of  chlorine  to  iron  corresponds  to 
the  composition  82Fo(OH)3  :  FeCl,  (lander  and 
Picton,  Chem.  Soc.  Trans.  1905,  1920).  A 
similar  solution  containing  a  small  amount  of 
acetate  is  prepared  by  di^ysing  ferric  acetate, 
and  is  used  medicinally  as  aiaiysed  iron  or 
liquor  Jerri  diaiysati. 

A  colloidal  solution  of  pure  ferric  hydroxide 
may  be  obtained  from  tne  dialysed  solution 
containing  chlorine  by  electrolysis  under  special 
conditions  (Tribot  and  ChnHien,  Compt.  rend. 
1905,  140,  144).  The  solution  is  gelatinised  by 
alkalis  and  by  many  acids  and  salts,  even  in  veiv 
small  amounts  (see  also  Gilotti,  Gazz.  chim.  ital. 
1908,  38,  ii.  252). 

Soluble  metaferrio  hydroxide  Vefifi^  is 
obtained  by  heating  a  solution  of  ferric  nitrate 
to  100°  for  3  days,  and  then  adding  a  few  drops 
of  hydrochloric  acid.  The  hydroxide  is  thus 
precipitated,  and  when  dried  on  a  porous  tile 
forms  black  scales,  wliich  dissolve  in  water  to  a 
tasteless  red  liquid  (Pe'an  de  St.  Gilles,  Ann. 
Chim.  Phys.  1856,  [iu.]  46,  47;  Scheurer- 
Kestner,  ibid,  1859,  [iii.]  57,  23;  Debray, 
Compt.  rend.  1869,  68,  913). 

A  similar  solution  can  be  prepared  by  boiling 
a  solution  of  ferric  nitrate  with  copper  filings  or 
zinc-dust  (Cohen,  J.  Amer.  Chem.  Soc.  1914,  36, 
19). 

The  hydrated  oxide  combines  with  sugar, 
forming  a  soluble  compound,  thus  lowering  the 
percentage  of  crystalline  sugar  obtained  from  the 
pans  and  raising  the  proportion  of  molasses.  On 
this  account  raw  sugar  is  soon  injured  by  contact 
with  iron  vessels,  and  even  the  clearing  *  char  ' 
should  be  as  free  as  possible  from  iron.  Accord- 
ing to  Schachtrupp  and  Spunt  (Pharm.  (3entral- 
halle,  1893, 11, 148)  the  hydroxide  is  soluble  only 
in  solutions  of  invert  sugar,  and  cannot  itself 
cause  inversion,  though  this  may  be  brought 
about  by  anhydrous  ferric  oxide. 

The  hydrated  oxide  is  laigelv  used  for  re- 
moving sulphuretted  hydrogen  from  coal  gas. 
A  hydratea  sulphide  is  thus  produced  with 
evolution  of  water.  When  the  oxide  ceases  to 
absorb  the  gas,  it  is  exposed  to  a  current  of  six, 
care  being  taken  to  prevent  great  rise  of  tem- 
perature, and  the  oxide  is  reproduced  with 
separation  of  free  sulphur.    The  laige  quantity 
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of  Prussian  bluo  contained  in  the  spent  *  oxide  * 
is  now  nsed  for  the  production  of  cyanides  (g.r.). 
'  A  3rellowish-bn>wn  hvdrated  sesquioxide,  pre- 
tcipitated  on  calico  by  the  action  oi  caustic  soda 
•on  ferrous  sulphate,  is  known  as  chamois  or 
^ouiUe. 

Iron  rust  when  completely  oxidised  has  a 
(Composition  approximatmg  to  that  of  limonite, 
but  when  freshly  formed  contains  much  hy- 
drated  ferrous  oxide  and  carbonate. 

In  pure  water,  free  from  air,  the  rusting  of 
iron  is  purely  electrolytic  and  does  not  proceed 
beyond  a  concentration  of  Fe  equal  to  I  '2+ 10""* 
jgram-mol.  per  litre.  The  presence  of  oxygen 
gives  rise  to  a  new  e.m.f. ;  carbon  dioxide 
plays  a  secondary  part,  affecting  the  very 
variable  composition  of  the  rust  and  its  presence 
Is  not  essential ;  hydrogen  peroxide  need  not  be 
formed.  The  corrosion  is  most  rapid  when  both 
air  and  water  are  in  direct  contact  with  the  metal. 
Caustic  soda  and  sodium  carbonate  stop  cor- 
rosion ;  ammonium  salts  accelerate  it.  Cf.  art. 
Corrosion  of  Mbtai^s. 

Ferrle  aeid  H^eO^  is  only  known  in  com- 
bination. The  potassium  salt  is  produced  with 
•evolution  of  considerable  heat  by  heating  the 
fiesquioxide  with  potassium  nitrate  or  hydroxide, 
or  with  a  mixture  of  the  two  substances  (Fremy, 
J.  Pharm.  Chim.  1841,  27,  97 ;  Hofmann,  Ber. 
1869,  2,  239). 

It  may  be  prepared  hj  the '  electrol]irtic 
oxidation  of  iron  m  caustic  potash  solution 
(Haber  and  Pick,  Zeitsch.  Elektrochem.  1900, 
7,  215),  or  by  passing  chlorine  through  a  suspen- 
sion of  ferric  hydroxide  in  caustic  potash. 

Barium  ferrate  is  the  most  stable  salt  of 
ferric  acid,  and  is  obtained  as  a  dark  red  powder 
by  precipitating  a  solution  of  sodium  ferrate 
with  barium  chloride  (Baschieri,  Gazz.  chim. 
ital.  1906,  36,  ii.  282). 

Ferrous  soliihide  FeS  is  found  in  certain 
meteorites.  It  may  bo  considered  to  exist 
in  combination  with  the  sesquisulphide  in  pyr- 
rhotine  or  magnetic  pyrites,  and  in  combina- 
tion with  other  sulphides  in  other  minerals.  It 
is  found  in  considerable  quantities  in  the  black 
deposit  in  cesspools,  ftc,  oeine  produced  by  the 
action  of  organic  matter  on  ferruginous  liodies 
or  iron  oxide  in  presence  of  smphates.  In 
meteorites  it  occurs  as  the  mineral  (rioUte. 

It  may  be  prepared  by  heating  a  mixture  of 
iron  filings  and  sulphur,  or  of  ferrous  sulphate 
and  charcoal;  by  stirring  a  white-hot  rod  of 
wrought  iron  in  melted  sulphur;  by  heating 
other  iron  sulphides  to  bright  redness  in  hydro- 
gen, or  by  precipitating  ferrous  salts  with 
alkaline  sulphides  or  sulphuretted  hydrogen.  In 
the  compact  state,  ferrous  sulphide  is  a  very 
hard,  metallic-looking  black,  or  nearly  black 
crystalline  solid  of  sp.^r.  4*69.  It  has  a  metallic 
lustre  with  a  yellowish  refljsx,  and  sometimes 
occurs  in  hexagonal  prisms.  It  is  not  magnetic, 
is  permanent  in  air,  and  fusible  at  a  full  red  heat. 
The  precipitated  sulphide,  however,  is  readily 
oxidised  to  sulphate  in  air,  especially  when 
moist. 

It  is  decomposed  by  acids  with  evolution  of 
sulphuretted  hydrogen,  and  is  usually  employed 
for  the  preparation  of  that  gas. 

Ferrous  sulphide  forms  the  main  constituent 
of  iron  lute  (r.  Ltjtbs). 

F^roso-ferrle  sulphide  FeSFoiS,  forms  one 


of  the  varieties  of  pyrrhotine :  it  is  obtained 
when  iron  pyrites  is  heated  out  of  contact  with 
air  for  the  production  of  sulphur.  MagntHo 
pyrites  5FeS'FesSs  or  6FeS'Fe,S,  occms  In 
nexagonal  plates  of  a  brassy  colour.  It  is 
attracted  by  the  mitf  net  and  has  sp.gr.  4*4^*7. 

Ferrle  sulphide  FeaS,  is  obtained  by  gently 
heating  a  mixture  of  iron  and  sulphur  or  by  the 
action  of  sulphuretted  hydrogen  on  the  sesqui- 
oxide  below  100**,  and  may  be  prepared  by 
pouring  a  solution  of  ferric  salt  into  excess  of 
ammonium  sulphide.  By  the  latter  reaction  it  is 
formed  in  the  purification  of  coal  gas  (Qedel,  J. 
Oasbel.  1906,  48,  400 ;  Stokes,  J.  Amer.  Chem. 
Soo.  1907,  29,  304).  It  combines  with  other 
sulphides  of  iron,  and  with  the  sulphides  ol 
silver,  potassium,  and  sodium.  The  hydrated 
sulphide  is  rapidly  decomposed  by  air,  and  in 
ab^ce  of  air  undergoes  spontaneous  decom- 
position into  ferrous  sulphide  and  iron  disulphide. 
The  anhydrous  sulphide  is  pyrophoric  if  suddenly 
bro^ht  into  contact  with  air. 

Potassium  ferric  sulphide  KtFe,S4  is  obtained 
when  iron  filings,  potassium  carbonate,  and 
sulphur  are  heated  together  and  the  mass  ex- 
tracted with  water.  It  is  thus  obtained  in 
puiple-coloured,  needle-shaped  crystals  of  sp.gr. 
2*8&,  which  bum  when  heated  in  air. 

Sodium  ferric  sulphide  Na,Fe,S4,4H,0  is 
obtained  in  a  similar  way  and  forms  brown 
microscopic  needles.  It  occure  in  the  *  black- 
ash  liquors '  of  the  Leblanc  process. 

Cuprous  ferric  sulphide  Ca^'Fefi^  occurs 
native  as  *  copper  pyrites,* 

Iron  dbulphide  FeS,  occurs  in  immense 
quantities  as  trpn  pyrites  or  mundie  in  hard, 
yellow,  brassy  ^bes,  sp.gr.  6*185;  or  in  other 
forms  of  the  reeular  sy^m,  and  in  masses  of 
various  shapes,  frequently  known  as  *  thunder- 
bolts.* This  mineral,  as  well  as  marcasite  or  white 
iron  pyrites  (sp.gr.  4'68-4'86),  and  other  minerabi 
of  the  same  composition,  but  crjrstallising  in  the 
rhombic  system,  is  produced  in  nature  by  the 
reduction  of  ferrous  sulphate  bv  organic  matter, 
and  is  therefore  often  round  forming  fossils  in 
peat,  chalk,  &c.,  and  in  clay,  containing  much 
organic  matter.  Marcasite  may  be  prepared 
artificially  by  heating  ferrous  sulphide  with 
sulphur ;  by  passing  hydrogen  sulphide  over  the 
oxides  or  chlorides  of  iron  at  a  red  heat ;  by  the 
action  of  cu'bon  disulphide  vapour  on  heated 
ferric  oxide  or  by  heating  ferric  chloride  with 
phosphorus  pentasulphide  (Glatzel,  Ber.   1890, 

Pyrites  is  quite  permanent  in  air,  but  mar- 
casite slowly  becomes  oxidised  and  disint^rated 
on  exposure.  Iron  pyrites  is  largely  employed  as 
a  source  of  sulphur  m  the  manufacture  of  sul- 
phuric acid,  ferrous  sulphate,  &c.  (r.  Sulfhurio 
ACID;  Stri-PHUR). 

By  heating  iron  disulphide  with  aluminium 
powder  in  a  stream  of  hydrogen  sulphide  the 
compound  Al,FeS4  is  obtained  (Houdard, 
Compt.  rend.  1907,  144,  801 ;  see  also  Ditz, 
Metallurgie,  1907,  4,  786). 

Iron  sub-sulphide  Fe4Sg  is  obtained  when  iron 
is  heated  in  the  vapour  oi  carbon  disulphide.  It 
forms  a  crystalline  mass  of  sp.gr.  6"957,  and 
dissolves  in  dilute  acids  with  evolution  of 
hydrogen  and  hydrogen  sulphide  (Gautler  and 
Hallopeau,  Compt.  rend.  1889,  108,  806). 

Ferrle  arsenide  occurs  in  natureas  KUingite 
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FeAsa,    and    with    sulphur    as    mispickel    or  '  with  very  bad  effect  on  human  beings  {e.g.  see 
5.^1  — ....  T..  A.O  ^ u.-.u  X,. x.«    J  g^  (jjj^jjj^  jj^^  jgog^  25;  PoUew,  t6/rf.  1914, 


arsewtCfU  pyrites  Ve^AaS,  from  which  the  greater 
part  of  the  arsenic  of  commerce  is  obtained 
(f\  ABSEino).  Arsenic  combines  directly  with 
iron. 

Compounds  of  carbon,  phosphorus,  silicon, 
and  nitrogen  with  iron  are  also  known.  The 
ofifeots  produced  on  the  properties  of  iron  and 
steel  by  the  three  first-named  elements  are 
described  under  the  manufacture  of  iron. 

Iron  nitride  Fe,N  (Stahlschmidt,  Pogg.  An- 
nalen,  1864,  125,  37)  is  obtained  by  the  action 
of  excess  of  ammonia  at  420^  on  ferrous  chloride 
or  bromide,  reduced  iron,  or  iron  amalgam,  as 
a  dull  grev  powder  (Fowler,  Ghem.  Soc.  Trans. 
1901,  285). 

It  may  be  prepared  in  the  compact  state  by 
heating  iron  wire  or  rod  to  a  bright  red  heat  in 
a  lai^^e  excess  of  ammonia.  The  product  is 
so  bnttle  that  it  can  be  powdered!,  and  has 
sp.ffT.  6'0-6'5.  When  heated  in  air  it  is  oxidised, 
ana  it  ignites  when  warmed  in  chlorine.  Dilute 
acids  dissolve  it  with  the  formation  of  ferrous 
and  ammonium  salts  (Beilby  and  Henderson, 
Chem.  8oc.  Trans.  1901,  1249;  Guntz,  Compt. 
rend.  1902,  135,  738). 

Phosphides  of  Iron.  A  phosphide  Fe,P  is 
produced  by  heating  a  mixture  of  ferrous  or 
ferric  phosphate  under  common  salt  or  by 
heating  iron  filings  with  cuprous  phosphide  in 
the  electric  furnace.  It  forms  lustrous  grey 
crystals,  probably  hexagonal  in  form ;  sp.gr. 
6*56;  m.p.  1290^  (Maronneau,  Compt.  rend. 
1900,  130,  656 ;  Le  Chatelier  and  Wologdine, 
ibid,  1909, 149,  709).  Heated  in  air  it  forms  the 
basiophosphate  2Fe,0„P,05. 

Wnen  iron  is  heated  in  phosphorus  vapour, 
or  the  monosulphide  is  heated  in  hydnigen 
phosphide  gas,  the  phosphide  FeP  is  formed.  It 
is  a  oark  grey  powaer  of  8p.gr.  5*76. 

Another  phosphide  Fe,P,  is  formed  by 
strongly  heating  phosphorus  and  ferric  chloride 
vapours  in  a  current  of  carbon  dioxide  (Granger, 
Compt.  rend.  1896,  122,  936) ;  or  bv  the  action 
of  the  vapour  of  phosphorus  iodide  on  finely 
divided   iron.    It   forms   hard,   non-magnetic. 


steel-grey  crystals ;   8p.gr.  4*5. 

A  phosphide  FcgP  of  sp.gr.  7*74  and  m.p. 
1110^  has  also  been  described  (Le  Chatelier 
and  Wologdine,  /.c). 

Iron  borldes.  Two  borides  of  iron  have  been 
described: 

Fe^  forms  steel-srey  prisms ;  sp.gr.  7*37 
at  18^  It  is  oxidised  by  dry  air  at  a  red  heat 
and  by  moist  air  at  the  ordinary  temperature. 

FeB,  has  not  been  obtained  pure,  but  has 

3p.gr.  circa  5,  and  is  extremely  hard  (Binet  du 
assonneix,  Compt.  rend.  1907,  145,  121). 

Iron  slUclde  SiFe,  (ferro-silicon)  is  produced 
by  heating  iron  with  silicon,  or  with  silica  and 
carbon,  in  the  electric  furnace  (Moissan,  Compt. 
rend.  1895,  121,  621 ;  Bertolus,  Fr.  Pat.  393, 
818,  1908).'  It  forms  grey  magnetic  prisms  of 
8p.gr.  7,  and  is  readily  attacked  by  acids. 

Several  iron-silicon  compounds  are  known, 
viz.  Fe^i,  FeSi,  and  FeSi,.  Two  eutectics  are 
known,  the  first  containing  21*6  p.c.  Si  and 
composed  of  FcgSi  and  FeSi,  the  second  *con- 
tainmg  60  p.c.  Si  and  composed  of  FeSi  and  Si. 

Under  certain  circumstances  commercial 
ferro-silicon  may  evolve  the  gaseous  hydrides 
of  arsenic  and  phosphorus  (present  as  impurities) 


'  774).  The  tendency  to  decomposition  is  not  so 
I  marked  in  alloys  containing  less  than  30  p.c.  Si ; 
I  the  richer  alloys  over  66  p.c.  Si  are  also  less 
I  liable  to  spontaneous  disintegration  (Anderson, 
I  Fng.  and  Min.  J.  1917, 103,  1095). 

Iron  carbide  (see  Cbmxntite  and  Steel). 

I  Febbous  Salts. 

I  Anhvdrous  ferrous  salts  are  usually  colour- 
less ;  the  hydrated  salts  are  greenish  or  blue. 
The  solutions  are  sweet  and  astringent  and 
ink-like  in  taste,  and  form  powerful  reducing 

.  agents. 

Ferrous  ehlorlde  FeCl,  may  be  prepared  by 

'  passing  dry  hydroji:en   chloride    over  red-hot 


iron  or  by  reducing  ferric  chloride  in  a  current  of 
hydrogen,  when  the  anhydrous  salt  is  deposited 
in  colourless  shining  scales,  sp.gr.  2*528,  which 
are  very  deliquescent  and  easily  soluble  in  water 
and  alcohol.  It  fuses  at  a  red  heat,  and  volati- 
lises at  a  yellow  heat,  the  V.D.  being  6*4-6*6 
(V.  Meyer,  Ber.  1884,  17,  1335).  At  1300^- 
1500''  the  V.D.  is  normal=4*3  (Nilson  and 
Pettersson,  Chem.  Soc.  Trans.  1888,  827). 

In  solution  it  is  obtained  by  dissolving  iron 
in  hydrochloric  acid.  It  crystallises  in  ddique- 
scent,  bluish-green,  monoclinio  crystals,  sp.gr. 
1*93,  containiiur  4  molecules  of  water. 

Solution^  of  ferrous  chloride  in  strong  hydro- 
chloric acid  are  partially  converted  into  ferric 
chloride  by  sulpnur  dioxide.  The  reaction  is 
reversible : 

4FeCl,+S0,-f  4Ha  ^  4Feaa-f  S+2H,0 

(Wardlaw  and  Clews,  Chem.  Soc.  Trans.  1920, 
117,  1093). 

The  anhydrous  salt  absorbs  ammonia  to  form 
the  compound  FeCl,*6NH„  which  gives  off 
ammonia  at  100**,  and  at  higher  temperatures 
jdelds  ammonium  chloride,  nitrogen,  and  iron 
nitride  (Fowler,  Chem.  Soc.  Trans.  1901,  288). 
It  combines  with  bromine  to  form  the  unstable 
compound  FeQ^Br  (Lenormand,  Compt.  rend. 
1893,  116,  820). 

Ferrous  bromide  FeBr,  is  obtained  as  a 
yellowish  crystalline  solid  by  the  union  of  its 
elements.  The  hydrated  bromide  crystallises 
in  bluish-green  rhombic  tablets  with  6  molecules 
of  water. 

Ferrous  iodide  Fel,  is  obtained  by  heating 
iron  with  iodine  as  a  grev  lamino-crystalline 
mass ;  m.p.  177^  (Carius  ana  Wanklyn,  Annalen, 
1861,  120,  69). 

Ferrous  sulphite  FeSO,.  Iron  dissolves  in 
I  aqueous  sulphurous  acid  in  absence  of  air,  with 
I  formation  oi  ferrous  sulphite  and  thiosulphate. 
.  The  latter  salt  is  very  soluble,  but  the  sulphite 
'  is  deposited  in  greenish  cr3rstals. 

Ferrous  suliHi^te,  green  vitriol,  or  eopperas, 

FeS04,7H,0,  occurs  as  tnelanierite,  being  derived 

,  from  the  decomposition  of  the  native  sulphide, 

'  especially  of  marcasite,  and  is  manufactured  by 

I  the  oxidation  of  p3rritcs  by  air  and  rain. 

The  pure  salt  is  prepared  by  heating  an 
I  excess  of  iron  wire  or  1  )^  parts  of  precipitated 
ferrous  sulphide  in  1}  parts  of  sulphuric  acid 
,  diluted  with  four  times  its  weight  of  water. 
,  The  solution  is  acidified  if  necessanr,  and  is 
:  filtered  quickly.  Bluish-green  monocUnic  crys- 
tals   containing    FeS04,7H|0,   and  having   a 
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8p.gr.  of  1-889  at  4°  (Joule  and  Playfair),  are 
thus  produced. 

It  is  prepared  on  the  large  scale  by  dissolving 
scrap  iron  in  warm  sulphuric  acid  of  1*150  sp.gT., 
and  concentrating  the  nearly  neutral  solution. 
The  liquid  is  settled,  quickly  drawn  o£F,  allowed 
to  dear  for  24  hours,  and  run  into  crystallising 
tanks,  in  which  strings,  straws,  or  wooden  laths 
are  suspended  to  induce  crystallisation.  The 
crystals  are  washed  with  a  minimum  quantity 
of  water  and  dried. 

When  sulphur  is  distilled  from  iron  pjrrites, 
the  residue,  known  as  sulphur  vxute,  is  laid 
upon  inclined  shelves  in  contact  with  air  to 
oxidise.  The*  weathered  mass  is  levigated,  and 
the  ferrous  sulphate  is  crystallised  out. 

Laige  quantities  of  this  sulphate  are  ob- 
tained in  tne  manufacture  of  copper  sulphate 
{v.  Copper),  and  small  quantities  in  the  prepara- 
tion of  sulphuretted  hydrogen  for  precipitating 
arsenic  from  sulphuric  acid. 

Ferrous  sulphate  is  obtained  at  Fahlun  during 
the  extraction  of  copper  sulphate  from  mine 
water,  and  also  from  tne  runnings  of  other  mines. 

The  SaLAurg  vitriol  prepared  at  Buxweiler 
contains  ferrous  and  copper  sulphates  (v. 
Copper)..  The  copper  may  be  separated  as 
metal  and  any  excess  of  acid  converted  into 
sulphate  by  the  addition  of  scrap  iron  to  the 
liquid. 

Crude  ferrous  sulphate  always  contains  ferric 
sulphate,  which  gives  the  crystals  a  more  decided 
green  colour ;  they  are  frequently  coated  with  a 
yellow  deposit  due  to  oiddation.  By  washing 
with  absolute  alcohol,  this  deposit,  being  soluble, 
is  removed,  and  the  crystals  are  rendered  more 
permanent. 

The  pure  salt  may  be  obtained  in  the  most 
permanent  condition  by  precipitating  a  con- 
centrated aqueous  solution  by  addition  of  excess 
of  alcohol  and  washing  the  precipitated  crystals 
with  nearly  absolute  alcohol.  It  can  be  obtained 
perfectly  pure  and  dry,  by  powdering  an  ordinary 
sample  and  repeatedly  pressing  it  TOtween  filter 
paper.  It  is  quite  staole  in  air  at  1 6%  and  neither 
oxidises  nor  effloresces,  or  deliquesces  (De 
Forcrand,  Compt.  rend.  1914,  168,  20).  The 
presence  of  even  a  trace  of  ferric  salt  increases 
the  liability  of  the  crystals  to  oxidation.  The 
crystals  contain  7  molecules  of  water  and  are 
monoclinic,  of  sp.gr.  1'889  at  4°.  Another 
hydrate  contains  5H,0  and  crystallises  in  the 
triclinic  system,  being  isomorphous  with 
CuS04,5H20.  Ferrous  sulphate  may  be  ob- 
tained in  rhombio  prisms  containing  4  mole- 
cules of  water,  isomorphous  with  zinc  sulphate. 
Crystals  may  also  be  produced  containing  3 
and  2  molecules  of  water.  The  monohydnite 
is  obtained  when  the  heptahydrate  is  allowed 
to  effloresce  over  cone,  sulphuric  acid,  or  when 
it  is  melted  in  its  water  of  crystallisation  and 
allowed  to  solidify  (Etard,  Compt.  rend.  1878, 
87,  502  :  Scott,  Chem.  Soc.  Trans.  1897,  564). 

When  gradually  heated  to  140*^  in  vacud  it 
loses  6  molecules  of  water  and  becomes  colourless, 
but  the  remaining  molecule  is  not  removed 
at  260%  and,  except  when  heated  in  small 
quantities,  it  is  impossible  to  render  the  salt 
anhydrous  without  loss  of  acid.  At  a  red  heat 
a  basic  sulphate  is  produced,  with  evolution  of 
sulphur  trioxide,  and,  at  higher  temperatures, 
ferric  oxide  is  left.    A  complete  investigation  I 


of  the  dissociation  of  ferrous  sulphate  has  been 
made  by  L.  Wohler,  Pliiddemann,  and  P.  Wohler 
(Ber.  1908,  41,  793). 

Ferrous  sulphate  is  insoluble  in  absolute 
alcohol.     Its  solubility  in  100  parts  of  water  is 
10**     16*»    26''    32-6°   46°      60"     90"     100' 
61       70    116      161     227      263    370     333 
The  reduced  solubility  at  100"  may  be  attributed 
to  partial  dehydration  or  dissociation. 

The  aqueous  solution  slowly  oxidises  on  ex- 
posure to  air,  and  deposits  a  yellowish,  highly 
oaaic  ferric  sulphate,  leaving  the  normal  ferric 
sulphate  in  solution.  The  acid  finally  becomes 
divided  between  the  precipitated  salt  and  that  in 
solution,  rendering  the  former  less  basic  but  still 
insoluble,  and  converting  the  normal  salt  into 
a  soluble  basic  sulphate.  Ferrous  sulphate,  like 
the  chloride,  absorbs  nitric  oxide  in  solution. 
The  gas  is  siven  off  in  a  vacuum,  or  when  the 
solution  is  neated,  but  it  probably  forms  the 
compound  FeSOj'NO.  When  such  a  solution  is 
mixed  with  sulphuric  acid  and  cooled  a  purple- 
red  colour  is  produced,  which  is  used  in  the 
well-known  ring  test  for  nitrates  (see  also  Machot 
and  Zechentmacher,  Annalen,  1906,  350,  368). 

On  account  of  its  reducing  power,  ferrous 
sulphate  precipitates  ^old  and  palladium  from 
solution,  and  reduces  mdigo  to  the  leuco  com- 
pound. 

Ferrous  sulphate  is  largely  used  in  dyeing 
and  tanning,  and  in  the  manufacture  of  inks  {v. 
Ink),  Prussian  blue,  red  oidde  of  iron,  and  other 
pigments.  In  weak  solution  it  is  said  to  promote 
the  growth  of  certain  plants,  especially  of  roots. 
When  added  to  excremental  matters  it  absorbs 
ammonia  and  other  volatile  substances,  and 
renders  the  matter  almost  odourless.  It  is  used 
for  the  treatment  of  sewage  {aee  e.g,  Pochin 
and  Richardson,  Eng.  Pats.  15239  and  17976, 
1908). 

In  dyeins  textiles,  leather,  wood,  &c.,  it  is 
lai^ely  used  for  the  production  of  various  shades 
of  black,  my,  lilac,  and  brown.  It  is  used  as  a 
mordant  for  the  production  of  Prussian  blue  in 
calico-printing,  and  is  the  raw  material  from 
which  acetates,  nitrosulphates,  and  other  iron 
mordants  are  prepared. 

Ferrous  dlsulpnate  FeStO,  is  separated  as  a 
white  powder  on  addition  of  excess  of  concen- 
trated sulphuric  acid  to  a  concentrated  lu^ueous 
solution  of  the  normal  sulphate.  On  addition  of 
water,  it  is  decomposed  into  the  normal  salt  and 
free  acid  (Bolas,  Oiem.  Soc.  Trans.  1874,  812). 

With  ammonium  and  potassium  sulphates, 
ferrous  sulphate  produces  double  salts  contain- 
ing 6  molecules  of  water  and  of  great  stability 
and  fine  crystalline  form. 

Ferrous  ammonium  sulphate 

FeS04,(NH4),S04,6H,0 
is  prepared  by  dissolving  molecular  proportions 
of  the  two  sulphates  in  the  minimum  quantity 
of  hot  water,  filtering  hot,  and  crystallinng.  it 
forms  fine  bluish-sreen  monoclinic  cr3rstals  of 
sp.gr.  1*813,  of  which  100  parts  of  water  dis- 
solves 21*6  parts  at  20"  and  56*7  parts  at  75". 

The  double  salt  is  permanent  in  air,  particu- 
larly when  precipitated  by  addition  of  alcohol  to 
the  conoentratea  aqueous  solution  and  washed 
with  absolute  aloohol,  and  is  used  by  chemists 
in  place  of  ferrous  sulphate,  especially  for 
standardising  solutions.  '^  ^c^u  uy 
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Farroiia  phot^te  Fe,(P04)|,8H,0  ocoon  m 
Vivianite  or  blue  iron  earth,  sometimes  mixed 
with  clay  and  peat  or  associated  with  bog  iron 
ore.  It  may  be  produced  by  addition  of  sodium 
phosphate  to  ferrous  sulphate.  The  fresh  pre- 
cipitate IB  used  medicinally.  When  quite  pure 
it  is  colourless,  but  it  rapidly  becomes  bluisn  or 
^reen  from  oxidation.  When  iron  is  dissolved 
m  phosphoric  acid  the  solution  deposits  colourless 
needles  of  Fe(H,P04)„2HjO,  which  rapidly  alter 
in  air  (Erlenmeyer,  i^alen,  1878,  194,  182). 

Ferrous  arsenate  prepared  from  ferrous 
sulphate  and  sodium  arsenate  has  been  proposed 
for  use  as  an  insecticide,  for  which  purpose  it  has 
many  advantages  over  Scheele's  green  (Ver- 
morel  and  Dantony,  Compt.  rend.  1909,  148, 


Ferrous  carbonate  FeCO,  occurs  as  8p(Uhic 
iron  ort,  together  with  the  carbonates  of  lime, 
ma^esia,  and  manganese.  Clay  iron  stone  is  an 
argillaceous  ferrous  carbonate. 

Ferrous  carbonate  dissolves  in  water  contain- 
ing free  carbonic  acid,  the  acid  salt  so  produced 
being  the  essential  constituent  of  chalybeate 
waters.  The  solution  is  decomposed  rapidly  on 
boiling  and  slowly  on  exposure  to  air,  with  pre- 
cipitation of  an  ochreous  deposit  of  the  hydrated 
oxide,  which,  in  the  case  of  mineral  waters, 
frequently  contains  organic  matter  and  ferric 
arsenate,  and  is  occasionally  found  to  contain 
antimonv. 

Spathic  iron  ore  can  be  obtained  artificially 
in  microscopic  rhombohedra  by  precipitating 
ferrous  sulphate  with  sodium  hydrogen  carbonate 
and  heating  the  solution  for  12-36  hours  at 
160^  When  sodium  carbonate  solution  is 
added  to  ferrous  sulphate  solution  a  flocculent 
white  precipitate  is  obtained  which  rapidly 
becomes  green,  and  is  ultimately  completely  con- 
verted into  ferric  hydroxide. 

Ferrous  nitrate  Fe(N03).,6H,0  is  prepared  bv 
dissolving  ferrous  sulphide  in  dilute  nitric  acid, 
or,  preferably,  by  addition  of  barium  nitrate  to 
ferrous  sulphate  solution. 

The  solid  salt  is  very  soluble  in  water  and 
very  unstable,  changing  to  ferric  nitrate.  The 
action  between  iron  and  dilute  nitric  acid  does 
not  result  in  the  formation  of  ferrous  nitrate,  and 
is  extremely  complicated  (Montemartini,  Qiem. 
Soc.  Abstr.  1892,  1278). 

Cyanogen  compounds  of  iron  {see  Cyanides). 

FsBSio  Salts. 

Are  usually  of  yellowish  or  reddish  brown 
colour.  In  solution  they  are  reduced  to  the 
ferrous  condition  by  zinc,  or,  with  precipitation 
of  sulphur,  by  sulphuretted  hydrogen.  Potas- 
sium or  other  soluble  thiocyanate  imparts  an 
intense  blood-red  colour  to  a  neutral  or  acid 
solution  of  a  ferric  salt. 

Ferric  fluoride  Ve^F^.QKfi  r\  Becoura 
(Compt.  rend.  1912,  164,  655). 

Ferric  chloride  FeCl,  or  Fe^Cl.  may  be 
obtained  in  the  anhydrous  condition  by  passing 
excess  of  chlorine  gas  over  red-hot  iron  or  by 
passing  hydrogen  chloride  over  the  heated 
seequioxide,  and  thus  occurs  not  infrequently 
in  the  craters  of  volcanos.  Thus  prepared,  it 
forms  iridescent  iron-black  scales  wnich  are 
dichroic,  appearing  red  by  transmitted  and 
^reen  by  reflected  light. 

In  solution  it  may  be  prepared  by  dissolving 


the  precipitated  sesquioxide  in  hydrochloric 
acid,  and  driving  off  the  exc^s  of  acid  by  heat ; 
or,  preferably,  by  dissolving  iron  in  hydrochloric 
acia  and  passing  chlorine  through  the  liquid 
until  saturated  with  that  gas,  finally  entirely 
removing  the  chlorine  by  passage  of  a  current 
of  carbon  dioxide  througn  the  warm  liquid.  A 
commercial  method  for  the  preparation  of  fenio 
chloride  from  native  phosphate  of  iron  and 
aluminium  has  been  described  by  Schroder 
(D.  R.  P.  192591). 

Ferric  chloride  readily  volatilises  at  448®, 
and  the  V.D.  is  then  less  than  that  required  for 
Fe,Cl|.  It  is,  therefore,  probable  that  the 
molecular  formula  is  Feds  (Griinewald  and  V. 
Meyer,  Ber.  1888, 21,  687).  In  boiling  alcohol  or 
ether  it  also  appears  to  have  the  molecular 
formula  FeQ,  (Muller,  Compt.  rend.  1894,  118, 
641).  At  the  ordinary  temperature  it  forms 
unstable  compounds  with  nitric  oxide,  but  at 
higher  temperatures  it  is  reduced  by  that  gas 
to  ferrous  chloride  (Besson,  Compt.  rend.  1^, 
108,  1012 ;  Thomas,  ibid,  1896,  120,  447 ;  121, 
128). 

Ferric  chloride  is  very  deliquescent,  and 
dissolves  in  alcohol  and  ether.  The  oonoentrated 
aqueous  solution  is  dark  brown  and  oily;  if 
diluted  it  becomes  of  a  pale  yellow  colour.  In 
dilute  solution  the  salt  mav  exist  as  Fe]Cl4*C]s 
(Tufereff,  Zeitsch.  anoig.  dhem.  1908,  59,  82). 

There  are  four  hycStites  of  ferric  chloride, 
Fea8,6HjO,  m.p.  37** ;  2Fea,.7HJ[),  mjx  82-6*' ; 
2FeCl8,6H^O,  m.p.  56"* ;  and  FeCl„2Il,0,  ULp. 
,73*6°.  Solutions  which  contain  more  of  the 
chloride  than  corresponds  with  the  composition 
FeCl„2H20  deposit  the  anhydrous  salt  when 
heated  above  6^  (Roozeboom,  Zeitsch.  physikal. 
Chem.  1892, 10,  477). 

Compounds  of  the  formula  Fea„HCl,2H,0, 
FeCl„HCl,4HJ0,  and  Fea„Ha,6H,0  are  known 
(Sabatier,  Bull.  Soc.  chim.  1881,  [ii.]  36,  197 ; 
Roozeboom  and  Schreinemacker,  Zeitsch.  physi- 
kal. Chem.  1894,  15,  588). 

Ferric  chloride  is  partly  hydrolyaed  by 
water  with  the  formation  of  many  complex 
colloid  bodies  (Maliitano  and  Michel,  Compt. 
rend.  1907,  145,  185,  and  1275 ;  Michel,  ibid. 
1908,  147,  1052,  and  1288;  Kratz,  J.  Phys. 
Chem.  1912,  16,  126). 

Ferric    chloride    forms    compounds    with 
alkaloids,  most  of  which  have  dennite  melting- 
points.    The  use  of  these  substances  has  been 
suggested  for  the  identification  of  the  alkaloids 
(Scholtz,  Chem.  Soc.  Abstr.  1908,  i.  202,  from 
I  Ber.  Deut.  pharm.  Gee.  1908,  18,  44). 
>       Solutions  of  ferric  ohloridie  in  methyl  alcohol 
I  are  reduced  by  light,  which  acts,  not  as  a  cata- 
'  Ij^t,  but  as  the  source  of  the  energy  required  to 
bring  about  the  reaction  (Benrath,  J.  pr.  Chem. 
.  1909.  [ii.]  80,  283). 

Ferric  chloride  is  sometimes  used  as  a  dis- 
infectant. It  deodorises  sewage  with  partial 
reduction  to  ferrous  chloride. 

With  potassium  chloride  it  produces  a  finely 

crystallised   garnet  -  coloured    double    chloride 

FetCle,4KCl,2H,0  decomposed  by  water.     A 

\  similar    garnet-coloured    salt    crystallising    in 

I  cubes  is  formed  with  ammonium  chloride  and 

'  is  used  medicinally  as  ammonio-diloride  of  iron, 

,  The  salt  used,  however,  does  not  correspond  to 

the  potassium  salt,  ^^fj^j^^lly  contains  less 

than  2  p.c.  of  iron.    A  is  very  deliquescent  and 
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may  be  conisidored  as  formed  by  the  combina- 
tion of  the  nonnal  salt  Fe jaa,4NH4a,2HgO  with 
variable  proportions  of  ammonium  chloride. 

Soluble  and  insoluble  oxychlorides  of  iron 
are  known,  but  are  unimportant. 

TmiQ  sulphate  Fe,(SOt),  occurs  in  Caiile  as 
coquimhiU  in  white  silky  pyramids  containing 
Pea(S04)„9H,0.  It  is  usually  prepared  by 
mixing  one  equivalent  of  concentrated  sulphuric 
acid  with  a  solution  of  two  equivalents  of  lerrous 
sulphate,  concentrated  nitric  acid  beins  added 
in  portions  to  the  hot  solution  until  red  fumes 
cease  to  be  evolved.  On  concentrating  the  solu- 
tion to  a  syrup  colourless  crystals  are  obtained. 

Several  hydrated  basic  sulphates  are  pre- 
pared artificially,  or  occur  in  nature. 

Ferric  sulphate,  obtained  by  dehydrating  the 
hezahydrate  at  108°,  dissolves  in  ethyl  alcohol 
to  form  a  solution  in  which  barium  chloride 
forms  no  precipitate  of  barium  sulphate.  This 
fact  is  explained  by  Becoura  (Compt.  rend.  1911, 
153,  1223)  by  assumiiu;  that  the  trihydrate  has 
the  constitution  Fe,(SO,),(OH)g  analogous  to 
the  green  pentahydntte  of  chromic  sulphate. 

Ferric  sulphate  is  used  to  a  slight  extent  in 
dyeing  cotton,  but  not  in  printing.  The  basic 
sulphates  are  used  for  dyeing  cotton,  for  the 
production  of  buffs,  or,  in  comoination  with  log- 
wood and  sumach,  for  blacks.  The  iron  mordant 
prepared  by  treating  ferrous  sulphate  with  nitric 
acid  is  sold  as  nitroaulphcUe  or  nitrate  of  iron, 
and  is  used  in  dyeing,  but  not  in  printing  cotton. 

With  alkaline  siuphates  ferric  sulphate  forms 
double  salts,  resembling  and  corresponding  in 
composition  to  alum. 

The  potassium  salt,  potassium  iron  alum 
Fe,(S04)8,K,S04»24H,0,  is  prepared  by  mixing 
molecular  proportions  of  ferric  and  potassium 
sulphates  and  concentrating  the  solution  spon- 
taneously. It  forms  fine  violet  octahedra  very 
liable  to  decompose  into  a  brown,  gummy, 
deliquescent  mass.  This  alum  is  us^  to  a 
limited  extent  in  dyeing  and  calico-printing. 
If  caustic  potash  is  added  to  a  solution  of  iron 
alum,  and  the  brown  liquid  allowed  to  evaporate, 
yellowish- brown  crystals  separate  of  the  com- 
position SKaSO^,  2Fe(S0 J,(0H)„16H,0.  These 
crystals  have  the  peculiar  optical  properties  of 
tourmaline  (see  Lachaud  and  Lepierre,  Compt. 
rend.  1892,  114,  915). 

The  corresponding  ammonium  alum  is  more 
permanent,  and  has  Men  proposed  as  a  standard 
in  titrations  (de  Goninck,  Bull.  Soc.  chim.  1909, 
23,  222). 

Ferric  nitrate  Fet(NO,)c  may  be  obtained  in 
several  states  of  hydration  by  crystallising  the 
solution  obtained  by  the  action  of  concentrated 
nitric  acid  on  scrap  iron  or  iron  oxide.  The 
hydrate  Fe2(N03),,6H|0  crystallises  in  cubes 
and  the  hydrate  Fet(NO,)3,9HjO  in  colourless 
monoclinic  crystals.  It  is  usually  prepared  by 
the  first  method  for  use  as  a  mordant  for  pro- 
ducing buffs  and  blacks  in  dyeing.  An  alkaline 
mordaat  is  prepared  for  dyeing  and  calico- 
printing^  by  treating  a  ferric  salt  with  caustic 
soda,  with  addition  preferably  of  glycerol,  or 
sometimes  of  glucose,  to  prevent  precipitation  of 
the  oxide. 

Nltroso-compounds  of  Iron.  Anhydrous 
ferric  chloride  absorbs  nitric  oxide,  forming 
the  compounds  2FeCl,N0  and  4FeCl,-N0  as 
reddish -brown,  hygroscopic  powders.  The  action 


of  nitric  oxide  on  an  ethereal  solution  of  ferric 
chloride  gives  nitrosyl  chloride  and  a  solution 
which,  when  evaporated  over  sulphuric  acid, 
deposits  black  needles  of  the  oomposition 
Fea,-N0.2HaO ;  or  at  60*  gives  the  anhydrous 
salt  FedgNO,  crystallising  in  yellow  needles 
(Thomas,  Gompt.  rend.  1895,  120,  447). 

The  stable  nitroso  compounds  were  dis- 
covered by  Boussin  (Compt.  rend.  1858,  46, 
224),  and  are  formed  by  the  action  of  ferrous 
sulphate  on  alkali  nitrites  and  sulphides.  They 
are  salts  of  complex  acids,  containing  iron  and 
the  monovalent  group  NO'  in  the  acid  radicle 
(Cambi,  Atti.  R.  Accad.  Linoei.  1908,  [v.]  17,  i. 
202),  and  fall  into  two  classes  : 

I        (I)  Ferrodinitroso  derivatives. 

I        (2)  Ferroheptanitroso  derivatives. 

I        Potassium  ferrodinitroso  sulphide 

'  K[Fe(N0),S],2H,0 

:  is  formed  by  the  action  of  caustic  potash  on  the 
I  heptanitrososulphide  (v.  infra).  It  forms  dark  red 
I  crystals,  insoluble  in  water,  and  decomposes 
I  violently  when  heated,  3delding  potassium  and 
'  ammonium  sulphates  and  other  products. 

The  free  acid  H[Fe(KO)^S]  is  obtained  by 
j  the  action  of  sulphuric  acid  on  the  potassium 
salt  and  slowly  decomposes  into  hydrogen  sul- 
phide, nitrogen,  nitrous  oxide,  and  the  hepta- 
nitroso  acid.     The  ethyl  and  phenyl  derivatives 
have  been  prepared  :  C,HB[Fe(NO),S],  and 
CeH5[Fe(N0),Sl. 
Potassium  ferrodinitrosothiostUphate 
K[Fe(NO),S,Os],H,0 

is  prepared  by  passing  nitric  oxide  into  a  solu- 
tion of  ferrous  sulphate  and  potassium  thiosul- 
phate  for  10  hours.  It  forms  reddish-brown 
crystals  with  a  bronze  lustro  which  are  but 
slichtly  soluble  in  water.  The  ammonium  and 
sodium  salts  are  similar,  but  the  latter  is  the 
more  soluble. 

Potassium  ferroheptanitrososulphide 

j  K[Fe,(NO),Sal,H,0 

j  is  the  most  stable  of  these  salts  and  is  formed  by 
I  the  action  of  ferrous  sulphate  on  potassium 
nitrite  and  sulphide  in  solution,  or  by  boiling  a 
'  solution  of  the  ferrodinitrosothiosulphate.  It 
forms  dark-coloured  monoclinic  ciystals  having 
an  adamantine  lustre  and  is  omy  sparingly 
soluble  in  water. 

The  free  acid  is  obtained  as  an  amorphous 
brown  mass  by  the  action  of  sulphuric  acid  on 
the  potassium  salt. 

The  ammonium  salt  may  be  prepared  by  the 
action  of  nitric  oxide  on  freshly  precipitated 
ferrous  sulphide  suspended  in  water. 

(For  details  as  to  these  compounds  see : 
Proczinsky,  Annalen,  1863,  125,  302;  Rosen- 
berg, Ber.  1879,  3,  312 ;  Pavel,  ibid.  1882,  15, 
2600 ;  Marohlewski  and  Sachs,  Zeitsch.  anoig. 
Chem.  1892,  2, 175  ;  Mari6  and  Marquis,  Compt. 
rend.  1896,  122,  137:  Hofmann  and  Wiede, 
Zeitsch.  anorg.  Chem.  1895,  8,  318;  1895,  9, 
295;  1895,  11,  281 ;  see  also  Atti.  R.  Accad. 
Lincei,  1906.  [v.]  15.  ii.  467 ;  1907,  [v.]  16,  i.  664.) 

Ferric  phosphates  occur  native  as  beraunite 

Fe,(P04),-4Fe,P04(HO)„8H,0,         . 

formed  by  the  oxidation  of  vivianite,  i&ci  i^ 
dufrenite  Fe,(H0),P04. 
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Th©  normal  phosphate,  F©P04,  is  produced 
as  a  yellowish-white  precipitate  by  adding 
sodium  hydrogen  phosphate  to  ferric  chloride 
solution ;  it  is  soluble  in  dilute  acids  (except 
acetic  acid)  and  is  slowly  decomposed  by  water. 

When  ferric  hydroxide  is  dissolved  in  ortho- 
phosphoric  acid  and  the  solution  rapidly  evapo- 
rated, the  di-acid  salt  Fe(H,P04)s  is  obtained 
as  a  pink  crystalline  jpowder,  decomposed  by 
moist  air,  with  formation  of  the  monacid  salt 
2FeH3(P04)„6HaO. 

Ferric  metaphosphate  is  deposited  in  pink 
plates  when  the  hydroxide  is  digested  with 
p;lacial  phosphoric  acid  at  100°  (Hautefeuille  and 
Margotte,  Obmpt.  rend.  1888,  106,  138 ;  John- 
son, Ber.  1889,  22,  976). 

Pascal  has  described  (Compt.  rend.  1908, 146, 
231,  279)  certain  complex  salts  of  iron  with 
phosphoric  acid  in  which  the  iron  exists  in  the 
acid  radicle. 

Sodium  ferripyrophosphate  Na,Fes(P207)a 
is  precipitated  as  a  pale  violet,  micro-crystalline 
powder  from  a  saturated  solution  of  ferric  pyro- 
phosphate in  15  p.c.  sodium  pyrophosphate 
solution  maintained  at  30°.  Tne  silver  and 
copper  salts  and  the  free  acid  have  been  pre- 
pared. 

Ferric  arsenite  Fet(AsO,)2  is  of  interest  as 
being  the  salt  produced  when  freshly  precipi- 
tated hydratcd  oxide  of  iron  is  taken  as  an 
antidote  in  cases  of  arsenical  poisoning.  It  may 
be  obtained  as  a  brown  precipitate  by  addition 
of  arsenious  acid  or  an  arsenite  to  a  solution  of 
ferric  acetate. 

Feme  aeetate  v.  Acetates. 

Ferric  ferrocyanide  v.  Cyanides. 

Ferric  tannate  or  gaUo-tannaie  forms  the 
basis  of  black  inks  (v.  Ink).  The  sponges,  sand, 
pumice-stone,  &c.,  of  Gerson's  filters  are  im- 
pregnated with  the  tannate,  which  is  said  to 
completely  remove  all  organic  matter  from  water 
(r.  Steiger,  J.  Soc.  Chem.  Ind.  1886,  416). 

Ferric  citrate  FeiCfEfiy)  is  prepared  by  dis- 
solving the  hydrated  oxide  in  citric  acid,  and 
evaporating  the  solution  in  thin  layers.  It  forms 
permanent,  transparent,  garnet-coloured  scales, 
which  dissolve  slowly  in  water,  but  are  insoluble 
in  alcohol. 

Ferric  ammonlam  citrate  is  prepared  as 
above,  with  addition  of  ammonia.  It  forms 
thin,  transparent,  deep-red  scales,  which  dis- 
solve readily  in  water,  but  not  in  absolute 
alcohol. 

It  is  used  in  medicine  as  is  also  the  double 
citrate  of  iron  and  quinine. 

IRON  CARBONYLS.  Three  carbonyls  of 
iron  are  known,  viz.  :  Iron  pentacafbonyl 
Fe(C0)5,  iron  tetracarbonyl  Fe(C0)4,  and  6i- 
ferrononacarbonyl  Fe|(00)«. 

Iron  pentaearbonyl.  This  compound  was 
discovered  bv  Mond,  Langer,  and  Quincke,  who 
prepared  it  by  treating  finely  divided  iron,  ob- 
tained bv  reducing  ferrous  oxalate  by  hydrogen, 
with  carbon  monoxide.  On  heating  to  120^  the 
carbonyl  distilled  over  and  was  collected  in  a 
cooled  tube.  The  yield  is  about  1  cram  per 
100  grams  of  iron  (Oiem.  Soc.  Trans.  1891,  604 
and  1090). 

Iron  pentaearbonyl  is  a  viscid  yellow  liquid 
of  8p.gr.  1-466  at  IS'^;  b.p.  1028**^ at  749  mm. 
At  —21®  yellow  crystals  are  formed,  which 
become  white  at  the  temperature  of  liquid  air. 


It  is  not  acted  upon  by  dilute  acids,  but  con- 
centrated acids  form  tho  corresponding  salt 
with  evolution  of  carbon  monoxide  and  hydro- 
gen. Upon  ex^sure  to  air,  it  is  converted  into 
ferrous  hydroxide  and  eventually  into  the  red 
ferric  hyoroxide.  Tho  pentacarl>onyl  is  soluble 
in  most  oi^anio  solvents  and  in  nickel  tetra- 
qarbonyl,  forming  FeNi(C0)9  (?),  insoluble  in 
water. 

I       Light  decomposes  the  pentaearbonyl,  giving 

{  the  diferrononacarbonyl  and  carbon  monoxide  : 

I  2Fe(CO)5=Fe,{CO),-f  CO   (Dewar   and   Jones, 

I  Proc.  Roy.  Soc:  1905,  A.  76,  688 ;   1907.  A.  79, 

66). 

I        The  decomposition  of  the  pentaearbonyl  is 

most  rapid  in  blue  light  and  least  of  all  in  red, 

'  green  and  vellow  being  intermediat'e  in  their 

effects ;  in  fact,  a  solution  exposed  to  blue  light 

'  will  deposit  about  ten  times  as  much  solid  as  & 

similar  solution  exposed  for  the  same  period  to 

;  red  light. 

The  action  of  light  on  tho  pentaearbonyl  is 
reversible,  as  the  substance  m  sealed  tubes, 
after  exposure  to  light,  when  left  in  the  dark, 
gradually  becone  colourless. 

Diferrononacarbonyl  crystallises  in  lustrous 

hexagonal  golden   or  orange-coloured  crystals 

of  8p.^r.    2*085   at    18^    which   are   peiiectly 

stable  in  dry  air.    They  are  decomposed  at  lOO** 

yielding  the  pentaearbonyl,  oarbon  monoxide, 

and   iron:    Fe,(CO),=Fe(CO)5-f4CO-f Fe.     It 

is  insoluble  in  water  and  nearly  so  in  benzene, 

but  is  slightly  soluble  in  alcohol  or  acetone  and 

very  soluble  in  pyridine.    The  nonacarbonyl  in 

solution    heated* to    95°    becomes    neen   and 

I  then  contains  the  tetracarbonyl  Fe(C0)4.    ^^  ^ 

I  higher  temperature  it  forms  the  pentaearbonyl 

I  together  with  iron  and  carbon  monoxide,  the 

reaction  taking  place  in  two  stages  : 
i  2Fe2(CO),=2Fe(CO)5+2Fe(CO)4 

2Fe(CO)4=Fe(CO)4-i-Fe-f3CO 

When  strongly  heated  the  action  is  : 
I  2Fe,(CO),=3Fe(CO)5+Fe-f3GO 

I  Iron  tetracarbonyl.  The  method  of  prepara- 
tion of  the  tetracarbonyl  is  as  follows  :  a  solu- 

I  tion  of  the  diferrononacarbonyl  in  toluene  (1 
gram  to  20  c.c.)  is  gradually  heated  to  95°  in  an 
atmosphere  of  carlx>n  dioxide  until  the  reddish- 
yellow  solid  has  disappeared.  On  cooling,  green 
crystals  of  the  tetracarbonyl  are  formed  : 

Fe,(C0),=Fe(C0)4-fFe(C0)5 

The  yield  is  20  p.c. 

The  tetracarbonyl  forms  dark  green  lustrous 
crystals  of  8p.gr.  1*996  at  18°,  stame  at  ordinary 
temperatures :  on  heating  at  140°-150°,  iron 
and  carbon  monoxide  are  formed.  The  em- 
pirical formula  is  Fe(CO)«,  but  the  molecular 
formula  in  benzene  appears  to  bo  [Fe(CO)4],o. 

The  substance  is  insoluble  in  water  but 
soluble  in  most  organio  solvents  giving  green 
solutions.  In  pyridine,  the  solutions  are  first 
^reen,  but  soon  become  red,  especially  on  warm- 
ing. The  change  in  colour  is  probably  due  to 
molecular  dissociation.  The  green  solutions 
lose  their  colour  upon  exposure  to  light,  iron 

i  being  deposited,  but  the  red  ones  are  unaffected 
by  light. 

I       IRON  CEMENT  v,  Littbs. 

I       IRON  LIQUOR.    Ferrous  acetate  (v  Acetic 

'aCTD).  -y.u..uuy ^<3  — 
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IRON  PYRITES.  Ferric  sulphide  {v.  Pybttbs  ; 
Ibon). 

IRONE  V.  Ketones. 

IRVINGIA  BUTTER  v.  Waxbs. 

ISATDf  V,  Bone-oil;  Indigo,  Natubal; 
Indigo,  Abtieigial. 

ISATUf  BLUE  V.  Bone-oil. 

ISETHIONIC  ACID  CH,OHCH^OaH,  an 
igomeride  of  ethyl  sulphuric  acid  obtained  by 
the  action  of  sulphur  triozide  on  ethlylene,  or 
ethyl  alcohol.  Has  the  dual  function  of  a 
sulphonic  acid  and  aloohoL  With  phosphorus 
pentaohloride  forms  the  chloro-acid  chloride 
CH^aCH.SO.a,  which  on  hydrolysis  yield? 
chloroetkyl  sulphonic  add  CH,a-CH,SO,H. 
This  heated  with  ammonia  solution  forms  amino 
ethyl  sulphonic  acid  CH|NH,-CHsSO,H,  which 
is  the  iaarine  of  bile.    (F.  art.  Taurine.) 

ISINGLASS  (Fr.  CoUe  de  poisson;  tier. 
Buasenblase)  consists  of  the  dried  swimming- 
bladders  of  various  fishes.  These  bladders  differ 
in  shape  and  size,  according  to  their  origin,  and 
are  prepared  either  by  simp^  drying  them  whilst 
slightly  distended,  which  process  forms  *pipe 
isinglafw,*  or  by  splitting  them  open,  pressing, 
and  dnring  them  in  the  form  of  '  leaf  isinglass.* 
That  K>rm,  again,  which  is  known  as  'purse 
isinglass,*  consists  of  sucK  bladders  as  contain  a 
natural  opening. 

The  chief  supply  of  isinglass  is  derived  from 
Russia  and  Hudson's  Bay ;  some  portion  also 
beinff  obtained  from  Brazil,  West  Inmes,  Penang, 
Bombay,  and  Manilla;  the  finest  kind,  the 
*  Beluga  leaf,*  coining  from  the  first-named  of 
these  countries,  and  being  the  produce  of  a 
species  of  sturgeon.  Other  Russian  or  Siberian 
yarieties  are  '  Astrakhan  leaf,*  '  Saliansky  leaf,* 
and  *  Samovy  leaf.* 

The  following  are  the  principal  species  of 
fish  from  which  Russian  iamgl^i^  ig  obtained : 
Adpenser  huso,  or  the  Hansen;  A.  Gulden- 
sUBOtii,  or  the  Osseter;  A.  rtUhenus,  or  the 
Sterlet ;  A,  stdkOus^  or  the  Sewruga ;  SUurus 
glanis  and  Cyprinus  carpio.  The  i«ng|«tiia  of 
New  York  is  derived  from  Labrus  squeleague ; 
that  of  New  England — the  '  ribbon  isinglass  * — 
from  the  common  God,  Oadus  Morrhua.  In 
Brazil,  it  is  taken  from  a  species  of  Silunts ;  and 
in  Iceland,  from  Oadus  and  Mdva  vulgaris,  or 
the  Ling. 

The  chief  emporium  for  Russian  isinglass  was 
the  great  fair  of  Nijni-Novgorod,  whence  the 
largest  part  of  the  merchannise  found  its  way 
to  London,  through  the  agency  of  Petroffrad 
traders.  It  arrived  here  about  the  end  of 
June.  Those  supplies  which  reach  us  from 
Brazil  and  other  countries  are  received  at  all 


The  fish  being  taken,  the  bladders  are  imme- 
diately removed,  sufficient  care  in  the  cleansing 
of  them  from  mucus  and  blood-stains  being 
often  purposely  neglected,  since  a  loss  of  weight 
results  in  the  process  when  properly  performed. 
In  consequence  of  this  neglect,  the  value  of  the 
material  is  diminished  in  proportion  to  the  im- 
purities which  it  contains. 

On  its  arrival  here  isinglaas  is  a  hard,  tough 
substance,  and  for  many  purposes  it  is  necessary 
to  *  cut  *  it.  The  operations  of  *  cutting  *  con- 
sist, first,  in  soaking  the  flakes  until  somewhat 
pliable,  trimming  the  edges,  and  scraping  off 
the  dark  spots ;  next,  in  putting  them  through 


two  sets  of  rollers,  under  great  pressure,  by 
which  they  are  flattened  to  the  thickn^s  of 
writing-paper ;  and,  finally,  in  cutting  them  into 
fibres  of  extreme  fineness,  a  process  now  almost 
always  effected  by  a  machme  constructed  for 
thatpurpose. 

Tne  uses  for  which  isinglass  is  employed 
are  the  *  fining  *  or  clarifying  ^  of  fermented 
beverages,  as  ale  and  wine,  and  various  culinary 
preparations.  For  the  former  purpose,  the  pro- 
perties of  isinglass  are  remarkable ;  for,  whilst 
'  possessing  the  exact  chemical  composition  of 
gelatin,  it  has  the  power,  which  is  wantins  in 
gelatin,  of  entangling  in  the  film  or  web  which 
it  forms  as  it  dissolves,  all  the  suspended  im- 
purities contained  in  the  liquids  which  it  is 
sought  to  clarify.  The  lower  grades  of  isinglass 
are  used  either  in  the  natund  or  the  manu- 
factured condition  by  brewers  and  the  manu- 
I  facturers  of  cider,  and  the  better  classes  of  the 
Russian  material  by  wine  merchants.  For  the 
purpose  of  the  brewer  it  is  usual  to  dissolve 
the  isinglass  in  sulphurous  acid  which  has  a 
tendency  to  preserve  the  ale. 

The  choicest  descriptions  are  used  by  the 
cook  and  the  confectioner  for  the  thickening  of 
soups,  jellies,  &o.,  but  as  for  these  purposes 
the  fining  properties  of  isinglass  are  not  of  any 
account,  gelatin  serves  eqiudl^  well,  and  has, 
under  the  name  of  patent  isinglass,  been  so 
employed  {v.  Glue). 

^OCETIC  ACID  Ci4H„C00H,  nLp.  55^  is 
obtained  from  the  oil  extracted  from  the  seeds 
of  Jatropha  Cvrcas  (Linn.)  (Bonis,  J.  1854, 
462). 

ISOFORM  V.  Stntheiio  dbugs  and  iooo- 

FOBM. 

ISOPRAL.    Trichhroisopropyl  alcohol 

C!a,CH0HC5H, 

m.p.  49^    Obtained  by  the  action  of  methyl 
magnesium   bromide   on  chloral.    Used   as   a 
hypnotic  (v.  Synthetic  dbuos). 
ISOPRENE.    p-Methyldivinyl 

CH,  :  C(CH,)(3H  :  CH, 

DiBCovered  b^  Greville  Williams  among  the 
products  obtamed  by* the  destructive  distilTation 
of  rubber  (PhU.  Trans.  1860,  241).  Tilden  ob- 
tained  it  among  the  more  volatile  compounds 
obtained  by  the  action  of  heat  on  oil  of  turpen- 
tine and  other  terpenes  (Chem.  Soc.  Trans.  1879, 
417 ;  1884,  416),  and  Gladstone  from  refraction 
and  diBperdon  measurements  came  to  the  same 
conclusion  as  Tilden,  viz.  that  the  so-called  pontine 
obtained  from  turpentine  was  identical  with 
isoprene  from  rubber  (Chem.  Soc.  Trans.  1896, 
619).  Mokiewski  (J.  Russ.  Phys.  Chem.  Soc.  1898, 
30,  885)  found  that  isoprene  obtained  from 
turpentine  contains  some  trimethylethylene,  for 
on  treatment  with  one  molecule  of  bromine  in 
a  cooled  ethereal  solution,  isoprene  dibromide 
and  any  amylene  derivative  were  obtained. 
Ipatiew  and  Wittorf  (J.  pr.  Chem.  1897,  [ii]  65, 
1)  proved  the  presence  of  trimethylethylene  in 
isoprene  obtained  from  rubber.  By  treating 
isoprene  dibromide  with  zinc-dust,  pure  isoprene 
is  obtained.  Staudinger  and  Klever  (Ber.  1911, 
44,  2212),  uoin^  Til£n*s  method,  have  shown 
that  a  better  yield  of  isoprene  can  be  obtained 
by  working  under  reduced  pressure.  A  60  p.c. 
yield  of  isoprene  can  bo  obtained  by  passing 
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the  vapour9  of  dipentene  or  limonene  tinder 
very  greatly  reducea  pressure  over  an  electrically 
heat^  platinum  spiral ;  the  isoprene  so  obtained 
is  almost  pure,  containing  veiy  little  trimethyl- 
ethylene.  Terpineol,  terpinene  and  camphene 
do  not  yield  isoprene  und^r  these  conditions. 

Harries  and  Gottlob 
(Annalen,  1011,  383, 
228)  have  described  an 
'  isoprene  lamn  '  (Fig.  1 ) 
for  the  production  of 
the  hydrocarbon  from 
turpentine  and  limonene 
by  this  process  (Harries, 
D.  R.  PP.  243076, 243076). 
A  platinum  wire  (120 
cm.  long,  resistance  at 
medium  red  heat  9  ohms, 
taking  6  amps,  at  220 
volts)  is  heated  to  red- 
ness above  the  surface 
of  the  boiling  liquid.  A 
reflux  condenser,  through 
which  circulates  water  at 
60°,  is  attached  to  the 
flask.  The  isoprene  '  is 
collected  by  a  side  tube 
*H  U  leading  to  a  vessel  cooled 

^^p'^lnlL  in    a    freezin;^    mixture. 

The  product  is  rectified 
through  a  column  and 
the  fraction  Sb^'Sl''  is 
separated.  Commercial 
pinene  in  this  way  gives 
about  1  p.c.  of  isoprene, 
whilst  carvene  gives  30- 
60  p.c.  according  to  the  amount  of  limonene 
present. 

Methyli^opropenyl  carbinol 

CH, :  CMeCHMeOH 

heated  to  130M60''  with  anhydrous  oxalic 
acid,  zinc  chloride,  hydrogen  potassium  sulphate, 
or  other  similar  dehydrating  agent,  yields 
isoprene  (Bayer  ft  Co.,  D.  B.  JP.  246241).  as- 
Dimethylallene  (b.p.  39**-41°),  dropped  on  to 
strongly  heated  alumina  under  a  pressure  of 
about  2(^30  mm.  is  converted  into  isoprene 
(Badische  Anilin-  ft  Soda-Fabrik,  D.  B.  P. 
261216).  See  also  D.  B.  P.  231806  for  the 
exhaustive  methylation  of  a8-diaminobutane 
and  its  derivatives. 

Euler  (Ber.  1897,  30,  1989)  has  obtained 
isoprene  by  the  exhaustive  methylation  of  p- 
methyl  pyrrolidine,  a  reaction  which  establishes 
its  structure,  as  does  Ipatiew*B  synthesis  from 
dimethylallene  (J.  pr.  Chem.  1897,  [ii.]  66,  1,  4). 
The  latter  hydrocarbon  by  the  addition  of 
hydrogen  bromide  yields  )3-methyl-)38-dibromo- 
butane,  which  on  treatment  with  alcoholic 
potash  is  converted  into  isoprene. 

(CH3),C  :  C  :  CH,->(CH,),CBrCH,CH,Br 

->CH,C( :  CH,)CH  :  CH, 

Harries  (Ann.  1911,  383,  167)  has  also  pre- 
pared the  hydrocarbon  from  acetone.  In  this 
series  of  reactions  the  ketone  is  converted  by 
the  action  of  macnesium  ethyl  iodide  into 
dimethyl  ethyl  caroinol,  elimination  of  water 
from  this  alcohol  transforming  it  into  trimethyl 
ethvlene.  Addition  of  bromine  to  the  ethylene 
hydrocarbon  yjelds  j8-methyl-)Sy-dibromobutane, 


which  when  passed  over  hot  soda  lime  decom- 
poses into  hydrogen  bromide  and  isoprene. 

(CH,),CO->(CHa),C(C,H,)OH 

-»(CH,),C=CHCHg 

CH,C( :  CH,)CH :  CH,«-(CJH,),CBrCHBrCH, 

W.  H.  Perkin  and  his  collaborators  (J.  6oc. 
Chem.  Ind.  1912, 31,  616)  have  devised  a  method 
for  the  preparation  of  isoprene  from  commerda] 
fusel  oil.  The  fraction  of  fusel  oil,  boiling  at 
1 28^-1 30^C.  (consisting  mainly  of  isoamyl 
alcohol,  together  with  some  active  amyl  alcohol), 
is  subjected  to  the  action  of  dry  hydrc^n 
chloride  and  then  further  chlorinated  in  a 
specially  constructed  apparatus.  On  distillation 
the  product  was  found  to  consist  of  v8-diohloro-, 
^-^ichloro-,  and  a8-dichloro-/3-metnyl  butanes. 
These  products  were  not  separated,  but  the 
combined  fraction  (b.p.  140°-180'')  was 
passed  over  soda  lime  at  470°  and  the  vapour 
condensed.  On  fractionation  of  the  product  a 
40  p.c.  yield  of  isoprene  was  obtained.  It  would 
seem  that  in  this  process  the  y8-dichloro-)3- 
methyl  butane  must  first  yield  an  isopropyl 
acetylene  which  then  undergoes  molecular 
rearrangement  into  isoprene. 

(CH3)3CHCHaCH,a-»(CH,),CHC :  CH 

-»CH,C( :  CH,)CH :  (}H, 

Isoprene  is  a  colourless  liquid,  b.p.  33*6° 
(Mokiewski  ;  Ipatiew,  <.e.) ;  sp.gr.  0°/(f  0'6989 
(M.  Le.) ;  magnetic  rotation,  7'629 ;  sp.gr. 
16716^  (from  turpentine)  0*6768,  (from  rubber) 
0*6748  (Perkin,  Oiem.  8oo.  Trans.  1896,  268) ; 
thermal  expansion  (Thorpe  and  Jones,  ibid. 
1893,  277).  For  a  redetermination  of  the 
physical  constants,  see  Harries,  Ber.  1914,  47, 
1999.  By  heating  isoprene  to  300^  only  a 
little  dipentcne  is  formed,  but  a  quantity  of 
another  hydrocarbon  (b.p.  64°-66''  (12  muL)), 

n'bly  diisoprene,  and  also  di-  and  polymyroene 
IrUBBEB)  (Harries,  Ber.  1902,  3266 ;  Tilden, 
Chem.  News,  46,  120 ;  Bouchardt,  Compt.  rend. 
87,  664;  89,  361).  According  to  Bouchardt 
(/.c.)  and  Tilden  (Chem.  News,  1892,  66,  266), 
strong  acids,  such  as  hydrochloric  acid,  convert 
isoprene  into  a  tough  elastic  substance  re- 
sembling rubber.  Bourohardt  (Gummi-Zeit, 
1901,  16,  [viii.]  133)  finds  that  when  isoprene 
(1  part)  and  hydrochloric  acid  (12-16  parts) 
saturated  at  0°  are  sealed  in  a  tube  and  j^aoed 
in  a  freezing  mixture,  much  heat  is  evolved  on 
shaking.  Mtet  leaving  for  2  or  3  weeks,  the 
contents  were  diluted  and  distilled  until  oily 
drops  ceased  coming  over.  The  residue  was 
purified  by  boiling  with  water,  had  all  the 
properties  of  rubber  and  gave  similar  distUlation 
products.  Analysis  gave  the  following  figures  : 
0=87-1;  H«ll-7;  a=l'7.  TUden  found 
that  on  standing  for  some  months,  isoprene  is 
slowly  polymeriMd  into  a  rubber-like  suDstance. 
Harries  {6kem.  Zeit.  1910,  34,  316)  converted 
isoprene  into  rubber  by  means  of  acetic  acid,  but 
could  not  effect  the  change  with  hydr^hioric 
acid.  Chromic  acid  oxidises  isoprene  into 
carbon  dioxide,  formic,  and  acetic  acids ;  nitric 
add  yields  oxalic  acid«  Isoprene  dibromide 
CH, :  C(CH,)CHBr*CH.Br  is  formed  when  iso- 
prene is  treated  with  bromine  in  carbon  disul- 
phide  solution  at  0®  (Blaise  and  Courtot,  Bull. 
Soc.  chim.  [iii.l  36,  989);  b.p.  101  **  (19  mm.). 
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On  treatment  with  sodium  ethozide  and  ethyl 
malonate,  it  yields  an  ethyl  ester  Oifiifi^, 
which  on  hydrolysis  yields  isoprenic  acid 
(t6opiopyltrimethylenedicarboxylic  acid) 


CH, :  C(CH,)CH< 


4"' 

XXCO,H), 


m.p.  115**  (Ipatiew,  J.  Russ.  Phys.  Chem.  Soc. 
1001,  33,  640).     Ostromisslenski  and  Koscheler 
(J.  Russ.  Phys.  Chem.  Soc.  1913,  47,  1»28)  have 
shown  that  isoprene  undergoes  auto-oondensa-  ! 
tion  when  preserved  at  80**-90%  yielding  the  \ 
open  chain  cumerile  J?-myrcene  ' 

CH, :  qCHa)CH,CH,CH  :  C(CH,)CH  :  CH, 

ISOTONIC  SOLUTIONS.  Solutions  having 
the  same  osmotic  pressure.  i 

ISPAGHULA  (B.P.).  The  dried  seeds  of  ! 
PlanUtgo  ovaia  (Forsk.). 

ISTIZIN.  Trade  name  for  I'S-dihydro-  i 
oxyanthraquinone. 

ITROL  V.  Syitteetio  dbuos. 
IVORY  is  essentially  dentine,  the  main  C4)n- 
stituent  of  all  teeth,  but  usage  restricts  the  term 
to  the  dentine  of  those  teeth  which  are  available 
for  industrial  purposes ;  chiefly  those  of  the 
elephant,  hippopotamus,  walrus,  narwhal,  and 
sperm-whale. 

Ivoiy  contains  57-60  p.c.  of  calcium  salts, 
chiefly  the  phosphate,  with  40-43  p.c.  of  an 
oiffanic  matiix  and  0'24-0'34  p.o.  of  fat.  It 
diners  from  other  dentines  chien^  in  the  large 
amount  of  organic  matter  it  contams  (cp.  human 
dentine  containing  26  p.o.  of  oiganio  matter), 
and  in  its  structure  (v.  infra)  and  from  bone  in  its 
greater  elasticity  and  the  absence  of  the  larger 
canals  conveying  blood  vessels. 

The  substance  of  ivory  is  permeated  b^  an 
immense  number  of  fine  canals,  about  ^A^  ^^^ 
in  diameter  and  strongly  curved,  to  which  are 
due  its  fineness  of  grain  and  probably  much  of 
its  elasticity.  That  obtained  from  the  tusks  of 
ProboMiidea  exhibits,  on  a  transverse  section,  a 
characteristic  pattern  of  curved  decussating 
lines.  The  cross-section  shows  a  central  spot, 
the  residue  ol  the  pulp-centre  {t\  ir^ra),  sur- 
rounded by  concentric  circular  *  contour  lines,' 
due  to  a  number  of  minute,  irregular  'inter- 
globular spaces.'  These  spaces  and  the  canals 
are  probably  filled  with  protoplasmic  matter  in 
the  living  tooth.  The  exterior  of  the  tooth  is 
covered  with  oementum,  usually  of  a  brown 
colour. 

Most  of  the  ivory  now  used  is  obtained  from 
the  upper  incisor  teeth  ol  the  elephant.  The 
tusks  of  the  African  elephant  are  9-10  feet  long 
and  weigh  up  to  160  lbs.,  and  are  possessed  by 
both  miJes  and  females.  Of  Indian  elephants, 
none  of  the  females  and  not  all  the  males  have 
tusks,  and  those  of  the  latter  are  usually  less 
than  8  feet  in  length  and  90  lbs.  weight.  Captive 
elephants  have  their  tusks  shortened  ana  the 
ends  bound  with  metal.  The  tusks  grow  con- 
tinuously, and  if  cut  at  intervals  of  ten  years 
yield  a  useful  amount  of  ivorv,  although  that 
from  wild  elephants,  especially  African  elephants, 
is  more  highly  valued. 

The  tusks  are  implanted  to  the  extent  of 
about  half  their  length  in  curved  bony  sockets 
which  run  nearly  vertically  upwards  to  the  level 


of  the  eyes.  The  part  within  the  socket  has  a 
conical  centre  of  pulp  by  the  conversion  of 
which  into  dentine  erowth  takes  place,  fresh 
piilp  being  continually  formed  at  the  base  of 
the  tooth.  The  pulp  is  not  easily  injured  and 
sometimes  foreign  bodies,  such  as  bullets  and 
spear-heads,  have  been  found  embedded  in 
solid  ivory,  their  presence  in  the  pulp  having 
failed  to  inliibit  its  conversion  into  dentine. 

In  Russia  the  tusks  of  mammoths  from 
North  Siberia  are  much  used ;  they  have  been 
preserved  unchanged  from  prehistoric  times  by 
the  low  temperatures  of  that  region. 

The  canine  teeth  of  the  hippopotamus  vield 
an  ivorv  harder  and  whiter  tnan  that  of  the 
elephant,  and  less  prone  to  turn  yellow. 

Amonff  Northern  nations,  the  upper  canine 
teeth  of  the  walrus  are  used  as  a  source  of  ivory.. 
They  consist  of  dentine  covered  with  cementum* 
and  have  an  axis  of  secondary  dentine  which  is- 
nodular  in  appearance  but  usually  dense  and 
uniform.  The  spiral  tusk  of  the  narwhal  is 
similarly  employed. 

Ivory  is  Isjsely  used  for  making  billiard 
balls,  graduatea  scales,  knife-handles,  piano- 
keys,  combs,  fans,  &c.,  and  a  considerable 
quantity  is  imported  into  China  for  the  manu- 
facture of  ornamented  articles.  Dieppe  is  the 
principal  centre  for  ivory- working  in  Europe. 

As  ivory  shrinks  when  dried  it  is  usuaJly  cut 
roughlv  to  shape  first,  then  dried  spontaneously 
or  by  heat,  and  finally  finished.  JSecause  of  its 
high  price,  great  care  is  taken  to  cut  it  up 
economicaUv  and  all  chips,  cuttings,  &c.,  are 
used  for  maxing  ivory -blacK  or  for  the  preparation 
of  a  very  pure  gelatin. 

Ivory  can  oe  made  flexible  by  treatment 

with  phosphoric  acid  and  re-hardened  by  ^R^ashing 

and  oryinff,  but  not  without  injuiv  to  its  Quality. 

It  takes  dyes  well  and  it  may  oe  bleacned  by 

exposure  to  sunlight  and  moisture,  by  the  action 

of  Ihydrogen  peroxide,  or  by  washing  alternately 

with  solutions  of  potassium  permanganate  and 

of   oxalic   add   (Textile   Colouiist,    1901;    23, 

286 ;  V.  aLao  livaohe,  J.  Soc.  Chem.  Ind.  1903, 

307). 

I       IVY.    The  leaves,  berries,  and  wood  of  the 

common  ivy,  Hedera  Helix  (L.)  have  been  used 

'  in  medicine ;  they  contain  a  mixture  of  glucosides, 

;  soluble  and  insoluble  in  water.    One  of  the 

•  latter  is  crvstalline,  and  has  been  repeatedly 

I  examined,  last  and  most  thoroughly  by  van 

'  der  Haar  (Pharm.  Weekbhid,  1913,  60,  1360, 

1381,  1413 ;   see  also  Arch.  Pharm.  1912,  260, 

424).     This   author  calls  it  a-hederin;    m.p. 

;  266*^-267^ MjJ^'-f 9-68* in  alcohol.  The  formula 

I  is  possibly   C4*H««Oii,2HsO.    It  forms  small 

I  colourless    needles,    soluble    in    concentrated 

!  sulphuric  acid  with  an  orange  colour,  becoming 

bright  red  and  finally  colourless,  as  a  violet 

precipitate  deposits.     It  forms  a  penta-acetyl 

derivative,  m.p.  about  166%  and  contains  one 

methoxy  group.    It  does  not  foam  on  shaking 

with  water.    It  is  hydrolysed  slowly  by  boiling 

4  p.c.  sulphuric  acid  to  a-hedera^enin,  arabinose, 

and  rhamnoee,  probably  according  to  the  equa^ 

tion 

i  C4,He,On+3H,0 

«C,iH,oO,tC^H^O,+C,H„0, 

I        aHederagtnin    CsiHsoOa,    m.p.    326° -326% 
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forms  rhombio  prismB,  and  has  [a]^  -4  81*2°  in 
pyridine.    It  may  be  written 


(HO),C,qH„< 


/CO 


f 


as  it  contains  a  lactone  group,  but  no  methoxy- 
roup,  and  yields  a  diacetyl  derivative  (m.p. 
10*^).  On  distillation  with  zinc-dust  a  greenish 
fluorescent  oil  is  obtained,  containing  a  aesqui- 
icrpene,  Ci,H,4,  which  still  gives  the  same 
violet-red  coloration  as  hederagenin,  and  as 
the  original  glucoside.  The  portion  non- 
volatile with  steam  is  probably  {CiB.^)r. 

There  seems  little  doubt  that  this  glucoside 
is  identical  with  the  Jiederin  of  Hondas  (Gompt. 
lend.  128,  1463)  (C«4Hio«Oi9,  m.D.  248^,  which 
on  hydrolysis  gave  heder^in,  C^fii^V^,  m.p. 
324",  rhamnose  and  hederose  (^arabinose  ?), 
and  it  may  further  be  the  same  as  the  ivy 
olucoMe  C,,HmOxi»2H,0,  m.p.  233°,  isolated 
by  earlier  investigators  from  the  leaves,  but 
mostly  from  the  berries  (Davies  and  Hutchioson, 
Pharm.  J.  [iii.]  7,  276;  Davies,  ibid,  [iii]  8, 
205;  Kingzett,  ibid,  [iii.]  8,  206;  Vemet,  J. 
1881,  91 ;    Vincent,  BuU.  Soc.  chim.  36,  231 ; 


I  Block,  Arch.  Pharm.  [iiL]  26,  963).    The  leaves 
may  be  exhausted  with  hot  water  and  then  with 
hot  90  p.o.   alcohol,  or  the   hemes  may   be 
,  exhausted  with  ether,  and  then  with  alcohol. 
The  alcoholic  extract  is  treated  with  charcoal, 
or,     after    evaporation,     washed     with     cold 
I  beoizene,  and  then  dissolved  in  hot  alcohol  or 
'  acetone,  when  on  cooling  and  concentration  the 
I  glucoside  crystallises.    (Houdas*s  hederin    dis- 
solved in  64  parts  of  alcohol  at  18°  and  in  6*22 
,  parts  at   78  .)    Ivy  glucoside  gives  a   violet 
,  colour  reaction  with  sulphuric  acid  like  that 
described  above,  and  is  stated  by  Block  to  be 
hydrolysed  to  a  substance  CaoH^tO^  (?),  m.p. 
280°,  and  a  sugar. 

Posselt  has  described  amorphous  hodero- 
tannic  acid  and  hederic  acid  from  the  berries 
(Annalen,  69,  62). 

The  physiological  action  of  ivy  glucosides  has 
been  examined  by  Joanin  (Gompt.  rend.  128, 
1476),  and  by  Moore  (J.  Pharm.  exp.  Therap. 
1913,  4,  263). 

A  peroxydase  from  ivy  has  been  prepared 
in  a  purified  condition  by  van  der  Haar  (Ber. 
1910, 43, 1327),  who  regards  it  as  a  gluco  protein. 
For  ivy  gum  resin,  see  Gum  BBSora    G.  B. 


JABORANDI  AMD  ITS  ALKALOIDS.    The 

leaves  of  PHorarpus  Jaborandi  (Holmes)  wero 
introduced  into  European  medicine  by  Goutinho 
and  Gubler  in  1874  (Rep.  de  Pharm.  2,  171) 
under  the  name  'jaborandi,'  which  has  since 
been  employed  gene^rally  for  the  leaves  of  various 
species  of  pilocarpus  indigenous  to  the  eastern 
parts  of  S.  America.  Pilocarpus  Jaborandi 
(Pemambuco  Jaborandi)  is  no  longer  obtain- 
able in  quantity,  the  Jaborandi  of  commeioe 
being  usually  the  leaves  of  P.  microphyUus 
(Stapf.)  (Maranham  Jaborandi),  although  the 
leaves  of  P.  pennatifolius  (Lem.),  P.  racemosus 
(Vahl.),  P.  spicatua  (A.  St.  HiU),  and  P. 
trachylophtuf  (Holmes)  have  also  appeared  in 
trade. 

The  leaves  of  P.  Jaborandi  were  official  in 
the  B.P.  1898,  but  have  been  omitted  from  the 
B.P.  1914.  In  the  U.S.P.  these  leaves  and 
those  of  P.  microphyllufi  aro  official.  Owing  to 
the  fact  that  the  sole  physiological  activity  of 
the  leaves  has  been  shown  to  be  due  to  the 
pilocarpine  they  contain  (Jowett  and  Marshall, 
British  Medical  Journal,  13th  Oct.  1900),  and 
to  the  greater  convenience  attained  by  the  use 
of  the  salts  of  this  alkaloid,  the  employment 
of  the  salenioal  preparations  of  Jaborandi  has 
practicdy  ceasea  and  they  are  no  longer  used 
to  any  appreciable  extent  in  medicine.  No 
preparation  of  the  drug  is  recognised  in  the  B.P. 
and  the  fluid  extract  only  in  the  U.S. P.,  but 
galenical  preparations  of  Jaborandi  have  been 
used  as  an  ingredient  in  hair  washes  and 
restorers.  Of  the  salts  of  pilocarpine,  the  nitrate 
is  usually  employed  in  Great  Britain,  being 
stable  and  sufficiently  soluble  in  water  for 
practical  purposes,  though  the  hydrochloride, 
which  is  more  soluble  in  water,  but  deliquescent 
in  the  air,  is  preferred  on  the  Gontinent  of 
Europe  and  America.    The  drug  was  examined 


by  Haidy  (BuU.  Soc.  chim.  1876,  [u.]  24,  497), 
derrard  (Pharm.  J.  1876,  [iii.]  6,  866,  966; 
1877,  [iii.]  7,  226),  Hamack  and  Meyer  (Annalen, 
1880,  204,  67),  Jowett  (Ghem.  Soc.  Trans. 
1900,  77,  474,  861;  1901,  79,  681,  1331), 
Jowett  and  Pyman  (Ghem.  Soc.  Proo.  1912,  28, 
268),  and  PVman  (Ghem.  Soc.  Trans.  1912,  101, 
2200 ;  cf.  Leger  and  Roques,  Gompt.  rend.  1912, 
166,  1088;  1913,  166,  1687).  The  results  of 
these  researehes  show  that  P.  microphyUus 
leaves  contain  pilocaroine,  Mo-pilocarpine  (j8- 
pilocarpine  of  Briihl,  Mjelt,  and  Aschan ;  pilo- 
carpidine  of  Petit  and  Folonowsky  (J.  Pharm. 
Ghim.  1897,  [vi.]  6,  370.  430,  476;  1898,  6,  8), 
and  pilosine.  Hamack  and  Meyer's  pilocaipi- 
dine  (Ghem.  Zeit.  1886,  628)  and  jaboruie 
(Annalen,  1880,  204,  67)  may  occur  in  P. 
Jaborandi  leaves,  which  are  no  longer  obtainable 
in  commerce.  A  sample  of  jaborine  obtained 
from  Merek  and  examined  by  Jowett  (Ghem. 
Soc.  Trans.  1900,  77,  492)  proved  to  consist  of  a 
mixture  of  isopilocarpine,  pilocarpidine,  and 
possibly  pilocarpine,  with  non-alkaloidal  sub- 
stances. Petit  and  Polonowsky  have  stated 
that  P.  spicahu  leaves  contain  ^-|>ilocarpine 
and  ^-jaborine  (2.C. ).  PUocaipine,  tMpilocazpine, 
and  pilocarpidine  produce  similar  effects  on  the 
secretory  activity  of  the  sweat  and  salivary 
glands,  thouffh  pilocarpine  is  much  the  most 
powerful,  and  they  also  cause  contraction  of  the 
pupil  of  the  eye,  and  in  this  respect  are  antago- 
nistic to  atropine. 

Preparation  of  th^  alkaloids. — ^These  alkaloids 
are  characterised  by  bein^  soluble  in  water  and 
in  chloroform,  and  in  being  remarkably  stable 
to  acids  and  alkalis  (except  that  pilocaipine  on 
heating  for  a  long  time  or  on  long  contact  with 
the  fixed  alkalis  becomes  converted  into  iso- 
pilocaipine).  The  general  methods  of  the 
extraction  of  alkaloids  modified  to  suit  these 
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properties  can  be  snooeflsfully  employed.  The 
ustutl  procedure  in  as  follows : — 

The  finely  powdered  leaves  are  extracted 
with  alcohol  containing  hydrochloric  acid.  The 
solvent  is  distilled  off,  the  aqueous  residue 
filtered,  neutralised  with  ammonia,  and  evapor- 
ated to  a  low  bulk.  Excess  of  ammonia  is  tnen 
added  aniji  the  alkaloids  extracted  with  chloro- 
form. The  chloroform  is  distilled  ofif,  the 
residue  dissolved  in  as  little  water  as  possible, 
and  neutralised  with  dilute  nitric  acid.  The 
crystalline  nitrates  which  form  are  separated 
into  pilocarpine  nitrate  and  Mopilocarpine 
nitrate  by  recrystallisation  from  alcohol  until 
each  is  of  constant  melting-point. 

Estimatum. — ^A  weighed  quantity  of  the 
finely  powdered  drug  is  extracted  in  a  Soxhlet 
apparatus  with  alcohol  containing  1  p.c.  of 
ammonia.  The  alcohol  is  distilled  off  and  the 
residue  dissolved  in  water,  made  alkaline  with 
ammonia  if  necessaiy,  and  extracted  with 
chloroform.  The  chloroform  solution  is  sepa- 
rated, the  solvent  distilled  off,  and  the  residue 
dried  at  100^  and  weighed.  It  represents  the 
total  alkaloids.  Jowett  (Pharm.  J.  1899,  [iv.] 
9, 91 )  has  proposed  a  method  for  the  approximate 
estimation  of  pilocarpine  in  this  residue  by  con- 
version into  the  crystalline  nitrate  and  oliserva- 
tion  of  the  optical  rotation  of  the  product.  Of 
the  important  varieties  of  Jaborandi  leaves  met 
in  commerce,  the  most  common  P.  microphyUus 
(Stapf.),  contains  from  0*76  p.c.  to  as  much  as 
1  p.c.  of  total  alkaloid  of  which  about  75  p.c.  is 
pilocarpine,  whilst  P.  Jaborandi  (Holmes)  con- 
tains about  0*72  p.o.,  of  which  93  p.c.  is  pilo- 
carpine (Paul  and  Cownley,  Phann.  J.  1896, 
[iv.]3,  1). 

PUoearplne  CiiHieO,Ns  is  a  colourless  oil, 
soluble  in  water,  alcohol,  or  chloroform,  b.p. 
260^  under  5  mm.  pressure,  being  partially 
converted  into  Mopilocarpine  {see  below)  in 
the  process.    Dextrorotatory,  [a]  +100*6**;  the 

rotation  is  reduced  by  the  addition  of  alkali. 
The  salts  crystallise  well ;  the  nitrate  B'HNO, 
forms  well-defined  prisms,  m.p.  178** ;  the  hydro- 
chloride B'HCl  white  deliquescent  crystals, 
m.p.  204**-206*';  the  auriohloride  BHAUCI4, 
lemon-yellow  needles,  m.p.  117**-130°  (dry) ;  and 
the  picrate,  characteristic  long  needles,  m.p. 
147**.  The  B.P.  1914  only  recognises  the 
nitrate,  ntp.  about  176**,  and  soluble  in  8  parts 
of  water.  The  U.S.P.  1916  includes  both  the 
nitrate  and  hydrochloride  with  the  following 
oonstante  :  Nitrate,  m.p.  170**-!  73%  soluble  in 
4  parts  of  water  and  in  76  parts  of  alcohol  at 
26*,  and  the  hydrochloride,  m.p.  195*'-198% 
soluble  in  0 '3  part  of  water  and  m  3  parts  of 
alcohol  at  26*C  The  U.S.P.  evidently  refers 
to  an  impure  pilocarpine  nitrate,  as  the  pure 
salt  as  prepared  by  /owett  {l.c.)  melts  at  178** 
and  is  soluole  in  6*4  parts  of  water  at  20% 

JtfoPUocarplne  CnHjcOiNt.  When  pilocar- 
pine is  heated  alone  or  with  alcoholic  soda  it  is 
changed  into  Mopilocarpine,  which  also  occurs 
in  P.  mierophyUua  and  P.  Jaborandi  leaves,  and, 
according  to  Jowett  (Ohem.  Soc.  Trans.  1900, 
77,  473),  is  frequently  found  in  commercial 
pilocarpine  nitrate.  It  is  an  oil,  b.p.  261  **/10  mm. 
[a]  »+42'8'' in  alcohol.    The  nitrate  B'HNOf 

m.p.   159**,  orvstalltsos  in  prisms,  and  is  less 
soluble    in    alcohol    than    pilocarpine    nitrate 
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(Jowett,  Z.C.);  the  hydrochloride  B'HCl,  ULp. 
127%  is  stable  in  the  air  (unlike  ^he  pilocarpine 
salt,  which  is  hvgroscopic).  The  auriohloride, 
m.p.  158**-159**,  forms  lemon- vellow  needles,  and 
the  mcrate,  long  vellow  needles,  m.p.  161**. 

Reactions  and  constittttion. — On  solution  in 
alkiJis  both  alkaloids  form  unstable  sodium 
salts,  viz.  sodium  pilocarpate  and  sodium  iso- 
pilocarpate,  from  which  salts  of  other  metals 
may  be  prepared.  On  oxidation  with  per- 
manganate Mopilocarpine  produces  homopilopio 
acid  CsH|,04,  and  pilopic  aeid  C^'Biffl^,  The 
former  on  fusion  with  potash  yields  a-ethyltri- 
carballylio  acid,  and  the  second,  on  similar 
treatment,  gives  n-butyric  acid.  By  distillation 
with  soda-mne  isopilocarpine  yields  1 : 4-  (or  5-) 
dimethylglyoxaline  (Jowett,  Ghem.  Soo.  Trans. 
1900,  77,  474,  851 ;  1901,  79,  581,  1331 ;  1903, 
83,  440;  ef.  Pinner  and  collaborators,  Ber. 
1900,  33,  1424,  2357  ;  1901,  34,  727  ;  1902,  36, 
2241).  One  of  the  two  following  formuln  is 
regarded  as  representing  wo-pilocarpine  : — 
L  C.H5*CH--(3H-C!H.*C*NMev 

II  II  >CH 

CO    CH,        CH—N^ 


\^ 


/ 


or     XL 


CJI,-CH— CHCHjCH- — ^Ni 

III! 

CO    CH,        C— NM< 

\/ 
O 
JfoPilocarploe  (Jowett). 

the  balance  of  evidence  being  in  favour  of  I. 
(Jowett,  Chem.  Soc.  Trans.  1903,  83,  438; 
1905,  87,  794;  and  Pjrman,  ibid.  1910,  97, 
1814 ;  e/.  'Burnet  and  Sohwarz,  Ber.  1902,  35, 
2441).  Pilocarpine  or  Mopilocarpine  nitrate  is 
converted  b^  the  action  01  alcoholic  potash  into 
an  equilibrium  mixture  consisting  chiefly  of 
MOpilocarpine  with  a  small  percentage  of  pilo- 
carpine and  the  alkaloids  are  thus  probably 
stereoisomerides  (Jowett,  /.c). 

PUoearpidlne  Ct  qHi^OsN,  occurs  in  PUocarpw 
Jaborandi  leaves,  but  not  in  those  of  P.  mierO' 
phyUus,  and  consequently  is  not  obtainable 
from  the  Jaborandi  leaves  of  present-day  com- 
meree.  The  alkaloid  is  liquid,  but  3rields  crystal- 
line  salts;    the   hydrochloride  has   [a]  +72% 

The  nitrate,  m.p.  137%  [a]p+73'2**  is  much  more 

soluble  in  alcohol  than  julocarpine  and  mo- 
pilocaipine  nitrates;  the  aurichloride,  m.p. 
124**-125%  is  soluble  in  water.  As  in  the  case 
of  pilocarpine  the  optical  rotation  of  pilocarpidine 
is  reduced  by  the  addition  of  alkali  (Hamack 
and  Meyer,  Chem.  Zeit.  1885,  628;  Merok, 
Areh.  Phann.  1898,  236,  141 ;  Jowett,  Chem. 
Soc.  Trans.  1900,  77,  474).  The  name  pilocarpi- 
dine was  erroneously  applied  by  Petit  and 
Polonowsky  to  Mopilocarpine. 

Jaborlne.  This  amorphous  alkaloid  may 
occur  in  P.  Jaborandi  leaves  (Hamack  and 
Meyer,  Annalen,  1880,  204,  67).  Accordug  to 
Jowett  {l.e,),  commercial  jaborlne  is  a  mixture 
of  Mopilocarpine,  pilocarpidine,  and  possibly 
pilocarpine,  with  colouring  matter. 

PUoslne  0i,Hi,O»N..  This  alkaloid  was 
obtained  from  the  mother  liquors  from  whioh 
pilocarpine  and  imilocarpine  nad  been  isolated 
by  Pyman  (CJhem,  Boo.,3Sl^».  1912,  101,  22Q0\ 
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and  almost  simultaneously  by  L^er-Roques, 
who  named  it  *  oarpiline ' ;  it  occurs  to  the 
extent  of  about  0*007  p.c.  in  the  leaves  of  P. 
mierophyUua,  Pilosine  forms  large  colourless 
plates,  m-p.  187^  [o]  +39*9''  in  alcohol.    The 

rotation  is  reduced  by  alkali,  as  in  the  case  of 
pilocarpine  and  Mopilocaipine.  The  salts  do 
not  crystallise  well ;  the  aurichloride  B'HAuCl4, 
golden  wedge-shaped  plates,  m.p.  143•-144^ 

Confititution,—-Eis«,ted  with  alkali  it  yields 
benzaldehyde  and  pilosinine  C»Hi|O.N|.  The 
latter  behaves  like  pilocarpine  and  Mopuocarpine, 
and  the  constitutional  lormula  of  pilosine  is 
therefore  probably : — 

•     C,H,-CH(OH)CH— CHCHjC-NMov 

I         I  II  >CH 

CO    CH,        CH— N'^ 

Y 

(c/.  formula  for  MOpilooarpine  I.).  Both  pilosine 
and  pilosinine  have  a  mud  pilocarpine  action, 
very  much  weaker  than  the  latter  base. 

The  mioroohemical  detection  of  the  alkaloids 
in  the  leaves  of  Pilocarpus  pennatifolius  (Lem.) 
has  been  investigated  by  Tunmann  (Chem. 
Zentr.  1909,  i.  1610). 

Of  the  constituents  of  Jaborandi  which  have 
been  examined  there  only  remains  to  be  men- 
tioned the  volatile  oil,  which  exists  to  the 
extent  of  about  }  p.c.  in  the  leaves.  This 
consists  of  a  dextrorotato^  terpene  which  boils 
at  178°,  pilocarpene  CioHje,  and  some  higher 
boiling  liquid  ana  solid  compounds.  Pilocarpene 
has  the  8p.gr.  0*852  and  forms  a  crystalline 
hydrochloride  CioHiet^HCl  which  melts  at 
49-5*. 

An  examination  of  a  species  of  Jaborandi, 
Pilocarpus  spicatus  (St.  Hiliare)  [Aracati  jabo- 
randi (Holmes)],  by  Petit  and  Polonowsky 
(J.  Pharm.  Chim  [vi.]  5,  369)  has  led  to  the 
isolation  of  two  alkaloids.  The  leaves  were 
extracted  in  the  usual  way  and  the  mixture  of 
the  bases  converted  into  nitrates.  The  mixed 
nitrates  were  then  treated  with  sodium  hydroidde 
and  extracted  with  chloroform.  From  the 
chloroform  solution,  ^-jaborine  was  obtained  as 
a  colourless  oil  with  strongly  alkaline  properties, 
yielding  a  crystalline  nitrate,  m.p.  168  .  The 
second  alkaloid  ^-pilocarpine  has  veiy  much  the 
same  properties  as  pilocarpine,  except  that  it  is 
optically  inactive,  and  yielos  a  ciystailine  nitrate, 
small  needles,  m.p.  142%  and  a  hydrochloride, 
prisms,  mjj.  198%  H.  A.  D.  J. 

JABOIuDfE  V.  Jaborandi. 

J-AGID.  2-AminO'5-Napht?iol-T'Sftlphonie 
Acid  (g.w.). 

JADE.  Under  this  term  aro  included  two 
distinct  minerals  differing  widely  in  chemical 
composition,  but  strikingly  similar  to  one  another 
in  external  characters.  These  are  nephrite  and 
jadeite.  They  rank  as  precious  stones,  being 
especially  valued  in  the  East  as  the  material  for 
elaborately  carved  ornaments.  Stone  imple- 
ments worked  in  these  materials  have  been 
found  in  the  ancient  Swiss  lake-dwellings  and 
amongst  preMstorio  remains  in  many  other 
countries.  These  minerals  have,  in  common,  a 
white  to  green  (rarely  a  pale  violet)  colour,  with 
a  certain  degree  of  translucenoy  and  a  greasy 
appearance  on  highly  polished  surfaces.    They 


are  remarkable  for  their  extreme  touirhness  (as 
distinct  from  hardness),  it  being  very  difScult  to 
fracture  pebbles  by  blows  from  a  hammer.  This 
toughness  is  a  result  of  the  peculiar  texture  of 
the  material ;  thin  sections  examined  under  the 
microscope  show  a  close,  felted  aggregate  of 
short,  minute  fibres. 

The  name  nephrite  from  the  older  name  lapis 
nephriticus,  meaning  kidney-stone,  refers  to  the 
ancient  belief  that  when  worn  as  a  charm  this 
stone  was  a  remedy  for  kidney  disease.  The 
name  jade  has  the  same  meaning,  through  the 
Spanish  *piedra  de  yjada.'  A  well-known 
Chinese  name  is  'yu,'  and  the  ancient  Mexican 
is  '  chalchihuitl.  *  Jadeite  was  first  distioguished 
chemicallv  and  so  named  by  A.  Damour  in  1863. 
Nephrite  is  a  metasilicate  of  magnesium  and 
calcium  GaMg,(Si03)4,  with  usually  a  small  and  . 
variable  amount  of  ferrous  oxide  (to  which  is 
due  the  range  in  colour).  It  is  a  member  of  the 
amphibole  group,  differing  from  tremolite, 
actinolite,  and  amphibole-asTOstos  only  by  reason 
of  the  peculiar  texture  of  the  material.  Under 
the  microscope,  the  fibres  show  prismatic 
cleavages  inclined  at  124°  and  the  optical 
characters  of  amphibole ;  sp.gr.  2 '91-3 '1 ; 
H.  6-6J. 

Jadeite  is  a  metasilicate  of  sodium  and 
aluminium  NaAl(Si08)t;  small  amounts  of 
ferrous  and  fenic  oxides  are  often  present,  and 
in  the  dark  green  variety  known  as  cfaloro- 
melanite  there  is  6-10  p.c.  'Fefi^  isomorphously 
replacing  alumina.  Jadeite  is  a  member  of  the 
P3rroxene  group,  having  an  angle  of  93^  between 
the  prismatic  cleavages  and  the  optical  properties 
characteristic  of  this  group;  sp.gr.  3'2^^*36 
(3*4  in  chloromelanite).  The  hardness  (H.  6|-7) 
is  rather  greater  in  jadeite  than  in  nephrite. 

These  two  minerals  are  of  course  readily 
distinguished  by  chemical  tests;  and  also  by 
the  easier  fusibility  of  jadeite,  which  at  the  same 
time  imparts  a  yellow  colour  to  the  flame.  In 
thin  sections  under  the  microscope,  the  optical 
characters  and  cleavage  angles  afford  mstin- 
guishing  features.  In  many  cases,  however,  it  is 
the  material  of  a  carved  ornament  that  requires 
determination,  and  then  the  only  available  test 
is  that  ^iven  by  the  difference  m  sp.gr.  Some 
other  mmerals,  e.g.  the  hard  compact  variety  of 
serpentine  known  as  bowenite  (sp.gr.  2*6),  which 
are  often  confused  with  jade,  may  also  be  readily 
distinguished  by  their  sp.gr. 

Nephrite  and  jadeite  each  occur  as  con- 
stituents of  metamorphic  silicate  rocks,  and  tiiev 
are  fre<|uently  so  intimately  intermixed  with 
other  mmerals  that  the  material  itself  is  at  times 
of  the  nature  of  a  rock.  Much  of  the  material 
used  for  carving  is  collected  as  pebbles  and 
boulders  from  the  beds  of  streams.  Quarries  in 
the  solid  rock  are,  however,  worked  in  Eastern 
Turkestan  (nephrite)  and  at  Tawmaw  in  Upper 
Burma  (jadeite).  The  well-known  New  Zealand 
'greenstone '  is  a  dark  green  nephrite.  (On 
New  Zealand  nephrite,  see  A.  M.  Finlayson, 
Quart.  J.  Geol.  Soc.  1909,  66,  366.) 

Jade  presents  many  points  of  interest  to  the 
ethnologist  and  collector  as  well  as  to  the 
mineralogist,  and  it  is  the  subject  of  a  consider- 
able  literature.  A  monumental  work  in  two 
huge,  beautifully  illustrated  volumes  is  the 
'  Investigations  and  Studies  in  Jade,'  based  on 
the  Heber  B.  Bishop  collection  (New  York, 
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1906 ;  a  privately  printed  edition  limited  to  100 
oopies  woB  prepared  at  enormouB  expense  for 
free  distribution  to  the  principal  royal  and 

Eublic  libraries  of  the  worid).  The  subject  is 
ere  dealt  with  by  numerous  contributors  from 
all  possible  points  of  view;  in  the  chemical 
portion  58  new  analyses  are  given.*  A  briefer 
and  more  accessible  general  account  of  jade  is 

fiven  in  M.  Bauer's  Edelsteinkunde,  2nd  edit. 
900 ;  EngUsh  translation.  Precious  Stones,  by 
L.  J.  Spencer,  1904.  L.  J.  S. 

JADEITE  V.  Jade. 

JAK-WOOD,  or  Jack-wood,  is  derived  from 
the  Artocarjma  irUegrifolia  (Linn.)  which  belongs 
to  the  UrUcacea,  and  is  cultivated  throughout 
India,  Burmah,  and  Oeylon,  except  in  the 
north.  It  is  laii^ely  used  for  carpentry,  furni- 
ture, &c.,  and  IS  stated  to  be  imported  to 
Europe  for  this  purpose.  The  rasped  wood  is 
used  by  the  naUves  of  India  and  Java  as  a 
yellow  dye  in  conjunction  with  alum,  for  the 
robes  of  the  Burmese  priests,  also  for  dyeing 
silk  and  for  general  purposes. 

An  aqueous  solution  of  the  wood  possesses 
the  characteristic  property  that  when  it  is 
treated  with  alkali  and  gently  wanned,  the 
vellow  solution  at  first  obtained  assumes  a 
beautiful  blue  tint. 

Jack- wood  (Perkin  and  Cope,  Ghem.  Soc. 
Trans.  1895,  67,  937)  is  very  similar  to  old  fustic, 
and  its  dyeing  properties  are  due  to  morin  {see 
Old  Fustic).  UnluKe  old  fustic,  however,  it 
contains  no  maclurin,  but  there  is  prejsent  a 
second  substance,  oyanomadurin,  which  is 
devoid  of  tinctorial  property.  These  compounds 
can  be  isolated  from  jack-wood  by  methods 
which  are  almost  identical  with  those  which 
have  been  applied  to  fustic  itself,  and  their 
separation  may  be  effected  by  means  of  lead 
acetate,  as  this  precipitates  only  the  morin. 

Cyanomadurin  Ci^itOc  crystaUises  in 
colourless  prisms,  somewhat  leadiiy  soluble  in 
water,  and  gives  with  basic  lead  acetate  a 
colourless  precipitate,  and  with  ferric  chloride  a 
violet-coloured  liquid.  Its  solution  in  dilute 
alkalis  is  colourless,  but  if  this  be  gently  warmed 
a  beautitul  deep  indigo  coloration  is  produced, 
which  on  longer  digestion  passes  into  ereen  and 
finally  beomes  brown-yellow.  When  fused  with 
alkali,  it  eives  p-resorcylic  add  and  phlorogludnoL 

Aeeiylcyaiwmadurin  CisP.iOtiCJB.fi)^, 

colourless  needles,  melts  at  136°-I38^  and 
henzoyloyanomadurin  Cii'EfiJ.CjRfi)^,  colour- 
less prisms,  melts  at  171M72°.  Dtaazoben- 
zene  oyarumadurin  CisHioOgCCeHsN,)],  scarlet 
needles,  m.p.  245''-247°  (decomp.),  gives  an 
aeeif/l  derivative,  probably 

Ci5H,0e(C,H,N,),(C,H,0), 

oranee-red  needles,  m.p.  209°-210^  (decomp.) 
(Perkin,  Chem.  Soc.  Trans.  1905,  87,  715).  In 
certain  respects,  cyanomadurin  resembles  the 
catechins  oi  gambler  and  acacia  catechus,  and 
more  especially  so  in  that  by  boiling  with  dilute 
acids  it  gives  reddish-brown  amozphous  sub- 
stances, which  are  very  similar  to  the  so-called 
catechin  anhydrides.  The  product  obtained  by 
the  action  of  hydrochloric  acid  on  a  boiling 
acetic  acid  solution  of  oyanomacluiin  is  insoluble 
in  alkalis  and  all  solvents,  and  has  a  percentage 
composition  almost  identical  with  the  oatechin 
anhydride   similarly   produced.    According   to 


Perkin,  cyanomadurin  is  possibly  a  reduction 
product  of  morin,  thus : 

OH  ^^« 

Jack-wood  dyes  shades  very  similar  to  those 
given  by  old  fustic ;  that  is,  olive-yellow  with 
chromium,  dull  yellow  with  aluminium,  and  a 
brighter  yellow  with  tin  mordant.  On  the  other 
hand,  the  sample  examined  by  Perkin  and  Cope 
possessed  only  about  one-third  of  the  dyeing 
power  of  old  nistic.  A.  G.  P. 

JALAP  V.  Bbsins. 

JALAPIN  V.  Scammony,  art.  Gum  besinb; 

GLV008IDB&. 

JAMBA  OIL  is  obtained  from  a  plant 
belonging  to  a  variety  of  the  genus  BrtMsica. 
The^l  behaves,  in  most  respects,  very  similarly 
to  ordinary  rape  oil,  but  differs  from  it  most 
distinctly  in  ttiat  it  does  not  lend  itself  so 
readily  to  the  manufacture  of  '  blown  *  oil  as 
the  other  oils  bdonging  to  the  rape  oil  group. 
Hence  jamba  oil  is  distmctly  inferior  to  rape  oil 
prepared  from  genuine  rape  seed  oil,  which 
accounts  for  its  lower  commeroial  value  as 
compared  with  that  of  colza  oil. 

tfamba  oil  is  most  readily  recognised  by  its 
peculiar  taste  and  smell.  It  is  chiefly  used  as  a 
Duming  oil,  although  it  does  not  bum  so  well 
aa  colza  oil.  It  is  also  used  for  lubricating 
purposes,  and  takes  its  place,  as  regards  quality, 
Detween  Indian  rape  oil  and  ravison  oil. 

The  following  values  have  been  recorded 
for  genuine  specimens  of  the  oil :  sp.gr.  0*9150- 
0'9168;  solidification  point,  —10^  to  —12**; 
iodine  value,  95*2-102*5;  and  m.p.  of  fatty 
acids,  19^-21^ 

JABIESONITE.  A  sulphantimonite  of  lead, 
invariably  containixig  2-3  p.c.  of  iron,  the 
formuhi  being  4PbS*FeS'3SbJS8  (W.  T.  Schaller, 
Zdtsch.  Kryst.  Min.  1911,  48,  562;  L.  J. 
Spencer.  Min.  Mag.  1907.  14,  207.  310).  It  is 
orthorhombic  with  a  distinct  basal  cleavage,  but 
only  adcular  crystals  (v.Fbathisii-obb),  columnar 
masses,  or  more  usually  finely  fibrous  masses 
have  been  found.  Co&iae  columnar  masses 
associated  with  stibnite  have  been  mined  at 
Endellion  in  Cornwall.  The  mineral  is  of 
frequent  occurrence  in  Bolivia,  and,  as  it  some- 
times contcdns  small  amounts  of  silver,  it  has 
been  worked  as  a  silver-lead  ore  as  well  as  for 
i^ntlmony.  L.  J.  S. 

JANTHONE.  A  synthetic  perfume  obtained 
by  condensing  crital  or  lippial  uid  mesityl  oxide. 
Lippial  CtoHiji^  ^  present  in  the  oil  of  Lijmia 
ct7n(x2ora(H.JB.  &  K.).  Janthone  is  a  tetrahy- 
drobonzene  derivative  containiiur  two  ethylene 
bonds  in  the  ketone  side  chain  :  o.p.  162^  under 
10  mm. ;  sp.gr.  0*9452.  When  diluted  it  has  a 
charact^istic  odour  of  violets  and  orris  root. 
(D.  R.  P.  118288, 1898 ;  Farbw.  Durand,  Hugenin 
&  Co.,  Zeitsch.  ansew.  Chem.  1901, 14,  346.) 

JAPAN  BLACK  V,  Bbuitswigk  black. 

JAPAN  EARTH.   Terra  japonicav.  Catechu. 

JAPANESE  SARDINE  OIL  is  obtained  from 
Chipanodon  mdanogUda  (T.  and  S.),  a  fish 
belonging  to  the  Clupeidce.  Japanese  sardine 
oil  differs  distinctly  m>m  the  orainary  sardine 
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oil  (see  Sabdinb  oil)  in  its  higher  iodine  value, 
which  in  pure  epedmens  reaches  as  high  a 
figure  as  187.  1^  commercial  oil  has,  until 
recently,  been  prepared  in  a  Yery  crude  manner, 
the  fisn  refuse  hayLog  been  boiled  with  water 
to  separate  the  oil.  Japanese  sardine  oil  is 
characterised  by  a  considerable  proportion  of 
dupanodome  aad,  of  which  as  much,  as  14*2  p.c. 
is  yielded  by  genuine  specimens. 

Genuine  specimens  examined  by  Tsujunoto 

Save  the  following  values:  8p.gr.  at  15'5^ 
-9316-0-9347;  saponification  value,  194*8- 
196-2  ;  refractive  index  at  20^  1 '4802 -1*4808 ; 
iodine  value,  180*6-187-3 ;  and  m.p.  of  fatty 
acids,  36*4^-36*2^ 

The  commercial  Japanese  sardine  oil  has 
hitherto^  been  more  or  less  mixed  with  other 
fish  oils,  so  that  the  commercial  specimens  of 
oil  have  much  lower  iodine  values  than  the 

genuine  oils.  Japanese  fish  oil  (which  must  not 
e  con&)und0d  with  Japanese  cod-liver  oil)  is 
hugely  exported  to  Europe  and  to  Australia, 
where  it  is  used  in  soap  making  and  in  the 
leather  industries.  J.  L. 

JAPAN  WAX  (Japan  tallow)  is  obtained 
from  the  berries  of  several  species  of  the  sumach 
tree,  viz. :  Bhus  succedanea  (L.),  known  in 
Japan  as  'haz6*;  R.  acuminata  (DC.);  B. 
vemicifera  (DC.),  known  in  Japan  as  *urushi- 
noki ' ;  JZ.  fylveatris  (Sieb.  et  Zucc.).  The  first- 
named  species  is  grown  chiefly  in  China,  whereas 
the  last-named  one  flourishes  especially  in  the 
western  provinces  of  Japan;  the  species  R. 
mceedanea  grows  also  in  Indo-China  and  in 
India.  In  China,  Japan,  and  Tonkin,  the  trees 
are  cultivated  chiefly  for  the  sake  of  the  lacquer 
which  they  exude.  Japan  wax  must  ther^oro 
be  considered  as  a  by-product  of  the  lacquer 
industiy. 

The  seeds  of  the  several  species  of  Rhus 
consist  of  a  small  kernel  surrounded  bv  a 
greenish,  striated,  shrivelled  mass.  In  Chioa 
the  wax  is  prepared  by  crushing  the  seeds, 
together  with  their  coating,  and  steaming  them 
in  perforated  cylinders  so  Uiat  the  fat  melts  and 
runs  off.  In  Japan  the  manufacture  is  still 
carried  out  in  a  somewhat  crude  fasMon,  by 
storing  the  berries  in  straw  until  they  are  fully 
matured,  then  crushing  them  by  nand  in  a 
wooden  funnel-shaped  trough,  and  winnowing 
the  mass  so  as  to  separate  the  kernels.  The 
powdered  mass  thus  obtained  is  put  into  hempen 
sacks  and  subjected  to  pressure  in  wooaen 
wedge  presses.  The  3riela  from  the  berries 
ranges  from  16  to  20  p.c.  The  fat  is  a  coarse 
greenish  tallow-like  mass.  It  is  refined  by 
remelting,  pressing  through  cotton  sacks,  and 
allowing  the  fat  to  drop  into  cold  water.  The 
thin  ficuces  of  the  wax  are  then  bleached  by 
exposure  to  the  sun  in  shallow  baskets  (in  a 
similar  manner  as  is  done  in  the  process  of 
bleaching  beeswax),  the  material  l^ing  con- 
tinually turned  over  and  sj^rinkled  with  water. 
The  bleached  wax  is  finally  melted  and  oast 
into  slabs,  in  which  form  it  is  exported  to 
Europe. 

The  production  of  Japan  wax  cannot  be 
lai^ely  extended,  as  it  takes  7  to  8  years  for  a 
wax  tree  to  reach  maturity,  and  if  the  tree 
promises  to  become  a  fruitful  source  of  lacquer, 
this  leads  to  its  sacrifice  as  a  source  of  wax. 
Japan  wax  is  a  pale  yellow,  slightly  hard 


substance  of  concholdal,  somewhat  lustrous 
fracture.  On  keeping,  Japan  wax  turns  deep 
yellow  and  becomes  coated  with  a  white  powder ' 
consisting  of  microscopical  prismatic  needles. 
The  term  '  wax '  is  a  misnomer,  as  Japan  wax 
is  a  glyoeride,  consisting  chiefly  of  pabnitin  and 
free  palmitlo  acid.  Hence,  it  is  more  appro- 
priately termed  Japan  tidlow. 

Japan  wax  is  insoluble  in  cold  alcohol,  but 
dissolves  readily  in  boiling  alcohol,  separating 
almost  completely  on  cooling  as  a  granular, 
crvstaUine  mass.  In  addition  to  pidmitic  acid, 
which  differs  in  some  respects  from  the  palmitic 
acid  from  animal  fats,  it  also  contains  small 
quantities  of  dibasic  acids,  as  also  of  a  soluUe 
acid,  the  proportion  of  which  has  been  found 
to  amount  to  almost  6  p.o.  The  proportion  of 
dibasic  acids  amounts  to  neariy  1  p.c. ;  amongst 
these,  the  laigest  in  amount  is  japanic  acid 
Ci9H,,(C00H),  (nonadecamethylenedicarboxy- 
lic  acid),  which  is  accompanied  by  its  lower 
homologues,  heptadecamethylenedioarboxjdio 
acid  Ci7H,|((X)0H)„  and  octodecamethylene- 
dicarboxylic  acid  CiflH,«((X)OH),.  These  di- 
basic acids  probably  occur  as  mixed  glyoerides 
of  palmitic  and  dibasic  acids.  The  constitution 
of  Japan  wax  being  that  of  a  glyoeride,  it  is 
most  readily  differentiated  from  the  trae  waxes 
by  yielding  glycerol  on  saponification.  The 
iodine  vslue  of  genuine  Japan  wax  is  about  4. 
The  commereial  wax  has  a  higher  iodine  value 
— ^from  10  to  16 — as  in  consequence  of  the 
increased  demand  for  Japan  wax  it  has  become 
the  practice  in  Japan  to  extract  the  press 
residues  with  the  (haz6)  kernel  oil.  In  the 
(Chinese  mode  of  manufacture,  the  kernel  oil 
passes  automatically  into  the  'wax.'  At  a 
temperature  of  16M8^  Japan  wax  has  the 
density  of  water  of  the  same  temperature. 

The  wax  melts  at  about  60''-60^  and  it 
shows  the  phenomenon  of  double  melting-point, 
a  sample  melting  many  degrees  lower  after 
having  once  been  melted  and  rapidly  cooled. 
It  has  sp.gr.  of  0*984-0-993  at  16°,.  Hehner 
value,  189-191,  and  its  insoluble  fatty  acids 
melt  at  about  64^-62°.  The  commercial  product 
usually  contains  about  0*06  p.o.  of  mineral 
matter. 

Japan  wax  is  largely  used  for  waxing  floors, 
and  as  a  constituent  of  polishes.  As  it  forms  an 
emulsion  with  water,  it  can  be  used  for  currying 
leather.  Notwithstanding  its  high  .proportion 
of  palmitic  acid,  it  does  not  constitute  a  suitable 
candle  material.  The  proposal  to  use  it  as  an 
admixture  with  edible  lats,  or  with  margarine, 
is  to  be  strongly  deprecated.  The  adulterants 
of  Japan  wax  incluoe  water  and  starch,  whilst, 
on  the  other  hand,  it  has  been  used  as  an 
adulterant  of  beeswax.  J.  L. 

JAPACONITINE  v.  Aoonttine. 

JAPANESE  WAX  v.  Insect  wax,  art.  Waxes. 

JAPANIC  ACID  V.  jAPAjf  Wax  ;  and  Waxes. 

JAPANNING.  A  term  synonymous  with 
'  lacquering  '  (v.  Laoqitbb). 

In  Europe,  japanning  is  also  taken  to  mean 
the  art  of  coating  surfaces  with  varnishes  idiich 
are  then  harden^  by  subjecting  them  to  a  high 
temperature,  an  art  which  holds  an  intermediate 
position  between  painting  and  enamelling.  "Die 
varnishes  are  transparent  and  diurable  b^ies,  in 
black  or  other  coloure,  black  being  the  hue 
which  is  most  extensively  used.    Black  varnish 


JET. 


is  oompoaed  of  pure  natural  a^sphaltum  mixed 
into  a  preparation  of  ^m  anime  dissolved  in 
linsoed  oil  and  turpentine.  This  in  thin  coat- 
ings appears  brown,  and  requires  several  coursetf 
to  acquire  the  requisite  blackness;  the  article 
treated  being  i>laced  in  a  slove  at  about  150*^ 
after  each  ooatiag.  For  colours,  the  necessary 
mineral  pigments  or  metaUic  powders  are  mixed 
with  a  transparent  copal  varnish  of  less  body 
than  ordinaiy  painters  varnish. 

European  japanning,  although  very  far  be- 
hind the  work  produced  by  the  process  described 
as  in  use  among  the  Japanese,  produces  a  very 
brilliant  and  durable  coating  to  small  articles  of 
metal  work  and  papier  mfich^.  It  is  also  applied 
as  a  facing  for  stone  to  imitate  marble. 

JAPAN  SAGO.  Starch  obtained  from  the 
stem  of  Cy*^ui  revoluta  (Thunb.). 

JARGON  or  JARGOON  v.  ZmooN. 

JAROSITE.  Hydrated  baaio  sulphate  of 
potassium  and  ferric  iron  KtO'3Fe,09'4SOa,6H.O 
or  KjFe.(0H)i,(S04)4,  cr5;8tallised  in  the 
rhombohedxal  system  and  isomoiphous  with 
alunite.  The  potassium  {Kfi,  9*4  p.c.  according 
to  the  formula)  is  often  partly  replaced  isomor- 
phously  b^  sodium,  Na^O  reaching  618  p.c. 
m  the  variety  natrqjaroaiie ;  and  in  the  vanety 
plurnbojarosU^  lead  (PbO,  10 '7  p.c.)  takes  the 
place  of  potassium.  The  small  ciystals  have 
the  form  oi  cuboidal  rhombohedra,  the  interfacial 
angles  being  90^  45' ;  or  thev  may  be  tabular 
in  habit  owing  to  the  predonunanoe  of  the 
basal  planes.  Closely  aggregated  they  line 
cavities  in  the  massive  material,  or  they  may 
be  loose  as  a  glistening  powder.  The  mineral 
also  forms  granular,  fibrous,  and  concretionaiy 
masses.  The  colour  is  yellowish-brown  and 
the  streak  ochre- vellow ;  sp.ffT.  3*1-3-2  (3*66 
in  plumbojarosite) ;  H.  2^|.  The  name  is 
from  the  Jaroso  ravine  in  tne  Sierra  Almagrera, 
Spain,  where  the  mineral  occurs  with  lixm)nite 
in  a  silver-lead  mine.  Several  other  localities 
are  known,  especially  in  Bohemia  and  the  United 
States.  L.  J.  S. 

JASM AL*  The  active  odoriferous  principle 
of  the  jasnune  flower.    Is  the  methylene  acetal 

CH,Ov 
of  phenyl  glycol,    |  ^CH'CeHg,  and  may 

CH,0^ 

be  synthetically  formed  by  condensation  of 
phenyl  glycol  and  formaldehyde  in  presence  of 
sulphuric  acid ;  b.p.  218^ ;  sp.gr.  1*1334  (Verley, 
Compt.  rend.  1899, 128,  314). 

JASPER.  A  compact  and  opaque  variety  of 
quartz,  intimately  intermixed  witn  iron  oxide 
and  hydroxide,  clay,  &c. ;  these  impurities 
being  present  sometimes  to  the  extent  oi  20  p.c. 
The  material  has  a  dull,  even  fracture,  but  it 
takes  a  good  polish ;  the  colours  are  various — 
red,  yelfow,  brown,  green,  &c.  It  is  cut  and 
polished  as  an  ornamental  stone,  and  was  much 
prized  by  the  ancients,  but  their  jaspis  included 
other  minerals  than  those  now  designated  as 
jasper.  The  well-known  Egyptian  jasper  is 
found  as  nodules  and  pebbles  in  the  Nile  Valley, 
and  resembles  a  brown  flint,  with  dark  zones  and 
cloudings.  Banded  jasper  is  a  striped  variety, 
well  illustrated  by  tJie  beautiful  red  and  green 
*  riband  jaspers  *  of  the  Ural  Mountains.  Some 
ibanded  jaspers  appear  to  be  metamorphic  sedi- 
imentaiy  rocks,  whust  others  are  striated  felsitio 


tuffs.  The  so-called  pnrcelain-jasper  is  merolv 
a  shale  highly  indurated  by  exposure  to  a  high 
temperature. 

Affoie-jasper  or  jasp- agate  is  intermediate 
in  character  between  jasper  and  agate  or 
chalcedony;  and  in  other  directions  no  sharp 
line  can  be  drawn  between  jasper  and  homstone 
or  chert,  all  of  which  are  simply  compact 
varieties  of  quartz. 

Bed  jaspers  owe  their  colour  to  intermixed 
ferric  oxide.  They  are  sometimes  so  highly 
ferruginous  and  interlaminated  with  bands  of 
luematite  that  they  constitute  ores  of  iron, 
e.g,  the  so-called  jaspUUe  of  the  Lake  Superior 
district.      L.  J.  S. 

JASPIUTE  V.  Jasper. 

JATEORRHIZIN E  r.  Calumba. 

JAUNE  AGIDE.  Acid  yeUow  {v.  Azo-ooloub- 

INQ  MATTBBS). 

JAUNE  ANGLAIS.  Victoria  yellow  (v.  Gbbsol). 
JAUNE  BRILLIANT.    Cadmium  svlpihide  (v. 
Caduiitm). 

JAUNE  DEFER,  JAUNE  BE  MARS.    Mars 

yellow  (v.  PiGBfENTS). 

JAUNE  D'OR.  Martius's  yellow  (v.  Naphtha- 

LENE). 

JAUNE  N.    Curcwneln  \  Orange  N,  (v.  Azo- 

GOLOUBINa  HATTEBS). 

JAUNE  SOLIDE.  Fast  yellow  {v,  Azo-ooloub- 

IKO  MATTKBS). 

JAVA  WAX,  FIG  WAX  v.  Waxes. 

JECORIG  ACID  Ci,H,oOti.  An  isomer  of 
linolenic  acid,  said  to  occur  in  sardine  oil  and 
other  fish  oOs,  associated  with  clupanodonic  and 
aseltinio  acids. 

JERVINE  V.  Cevadinb. 

JESACONHINE  V.  Aoonitine. 

JESSENIAPOLYCARPA(KarBt.).  The  nuts 
of  this  Colombian  palm,  known  locally  as  the 
*  sejen  *  or  '  unamo  paUn,  yield  a  pale  yellow 
oil  closely  resembling  olive  oil  in  pnysical  and 
analjrticai  characters.  It  is  used  in  ]^ota  and 
other  Colombian  towns  for  culinary  and  medi- 
cinal purposes  and  could,  presumably,  be  used 
for  all  purposes  for  which  olive  oil  is  employed 
(Bacharach,  Analyst,  1918,  289). 

JESTERIN  V.  Qlttcosibes. 

JET.  (Fr.  Jaisy  Jatei ;  Ger.  Oagat,  Agstein.) 
A  variety  of  fossil  coal  or  lignite,  sinular  in 
appearance  to  cannel-coal.  Being  hard  f  H.  3-4) 
and  capable  of  taking  a  lustrous  suriaoe  by 
polishing,  it  is  used  for  making  small  ornamental 
articles  ;  8p.gr.  1*35.  It  is  found  on  the  York- 
shire coast  near  Whitby,  in  Spain,  France,  and 
Wiirtemberg,  occurring  in  the  shale  and  lime- 
stone formations.  The  name  is  supposed  to  be 
a  corruption  of  the  Qagates  of  Pliny  and  Dio- 
scorides,  who  described  the  mineral  as  found  near 
the  mouth  of  the  river  Gagas  in  Lycia»  Asia 
Minor. 

The  jet  of  Whitby  is  evidently  a  fossilised 
coniferous  wood,  as  shown  by  its  structure  in  thin 
sections  under  the  microscope.  On  its  surface 
impreBsions  of  fossils,  especially  ammonites, 
frequently  appear. 

Whitby  jet  is  divided  into  '  hard  *  and  *  soft,* 
of  which  the  former  is  the  more  esteemed ;  it  is 
found  near  the  base  of  the  Upper  Lias  and,  spar- 
ingly,  in  other  parts  of  that  formation.  Soft 
jet  occurs  in  the  sandstones  and  oolitic  shales. 
The  hard  variety  is  obtained  in  compressed 
layers  varying  from  an  inch  or  two  in  length 
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and  Jth  in  thicknefls,  to  6  feet  long,  80  inclieB 
wide,  and  4  inches  thick.  The  largest  piece  erer 
fcmnd  was  6  feet  4  inches  lonff,  4}  to  5(  inches 
wide,  and  1  and  U  inches  thick ;  it  weighed 
11  lb.  8  oz. 

The  collection  of  jet  was  fonneiiy  effected 
br  cutting  down  the  cliffs  mitil  the  jet-reins 
snowed  themselyes ;  to-day  the  cliffs  are  almost 
abandoned  and  the  works  are  carried  on  inland 
to  a  distance  of  20  miles.  The  operation  is 
described  by  J.  A.  Bower  (Jonr.  8oc.  of  Arts, 
22)  in  these  words :  '  The  process  of  obtaining 
jet  here  is  simple;  the  faces  of  the  hills  are 
tamed  down  bcnlily,  and  1^  then  tunnelling  for 
some  distance,  and  after  carrying  several 
passsges  parallel  from  the  face  of  the  hill, 
transverse  shafts  are  cut.  When  the  rock 
becomes  too  hard  the  miners  retire,  pnlline 
down  the  roofs  on  their  return ;  in  these  falb 
the  bulk  of  the  jet  is  found'  The  rough  jet  ob- 
tained from  the  inland  mines  is  encased  in  a 
brown  skin ;  that  from  the  cliffs  is  covered  with 
a  blue  skin.  This  is  chipned  off,  the  pieces  of 
jet  are  sawn  into  suitable  sizes  and  handed  over 
to  the  carver  or  turner.  {8u  J.  A.  Bower, 
Whitby  Jet  and  its  Manufacture,  Jour.  Soc.  of 
Arte,  1874,  22,  80 ;  John  Phillips,  Illustrotions 
of  the  Geology  of  Yorkshire,  Part  I.  The  York- 
shire Coast,  1835 ;  2nd  ed.  1875 ;  A,  0.  Seward, 
The  Structure  and  Origin  of  Jet,  Rep.  Brit. 
Assoc.  1901,  856 ;  P.  E.  Spielmann,  The  Origin 
of  Jet,  Chem.  News,  1906,  94,  281 ;  1908,  97, 
181.  Special  Reports  on  the  Biineral  Resources 
of  Great  Britain,  Mem.  Geol.  Survey,  1918, 
▼ol.  7.)  L.  J.  S. 

JGHAKNITE.  Hydrated  sulphate  of  uranium 
(tJO„  67'7  p.c.)  and  copj>er  of  uncertain  formula. 
Sp.gr.  3*19;  soluble  m  water.  It  occurs  as 
small,  transparent,  green,  monocUnio  crystals 
as  an  alteration  product  of  pitchblende  at 
Joaohimsthal  in  Bohemia  and  Johanngoorgen- 
stat  in  Saxony.  L.  J.  S. 

J06BITE  V.  TXTBADTBOTE. 

JUAR-ROOT.  A  powerful  narcotic  used  in 
India  to  enhance  the  intoxicating  power  of 
bhang* 

JUDSON  POWDER  v.  Exflosivbs. 

JUGLONE  V,  Nafhthalenb. 

JUNIPER.  {Oenih;re,Fr.;  Waeholder,  Ger.) 
The  berries  have  been  employed  in  medicine 
from  very  eariy  times  and  have  sometimes  been 
used  as  an  article  of  food.  They  are  a  reputed 
diuretic.  The  large  proportion  of  dextrose 
(15-20  p.c.)  renders  them  available  for  fermenta- 
tion and  the  distillation  of  spirit.  Such  a  pro- 
duct was  in  Franco  called  gemhore,  and  hence 
the  contracted  form  gin  employed  in  tins 
country  for  a  spirit  which  now  is  merely  flavoured 
with  juniper. 

The  essential  oil  from  the  berries,  Oleum 
Juniperi  (B.P. ;  U.S.P.)  is  now  alone  official, 
and  is  obtained  from  the  ripe  fruits  of  Juniperus 
ammunia  (linn.)  (Bentl.  a.  Trim.  255),  a  well- 
known  evergreen  shrub  whidi  inhabits  the 
northern  regions  of  both  hemispheres.  The 
fruits  are  gathered  ohxefiy  in  Hungaiy,  Austria, 
and  Southern  France  (Fliick.  a.  Hanb.  624; 
Morel,  Pharm.  J.  [iii.1  8,  886).  The  oil  is  a 
colourless  or  pale  yeUow-green  limpid  liquid 
of  aromatic,  burning  taste.  The  density  is 
generally  between  0*867  and  0-875  (0-862-O-890 
at   15-5%  B.P. ;   0-854-0-879  at  26°,   U.S.P.) ; 


[al,>-3*  to  -IS**;  usually  -4«  to  -6*;  ii25- 
l'472-l-488.  On  keeping  the  oil  gradually 
lesinifies  and  becomes  viscid,  and  the  density 
increases.  The  chief  constituents  are  pinene, 
b.p.  156^  predominating  in  the  oil  from  unripe 
fruits  (65  p.c.  or  more),  a  sesquiterpene  cadinene, 
b.p.  274^;  and  ierpene  aieokdb,  particularly 
terpineol,  b.p.  209*^-212^;  the  higher  boiliii 
constituents  predominate  in  the  oil  from  ripe 
fruits,  which  also  contains  small  quantities  of 
juniper  camphor,  m.p.  166®-166*,  and  an  esier, 
perhaps  teipineol  acetate.  According  to  the 
^.P.  we  oil  should  dissolve  in  4  parts  of  95  p.c. 
alcohoL  An  alcoholic  solution  is  largely  used 
as  gin  essence.  The  oil  from  the  leaves  is  very 
similar  but  dextrorotatory,  [alp  =+8**  46'. 

Oa  of  cade  {Oleum  cadinum,  B.P. ;  U.S.P.) 
is  a  reddish-brown  or  nearly  black  liquid 
obtained  by  destructive  distillation  of  the 
woody  portions  of  Juniperus  Oxycedrus  (Linn.). 
It  has  a  specific  gravity  of  about  0-980-1.-055  at 
25°  (tJ.S.P.).  The  principal  constituent  is 
cadinene,  and  the  oil  is  incorporated  in  oint- 
ments and  soaps  for  use  in  skin  diseases. 

G.  B. 

JUNIPER,  OIL  OF,  V,  Oils,  Essential. 

JUTE  is  the  bast  fibre  almost  exclusively  of 
two  plants  of  the  natural  order  TUiacea,  viz. 
Corchorus  eapsularis  (linn.)  and  Corehorus 
olOorius  (LimL),  cultivated  for  the  most  part  in 
Bengal,  where  they  are  indigenous.  Although 
differing  in  size  and  in  the  rorm  of  their  aoed- 
pods,  uie  plants  are  not  greatly  dissimilar  in 
appearance  and  are  not  commercially  distin- 
guuhcd  from  each  other.  The  seed  is  sown 
annually,  in  April  or  May,  and  the  phmts  after 
flowering,  which  takes  place  from  August  to 
September,  and  having  now  attained  a  height  of 
5  or  6  feet  in  the  case  of  C.  oUterius,  and  (3  5  to 
10  feet  in  that  of  fl  capsularit,  are  out  down 
and  thrown  into  pits  of  water  to  soak,  alter  the 
manner  of  steefnn^  flax.  From  a  few  da^  to  a 
month  is  required  to  brinff  the  stalks  into  a 
condition  for  stripping  the  oast  from  the  wood 
and  freeing  it  from  cortex,  these  operations  being 
purely  manual.  After  being  washed  and  dried 
the  jute  is  made  up  into  bales  for  sale. 

Jute  is  very  laigdjr  used  for  the  manufacture 
of  saokinff  and  wrapping  cloths  (Hessians),  as  a 
paper-nu&ing  fibre,  and  as  a  substitute  for  hair 
in  making  theatrical  wigs.  It  is  also  employed 
for  carpet-making  and  inferior  oordsge  and, 
in  India,  for  making  small  domestic  articles  such 
as  nets  and  muzzles  for  oxen.  In  these  islands 
the  principal  seat  of  the  jute  industry  is  Dundee. 

The  fiore  occurs  in  strands  of  considerable 
length,  6-12  feet;  the  spinning  unit  or  fila- 
ment is  of  various  lengths,  according  to  the 
degree  of  subdivision  practised.  The  filament 
is  a  complex  of  the  ultimate  fibres,  of  which 
from  5  to  12  are  usually  seen  in  the  section  at 
any  jpoint.  They  are  nolygonal  in  section  and 
much  thickened  (lignined) ;  their  length  does 
not  exceed  2-3  mm.,  whereas  those  of  flax  and 
hemp — also  bast  fibres — are  from  25-40  mm. 
long.  This  structural  inferiority,  together  with 
the  fact  that  the  fibre  substance  ykldB  somewhat 
readily  to  the  action  of  oxidants  (sir  and  light) 
in  presence  of  water,  characterises  jute  as  a 
•  weak  fibre.'  '^'^^^^  uy  ^  ^  ^^ 

Treated  by  the  'line  spinning'  prooees   it 
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may  be  spun  into  yams  of  considerable  fineness, 
but,  owing  to  the  large  proportion  of  waste 
(*  tow  *),  at  relatively  lane  cost.  These  yarns 
when  bleached — ^preferably  by  '  soda  Ueach  ' 
(sodiam  hypochlorite) — ^bave  considerable  lustre ; 
they  are  sort  and  of  a  cream  shade,  and  take  up 
the  majority  of  colouring  matters — wood  and 
aniline  dyes— directly  from  the  dye-bath.  Jute 
fabrics  are  also  successfully  printed  in  steam 
styles,  the  presence  of  so<fium  sulphide  being 
necessary  to  preserve  the  fibre  substance  from 
the  action  of  the  steaming  process  (D^veloppe- 
ment  de  Tlndustrie  de  <nite,  Gross  and  Witt, 
BulL  Mulhouse,  1881). 

According  to  the  investigations  of  Gross  and 
Bevan,  jute  does  not  contam  cellulose  as  such, 
but  in  the  form  of  bastose  or  lignocelluloee, 
which  is  a  link  between  the  carbohydrates  and 
the  aromatic  compounds.  Treated  with  chlorine 
it  gives  a  yellow  chlorinated  derivative  which 


when  hydrolysed  yields  substances  belonging  to 
the  taninio  add  group.  Hence  it  may  be  said 
that  Jute  possesses  a  mordant  which  makes  it 
receptive  of  aniline  colours  in  a  degree  possessed 
by  none  of  those  fibrous  materials  which  re- 
quire the  intervention  of  a  mordant.  When 
quantities  of  the  fibre  are  kept  in  a  damp  situa- 
tion, more  especially  when  exposed  to  sea-water, 
it  is  decomposed  into  substances  analogous  to 
tannin  and  to  acids  of  the  pectic  acid  group. 
Under  treatment  by  acids,  jute  is  diaintoKrated, 
3rielding  xylose  and  furfural  (v.  also  ToUens, 
Annalen,  264,  325).  It  is  easQy  bleached  bv 
potassium  permanganate  aft^  cleansing  with 
soap  or  alkiJi,  with  a  loss  in  weight  of  3  to  4  p.c. 
In  practice  this  is  generally  too  expensive  a  pro- 
cess, and  the  substances  usually  employed  are 
hypochlorites,  in  which  ereat  care  is  necessary, 
as  chlorinated  compounos  may  be  formed  and 
the  fibre  destroyed  (eupra)  (v.  Gbllulosb). 


K 


K  ACm.  l'Amno-B-Naphth6l-A:Q-Di' 
sulphonic  acid. 

KACHIN.  A  pyrocatechol  photographic 
developen 

K/91RIN.  The  alcohol-soluble  protein  of 
kafir;  closely  resembles  sein,  the  alcohol- 
soluble  protein  of  maize,  but  differs  from  it  in 
containing  a  small  quantity  of  tryptophan,  in 
addition  to  leucine  and  glutamic  acid,  but  is 
free  from  glycine  (Jones  and  Johns,  J.  Biol. 
Chcm.  1918,  36,  323). 

KAINITE.    A  hydrated  double  salt 

MgS04Ka,3H,0, 

occasionally  found  in  the  potash-salt  deposits  as 
sharply-developed,  water-clear,  monoclmio  cry- 
stals;   8p.gr.  2*13,  H.  2i-3.    It  contains  KQ 
90  p.c.  (k  18'9  p.c.).    As  granular  masses  of  a 
white,  grey,  or  reddish  colour,  it  forms  large  beds 
near  Stassfurt  in  Prussia,  Asse  in  Brunswick, 
and  at  Kalusz  in  Poland  (v.  Potassium).    It 
occurs,   intermixed   with   kieeerite,    camallite, 
rock-salt,    and   anhydrite,    in   the   uppermost 
layers  of  the  *carnallite  zone.'    The  mineral 
was  first  recognised  in  1865  in  the  Anhalt  shaft 
at    Stassfurt,    and    was    named    from    kou^s,  • 
new,   with  the   mineralogical  termination   ite,  \ 
Unfortunately,  the  German  soeUing  *  Kainit '  is  ; 
in  common  usage,  although  tne  correct  English  \ 
equivalent  is  familiar  to  mineralogists.     Raw  , 
kainite  is  extensively  used  as  a  fertuiser,  and  it  | 
is  also  employed  for  the  preparation  of  notassium  i 
chloride  ancf  sulphate.     On  the  artificial  pro-  I 
duction  of  kainite,  eee  van  't  Hoff,  Sitz.-Ber.  ' 
Akad.  Wiss.  Berlin,  1901,  420 ;  1903,  678. 

L.  J.  a 

KAIRINB,   KAIROCOLL,   KAIROLINE,   v,  i 

QUINOLINB.  I 

KAISBRGELB  v.  Aurantia. 

KAISERROTH.  The  sodium  salt  of  dinitro-  > 
dibromfluoresceln.  Called  also  Eosin  Scarlet,  ' 
Safrosine,  and  Lut^tienne. 

KALADANA,  (B.P.),  or  PHARBITIS  SEEDS. 
The  dried  seeds  of  Ipomcea  hederaeea  (Jacq.). 

KALIASTRAKANITE     KALIBLODITE,     v. 

LSOKITE. 


KALIBORITE.  Hydrate  borate  of  msff- 
nesium  and  potassium  KJ!kI^|B||0(„14HA) 
crystallised  in  the  monocunic  sjmtem.  It 
occurs  as  small,  colourless  to  white,  crystals 
embedded  in  nodules  of  sulphur-yellow  pinnoite 
(MgB,0«,3H,0)  in  the  *  camallite  zone*  and 
the  overlying  potash-salts  at  Leopoldshall  near 
Stassfurt  and  Westeregeln  in  Prussia.  Sp.gr. 
2*12,  H.  4-5;  readily  soluble  in  hydrochloric 
acid.  Curiously,  the  mineral  was  twice  described 
independently  m  1890  under  the  names  heint- 
zite  and  hintzeite ;  whilst  in  the  previous  year 
a  massive,  granular  form,  from  Schmidtsmanns* 
hall  near  ./^herleben,  was  described  under  the 
name  kaliborite.  The  last  name  has  priority 
besides  being  descriptive.  On  the  artificial 
production^ee  van  't  Hoff,  1902.        L.  J.  S. 

KALINTTE.  The  mineralogical  name  for 
native  potash-alum  K|S0«'AJ,(S04)„24H|0. 
Although  readily  obtained  artificially  as  sharp 
octahedral  crjrstals,  the  natural  mineral  usually 
occurs  as  wmte  silky  fibres,  or  less  often  as 
granular  masses.  It  is  found  as  an  efflorescence 
on  shale,  having  been  produced  by  the  action 
of  the  products  of  decomposition  of  pyrites  on 
the  aluminous  rock  {e.g.  at  Whitby  m  York- 
shire) ;  or  as  a  volcanic  sublimation  {e,g.  at 
Vulcano  in  the  Lipari  Islands,  and  Vesuvius). 
The  alum  from  vulcano  contains  traces  of 
caesium  and  rubidium.  Since  the  mineral  has 
been  formed  at  the  surface  and  is  readily  soluble 
in  water,  it  is  never  found  in  lanre  masses. 

L.  J.  S. 

KAUOPHILITE  v.  Nefhxlitx. 

KALHOPYRIN  or  SOLUBLE  ASPIRIN. 
Trade  names  for  calcium  aoetylsalicylate. 

KAMALA  or  KAMELA  is  the  orange-red 
powder  which  exists  as  a  glandular  pubescence 
on  the  exterior  of  the  frxiits  of  the  MaUotus 
phiUipinenaia  (Muell.)  (Bottiera  tindoria  [Roxb.]), 
a  small  evergreen  tree,  met  with  throughout 
tropical  India,  Burma,  and  Ceylon,  also  in  Java, 
Chma,  the  Malay  Islands,  and  Australia.  The 
ripe  capsules  are  gathered  in  February  or  March, 
and  shaken  in  bags  until  the  powder  separates. 

Kamala  is  employed  by  the  Hindoos  as  an 
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antithelmio  drug  and  for  dyeii^;  silk  and  wool 
a  bright  orange  colonr.  The  fabric  is  dyed  in  a 
boiling  bath  containing  4  parts  kamala,  1  part 
alum,  and  2  parts  sodium  carbonate  (native 
barilla),  previously  well  rubbed  together  in  the 
powderea  state  with  a  small  quantity  of  oil  of 
sesamum.  The  alum  is  sometimes  omitted,  but 
the  addition  of  alkali  is  absolutely  necessary  in 
order  to  dissolve  the  colouring  matter,  which  is 
of  a  resinous  character  and  quite  insoluble  in 
water.  Kamala  is  also  apparently  used  for  the 
adulteration  of  annatto,  for  according  to  Perkin 
(private  communication),  samples  of  cab'co 
oDtained  from  India  and  presumably  dyed  with 
kamala  have  proved  on  examination  to  owe 
their  colour  partially  if  not  entirely  to  annatto. 
Kamala  was  formerly  employed  in  this  country 
as  a  remedy  for  taenia,  but  appears  now  to  l>e 
very  little  used  for  this  purpose. 

Anderson  was  the  first  cnemist  to  investigate 
kamala  (Edin.  New.  Phil.  J.  1,  300),  ajid  he 
isolated  from  it  by  means  of  ether  a  crystalline 
compound  rottlerin  G|}H|oO„  a  wax  C|oH,404, 
and  a  resin  melting  below  100°,  to  which  he 

fave  the  formula  C^qH^^Oj,  Leube  (J.  1860, 
62)  was  unable  to  obtain  any  crystalline  product 
from  this  drug,  but  he  describes  two  resins, 
C15H18O4.  m.p.  80^  and  C8H,,04,  m.p.  191^ 
Oettingen  (Dissert.  St.  Petersburg,  18o2)  also 
could  not  obtain  anv  ciystalline  substance  from 
kamala.  A.  and  W.  Perkin  (Ber.  1886, 19, 3109), 
however,  isolated  the  crystalline  rottlerin 
(' mallotoxin  *)  of  Anderson,  and  its  existence 
was  subsequently  confirmed  by  Jawein  (Ber.  20, 
182). 

As  the  result  of  a  more  extended  examination 
of  kamala  and  employing  carbon  disulpMde  for 
the  extraction,  A.  G,  Pendn  (Chem.  Soc.  Trans. 
1893,  63,  975)  isolated  not  only  Anderson's  com- 
pounds, but  small  quantities  of  two  crystalline 
substances,  homorottlerin,  which  is  yellow,  and 
t>orottlerin,  a  salmon-coloured  powder,  together 
with  a  high  melting  resin. 

BMerin  CaaHjoO,  (Perkin,.  ibid.  1896,  67, 
230),  salmon  coloured  plates,  melts  at  191**- 
191-6*'  (P.),  200'  (Jawein),  202°-204°  (Telle, 
Arch.  Pharm.  1906,  244,  441),  readily  soluble  in 
ether.  Solutions  of  the  alkali  carllonates  and 
hydroxides  dissolve  rottlerin,'  the  former  only  on 
gently  warming.  On  boiling  these  orange- 
coloured  liquids,  decomposition  gradually  takes 
place,  an  odour  of  benzaldehyde  is  evolved  and 
a  resinous  product  separates.  An  alcoholic 
solution  of  rottlerin  is  coloured  brown  on  the 
addition  of  ferric  chloride. 

Aceiyhrottlerin  (0„HgO,(C,H,0),)„  yeUow 
crystalline  powder,  m.p.  130M36°  (P.),  and 
benzoylrottlerin  C«j|H,4O9(07HBO)g,  yellow  pow- 
der (Bartolotti,  Gazz.  chim.  ital.  24,  [ii.]  480), 
have  been  prepared. 

Rottlerin  forms  the  following  salts  : 

C„H„0,Na,H,0 

orange-brownfflisteniiurleaflets;C93H,90,K,Il,0 
leaflets ;   (C3,H,909)sSa,  minute  reddish-brown 

grisms;  (CssHs^OjtSr,  (C3,H9909),Ca,  and 
iggHMOfAg,  fine  yellow  needles. 
Fused  with  alkali,  rottlerin  gives  benzoic 
acid,  acetic  acid,  and  phhroglucinol  (P.),  and 
when  oxidised  with  hydrogen  peroxide  in  alka- 
line solution,  benzaldehyde  and  benzoic  acid  are 
produced.     With      potassium      permanganate 


(Bartolotti),  benzoic  acid  is  also  formed.  Nitric 
acid  (sp.gr.  1*6)  ^ves  p-nilrocinnamic  add^  o- 
niirocinnamic  add,  p-nitrobemaldehyde,  and 
p-niirobenzoic  acid  (P.).  When  heated  with 
2  p.o.  sodium  carbonate  solution,  a  compound 
termed  rotUerone  separates  (P.),  which  crystal- 
lises in  garnet-red  prisms,  and  to  which  the 
formula  03911,404  has  been  provisionally 
assigned. 

According  to  Telle,  if  rottlerin  is  heated  for 
10  minutes  with  barium  hydroxide  solution, 
pKU)rogluci7yolmeihyUiher,  a  resinous  substance 
and  tIf-rotUerin,  m.p.  236%  are  produced.  When 
heated  for  10  minutes  with  zinc  powder  and 
sodium  hydroxide,  rottlerin  gives  60  p.c.  of 
resin  and  about  30  p.c.  of  phenols,  aJso  p-phenyl- 
propionic  acid,  acetic  acid,  and  a  small  quantity 
of  a  crystalline  acid,  m.p.  186®-186-6®.  From 
the  mixture  of  phenols,  phhrogludnolmano- 
methylether  and  phhroglucinoidimethyleiher, 
were  isolated.  PhlorogludnoUrimethvleihir  and 
a  camphor-like  substance,  m.p.  170^72%  were 
produced,  when,  with  the  zinc  powder,  only 
2p.c.  sodium  hydroxide  solution  was  employed. 
The  molecular  weight  of  rottlerin,  detemuned 
cryoscopically  in  naphthalene,  was  486,  and 
agrees  with  that  assigned  to  this  substance  by 
Perkin  (i.c.). 

Homorottkrin  C83H34O9  (?),  pale  yellow 
needles,  m.p.  192M93'*,  is  present  in  exceedingly 
small  amount  in  kamalsi.  It  differs  from  rottle- 
rin in  being  much  less  soluble  in  toluene 
chloroform,  or  acetic  acid,  but  otherwise  the 
properties  of  these  two  compounds  are  similar 

(p.r 

iifO'HoUkrin  O13H13O,  (?),  has  been  obtained 
in  the  form  of  plates,  m.p.  198''-199'',  insoluble 
in  hot  benzene,  carbon  disulphide,  or  chloro- 
form. Gold  solutions  of  the  alkali  carbonates 
dissolve  it  readily,  and  these  solutions  when 
boiled  do  not  deposit  resinous  matter  or  emit  an 
odour  of  benzaldehyde,  as  is  the  case  with  the 
alkali  salts  of  rottlerin  itself.  It  is  probable 
that  this  compound,  very  little  of  which  has 
been  yet  obtained,  may  prove  to  consist  of 
hydroxyrottlerin  (P.). 

The  lowmeltingredn  of  Anderson^OsoHsoO,  (7) 
Ci,Hi203(?)  (P.),  consists  of  a  brittle  trans- 
parent dark  red  mass,  melting  below  100%  and 
is  readily  soluble  in  carbon  disulphide,  ether, 
or  chloroform.  With  hot  alkaline  solutions, 
it  behaves  similarly  to  rottlerin  and  evolves  an 
odour  of  benziddehyde,  and  with  nitric  acid 
(sp.ffr.  I  '6)  gives  p-nitrobenzoic  acid.  Perkin's 
hign-meUing  resin  is  a  pale  straw-coloured  mass, 
m.p.  about  160%  and  in  general  properties 
resembles  the  low-melting  variety. 

According  to  Hummel  and  !rerkin  (J.  Soc. 
Ghem.  Ind.  1896, 14),  for  silk  dyeing  it  is  best  to 
add  1  part  of  kamala,  and  0*6-1  part  sodium  car- 
bonate to  boilinff  water,  then  to  enter  the  silk  and 
to  dye  at  the  boning  temperature  for  2-6  minutes 
only.  Other  experiments  indicated  that  the 
amount  of  sodium  carbonate  to  employ  should  be 
regulated  by  the  quantity  of  water  used  rather 
tmln  by  that  of  the  kamala,  namely  at  the  rate 
of  13-14  grams  (Na,GO„10aq)  per  litre.  After 
dyeing  for  a  short  tine  with  the  addition  of 
alkali  only,  to  the  extent  of  one-fifth  of  the 
weight  of  the  kamala  used,  the  addition  of  alum 
of  stannous  chloride  to  the  dyebath  makes  the 
colour  fuller  and  more  orange.    A  similar  but 
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by  no  means  identical  effect  is  obtained  by 
making  a  slight  addition  of  sulphuric  acid. 

As  point^  out  by  Porkin  (l.r.),  rottlerin  is 
decomposed  by  boiling  sodium  carbonate  solu- 
tion, and  the  colour  ultimately  fixed  on  the  fibre 
most  probably  consists  of  rottlerone.  Although 
rottlerin  itself  does  not  dye  mordanted  fabrics, 
the  potassium  and  sodium  salts  of  this  colouring 
matter  give  on  calico  mordanted  with  aluminium 
and  iron,  pale  orange  red  and  brownish- black 
shades. 

Pnro  Java  kamala  contains,  according  to 
Eluckiger  (Arch.  Pharm.  1892),  1'363  to  1  '488  p.c. 
of  ash,  whereas  in  the  kamala  examined  by 
Anderson  (2.c.),  3'49  p.c.  was  present.  The  best 
commercial  varieties  usually  contain  about 
5  p.c.  of  mineral  matter  (Seidler  and  Waaee, 
Ber.  Deut.  pharm.  Ges.  1891,  80);  but  Sie 
inferior  qualities  are  highly  adulterated  (60  to 
87  p.c.)  with  sand,  earthy  impurities,  rod  brick- 
dust,  &o,  (Perkin  (2.c.)  and  J.  Soc.  Ghem.  Ind. 
1900).  A.  G.  P. 

KAMALA  RESINS  v.  Rbsins. 

KAMBARA  EARTH.  A  product  of  the  type 
of  fuller's  earth  or  Florida  earth,  usualljr  of  a 
white  or  yellowish  colour,  sometimes  bluish  and 
occasionally  greenish,  found  in  the  province  of 
Echigo,  and  in  Fukushima  and  ^i  Bawa, 
Janan.  It  is  said  to  bo  more  efficient  than 
fuller's  earth  as  a  decolorisins  agent ;  appears 
to  be  com|)osed  chiefly  of  aluminium  silicate  and 
silicic  acid.  The  decolorising  power  of  the 
earth  is  increased  by  heating  to  100°-160**.  Its 
action  appears  to  depend  upon  its  acidity, 
fineness,  and  proportion  of  hydrates  of  silica. 
It  decolorises  crude  petroleum,  and  is  useful 
for  the  purification  of  animal  and  vegetable 
oils.  (E!obayashi,  J.  Ind.  Eng.  Chem.  1912,  4, 
891 ;  tJeno,  ibid.  1915,  7,  696 ;  J.  Soc.  Ghem. 
Ind.  1913,  32,  12  ;  ibid.  1916,  7,  690.) 

KAHPHERITRDf  v.  Glugosidbs. 

KAOLIN  V.  Kaounitb. 

KAOLINTTE.  A  mineral  species  consisting 
of  hydrated  aluminium  silicate  H4A1^|09, 
crystallising  in  the  monoclinio  system.  Analyses 
of  the  pure  crystallised  material  Agree  closely 
with  the  theoretical  quantities :  SiO,,  40*6 ; 
AI1O3,  39-6;  HgO,  140  p.c.  The  water  is 
expelled  only  at  a  high  temperature  (above  330**). 
As  a  white,  glistening,  ciystalline  powder,  the 
mineral  is  occasionally  met  with  in  small  amount 
in  cavities  and  fissures  in  sedimentary  rocks  and 
in  mineral  veins.  The  best  crystals  have  been 
found  near  Almwch  in  the  island  of  Anglesey, 
and  in  the  National  Bell  mine  near  Silverton  m 
Colorado.  These  crystals  have  the  form  of 
six-sided  plates  or  pyramids  with  a  perfect 
micaceous  cleavage  parallel  to  the  base ;  and 
do  not  exceed  0*1  to  0*2  mm.  across.  Their 
mean  index  of  refraction  is  1*663,  and  their 
birefringence  (0*004)  is  much  lower  than  that  of 
mica  (with  small  scales  of  which  the  mineral 
might  be  confused) ;  sp.gr.  2*62;  U.  2^.  Gnthe 
optical  characters  of  crystals  of  kaolinite,  ^ee 
A.  B.  Dick,  Min.  Mag.  1888,  8,  16 ;  1908,  16, 
124;  A.  Johnson,  Gentr.  Min.  1911,  33.  The 
*  nacrite '  of  the  Einigkeit  mine,  fVeibeig, 
Saxony,  and  'pholerite,'  also  from  Saxony, 
form  fan-shapea  aggregates  of  rather  larger 
pearly  scales  of  kaolinite. 

The  mineralogioal  name  kaolinite  was  pro- 
posed by  S.  W.  Johnson  and  J.  M,  Blake  in  1 867 


for  this  crystallised  mineral,  which  is  usually 
assumed  to  form  a  large  part  of  kaolin  or  china- 
clay.    The  name  kaolin  is  a  French  corruption 
of  the  Ghineee  name  kau-ling  for  the  white, 
earthy  material  long  used  in  the  manufacture 
of  poroelain  at  Kins-te-chin  (prov.   Kiangsi), 
ana  first  brought  to  Fhirope  in  the  year  1712. 
This  material  is  obtained  in  the  neighbouring 
Kau-ling  Hills  (=  '  high  ridge  ')  from  a  compact 
green  stone  occurring  in  clay-slates,  and  some- 
:  what  resembling  jade  in  appearance,  from  which 
when  crushed  the  finer  pu-ticles  are  separated 
'  by  washing  (F.  von  Richthofen,  Amer.  J.  Sci. 
1871,  1,  180).     This  material,  although  a  hy- 
drated  aluminium   silicate,  differs   essentially 
I  from  our  kaolin,  containing  as  much  as  73  p.c. 
I  of  silica  and  only  a  few  p.c.  of  water.    It  is 
;  perhaps  the  same  as  the  Japanese   '  roseki,' 
•  which  has  been  referred  to  tlie  agalmatolite 
I  iq.v.)  variety  of  pyrophyllite.- 

It  is  thus  seen  that  the  name  kaolin  has  been 
I  loosely  applied  to  any  white  clays  suitable  for 
I  the  manufacture  of  poroelain  {v,  Gla.y),  such  as 
those  found  near  Limoges  in  France,  St.  Austell 
>  in  Gomwall,  &o,    The^e  white  clays  have  been 
I  formed  by  the  decomposition  of  granite  under 
somewhat   special   conditions ;       and      when 
I  separated  from  grains  of  quartz,  scales  of  mica, 
'  &c.,  by  a  process  of  washing,  they  ^eld  the 
china-clay  of  commerce.    In  composition  this 
<  varies    between   wide   limits ;     but   in    many 
I  instances    it    approximates    to    the    kaolinite 
formula  given  above.     Microscopical  examina- 
tion very  rarely  reveals  the  presence  of  any 
six-sided  scales  that  can  be  definitely  referred 
to  the  species  kaolinite. 

References, — J.  A.  Howe,  A  Handbook  to  the 
Gollection  of  Kaolin,  &o.,  in  the  Museum  of 
Practical  Geology,  London,  1914;  H.  Ries, 
Glays,  their  Occurrence,  Properties,  and  Uses, 
New  York,  1908 ;  A.  B.  Searle,  An  Introduction 
to  British  Glays,  &o.,  London,  1912 ;  G.  Hick- 
ling,  Ghina-olay,  its  Nature  and  Origin,  Trans. 
Manchester  Geol.  Mining  Soc.,  1908,  30,  334; 
H.  Stremme,  Die  Ghemie  des  Kaolins,  Fort- 
schritte  Min.  Krist.  Petr.  1912,  2,  87 ;  J.  W. 
Mellor  and  A.  D.  Holdcroft,  The  Ghemical  Gon- 
stitution  of  the  Kaolinite  Molecule,  Trans. 
I  English  CSeramic  Soc.  1911,  10,  94;  1912,  11, 
169 ;  F.  H.  Butler,  The  Natural  History  of 
!  Kaolinite,  Min.  Mag.  1911,  16,  63 ;  A.  S.  Watts, 
Mining  and  Treatment  of  Felspar  and  Kaolin  in 
the  Southern  Appalachian  Region,  U.S.  Bureau 
of  Mines,  1913,  Bull.  63.  L.  J.  S. 

KAPOK,  strictlv  speaking,  is  the  seed  hair 

of  Eriodendron  an/ractitosum,  but  the  term  is 

also  applied  to  other  vegetable  downs.    It  is 

I  used  as  a  stuffing  for  life-saving  appliances  at 

sea»  due  to  its  power  of  resisting  the  penetration 

i  of  water  owing  to  the  peculiar  structure  of  the 

fibre.    In  these  appUanoes  the  kapok  stu£Sng 

I  occupies  about  16  c.o.  per  gram  of  fibre :   a 

j  jacket  contaioing  700  grams  of  stuflSng  repre- 

!  sents  a  floating  power  of   10*6  kilos.    Alter 

72  hours  in  water  with  a  weight  of  9  kilos 

attached,  tins  jacket  still  reouired  1'3  kilos 

more  to  submerge  it ;  after  192  hours  the  weight 

;  required  was  0*9  kilo.    For  the  characteristics 

I  of  the  true  kapok  and  of  other  substances  classed 

,  under  that  name,  see  Gross   &  Bevan,  J.  Soc. 

I  Dyers  and  Gol.  1916,  32,  274 ;   J.  Soc.  Ghem. 

'  Ind,  1917,  36,  79. 
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KAPOK  OIL.  Kapok  oil  ia  mainly  deriyed 
from  the  seed  kemeU  ot  Ericdendrcn  anfractuo- 
sum  (Malvaceof),  a  tree  which  is  common  in  the 
West  L&dies,  Malay  Archipelago,  and  yarions 
parU  of  Africa,  but  the  commercial  product  ia 
also  pbtained  from  the  seeds  of  different  species 
of  bombax  {B,  malabarieum,  B.  tnexicanum). 

Kapok  seeds  are  exported  in  laise  quantities, 
especially  to  Holland,  where  the  ou  is  expressed 
and  used  for  soapmaking,  and,  after  refining, 
as  an  edible  oiL  TThe  expressed  oil,  the  yield  of 
which  is  about  25  p.c.  of  the  weight  of  the  seeds, 
is  of  a  ffreenish-yellow  colour,  and,  like  cotton 
seed  oil,  gives  a  deposit  of  '  stearine  *  when 
allowed  to  stand.  From  the  analytical  point  of 
yiew  the  oil  is  of  interest  from  the  fact  that  it 


contains  a  constituent-  which  &J^  the  same 
coloration  as  cotton  seed  oil  in  Halphen's  test. 
It  may  be  distinguished  from  cotton  seed  oil, 
howeycr,  by  its  lower  iodine  yalue,  and  by  its 
different  behayionr  in  Milliau's  modification  of 
Bechi's  test  The  fatt^  adds  aro  washed  with 
cold  water,  n^dly  dned  at  105^  and  shaken 
with  an  equal  yolume  of  a  1  p.0.  solution  of 
silver  nitrate  in  absolute  alcohol.  Under  these 
conditions  the  fatty  acids  from  kapok  oil  give 
a  deep  brown  coloration,  whilst  cotton  seed  oil 
fatty  acids  show  only  a  slight  brown  tint. 

The  following  yalnes  of  genuine  specimens  of 
I  kapok  and  bommtx  oils  aro  given  by  Sprinkmeyer 
i  and  Diedrichs  (Z.  Nahr.  Genussm.  1913,  26,  86, 
460)  :— 


OU 


Bombax  maidboneum  .         .  i        0*9600 


dp.gr.  at  15<'/15<' 


B.  mexieanum 


^•.jIfS3, Iodine  value 


51-7-69-7  .  85-2-963 


67-0 
57-4 


73-6 
95-7 


Add  value 


18-5-21 -0 

30 
12-6 


flapoidf.  value 


189-2-194-6 

194-3 

192-8 


g 


The  fruit  hairs  both  of  kapok  and  bombax 
trees  aro  used  as  upholstery  material  and  es- 
pecially as  a  filling  material  for  lifebelts,  but 
owiiig  to  their  struoturo,  aro  unsuitable  for 
textile  purposes  (c/.  Bull.  Imperial  Inst.  1920, 
18,  335).  .  G.  A.  M. 

KATAMEN.  Pjrrazalone-phenyl-dimethyl 
Bulphamino-  benzoate. 

KAURI-COPAL  (-Bush  Co;>al,  -Gum  or 
•Resin)  is  the  solidified  turpentme  of  the  Kauri 
tree  (Ikiinmara  australis  [Steud.])  and  occurs  in 
great  abundance  in  a  fossil  condition  in  various 
narts  of  New  Zealand.  It  is  dug  up  on  the  driest 
lem-hills  as  well  as  in  the  deepest  swamps,  but 
that  from  the  latter  is  of  inferior  quality,  as  is  also 
the  gum  obtained  from  the  forks  of  living  trees 
J.  Soc.  Chem.  Ind.  1893,  71 ;  ibid,  1896,  628 ; 
^u7. 1898,  621 ;  Bull.  Imp.  Inst.  1904, 2, 91).  To 
obtain  kauri-copal,  it  is  first  searched  out  a  little 
below  the  surface  by  feeling  for  it  with  a  steel- 
pointed  piece  of  iron,  after  which  it  is  dug  out 
with  an  ordinary  spade.  It  is  then  propar^  for 
the  market  by  scraping  off  the  outer  crust  by 
hand,  or  better,  by  macninery  (Eng.  Pat.  17009. 
1890). 

Four  types  of  kauri-copal  aro  known  in 
commerce :  (1)  Pale  kauri  or  fossil  copal  found 
in  large  masses  varying  from  3rellowi8h-white 
to  clear  yellow  in  colour,  has  an  aromatic  smell, 
brilliant  fracture  and  can  be  pulverised  to  a 
white  powder.  It  has  sp.gr.  r036,  m.p.  166®, 
acid  value  70*9,  Raponincation  value  73.  (2) 
Brown  kauri  fossil  copal  is  of  a  yellow-brown  or 
deep  yellow  colour.  It  is  difficult  to  powder, 
has  a  conchoidal  fracture  and  an  aromatic 
camphor-like  odour.  It  has  sp.gr.  1  '063  ;  m.p. 
185  ,  acid  value  78*8,  saponification  value  89*7. 
(3)  Bush  kauri  is  obtained  at  the  foot  of  trees  in 
irregular  amber-like  masses.  It  can  readily  be 
reduced  to  a  yellow  powder  with  an  aromatic 
odour,  and  has  sp.gr.  r03,  m.p.  150®,  acid  value 
83*1,  saponification  value  78*5.  (4)  Bush  kauri 
gatherea  from  the  tree  itself  has  a  vitreous  \ 
fracture;  8p.gr.  1*038,  m.p.  125^  acid  value 
81*8,  sax>onification  value  87  (Coffignier,  Bull. 


Soc.  chim.  1909,  6,  289  ;  see  also  Tschirsch  and 
Niederstadt,  Areh.  Pharm.  1901,  239,  145; 
Worstall,  J.  Amer.  Ghem.  Soc.  1903,  25,  860). 
The  various  kinds  of  kauri  differ  in  their  solu- 
bilities in  oiganic  solvents,  but  all  of  them  aro 
only  very  sughtly  soluble  in  turpentine  and 
more  readily  so  in  alcohol  (Gofognier,  /.c). 
They  are  all  almost  completely  soluble  in 
amyl  alcohol,  amyl  acetate,  benzaldehyde,  or 
aniline. 

Kauri-copal  is  readily  attacked  hy  ohlorine, 
bromine,  or  concentrated  nitric  acid  (Muir, 
J.  1874,  923).  On  diy  distiUation  it  yields 
pinene  and  dipentene  (Wallach,  Annalen,  271, 
309  ;  Bennie,  Ghem.  Soc.  Trans.  1881, 240). 

A  recent  fossil  specimen  of  kauri-copal  was 
found  by  Tschirsch  and  Niederstadt  (J.e.)  to 
consist  of  the  following  substances :  60  p.c. 
a  e^dB'kaurolic  adds  Gi,HsoO„  m.p.  81''-83''  and 
86°-87**  respectively  (the  a-acid  yields  a  lead  salt 
insoluble  in  alcohol,  whereas  the  j8-acid  f^^m  » 
soluble  lead  salt);  20  p.c.  haurinoUc  Gi7H,«0,, 
m.p.  128M30*,  and  kauronolic  adds  Ci,H.40„ 
m.p.  86''-89*'  (all  these  acids  aro  monobasio 
and  give  a  monoiodide) ;  12*0  p.c.  kauroresene  a 
light  yellow  indifferent  substance,  m.p.  63^-65* 
and  not  volatile  in  steam ;  12*5  p.c.  of  an 
ethereal  essential  oil,  b.p.  160M60^  8p.gr. 
0*836  at  15°;  1*6  p.c.  kaurie  add  G,oH„0„ 
m.p.  192*^,  forming  microscopic  crystals  [als 
+51'66^  It  is  a  monobasic  acid,  yielding  an 
iodine  number  corresponding  to  a  monoiodide, 
and  a  potassium  and  lead  salt.  Only  about 
2  p.c.  ol  carbon  was  left  on  distillation  of  the 
kauri-copal  (sef  also  Thomson,  Annalen,  1843, 47, 
351 ).  Kauri  gum  ia  used  in  the  manufacture  of  oil 
varnishes,  as  an  ingredient  of  the  cement  for  lino- 
leum manufacture,  and  also  for  dressing  glazed 
calico.  The  transparent  and  semitransparent 
varieties  are  employed  as  substitutes  for  amber 
in  the  manufacture  of  mouthpieces  for  cigar- 
holders,  pipes,  &c. 

The  commereial  product  often  contains  as  an 
admixture  dammar  resin,  which  is  a  much 
cheaper  substance.    Whether  the  kauri  contains 


KERMES. 


699 


the  latter  can  be  detennined  rapidly  in  the 
lollowing  way :  0*5  gram  of  the  nnely  ground 
sample  is  stirred  up  with  chloroform  in  a  porce- 
lain crucible.  It  is  then  filtered  through  a  small 
filter  into  a  test  tube,  washed  once  and  absolute 
alcohol  added  to  the  filtrate,  when  if  the  sample 
is  pure  kauri,  the  solution  will  remain  clear, 
whereas  if  dammar  is  present  a  cloudiness 
or  a  precipitate  will  appear,  according  to  the 
amount  (Stewart,  J.  Soc.  Chem.  Ind.  1909, 
349). 

KAWA.  The  peeled  dried  rhizome  of  Piper 
methysiicum  (Foist,  fil).  Contains  a  resin  which 
by  treatment  with  caustic  soda  solution  gives, 
on  cooling,  sodium  kawaate.  The  correspond- 
ing acid,  Ci,Hj,0„  yellow  needles,  m.p.  164°- 
165°,  appears  to  be  either  a  or  y-oinnamvliden- 
aoetoacetic  add,  probably  the  latter  (Bonohe 
and  Roth,  Ber.  1921,  64,  2229). 

KAYA  OIL.  Kaya  oil  is  obtained  from  the 
kernels  of  the  nuts  of  a  Japanese  tree,  Torreya 
nudfera  {Taxacece),  and  when  separated  by  cold 
expression  is  used  as  an  edible  oil.  For  the 
preparation  of  the  commercial  oU  the  seeds  are 
crushed,  steamed,  and  pressed  while  hot. 
Kaya  oil  has  good  drying  properties,  and  is  used 
as  a  lamp  oil,  and  in  the  manufacture  of  paper. 
A  s|>ecimen  of  the  cold-drawn  oil  examinea  by 
Tsujimoto  had  the  following  characteristics : 
sp.gr.  0'9236;  saponification  value,  188*4; 
Hehner  value,  96*7;  and  iodine  value,  142 '2. 
When  brominated  the  fatty  acids  yield  linolic 
tetrabromide.  C.  A.  M. 

KEENE'S  CEMENT  v.  Calcium. 

KELP  V.  lODIKE. 

KEPHALDOL.  A  pharmaceutical  preparation 
of  phenetidine,  salic3rlic  and  citric  acids. 

KEPHIR  V.  Milk. 

KERACYANIN  v.  Anthogyaniks. 

KERAMYL.  An  aqueous  solution  of  com- 
mereial  hydrofluosilicic  acid  used  as  a  dis- 
infectant. 

KERATIN  is  the  principal  constituent  of  the 
epidermis,  hair,  nails,  noofs,  horns,  wool,  feathers, 
the  skin  of  egg  shells,  &c.  (Hedin,  Zeitsch. 
physiol.  Chem.  1894,  20,  186 ;  Mohr,  ibid,  1895, 
20,  403 ;  Abderhalden,  ibid,  1905,  46,  31,  40 ; 
ibid,  48,  530,  635;  ibid.  1907,  52,  348;  ibid. 
1908,  57,  339;  Breinl  and  Baudisch,  ibid. 
1907,  62,  169 ;  Friedmann,  Chem.  Zentr.  1903, 
i.  15). 

It  can  be  prepared  from  any  of  these  sub- 
stances by  treating  them  successively  with  ether, 
alcohol,  water,  and  dilute  acids,  ^r  successively 
with  artificial  gastric  juice,  artificial  pancreatic 
juice,  boiling  iJcohol  and  boiling  ether,  keratin 
remaining  as  a  residue,  after  removal  of  the 
fat  and  protein.  Keratin  is  an  albuminoid  or 
sclero-protein,  rich  in  sulphur  (Bibra,  Annalen, 
96,  292 ;  Raikow,  Chem.  Zeit.  1905,  29,  900 ; 
Baudisch,  ibid,  1908,  32,  620),  and  like  the  other 
members  of  this  class  of  substances,  it  is  insoluble 
in  all  neutral  solvents.  When  treated  with  con- 
centrated alkalis  it  sweUs  and  dissolves  on 
warming,  but  it  is  more  sparingly  soluble  in 
dilute  acids. 

When  boiled  with  acids  and  generally  on 
hydrolysis,  it  yields  a  variety  of  decomposition 
products  amongst  which  may  be  mentioned 
leucine,  crystine,  glycine,  tyrosine,  aspartic, 
and  glutamic  acids,  alanine,  aiginine,  &c.,  the 
relative  quantities  of  the  products  as  well  as 


their  nature  depending  on  the  source  of  the 
keratin  {see  above  references;  also  Bleunard, 
Ann.  Chim.  Phys.  1882,  [v.]  26,  40).  Keratin 
is  not  acted  on  by  pepsin  and  trypsin.  When 
treated  with  hydrogen  peroxide  it  gives  sulphur, 
ammonia,  sulphuretted  hydrogen,  carbon  diox- 
ide, acetaldehyde,  and  nitric,  sulphuric,  acetic, 
oxalic,  succinic,  and  a  small  quantity  of  aromatic 
amino  acids  (Brienl  and  Baudisch,  l.c,).  On 
oxidation  by  potassium  permanganate,  the  bulk 
of  the  sulphur  remains  as  a  water-soluble  organic 
compound:  10  p.c.  is  split  off  as  H^SOt 
(Lissizin,  Biochem.  Bull.  1915,  18).  Accord- 
ing to  Lissizin  (Zeitsch.  physiol.  Chem.  1909,  62, 
226),  azelaic  acid  is  also  an  oxidation  product  of 
keratin.  Keratin  gives  Millon's  protem  reaction 
and  a  yellow  colour  with  nitric  acid,  this  being 
the  origin  of  the  yellow  colour  when  nitric  acid 
comes  m  contact  with  the  skin.  Keratin  has 
been  converted  into  useful  products  which  can 
be  used  instead  of  casein  for  many  purposes,  by 
treating  horn  scraps,  hair,  Jko.,  with  15  p.c. 
hydrocnlorio  add  at  ordinary  temperature. 
After  10  days  the  liquid  is  decanted,  the  residue 
washed  with  water,  digested  with  6  p.c.  sodium 
hydroxide  solution  for  24  hours;  potassium 
permanganate  is  then  added  and  after  stand- 
ing for  12  hours  the  residue  is  washed  and 
subjected  to  a  pressure  of  400  atmosphere^ 
(Eng.  Pat.  360895;  J.  Soc.  Chem.  Ind.  1906, 
548). 

Keratin  or  keratin  substances  can  be  con- 
verted into  digestible  albumoses  and  peptones 
containing  sulphur  by  treatment  with  dilute 
mineral  acids  at  moderate  temperatures. 
These  are  isolated  when  a  diluted  sample, 
after  treatment  with  phosphotungstic  acid  or 
other  reagent  for  albumoses,  gives  a  filtrate  con- 
taining but  little  amino  acid  (U.S.  Pat.  926999, 
1909).      By  digesting  horn  for  14  days  with 

2  NaOH  at  40°C.  it  is  completely  dissolved :  on 

neutralising,  H^S  is  evolved  and  a  precipitate 
formed.  Erom  the  filtrate,  a  protalbumose  is 
precipitated  by  saturation  with  salt.  The 
filtrate  deposits  deutero-keratose  on  acidifying 
it  (Langecker,  Zeitsch.  physiol.  Chem.,  108, 
230). 

Atmidkeratin  and  aimidkeratose  are  the 
products  obtained  when  keratin  is  acted  on  by 
superheated  steam ;  the  gaseous  products  of 
this  reaction  being  sulphuretted  hydrogen  and 
methyl  mereaptan  (Bauer,  Zeitsch.  phvsiol. 
Chem.  1902,  35,  343;  aee  also  Krukenberff, 
Jahrb.  Thierchem.  1886,  27).  Thermoplastic 
keratin  compounds  have  been  obtained  by 
mixing  intimately  keratin  with  )3-naphthol  and 
subjecting  the  mixture  to  heat  and  pressure 
(U.S.  Pat.  922692 ;  J.  Soc.  Chem.  Ind.  1909, 
721). 

KERMES.  Kermes  is  the  most  ancient  dye- 
stuff  on  record,  for  it  was  known  in  the  time  of 
Moses,  and  is  mentioned  in  Scripture  by  its 
Hebrew  name,  *  tola  '  or  *  tolascham.'  According 
to  Tychsen  (Bancroft's  Philosophy  of  Permanent 
Colours,  1,  394),  *  the  scarlet  or  kermes  dye  was 
known  in  the  East  in  the  earliest  ages  before 
Moses,  and  was  a  discovery  of  Phosnidans  in 
Palestine,  but  certainlv  not  of  the  small  wander- 
ing Hebrew  tribes.*  Under  the  name  *  coccus  ' 
it  is  fre<^uently  referred  to  by  the  Greek  and 
Latin  writers. 
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Kennes  is  an  insect  found  on  the  oak  kermes 
{Quercus  eoedfara,  Linn.),  and  when  livii^  the 
female  insects,  which  are  fixed  to  the  twigs  of 
the  tree,  resemble  bluish  berries,  and  are  covered 
with  a  whitish  powder.  As  soon  as  their  egp 
are  on  the  point  of  hatching  these  insects  showd 
be  collected,  killed  by  exposure  to  the  steam 
of  vinegar,  and  dried,  and  the  product  has  then 
the  appearance  of  pale  reddish -brown  grains. 
Accoiduu;  to  Bancroft,  it  would  require  10  or 
12  lbs.  oikermcs  to  produce  the  effect  of  a  single 
lb.  of  cochineal. 

Kermcsic  add  C^flifi^,  the  colouring  matter 
of  kermes,  was  first  isolated,  in  the  crystalline 
condition^  by  Heisse  (Arbeit,  a.  d.  K.  Gesund- 
heitsamte,  1895,  513),  and  has  since  been  ex- 
amined by  Bimroth  (Ber.  1910,  43,  1387 ;  and 
Annalen,  1913, 399, 43).  To  isolate  the  kermesic 
acid,  the  kermes  is  first  extracted  with  ether  to 
remove  wax,  and  this  has  been  examined  by 
Dimroth  and  Shemdal  (Annalen,  1913,  399,  43), 
and  identified  as  ceiyl  oerotate  0,^ioiOt-  The 
residue  is  then  allowed  to  stand  overnight  with 
an  ethereal  solution  of  hydrochloric  acid,  by 
which  means  the  kermesic  acid;  which  exists 
in  kermes  in  the  form  of  a  salt,  is  liberated  and 
made  capable  of  removal  bv  repeated  extraction 
with  ether.  For  the  purification  of  the  sub- 
stance, it  is  converted  mto  its  sparingly  soluble 
sodium  salt,  which  allows  of  its  separation  from 
flavo-kennesie  acid, — a  substance  stated  by 
J>imroth  to  be  present  in  kermes  dye  to  the 
extent  of  about  0'06  p.c. — ^the  sodium  salt 
of  this  being  soluble  in  hot  2N  sodium  acetate 
solution,  whereas  the  disodium  salt  of  kermesio 
acid  is  t^ost  insoluble.  The  sodium  salt  when 
dissolved  in  boilinfl  sodium  hvdroxide  solution 
and  treated,  whilst  ooiling,  with  excess  of  hydro- 
chloric acid,  yields  a  crystalline  precipitate  of 
kermesio  acid. 

Thus  obtained,  the  acid  consists  of  brick- 
red  needles  which  decompose,  without  melting, 
at  about  250^  It  is  distinguished  from 
carminio  acid  by  the  fact  that  it  is  soluble  in 
ether,  and  is  much  more  sparingly  soluble  in 
cold  water.  On  the  other  hand,  the  colour  of 
the  alkaline  solutions  of  both  colouzin^  matters 
is  practically  identical.  Kermesic  acid  is  soluble, 
without  decomposition,  in  concentrated  sul- 
phuric acid  giving  a  violet-red  solution,  which, 
on  addition  of  boric  acid,  becomes  clear  blue — ^if 
flavo-kermesic  acid  is  present  as  impurity  only  a 
dull  bluish-violet  resmts. 

Disodium  kermesaU  CigHjoOgNa,,  prepared 
by  means  of  sodium  a^tate,  consists  of  a  red- 
brown  ciystalline  powder,  sparingly  soluble  in 
water  with  a  violet-red  colour. 

Barium  kermesate  (Gi,H,^09),Ba  is  brown 
and  contains  water  of  crystallisation. 

Teira-acetyl  kermesic  acid  GigH.0,(G,H,0)4, 
yellow  needles,  melts  at  245**.  Kermesic  acid 
trimethyl  ether  Gt^HigO^,  orange-red  needles, 
m.p.  310**,  dissolves  in*  sulphuric  acid  with  a 
violet  colour,  and  is  prepared  from  the  potassium 
salt  by  means  of  methyl  sulphate  in  the  presence 
of  boiling  toluene. 

Flavo-kermesic  add  G^gHgOg  cnrstalUses  in 
needles,  or  prisms,  and  differs  consiaerably  from 
kermesio  acid  in  its  dyeing  properties  and  in  the 
colour  of  its  solutions. 

Kermesic  acid  is  decomposed  by  warm  con- 
centrated nitric  acid  yielding  nitro-coccusic  Mid 


(trinitro-cresotinio    acid),   identical    with 
add 

CHg 


the 


0,N 
HO— i 


A-NO, 
l^^l-COOH 


NO, 


obtained  in  a  similar  way  from  carminic  acid. 

Kermesic  acid  oontams  no  methoxy  groups, 
and  treatment  with  hydriodio  acid  gives  the 
reduction  product  G,,H,gOg,  which  decomposes 
at  276^ 

When  oxidised  with  hot  potassium  per- 
manganate, kermesio  acid  trimethyl  ether  pro- 
duces two  products,  the  one  being  meihylcoekenii' 
kUe  monomethyl  ether 


CH, 

/\— COOH 
CH,0-i^/-COOH 

COOCH, 


which  melts  at  178M80*,  with  formation  of 
the  anhydride,  m-p.  149^  Digestion  with 
boiling  potassium  hydroxide  (25  p.c.)  solution 
converts  tiiis  ester  into  cocheniilic  acid  methyl 
ether  CiiH.gO,,  m.p.  200**  (decomposition), 
whilst  complete  demethylation  of  ester,  or  add, 
by  means  ol  hydriodic  acid«  yields  hydxoxyuvitio 
acid. 

The  second  product  of  the  oxidation  is  the 
dimethyl  eiher  of  cresotinglyoxyl-dtcarboxyUc  add 

CH, 

/S— GOOOOH 
CH,0-4^— COOH 

(!x)OGH, 

m.p.  lOSMlO**  if  anhydrous.  The  hydrated 
acid  has  in.p.  86^  and  this,  by  oxidation  with 
alkaline  permanganate,  is  converted  into  the 
above-described  methyl  cochemUate  methyl  ether. 

When  kermesio  acid  is  heated  with  water 
at  160^,  carbon  dioxide  is  evolved,  and  dicar- 
boxykermesic  add  G,7H,,0,  is  produced.  This 
forms  red  needles  (no  melting-point),  almost  in- 
soluble in  sodium  bicarbonate,  soluble  in  oaustio 
soda,  and  in  concentrated  sulphuric  acid  con- 
fai.ining  borio  acid,  yieldinff  solutions  whicJi 
resemble,  in  colour,  similar  Mutions  of  kermesic 
acid. 

Bromination  of  kermesio  acid  yields  (i)  in 
boiling  60  p.c.  acetic  acid,  a-bromocarmin ; 
(ii)  in  boiling  glacial  acetic  acid,  bromococdn 
GigHgOgBr ;  (iii)  in  methyl  alcohol,  followed  by 
treatment  with  concentrated  hydrobromio  acid, 
tribromacocdn,  GigH^OgBr,.  (This  product  is 
also  obtained  when  bromococcin  is  treated  in  the 
same  way.) 

Bromococdn  G^HgO-Br  crystallises  in  red 
needles,  m.p.  269^-260^  (decomposition);  it 
yields  an  acid  potassium  salt 

C„Hio^Br<JigH,0,BrK    '" 
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a  nd  a  tetra-acetyl  derivative 

which  formB  yellow  orystals.  When  oxidiaed 
by  meauB  of  warm  alkaline  hydrogen  peroxide, 
in  the  presence  of  a  catalyst,  bromococcin  yields 
coohepillic  acid 

CH, 

/\— COOH 
HO--IJ--COOH 

COOH 

and  from  these  facts  Dimroth  and  Soheurer 
conclude  that  bromococcin  has  the  stracture 

O 


OH 


,CH, 


OH  ji       COOH 


—OH 


either  of  which  is  in  agreement  with  the  fact 
that,  in  respect  of    its  dyeing  properties,  it 
resembles  pnrpnrin,  not  anthragallol. 
Tribromococdn  is  formulated  as  either 


'.^1 


OH   ?      (3H, 
/^A    Br 

OH     I      Br 


OH    V      CH, 

I  I 

It  crystallises  from  acetic  acid  in  long  red 
needles,  m.p.  245**-248'*,  is  soluble  in  concen- 
trated sulphuric  acid  giving  a  red- violet  solution, 
the  colour  of  which  changes  to  deep  blue  when 
boric  acid  is  added. 

Tetra-aceiyl'tribromoooeein 

C„H,0,Br(CH,C0)4 
crystallises  in  green-yellow  needles,  m.p.  223® ; 
it  yields  nitro-coccusic  acid  when  treated  with 
fuming  nitric  acid. 

Dimroth  and  Scheurer  jtoint  out  the  close 
relationship  that  exists  between  bromococcin 


and  kermesic  acid,  and  assign  to  the  hitter  the 
stmoture 


OH 


;--0H 


COOH 


They  support  this  b^  the  results  of  the  distiUa- 
tion  of  kermesic  acid  with  zinc-dust,  whereby 
they  obtained  a-methyl-anthracene  (and  from 
it  prepared  a-methyl-anthraquinone).  They 
also  consider  it  proMble  that  anthracene  is 
simultaneously  produced. 

Dimroth  and  Pick  (A.  1916,  411,  316)  have 
shown  that  the  latter  of  these  two  formulas 
represents  the  correct  constitution  of  kermesic 
acid. 

They  arrive  at  this  from  a  comparison  of 
hydroxyanthrapurpurine  (1)  and  hydroxyflavo- 
purpurine  (2),  ootained  i-espectivelv  from  anthra- 
purpurine  and  flavopurpurine  by  means  of 
sodium  nitrite,  boric  acid  and  sulphuric  acid. 


(1) 


(2) 


^"Q^co/0°« 


HO 


OH 


\co^ 


Thus  as  regards  dyeing  properties  and 
absorption  spectra  hydroxyflavopurpurine  and 
hydroxyanthrapurpurine  differ  sluurply,  and 
the  latter  only  agrees  with  decarboxykermesic 
acid  in  these  respects. 

Also  hydroxyanthrapurpurine  when  bromi- 
nated  under  the  conditions  by  which  kermesic 
acid  yields  tribromoooccin  forms  a  tribromo- 
hydroxyanthrapurpurine.  This  shows  a  com- 
plete analogy  to  tribromoooccin  which  must 
therefore  be  2:4:7  tribromo-3 :  5 :  6 :  8  letra- 
hydroxy  - 1  -methylanthraquinone. 

OH  CH, 


0  U 


Kennesic  acid  is  thus  closely  related  to 
carminic  'acid,  which  has  been  shown  by  Dim- 
roth and^Klmmerer  (Ber.   1920,  53,^i5l^no 
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differ  from  it  only  by  possessing  a  side  chain 
(^^HiiOj  in  place  of  the  acetyl  eroup. 

Dyeing  properties, — ^According  to  Hellot 
(Bancroft,  Philosophy  of  Permanent  Colouis, 
1,  404),  'the  red  draperies  of  the  figures  ex- 
hibited in  the  ancient  Bmssels  and  other  Flemish 
tapestries  were  all  dyed  with  kermes.*  *The 
fine  red  or  crimson  colonr  of  these  tapestries, 
which  was  orieinally  called  simply  scarlet,  took 
the  name  of  Venetian  acatleU  after  the  cochineal 
scarlet  upon  a  tin  base  was  discovered.  .  .  .' 

For  the  production  of  this  scarlet,  the  wool, 
previous  to  dyeing,  was  mordanted  with  alum 
and  tartar;  and,  according  to  Bancroft,  there 
is  no  evidence  even  in  more  recent  years  of  the 
employment  of  a  tin  mordant  in  respect  of  this 
colouring  matter,  although  the  experiments  he 
carried  out  indicated  that  by  this  latter  method 
a  scarlet  could  be  produced  *  in  every  respect  as 
beautiful  and  estimable  as  any  which  can  be 
dyed  with  cochineal.'  A.  G.  P. 

KERKESITE.  Bed  antimony.  Antimony 
blende,  Purantimonite.  Pyroetibite.  An  oxy- 
sulphide  of  antimony  formed  by  the  oxidation 
of  antimony  sulphide,  and  occurring  associated 
with  giey  and  white  antimonv  in  Hungary, 
Saxony,  Dauphin^,  &c.  Found  in  monoclinio 
crystals  or  in  capillary  tufts  of  six-sided  prisms, 
of  a  cherry-red  colour  and  adamantine  lustre. 
Composition  Sb,0,*2Sb^,  (v.  Antimony), 

KEROSENE  or  KEROSINE  v.  Petboleuic 

KETENES.  A  series  of  compounds  contain- 
ing the  RToup  >C :  CO.  They  were  discovered 
in  1006  Dv  Staudinffer,  the  first  member  to  be 
isolated  Deins  diphenylketene  (C|H5),C :  CO. 
Ketenes  may  oe  prepared :  (i)  by  tne  action  of 
zinc  on  the  chloride  or  bromide  of  an  a-halogen 
substituted  fatty  acid ;  or  (ii)  by  the  action  of 
heat  on  the  anhydride  of  a  dibasic  acid.  The 
ketenes  are  very  reactive  substances,  and  may 
be  divided  into  two  groups : — 

I.  AldO'ketenes,  These  consist  of  kotene 
itself,  monoalkyl  derivatives  and  carbon  sub- 
oxide. They  are  colourless  and  do  not  undeigo 
auto-oxidation.  They  are  polymerised  by  pyri- 
dine and  quinoline,  and  do  not  form  additive 
compounds  with  substances  containing  the 
>C :  0  and  >C :  N— arroups. 

IL  Kelo-ketenea,  The  dialkyl  derivatives  of 
ketene  belong  to  this  group.  They  are  coloured 
substances,  and  readily  underj^o  auto-oxidation. 
They  yield  ketene  bases  with  pyridine  and 
quinoline,  and  form  additive  compounds  with 
substances  containing  the  ^C :  O  and  ]>C :  N — 
groups,  such  as  quinone  and  benzylidineani- 
line. 

Both  groups  combine  readily  with  water, 
alcohols,  and  amines,  and  also  with  chlorine  and 
bromine  (Staudinger  and  Klever,  Ber.  1908, 
41,  906). 

Ketene  H,C :  CO.  Discovered  by  Wilsmore 
and  Stewart,  who  obtained  it  by  the  action  of  a 
heated  platinum  wire  on  the  vapour  of  acetic 
anhydride.  The  gaseous  products  were  lique- 
fied, and  then  submitted  to  fractional  distillation 
(Nature,  1907,  76,  610 ;  Chem.  Soc.  Trans.  1907, 
1938).  Schmidlin  and  Beigman  (Ber.  1910, 
43,  2821)  obtained  a  14  p.c.  yield  of  ketene  by 
passing  the  vapour  of  acetone  through  a  haid 
glass  tube  filled  with  porous  earthenware, 
heated  at  600^-^00^  It  may  also  be  prepared 
by  the  action  of  dnc  on  bromaoetyl  bromide  in 


ethyl  acetate.  The  products  of  the  reaction  are 
rapidly  distilled,  the  ketene  bein£  removed 
from  the  warm  solvent  in  a  current  of  hydrogen, 
condensed  in  liquid  air,  and  freed  from  traces  of 
ethyl  acetate  by  repeated  fractionation  at  —60* 
(Staudinfier  and  Klever,  Ber.  1908,  41,  694). 
By  the  last  method  the  yield  of  ketene  from 
bromacetyl  bromide  is  7-13  p.c. ;  from  brom- 
acetyl  chloride  3-4  p.c. ;  from  chloraoetyl 
chloride  or  chloracetyl  bromide  nil  (Staudinger 
and  Kubinsky,  Ber.  1909,  42,  4213). 

Ketene  is  a  colourless  liquid,  b.p.  —66**,  and 
can  be  solidified  to  a  mass  of  colourless  ciystals, 
m.p.  — 161^  It  has  a  very  penetrating  odour, 
and  its  vapour  attacks  the  mucous  membrane. 
It  combines  with  water,  alcohol,  aniline,  &o.,  to 
form  acetic  acid,  ethyl  acetate,  and  acetaniUda 
respectively,  and  with  bromine  in  ethereal  solu- 
tion to  form  bromacetyl  bromide.  Liquid 
hydrogen  chloride  and  sulphuretted  hydrogen  at 
the  ordinary  temperature  yield  acetyl  cUoride 
and  thioacetic  annydride.  When  it  reacts  with 
water  no  trace  of  glycollic  aldehyde  is  produced, 
and  for  this  and  other  reasons,  Ketene  is  repre- 
sented as  H.C :  CO  and  not  as  CH  •  COH  (Staud- 
inger and  Klever,  l.c. ;  Chick  and  Wilsmore, 
Chem.  Soc.  Proc.  1908,  77).  It  does  not  nve  an 
additive  compound  with  quinone,  nor  Jcetene 
bases  with  pyridine  and  quinoline.  Metallic 
chlorides  and  tertiary  bases  induce  polymerisa- 
tion to  a  dark-coloured  liquid,  this  change  also 
taking  place  when  ketene  is  kept  for  some  time. 
The  chief  constituent  of  this  polymeride  is  a 
colourless  liquid  of  pungent  odour,  b.p.  126**- 
127°,  and  when  frozen,  m.p.  —  6*"  to  —  7^  It  has 
the  formula  C4H40t,  and  hence  is  formed  by  the 
condensation  of  two  molecules  of  ketene.  It 
combines  with  water  and  aniline  to  form  aceto* 
acetic  acid  and  acetoacetanilide  respectively,  but 
only  combines  with  alcohol  to  produce  ethyl 
acetoacetate  on  addition  of  a  trace  of  acid.  On 
standing  in  sealed  tubes,  or  by  the  addition  of 
pyridine,  dehydracetic  acid  is  formed.  Hence  this 
substance  may  be  acetylketene  CH^COCH  :  CO 


or   A'-cyctobutene-l-ol-S-one   CO<^g*>COH, 

the  semi-enol  of  cyc2obutane-l :  3-dione.  The 
action  of  bromine  was  found  to  result  in  the 

CO  Br 
formation  of  a  y-  derivative  CH,<qqqj£  ^ 

and  not  an  a-  derivative,  CHaCO-CHBr-COBr, 
thus  provingit  to  have  the  latter  configuration 
(Chick  and  Wilsmore,  Chem.  Soc.  Trans.  1908, 
946 ;  1909,  1978 ;  c/.  Staudinger  and  Bereza, 
Ber.  1909,  42,  4908). 

Methyl  ketene  CH,-CH:0O.  Obtained  in 
dilute  ethereal  solution  by  the  action  of  zinc  on 
an  ethereal  solution  of  a-bromopropionyl  bro- 
mide. 

Ethyl  ketene  CtHgCH TCO.  Similarly  from 
a-bromobutyl  bromide. 

Carbon  snboxide  0 :  C :  C :  C :  0.  Obtained 
by  action  of  zinc  on  dibromomalonyl  bromide  v. 

CJABBON  SUBOXIDE. 

Dimethyl  ketene  (CH,)tC :  CO.  Prepared  by 
the  action  of  zinc  on  a  solution  of  a-bromoifo- 
butylbromide  in  ethyl  acetate,  and  distilling  the 
resulting  product  under  16-16  mm.  at  —20^ 
(Staudinger  and  Klever,  Ber.  1906,  39,  968). 
Also  by  heating  dimethylmalooio  anhydride 
under  12  mm.  pressure  at  160M80^  (Staudinger 
and  Ott,  Ber.  1908,  41,  2208).    It  uCa  mobile 
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yellow  liquid,  b.p.  48'6®  (12  mm,);  m.p. 
-QT'S**;  stable  at  —20*  under  atmospheric 
pressure,  but  at  ordinary  temperature  poly- 
merises to  a  colourless  substance,  m.p.  112**, 
apparently  the  dUtetone  (C'(CH,)aCO),.  Water 
converts  dimethylketene  into  tfobutyric  acid, 
and  it  undergoes  the  other  reactions  common  to 
the  keto-ketenes.  Dimethylketene  bases  v.  Stau- 
dinger,  Klever,  and  Kober,  Annalen,  1910,  374, 
1.  In  the  preparation  of  this  ketone  a  liquid 
polymeride  (C4H,0)„  b.p.  no^'-lll^  having  an 
odour  of  peppermint,  is  also  formed  (Staudinger 
and  Klever,  Ber.  1907, 40, 1149). 

Dietbylketene  (C,H,),C:CO.  Prepared  by 
heating  diethvlmalonic  anhvdride  under  12  mm. 
pressure  at  160®-180^  It  forms  a  yeUow  liquid, 
b.p.  91^-92**  (749  mm.),  solidifying  to  a  mass  of 
yellow  crystals  in  liquid  air  (Staumnger  and  Ott, 
If.). 

Diphenylketene  (C,Hs),C :  CO.  Prepared  by 
the  action  of  zinc  on  diphenylchloraoetyl  chloricte 
in  ethereal  solution  (Staudinger,  Ber.  1905,  38, 
1735);  by  the  action  of  tertiary  bases  on  di- 
phenylacetjrl  chloride  (Ber.  1907, 40, 1145) ;  or  by 
the  interaction  of  bensU  and  hydrazine,  oxidation 
of  the  hydrazibenzil,  and  warming  the  azibenzil 
to  eO""  (Curtius,  Ber.  1889,  2161 ;  J.  pr.  C3iem. 
Til.]  4,  182  ;  Schroeter,  Ber.  1909,  2346).  It  is 
a  liquid  having  the  colour  of  a  concentrated 
solution  of  potassium  dichromate,  and  solidifies 
in  a  freezing  mixture  to  a  mass  of  yellow 
crystals ;  b.p.  146®  (12  mm.).  Water  converts 
it  into  diphenylacetio  acid,  and  it  undeigoes 
similar  reactions  to  the  other  keto-ketenes.  Qn 
exposure  to  air  it  becomes  viscid,  addition  of 
Hgnt  petroleum  throwing  out  a  white  oxidation 
product.  Dry  hydrosen  chloride  passed  into  a 
benzene  solution  of  tne  ketene  yields  diphenyl- 
acetylchloride,  whilst  a  dilute  solution  of  hydro- 
chloiio  acid  yields  diphenyl  acetic  anhyaride. 
It  shows  no  tendency  to  polymerise,  and  treated 
with  magnesium  phenylbromide,  yields  tri- 
phenylvinyl   alcohol.      With    quinone    the   p- 

lactone     0 ;  C A<^^5^»>«>C0    is    formed, 

and    with    benzylidine    aniline    the    j8-lactam 

QC«H,),<^J^^'^>NC4H5.    The  former, on 

heating,  yields  compounds  of  the  t3rpe  of  diphenyl- 
quinomcthane  and  tetraphenylqmnodimethane, 
and  the  latter  acylic  fulvenes  (Staudinger, 
Ber.  1908,  41, 1355, 1493). 

Diphenylene  ketene  J  J>0:CO.  Prepared 
C.H/ 
by  the  action  of  zinc  on  chlorodiphenylene  acetyl 
chloride  (from  phosphorus  pentaohloride  and 
diphenylene|];lycoilic  acid)  in  ether  in  absence  of 
air  and  moisture.  It  forms  red  crystals,  m.p. 
90°  to  a  red  liquid,  decomposing  at  150* ;  gives 
an  indigo-blue  colour  with  sulphuric  acid.  With 
excess  of  water  diphenylene  acetic  acid  is  formed, 
and  with  the  requisite  quantity  diphenylene 
acetic  anhydride.  It  undergoes  the  usual 
reactions  (Staudinger,  Ber.  1906,  39,  3062). 

Bthylketene  carboxylate 

CO :  qcjajcOjC^, 

An  ethereal  solution  of  ethylbromomethylmalo- 
nat«  chloride  C,H5CBr<^^«^»  reacts  with 
zinc,  producing  ethylketenecarboxylate,  which 


rapidly  polymerises  into  1 : 3-diethyl  cyclo- 
butane-2  : 4-dione-1 :  3-dicarboxyIato 

C,H,0,CO(C,H.)<gg>0(C,H,)COAH, 

This,  on  heating  at  180''-200%  yields  the  ketene 
as  a  colourless  liquid,  bj).  48  (15  mm.),  m.p. 
57-8°  (Staudinger  and  &reza,  Ber.  1909,  42, 
4908). 

KETOHTDRINDENE  f .  Indxne. 

KETONES.  The  ketones  are  a  class  of 
oiganio  compounds  characterised  by  the  presence 
of  the  carbonari  group>C :  0,  united  by  each  of 
its  valencies  to  carbon.  They  are  differentiated 
in  this  way  from  the  aldehydes  which  contain 
the  carbonyl  group  united  on  the  one  hand  to 
hydrogen,  and  on  the  other  to  hydrogen  or 
carbon.  The  characteristic  groupings  of  alde- 
hydes and  ketones  are  shown  as  xollowa : — 


^>C:0    or 


^g>C:0    ^g>C:0 
Aldehydes  Ketones 


Ketones  proper  have  hydrocarbon  radicles 
or  simple  derivatives  thereof  (substituted  by 
halogens,  &o.)  united  with  the  carbonyl  group, 
but  a  laiige  number  of  other  compounds  of 
ketonic  character  are  known,  such  as  the  keto- 
aloohoU  {e,g,  CHs'CO-CH,OH),  and  the  ketonio 
acids  (e,g.  CH,'CO'CO,H).  Such  compounds, 
besides  showing  specific  properties  due  to  the 
presence  of  the  caribinol  or  carboxyl  groups,  sJso 
exhibit  ketonio  reactions  due  to  the  presence  of 
the  carbonyl  group. 

Ketones  may  be  classified  according  to  the 
number  of  carbonyl  groups  into  8impU  keUmea, 
diketones,  &c.,  whilst,  according  to  tiie  radicles 
united  with  the  carbonyl,  they  may  be  separated 
into  aliphaiie,  arttmaiie,  and  mixed  ketones. 

Another  type  of  ketone  is  furnished  by  those 
compounds  in  which  the  carbon  atom  of  the 
carbonyl  group  is  a  member  of  a  closed  ring ; 
such  cyclic  ketones,  in  which  the  carbon  chain  is 
saturated,  closely  resemble  the  aliphatic  ketones 
in  their  properties.  Unsaturated  cyclic  ketones 
also  exist ;  one  class,  the  quinones,  will  be  treated 
separately,  as  they  possess  many  distiactive 
properties  not  shared  by  the  other  ketones, 

Kespecting  the  nomenclature  of  the  ketones, 
a  few  are  known  by  trivial  names,  e.q.  acetone, 
benzophenone,  acetophenone,  &c.,  but  usually 
a  more  systematic  nomenclature  is  adopted. 
This  may  refer  either  to  the  radicles  attached 
to  the  carbonyl  group,  or  to  the  position  of 
the  carbonyl  groups  in  the  chain.  Acetone 
C^,*CO*C^,  may  be  more  systematically  termed 
dimethylketone  or  propanone;  benzophenone 
CsHgCO-CcH,  diphenylketone  or  diphenyl- 
methanone;  and  acetophenone  C«H,'(jO'CH, 
phenyl  methyl  ketone  or  ethylphenone. 

Whilst  for- simple  ketones  the  second  syste- 
matic nomenclature,  that  recommended  by  the 
Geneva  Congress,  has  no  striking  advantages; 
in  the  case  of  polyketones  it  is  very  useful,  as  it 
enables  the  tnvitu  names  giten  to  various  sub- 
stances to  be  replaced  and  rational  names  to  be 
raven  to  new  compounds  as  they  are  discovered. 
Thus  diacetyl  becomes  butane-dione,  acetyl- 
acetone  is  pentane-2  :  4-dione,  and  is  thus  com- 
pletely differentiated  fromj 
is  pentane-2 :  S-dione. 
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Open  Chain  Monoketones. 


Preparation. — (.1)  By  addition  of  water  to 
hydrocarboDB  of  the  type  R'GlG'H;  thus 
aUylene,  if  led  into  an  aqueous  solution  of 
mercuric  chloride  at  90®-96%  yields  acetone 
(Kutscherow,  Ber.  1884, 17, 16) 

CH,-C:CH4-H,0=CH,COCH8 
B^hal  and  Desgrez  find  that  hydrocarbons  of 
the  formula  C«H2n-t  add  ^^^  elements  of  acetic 
acid  at  280°,  the  addition  products  being  decom- 
posed by  water  with  formation  of  ketones. 

(2)  l^ondary  alcohols  are  diiectly  oxidised 
to  ketones.  The  use  of  manffuiio  salts  for  this 
purpose  has  been  patented  by  W.  Lang  (D.  R.  P. 
166357).  Ketones  may  also  be  obtained  from 
secondary 'alcohols  by  passing  their  vapours  over 
heated,  finely  divided  oopper  (P.  Saoatier  and 
J.  B.  Senderens,  Ann.  Gnim.  1905  [viii.]  4, 
433). 

(3)  Primaiy  alcohols  of  the  type 

CHRR'CHjOH 

give  formic  acid  and  a  ketone  on  oxidation 
(Kannonikow  and  Saytzew,  Annalen,  1875, 
176,  377) : 

CH(CH,)(C,H,)CH,0H+30 

=CH,C0C,H5+HC0,H+H,0 

(4)  Hydrolysis  of  some  halogen  compounds 
which  might  be  expected  to  yield  unsaturated 
tertiary  alcohols  furnishes  ketones  in  their  place : 

CH,Ca :  CH,->(CH,0(OH) :  CH,) 

-»  CHjCOCHa 

(Oppenheim,  Annalen,  1868,  Spl.  6,  365). 

It  has  also  been  found  that  certain  chlorhy- 
drins  when  heated  with  water  under  pressure, 
yield  ketones  instead  of  glycols : 

C(CH3),(0H)CH(CH,)a 

=CH(CHj),COCH,+HCl 

(K.  Krassusky,  J.  Russ.  Phys.  Chem.  Soc.  1901, 
33,791;   1902,34,287). 

(5)  On  warming  pinacones  (ditertiary  glycols) 
with  dilute  acids  pmacolines  (ketones  containing 
a  tertiary  alkyl  radicle)  are  produced  : 

qOH,)(C,H,)(OH)C(CH,)(C,H,)(OH) 

O 

->  (CH,)(C,H,)C^0(CH3)(C,H,) 
->  C(0H,),(C,H,)COC,H, 

The  mechanism  of  the  reaction  discovered 

by    G.    Darzens   is    probably    similar.     Ethyl 

a-chloropropionate     condenses     with     ketones 

R'CO'R  toform  a)3-tri8ubstituted  glycidic  esters 

0 

of  the  general  type  CRR'^C(CH5)CO,C,H5. 
When  these  are  hydrolvsed  the  unstable  acid 
loses  carbon  dioxide,  and  the  oxide  isomerises  to 
a  ketone 

O  O 

CRR'-^C5(CH,)C0,H->  COj+CRR'^CHCH, 
-»  CHRR'CO  CHa 

(Oompt.  lend.  1905,  139,  1214 ;  141,  766 ;  also 
R.  Stoermer,  Ber.  1906,  39,  2288;  1907,  40, 
488;  M.  Tiffeneau  and  Porlencourt,  Compt. 
lend.  1906,  143,  126;  Ann.  Oiim.  1907, 
viii.]  10,  322 ;    Delacre,  Bull.  Soc.  chim.  1911, 


[iv.l  9,  1024;  Parry,  Chem,  Soc.  Trans.  1915, 
107,  108). 

Changes  of  the  types 

'  HO  "CRR'  *CRR'  "OH  V\  -p  *^r\  .mj  tt  * 
HOCR,CR,'OH^*^  ^"  ^^*" 

have  attracted  much  attention  (A.  Or^khoff, 
Bull.  Soc.  chim.  1919.  [iv.]  26,  9.  108,  111.  115, 
174,  179,  182,  186;  Ti£Feneau  and  Ordkho^, 
Compt.  rend.  1920,  171,  400,  473;  1921,  172, 
387;  BuD.  Soc.  chim.  1921,  [iv.J  29,  422,  445, 
809;  Billard,  BuD.  Soc.  chim.  1921,  [iv.J  29, 
429 ;  I^^,  ibid.,  820].  Pinacolines  of  the  type 
CRs'CO'K  cannot  exhibit  tautomerism,  but 
when  one  of  the  groups  R  is  replaced  by  H, 
tautomeric  change  is  possible  so  that  the  com- 
pound produced  by  the  action  of  aluminium 
chloride  on  trichloroacetyl  chloride  and  benzene 
(Delane,  Bull.  Soo.  chim.  1896,  [iii.]  13,  857; 
Gardeur,  Bull.  Acad.  roy.  Belg.  1897,  [iii.]  34, 
67)  may  be  triphenylethanone  as  originally 
formulated  or  possibly  triphenylvinyl  alcohol 
(Biltz,  Ber.  1899,  32,  650;  Anna!en,  1897,  296, 
242).  The  latter  structure  was  accepted  on 
many  sides  but  Kohler  (Amer.  Chem.  J.  1906, 
36,  177),  Or^khoff  (BuU.  Soc.  chim.  1919,  [iv.] 
25,  9,  186)  and  Meyer  and  GottUeb-BiUroth 
(Ber.  1921,  54,  576)  reverted  to  the  ketonic 
formula.  McKenzie  and  Boyle  (Trans.  Chem. 
Soc.  1921,  119,  1131)  also  think  the  substance 
is  probably  triphenylethanone  having  studied  its 
reaction  with  phenyl  magnesium  bromide. 

(6)  By  the  dry  distillation  of  the  calcium  or 
barium  salts  of  acids 

I  (RCOO),Ca=0aCO3+RCOR 

i        The  products  obtained  in  this  way  are  never 

■  pure ;   calcium  acetate,  for  example,  yields  not 

'  only    acetone,    but   also    homologous    ketones 

I  (R,  Rttig,  Annalen,  1869,  110,  17).    When  a 

mixture  of  the  calcium  salts  of  two  acids  is 

i  distilled  together  the  separate  ketones  cone- 

sponding  to'  each  salt  and  their  usual  impurities 

are  obtained,  together  with  a  greater  or  less 

I  yield  of  the  mixcSl  ketone. 

I        The  aliphatic  acids  are  directly  converted 

into   ketones   by  heating   with  iron-filings  or 

passing  their  vapours  over  heated  aluminium, 

thorium,  zirconium  or  uranium  oxides 

2RC00H=RC0R+C0,+H,0 

A  number  of  other  oxides  can  be  used. 
Mailhe  has  employed  zinc  oxide  and,  more 
especially,  cadmium  oxide  as  a  catalyst,  whilst 
either  ferrous  or  ferric  oxide  may  be  used  at 
430''-490**  (W.  Ipatiew,  J.  Russ.  Phys.  Chem. 
Soc.  1908,  40,  514 ;  Ber.  1910,  43,  3383 ;  J.  B. 
Senderens,  Compt.  rend.  1909,  148,  297 ;  149, 
996;  1910,  150.  Ill,  1336;  1911.  162,  384; 
Ann.  Chim.  1913,  [viu.]  28,  243;  BulL  Soc. 
chim.  1914,  [iv.]  16,  84  ;  Easterfield  and  Taylor, 
Chem.  Soc.  Trans.  1911,  2298;  Biailhe,  Compt. 
rend.  1913,  157,  219;  BuU.  Soc.  chim.  1913. 
[iv.]  13,  666). 

•  Small  amounts  of  acetone  have  been  obtained 
by  heating  acetic  anhydride  to  290®-300* 
(Bamberger,  Ber.  1910,  43,  3517). 

Higher  ketones,  ^„g,  stearone,  have  been 
prepared  from  higher  acids  and  catalysts 
(Schicht  and  GriinTl).  R.  PP.  296667,  296677). 

(7)  Ketones    are    obtained    frt^^  tertiary 
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a-hydroxy  adds  either  by  oxidation  (chromic 
acid)  or  by  heating  with  mineral  acids : 

CRR'(OH)CO,H+0=R-COR'+CO,+H,0 
CRR'(OH)COJi 

=RCOR'+HCO,H  (or  H,0+CO) 

Since  acids  of  the  type  CRR'H*GOaH  mav 
be  oxidised  by  alkaline  permanganate  to  acids 
with  the  struotare  CRR'(OH)CO,H,  they  might 
serve  as  a  source  of  ketones ;  in  fact,  electrolytic 
oxidation  of  i>obatyric  acid  leads  directly  to 
abetone  (M.  Moest,  t>.  R.  P.  138442). 

An  analogous  reaction  is  that  by  which  the 
amides  of  a-oromo  acids  lose  hydrogen  bromide 
and  cyanide  on  heating  with  aqueous  or  alcoholic 
sodium  hydroxide,  an  aldehyde  or  a  ketone  being 
produced  (G.  Mossier,  MonaUh.  1008,  29,  69) : 

CRR'BrCONH,+2NaOH 

=:RC0R'+NaCN+NaBr+2H,0 

Aldehydes  and  ketones  are  respectively 
obtained  from  amino  acids  R'CH(NH.)CO,H 
and  RR'C(NH,)CO,H  by  the  action  of  hypo- 
chlorites : 

RR'C(NH,)C0,H+H0a-RR'C:0+C0,+NH4C1 

(K.  Langheld,  D.  R.  PP.  226225  and  226227). 

(8)  The  ,i8-ketocarboxylio  acids,  or  their 
esters,  undei^^o  *  ketonic  fission '  on  heating 
with  dilute  acids  or  alkalis  (heating  with  con- 
centrated alkaline  solutions  effects  acid  fission) : 

R-COCHR'CO,C,H,+H,0 

=R-C0CH,R'+G0,+CsH80H 

A  simple  method  of  effecting  the  ketonic 
fission  of  higher  members  of  this  series  of  esters 
by  heating  for  a  few  minutes  with  sulphuric 
acid,  pouring  into  water  and  distilling  in  a 
current  of  steam  has  been  described  by  L. 
Bouveault  and  R.  Locquin  (Bull.  Soc.  chim. 
1904,  [iii.]  31,  1153 ;  ep,  Michael  and  Wolgast, 
Ber.  1909,  42,  3176). 

(9)  Ketones  are  produced  by  the  interaction 
of  acid  chlorides  and  organo-metallic  compounds 
(Freund,  Annalen,  1861, 118, 1) : 

2C»H,»^iC0a+Zn(C„H,«^,), 

=ZnCl,+2aH^iC0C«,H,«^i 

(10)  Latterly  magnesium  alkyl  halides 
(Grignard*s  reagents)  have  been  largely  applied 
to  the  sjrnthesis  of  ketones.  Nitriles  yield 
imino  derivatives,  which  are  hydrolysed  by 
dilute  acids  to  ammonia  and  ketones  (£.  £. 
Blaise,  Compt.  rend.  1901, 132,  38 ;  133,  1217) : 

RG  .•  N+MgBrR'=RR'C :  N'^Br 
2RR'C : NMgBr+2H|S04-f 2H,0 

=MgBr,+Mg804-f  (NH4)|S04+2RR'C :  0 

A  similar  reaction  using  the  esters  of  a-bromo 
acids  and  zinc  leads  to  the  synthesis  of  j3-ketonio 
esters 

RC  iN+Zn+CR'HBrCO.CjHj 

=BrZnN :  CRCHR'COjCHg 

Ketones  may  also  be  obtained  from  cyanogen 
by  the  action  of  magnesium  alkyl  halides  : 

CNCN+Mg(C,H,)I=CNC(C,H,) : NMgl 
CJNQCjHj)  7SMgI+l&(C^.)I 

=^((3N)-f  C(C^,), :  NMgl 

(11)  Acid  amides  may  be  employed  in  place 
of  nitriles  (C.  B4is,  Compt.  rend.  1903, 137,  676 ; 

Vol.  III.— r. 


Ryan  and  Nolan,  Proc.  Roy.  Irish  Acad.  1912, 
3(J,B,  1); 

RC0NH,+2^R'X 

=CRR'(NHMgX)O^X-fR'H 

CRR'(r —  ^ -^^ 


The  yields  obtained  by  this  method  vary 
from  20  to  60  p.  c,  increasing  as  the  complexity 
of  the  radicle  K  increases. 

Imino  esters  {e.g.  C.HjQ  :  NC,H5)-0CH,) 
and  imino  chlorides  may  also  be  employed  (R. 
Marquis,  Compt.  rend.  1906,  142,  711),  whilst 
H.Foumier  finds  ketones  amongst  the  products  of 
the  reactions  between  Grignard's  reagents  and 
acid  anhydrides  (Bull.  Soc.  chim.  1910,  [iv.]  7, 
836). 

In  certain  cases  ketones  may  be  obtained  by 
the  action  of  oiffano-magnesium  compounds  on 
dried  sodium  salts,  e.g.  methyl  Mobutyl  ketone 
from  magnesium  t^obutyl  bromide  and  sodium 
acetate  (SaUdnd  and  Beburischwili,  Ber.  1909, 
42,  4600).  For  other  syntheses  involving 
oigano-metallic  compounds  v.  Blaise  and  Maiie 
(Ann.  Chim.  1908,  [viii.]  16,  666 ;  Barbier  and 
Locquin,  Bull.  Soc.  Glum.  1911,  9,  717,  722; 
Reynolds,  Amer.  Chem.  J.  1911,  46,  198; 
Darzens  a.  Rost,  Compt.  rend.  1911,  163, 
772). 

(12)  The  nitrile  oxides  yield  ketones  on 
reaction  with  magnesium  alkyl  halides.  Thus 
benzonitrile-oxide  and  magnesium  methyl 
iodide  yield  benzonitrile  (by  reduction),  aceto- 
phenone,  and  its  oxime  : 

C,H,C«N+Mg(CH,)I 

O 
->  C,H5-C(:N0MgI)CH,->  C,H5q:N0H)CH, 

(H.  Wieland,  Ber.  1907,  40,  1667). 

(13)  Ketones  containing  one  methyl  group 
can  be  obtained  by  the  reaction  of  diazomethane 
with  aldehydes.  In  this  case  it  is  probable  that 
an  unstable  furodiazole  is  first  produced,  which 
breaks  down  into  nitrogen  and  a  ketone  : 

RCOCH, 

+N, 


The  method  is  of  general  applicability ; 
ketones  may  be  obtained  from  Movaleraldehyde, 
benzaldehyde,  &c.,  whilst  trichloroacetone  has 
been  obtained  in  a  pure  condition  by  using 
chloial  (Schlotterbeck,  Ber.  1907,  40,  479,  1826, 
3000;   1909,42,2669,2666). 

(14)  In  certain  cases  ketones  may  be  con- 
verted into  higher  homologues  by  the  action  of 
sodamide  and  an  alkyl  haUde.  In  this  way 
diethyl  ketone  yields  ethyl  MOpropyl  ketone, 
diMopropyl  ketone,  and  a  compound  C|(H|cO  : 

CH,CH,COCH,CH,-»(CH,),CH*COCH,CH, 
-^  (CH,),CHCOCH(CH,), 

(A.  Haller  and  Bauer,  Compt.  rend.  1910,  160, 
661;  1911,163,21,1416;  1912,164,666;  1913, 
166,  1199,  1296;  Ann.  Chim.  1913,  [viii.]  29, 
313 ;  Zemer,  Monatsh.  1911,  32,  677  ;  Dumesnil, 
Ann.  Chim.  1917,  [ix.]  8,  70). 

(16)  Formaldehyde  acts  on  ketones  in 
presence  of  alkaline  condensing  agents,  giving 

2z 


RC<H 

RCH  -0 

1          1 

^H.C^-^N 

-> 

H,C^N 

N 

N 
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keto  alcohola,  which  may  be  dehydrated  to 
imsaturated  ketones  (Farbeniab.  vorm.  Fr. 
Bayer  &  Go.  D.  R.  PP.  222561  and  223207) : 

CH,COCH,+CH,0=CH,'COCH,CH,OH 

«CH,<X)CH :  CHj+H,0 

Hydroxy  ketones  have  also  been  obtained  by 
the  action  of  carbon  monoxide  on  the  Grignard 
reagents 

2CO+2MgRX  ->  20  :  CRMgX 
->MgXO-CR(MgX)CR :  0-»OHCHRCR :  O 

(%oroTa,  J.  Rnss.  Phys.  Chem.  8oc.  1914,  46, 
1319). 

Saturated  ketones  can  be  prepared  from 
ketones  possessing  ethylene  linkages  by  redac- 
tion with  hydrogen  in  presence  of  paJbLcUum  or 
platinum  (ffldta  and  Meyer,  Ber.  1912,  45,  3579, 
3589;  Varon  and  Faillebin,  Compt.  rend.  1919, 
169,  66). 

The  hydroxymethylene  compounds  obtained 
from  ketones  and  formaldehyde  can  be  reduced 
to  saturated  compounds  by  hydrogen  in  presence 
of  a  colloidal  palladium  catiuyst.  This  is 
▼irtually  a  method  of  methylating  a  saturated 
ketone  (J.  D.  Riedel,  A.  G.,  D.  R.  P.  266405; 
Kdtz  and  Schaeffer,  J.  pr.  CSiem.  1913,  [ii.]  88, 
604). 

(16)  Aromatic  ketones  (also  mixed  ketones) 
can  be  obtained  by  the  action  of  acid  chlorides 
on  aromatic  hydrocarbons  in  presence  of 
aluminium  chloride,  Ac.  (Friedel  Mid  Grafts, 
Ann.  C9iim.  1884,  [vi.]  1,  507) : 

C,H,+CH,C0Ca=CH,C0C,H5+Ha 

This  reaction  may  sometimes  extend  to  the 
aliphatic  series:  thus  benzoyl  chloride  and 
ethylene  reaot  in  presence  of  aluminium  chloride 
to  give  phenyl  irayl  ketone  (Norris  and  Gouch, 
J.  Amer.  Chem.  Soo.  1920,  42,  2329). 

Ketones  in  which  both  radicles  attached  to 
the  carbonyl  group  are  the  same  may  be  obtained 
by  the  action  of  carbonyl  chloride  on  aromatic 
hydrocarbons  in  presence  of  aluminium  chloride  : 

2G,H,+GOa,=G«HjGOG,H5-f2Ha 

When  acetyl  chloride  acts  on  a  solution  of 
e^cZohexene  in  carbon  disulphide  solution  under 
the  influence  of  aluminium  chloride,  an  addition 

CHjCH.CHa 
product   I  I  is  formed,  from 

GH,-CH,-GH-CO-CH, 
which  tertiary  bases  remove  the  elements  of 
hydrogen  chloride  with   production   of   tetra- 
hydroacetophenone    (Darzens,     Gompt.     rend. 
1910,  150,  707). 

(17)  The  introduction  of  amino  or  hydroxyl 
groups  renders  aromatic  nuclei  still  more  liable 
to  attack.  Dimethylaminobenzoyl  chloride  and 
tetramethyldiaminobenzophenone  (Michler*s  ke- 
tone) are  successively  produced  by  the  reaction 
of  phosgene  with  dimetnylaniline,  no  condensing 
agent  being  necessary  (Ber.  1876,  9,  715,  1900). 
p.Aminoacetophenone  is  formed  b^  boiling  2 
parts  of  aniline  with  5  parts  of  acetic  anhydride 
and  3  parts  of  zinc  chloride  for  4-5  hours  (Klingel, 
Ber.  1885,  18,  2688) ;  whilst  2  : 4.dihvdroxy. 
aoetophenone  (resacetophenone)  is  obtained 
when  2  parts  of  resoreinol  and  3  parts  each  of 
acetic  acid  and  zinc  chloride  are  heated  to  150^ 
(Nencki  and  Sieber,  J.  pr.  Ghem.  1881,  [ii.]  23, 


147).   Probably  aoyl  derivatives  are  first  formed 
which  subsequently  undeigo  isomeziaation,  €,y, : 

NH-COR  NH, 

0  -  0 

GOR 

For  the  mechanism  of  isomerisation  of  acyl 
anilides,  see  F.  D.  Ghattaway  (Qiem.  Soc.  Trans. 
1904,  85,  340,  386,  589,  1663  ;  Angel,  ihid.  1912, 
101,  515). 

The  conversion  of  acetanilide  into  amino- 
aoetophenone  is  of  interest  in  connection  with 
the  iormation  of  flavaniline,  which  may  be 
obtained  by  several  hours'  heating  at  250^-270® 
of  2  parts  of  acetanilide  with  1  part  of  zinc 
chloride  (O.  Fischer  and  Rudolph,  Ber.  1882, 15, 
1500) ;  or  a  mixture  of  o-  and  J^aminoaoeto- 
phenones  with  zinc  chloride  at  90**  (O.  Fischer, 
Ber.  1886,  19,  1038) : 

Q^-CH»+CH,GO<^NH, 
G-GH, 

An  acyl  group  generally  enters  the  aromatic 
nucleus  para  to  a  hydroxyl  group,  if  the  position 
is  free.  a-Naphthol,  however,  gives  a-hydyxy- 
^-naphthyl  methvl  ketone,  m.p.  103"*  (Fried- 
lander,  Ber.  1895,^28, 1946).  Another  modifica- 
tion, m.p.  98^  has  been  described  (Toirey, 
J.  Amer.  Ghem.  Soc.  1910,  32,  ii.  1477 ;  see  also 
Witt  and  Braun,  Ber.  1914,  47,  3216). 

Hydroxyketones  can  aliso  be  obtained  by 
condensing  phenols  with  nitriles  in  presence  of 
hydrogen  chloride  (Hoeech,  Ber.  1915,48^  1122; 
Stephen,  Trans.  Ghem.  Soc.  1920,  117,  1529). 

(18)  Aromatic  ketones  may  be  obtained  by 
the  oxidation  of  diary!  metluuies  with  chromic 
acid  (Zincke,  Annalen,  1871,  159,  377) : 

G,H5GH,G«H5+20=G«H,-GOG,H,4-H,0 

(19)  Ketones  (and  aldehydes)  are  produced 
by  the  reduction  of  ozonides,  particularlv  with 
potassium  ferrocyanide  in  presence  or  absence 
of  acids  (G.  Harries,  D.R.P.  321567). 

Oeneral  properties  and  reactions,— {I)  The 
aliphatic  ketones  are  generally  liquid,  the 
aromatic  ketones  solid  at  ordinaiy  temperatures ; 
usually  they  possess  an  ethereal  or  aromatic 
odour ;  most  of  them  are  insoluble  in  water,  but 
dissolve  easily  in  alcohol,  ether,  &c.  They 
usually  boll  without  decomposition ;  on  passing 
the  vapour  of  acetone  over  baked  clay  at 
500''-600^  methane  and  ketene  GH, :  GO  are 

rroduced  (J.  Schmidlin  and  M.  Beigman,  Ber. 
910,  43,  2821). 
Metallic  derivatives  of  ketones  are  known. 
Below  0%  acetone  yields  a  sodium  derivative 

GH,0(ONa) :  GH, 

from  which- an  unsaturated  tertiary  alcohol  may 
be  obtained  by  reaction  with  acetylene  (Fr. 
Bayer  &  Go.,  Fr.  Pftt.  474746). 

(2)  Reduction  of  ketones  by  sodium  amalgam 
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gives    secondai^    alcohols,    ditertiaty    glycols  i 
(pinacones)  are  tormed  at  the  same  Ume :  | 


CH,C0CH,+2H=CH,CH(0H)CH, 
2CHjCOCH,+2H=(CH,),C(OH)C(OH)(CHj), 

Pinacone  may  be  obtained  from  acetone  by 
reduction  with  sodium  in  presence  of  a  liquid, 
such  as  ether,  indifiPerent  to  sodium  (B.  A.  8.  F., 
D.  B.  P.  248252).  8ome  ketones  are  reduced  to 
pinacones  when  their  alcoholic  solutions  are 
exposed  to  light  (Cohen,  Chem.  Weekblad,  1916, 
13,  590).  Ifydrocen  in  presence  of  platinum 
black  gives  seoonaary  alcohols ;  the  reaction  is 
very  general  (Vavon,  Compt.  rend.  1912,  166, 
286). 

The  reduction  of  ketones  by  aluminium  or 
zinc  amalgam  in  presence  of  80  p.c.  alcohol  gives 
secondary  alcohois  and  pinacones.  With  benzo- 
phenone,  the  formation  of  the  pinacone  is  found 
to  be  favoul^d  by  a  slight  acid  reaction;  benz- 
hydrol,  on  the  other  hand,  by  addition  of  am- 
monia (Boeseken  and  Cohen,  Proo.  K.  Akad. 
Wetensch.  Amsterdam,  1913,  16,  91;  Cohen, 
Reo.  trav.  chim.  1919,  38,  72,  113;  1920,  39, 
243;  Montague,  ibid.  339,  3£0). 

Fatty  aromatic  and  aliphatic  ketones  are 
reduced  to  the  corresponding  hydrocarbons  by 
heating  with  hydrochloric  acid  and  amalgamated 
zinc  (Qemmensen,  Ber.  1913, 46, 1867 ;  1914, 47, 
51,  681).  The  CO-group  may  be  reduced  to 
CH,  by  reducing  hydrazoncs,  &c.  (Wolff, 
Annalen,  1912,  394,  86). 

The  phytoohemical  i  eduction  of  ketones  and 
diketones  gives  somewhat  poor  yields  of  the 
corresponding  secondary  alcohols;  these  occur 
as  optically  active  forms  (Neuberg  and  Nord, 
Ber.  1919,  52,  2237,  2248). 

(3)  Ketones  resist  the  action  of  oxidising 
aeents  to  a  far  greater  eictent  than  aldeh^rdes. 
They  do  not  readily  reduce  ammoniacal  silver 
solutions  ;  the  resistenoy  to  alkaline  oxidation  is 
instanced  by  the  fact  that  substances  may  be 
dissolved  in  acetone  for  treatment  with  per- 
manganate. Ketones  are,  however,  attacked 
by  chromic  acid,  the  carboxyl  group  usually 
remaining  attached  to  the  smaller  hydrocarbon 
radicle;  thus  methyl  propyl  ketone  yields  a 
mixture  of  acetic  and  propionic  acids,  but  a 
good  deal  depends  on  the  nature  of  the 
radicle  rPopow,  Annalen,  1872,  161,  285). 
Wagner  has  found  that  propyl  Mobutyl  ketone 
gives  propionic  and  Movaierio  acids,  whilst,  when 
ethyl  Mopropyl  ketone  is  oxidised,  for  every 
molecule  of  acetic  and  ufohutyric  acids  pro- 
duced, 4  molecules  of  acetone  and  propionic 
acid  are  formed  (Ber.  1882,  15,  1194;  1885, 
18,  2266 ;  J.  Buss.  Phys.  Chem.  Soc.  1884,  16, 
645). 

Oxygen  may  also  be  added  to  ketones  without 
rupturing  the  molecule;  thus  by  the  use  of 
Caro's  acid,  acetone  gives  a  peroxide  CaH^Oi 
(A.  V.  Baeyer.  and  VT  Villiger,  Ber.  1899,  32, 
3627  ;  1900,  33, 124,  859  ;  see  also  J.  Pastureau, 
BuU.  Soc.  chim.  1909,  [iv.]  5, 227). 

(4)  Ketones  react  less  readily  than  aldehydes 
with  ammonia.  Moureu  and  Mignonac  have 
published  a  collected  account  of  their  work  on 
ketimines  (Ann.  chim.  1920,  [ix.]  14,  322). 
Keto-anils  are  obtained  by  Uie  action  of 
aromatic  amines  on  aliphatic  ketones  in  the 
presence  of  iodine  (E.  iGioevenagel,  Ber.  1Q21, 
54,  1722). 


Ketones  resemble  aldehydes  in  giving  oximes, 
although  not  always  as  easily  a*  aldehydes 

(CH8),C :  0-f  H,NOH=H,0+(CH,),C :  NOH 

(V.  Meyer,  and  Janny  Ber.  1882,  16,  1324; 
Janny,  ibid.  1778;  cf.  Lapworth  and  Steele, 
Chem.  Soc.  Trans.  1911,  1884;  Qarke,  Lap- 
worth  and  Wechsler,  ibid,  1908,  30). 

When  the  radicles  connected  with  the 
oarbonyl  group  are  different,  two  oximes  may 
be  produced  from  a  monoketone.  The  iso- 
merism in  such  cases  is  generally  referred  to 
different  spatial  arrangement  (Hantzsch  and 
Werner,  Ber.  1890,  23,  11).  In  determining  the 
configuration  of  stereoisomeric  oximes  consider- 
able use  has  been  made  of  the  Beckmann 
reanangoment  (Ber.  1886, 19, 992),  whereby  they 
may  be  converted  into  one  of  two  structurally 
isomeric  substituted  acid  amides  : 

RCB'(PClj)RC-R'      RCCKHjORCOH    RC;0 

NOH  NCI  NR'  NR'    "     NHR 


RCR'       RCR' 
HON  ChN 


Cl-CR' 
RN 


HOCR'       0:CR' 
RN        ""rHN 


In  effecting  the  transformation,  a  very  dilute 
and  strongly  cooled  ethereal  solution  of  the 
oxime  is  treated  with  a  considerable  excess  of 
phosphorus  pentachloride,  which  is  added  in 
small  portions  at  a  time.  The  ethereal  solution 
is  decanted  from  the  excess  of  the  pentachloride 
and  shaken  with  ice-cold  water,  separated  and 
dried  by  potassium  carbonate.  The  substituted 
amide  is  left  on  evaporation. 

The  rearrangement  may  sometines  be 
effected  by  warming  for  1  hour  with  10  parts 
of  sulphuric  acid  on  the  water  bath,  whilst 
foenzene-sttlphonyl  chloride  has  been  used  by 
Tiemann  and  Pinnow  (Ber.  1891,  24,  4162)  and 
A.  Werner  and  A.  Pignet  (Ber.  1904,  37,  4295). 
The  latter  chemists  determined  the  configuration 
of  the  oximes  of  benzoin  in  the  following 
manner :  5  grams  of  a-benzoln  oxime  were 
dissolved  in  20  c.c.  of  pyridine,  4  grams  of 
benzene-sulphonyl  chloride  added  drop  by  drop, 
and  the  mixture  allowed  to  stand  8  hours  at  the 
ordinary  temperature.  After  adding  dilute 
sulphuric  acid,  the  benzaldehyde  and  benzo- 
nitrile  were  extracted  with  ether : 

C.HjCCH(0H)C,H5 
NOH 

=^*^'^+OCHC,H,+H,0 

The  isomeric  j9-oxime  treated  in  the  same  way 
gave  phenylglycollanilide : 

CaH,C-CH(OH)C,Hj  0 :  CCH(0H)C,H, 

HOS  "^ 


^.H.-HN 


Doubt  has  been  oast  on  the  stereochemical 
interpretation  of  the  isomerism  of  the  oximes. 
The  structural  identity  of  »yn-  and  antt-benzald- 
oximes  (Goldschmidt,  Ber.  1889,  22,  3113)  is 
difficult  to  reconcile  with  the  fact  that  both 
compounds  give  the  same  derivative  with  phenyl- 
oarbimide  (Brady  and  Dunn,  Trans.  Chem.  oq<^ 
1916,  109,  655).      Atack    (Trans.   Chem.   Soc. 
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1921, 119, 1 175)  supposes  that  ozimes  may  corre- 
spond to  the  three  constitutioiis : 

(I)  >C=N— O— H    "oxime." 

(U)  >C=N<Q  "nitrone." 

(im  ><>-NH  "w-oxime." 

\/ 
O 

Substances  of  t3rpe  (II)  would  be  difficult  to 
isolate,  but  allcyt  compounds  would  be  more 
stable  and  the  N-phenyl  ether  of  benzophenone 

ozime,  (0,H,)2C :  N<q*    *^  has  been  described 

by  Staudinger  and  Miescher  (Helv.  Chim.  Acta, 
1919,  2,  562).  It  is  of  interest  ihat  the  direct 
methylation  of  benzophenone  oxime  gives  N — 
and  0 —  methyl  ethers  (Semper  and  Lichten- 
stadt,  Ber.  1918,  51,  933;  see  also  Alossandri, 
Gazzetta,  1921,  51,  L  75. 

(5)  Ketones  containing  the  group  *GO'GH,. 
react  with  nitrous  acid,  giving  the  monozimes 
of  diketones : 

CH,C0CH,CH,4-HN0, 

=CH,CO  q  :  N0H)CH3+H,0 

(L.  Claissen  and  Manasse,  Ber.  1889,  22,  526 ; 
O.  Diels,  Ber.  1902,  35,  3290 ;   1907,  40,  4336). 

(6)  Ketones  react  with  hydrazine  to  give 
ketazines  (Curtius  and  Thun,  J.  pr.  Chem.  1891, 
[ii.]  44,  161) : 

2RCOR'+N,H4=2H,0+RR'C :  NN  :  CRR' 

or  hydrazones  (E.  Fischer,  Annalen,  1878,  190, 
136 ;  Ber.  1883,  16,  661,  2241 ;  1884,  17,  572 ; 
1889,  22,  90 ;   1897,  30,  1240) : 

RCOR'+IJ,NNHR"=H,0+RR'C :  NNHR 

In  using  phenylhydrazine,  a  dilute  acetic 
acid  solution  is  ^enerallv  employed;  where 
hydrazone  formation  only  takes  place  with 
difficulty  the  ketone  may  be  dissolved  in  glacial 
acetic  acid,  treated  with  a  slight  excess  of 
phenylhydrazine  and  allowed  to  stand  in  the 
cold.  In  certain  cases  (eg.  carvole,  v.  Baeyer, 
Ber.  1894,  27,  813)  the  ketone  and  phenylhydra- 
zine may  be  mixed  in  equimolecular  proportions 
without  solvent  and  allowed  to  stand. 

In  many  cases  the  use  of  phenylhydrazine  for 
the  isolation  and  identification  of  aldehydes  and 
ketones  may  be  advantageously  replacea  by  one 
of  the  following  hvdrazino  compounds : 

P'Bromophenylhydrnsine  (E.  Fischer,  Ber. 
1891,  24,  4221 ;  L.  Michaelis,  ibid.  1893,  26, 
2190). 

p-NitrophenyJhydrazine  (A.  Puigotti,  Atti  R. 
Accad.  line.  1892,  7,  ii.  266  ;  E.  Bamberger  and 
U.  Stemitzki,  Bor.  1893,  26,  1306;  E.  Hyde, 
ibid,  1899, 32, 1810 ;  H.  D.  Dakin,  J.  Biol.  Chem. 
1908,  4,  235). 

as-Meihylphenylhydrazine  C,H4(CH4)NNH, 
(C.  Neubeig,  Ber.  1902,  35,  959,  2626). 

Semicarbazide  NBL-CONHNH,  (Baeyer, 
Ber.  1894,  27, 1918).  With  unsaturated  ketones 
of  type  CjHj'CO'CH :  CH-R,  semlcarbazido-semi- 
carbazones  are  formed  (Von  Auwers,  Ber.  1921, 
54,  987). 

Aminogvanidinc  NHjC( :  NH)NHNH,.  The 
condensation  products  with  ketones  may  be 
isolated  as  well-crystallised  picrates  (Baeyer, 
Ber.  1894,27,1919). 


Thiosemiaubazide  NH,*GS*NH'NH,.  The 
resulting  thiosemicarbazones 

NH,-CSNHN:CRR' 

give  insoluble  or  sparingly  soluble  salts  of  the 
heavy  metals  (C.  Meuteg  and  W.  Neimann, 
Ber.  1902,  35,  2049). 

Benzhydrazide  C,H,-CONHNH,  and  its  o-, 
m-,  and  j>-nitro-  derivatives 

C,H4(N0,)C0NHNH, 

With  aromatic  ketones  it  is  advisable  to  warm 
in  alcoholic  solution;  aldehydes  react  more 
readily  (Curtius  and  co-workers,  J.  pr.  Chem. 
1894,  [ii]  50,  275,  295 ;  1895,  51,  165,  353). 

Dichloroketones  do  not  necessarily  react 
with  semicarbazide  to  give  monosemicarbazones. 
Thus  whilst  dichloromethyl  ethyl  ketone  reacts 
normally  to  give  a  monoscmicaroazone 

CHa,C( : NNHCONHJ-CH.CH, 

tiie  isomeric  methyl  dichloroethyl  ketone  gives 
the  disemicarbazone  of  diacetyl 

CH,-C( ; NCH,ONa)C( : N-CH,ON,)-CH, 

(Blaise,  Compt.  rend.  1913,  156,  1549). 

References  to  eariier  work  on  the  action  of 
hydrazines  on  a-chloroketones  are  given  by 
Bodforas,  Ber.  1919,  52,  1762. 

(7)  Ketones  react  with  phosphorus  penta- 
chloride  as  follows : — 

RC0R'+Pa5=P0Cl,+RCa,R' 

Sometimes  chlorination  of  one  of  the  radicles 
R,R'  occurs  (Favorski,  J.  Russ.  Phys.  Chem. 
Soc.  1912,  44,  1339>. 

(8)  Some  ketones,  usually  those  containing 
the  group  CHg'OO*,  unite  with  acid  sodium 
sulpmte ;  acetone,  for  example,  gives 

(CH,),0(OH)(SO,Na),H,0 

The  ketone  is  regenerated  by  sodium  carbonate 
solution. 

(9)  Hydrogen  cyanide  yields  nitriles 

RR'C(OH)CN 

which  react  with  ammonia  to  give  the  nitriles 
of  a-amlno  acids  RR'C(NH,)CI^ 

A  convenient  way  of  preparing  a-amino- 
nitriles  is  to  dissolve  a  ketone  (or  sidehjrde)  in 
glacial  acetic  acid  and  leave  this  with  a  con- 
centrated aqueous  solution  of  potassium  cyanide 
(Von  Walther  and  Hubner,  J.  pr.  Chem.  1916, 
[ii.]  93, 119). 

Aromatic  isonltriles  react  with  ketones  in 
presence  of  acetic  acid  yieldingproducts  of  the 
type  CHjCOOCHR'R")CONHR  (Passerini, 
Gsu&zetta,  1921,  51,  u,  126,  181). 

Many  ketones  react  with  ethyl  cyanoaoetate 
in  presence  of  ammonia  to  form  piperidones,  e.g» 
benzyl  methyl  ketone  yields  3 : 5-dicyano-2 : 6- 
diketo-4.benzyl -4-methylpiperidone  (Guareschi, 
Gazzetta,  1 91 8, 43,  u.  83.  Compare  J.  F.  Thorpe, 
Trans.  Chem.  Soc.  1911,  90,  1424,  and  Kon  and 
Thorpe,  Trans.  Chem.  Soa  1919,  115,  686). 

(10)  Hydrogen  sulphide  converts  the  ketonee 
into  thioketones,  eg,  acetone  yields  thioacetane 
(W.  Spring,  Bull.  Acad.  Roy.  Belg.  1883,  [lii.] 
5,  236). 

(11)  The  ketones  do  not  so  readily  form 
addition  products  as  the  aldehydes,  eg.  with 
water  ana  alcohol,  but  when  a  mixture  of  a 
ketone  and  a  mercaptan  is  treated  with  gaseous 
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hydrogen    chloride    a    marcaptol    is    formed 
(Baamann,  Ber.  1885,  18,  887) : 

(CH,),CO+2C^5SH=H,0+CH8),C(SC,H,), 

(12)  Polyhalogenated  ketones  and  poly- 
ketones  are  ezoeptional,  thns  trichloracetone 
gives  a  hvdrate  CC1,C(0H),CH,. 

(13)  The  acetals  of  the  ketones  (as  well  as 
of  the  aldehydes)  may  be  obtained  by  the  action 
of  orthoformio  estets  (Claisen,  Ber.   1907,  40, 


RR'C :  0+HC(0C,H5), 

=RR'fc(OC,H5),4-HCOOC,H, 

The  ketone  and  calculated  amount  of  ethyl 
formate  are  dissolved  in  alcohol  (3  or  more 
molecular  proportions)  and  a  small  amount  of 
mineral  acid,  ferric  chloride,  &c.,  as  catalysing 
agent  added.  The  mixture  is  either  warmed  for 
a  short  time  or  iJlowed  to  stand  for  a  longer 
period  at  the  ordinary  temperature. 

Nascent  ethyl  orthof ormate  from  alcohol  and 
ethyl  iminoformate  hydrochloride  may  also  be 
used  (rp.  E.  Hess,  D.  R.  P.  197804) : 
HC(:  ira,Ha)(OC,H5)+2C,H50H 

=NH4a+HqOC,H,), 

(see  Pinner,  Ber.  1883, 16,  356). 

(14)  Many  ketones,  notably  cyclic  ketones, 
behave  towards  acylating  agents  as  if  they 
possessed  the  tautomeric  enohc  structure,  thus 
cyc2ohexanone  gives  esters  of  cycZohexenol  (C. 
Mannich,  Ber.  1906,  39,  1594 ;  1908.  41,  564 ; 
c/).  F.  W.  Semmler,  ibid.  1909,  42,  584,  1161, 
2014).  A  striking  example  is  the  conversion  of 
diethyl  and  dipropyl  ketones  into  s^oetyl  deriva- 
tives of  their  enoUc  forms  by  heating  with 
1)  jparts  of  acetic  anhydride,  and  }  part  of  fused 
sodium  acetate  for  70  hours  at  205''-215''  (V. 
H&ncu,  Ber.  1909,  42,  1052).  Keto-enol  tauto- 
merism  is  discussed  more  fully  in  connection 
with  ethyl  acetoacetate. 

(15)  Magnesium    alkyl    halides    react    with 
ketones,  giving  tertiary  alcohols  : 
C,H5-COCH3+CH8-MgI=C,H5-C(OMgI)(CH3)2 
C,HjqOMgl)(CH,),-fH,0 

=Mg(0H)I+C,H5qCH,),(0H) 

(V.  Grignard,  Compt.  rend.  1900,  130,  1322; 
Bull.  Soc.  chim.  1901,  [iii.l  25,  497;  Ann. 
Univ.  Lyon.  1901,  No.  0,  1-116). 

(16)  A  mixture  of  alkyl  halide  and  sodium 
frequently  behaves  like  the  Grienard  reagents. 
P.  Schorigin  has  obtained  aiphenyl  ethyl 
carbinol  C(CjHj),(CjH4)0H  by  the  action  of 
21*5  grams  of  sodium  wire  on  30  grams  each  of 
ethyl  iodide  and  benzophenone  dissolved  in 
150  c.c.  of  dry  benzene  (Ber.  1908,  41,  2711). 

(17)  Ketones  containing  at  least  one  aliphatic 
radicle  react  with  esters  and  sodium  ethoxide  to 
give  jS-diketones.     In  this  way  benzoylacetone 
may   be   obtained   from    ethyl    benzoate    and  . 
acetone  (Claisen,  Ber.  1887,  20,  655),  or  from 
ethyl  acetate   and    acetophenone    (Beyer  and  ' 
Chusen,  ifAd.  2180;   see  also  R.  W.  h.  Qarke,  ; 
A.   Lapworth,  and    E.   Wechsler,  Chem.   Soc.  i 
Trans.  1908,  93,  30). 

(18)  Ketones  of  suitable  structure  react  with  ' 
1  or  2  molecules  of  an  aldehyde  giving  un- 
saturated    ketones.       Methyl    styryl     ketone 
(monobenzalacetone)    may     be    prepared    by ' 
adding  10  parts  of  10  p.c.  caustic  soda  solution  ' 
to  a  mixture  of  10  parts  of  benzaldehyde,  900  , 


parts  of  water,  and  20  parts  of  acetone,  allowing 
to  stand  2  or  3  days  in  the  cold,  extracting  with 
ether  and  distilling  under  reduced  pressure  : 
CgHjCHO+CHjCOCH, 

=H,0-fC,H5CH :  CHCOCH, 
Benzalacetone  forms  shining  tabular  crystals, 
m.p.  41^-42^  b.p.  260**-262^  b.p.  (at  25  mm.) 
15I°-153''  (Claisen  and  Ponder,  Annalen,  1884, 
223, 139 ;  Langlois,  Compt.  rend.  1919, 168, 1052). 
On  reducing  the  ethylenio  linkage  by  hydro- 

fen  in  presence  of  platinum  black,  a-phenyl- 
uUne-y-one,  b.p.   110**-1 12712  mm.,  is  pro- 
I  duced.    Further  reduction  gives  a-phenylbutane- 
y-ol  and  a-cyclohexylbutane-y-ol  ( Vavon,  Compt. 
rend.  1912,  154,  1705). 
I        Substitution  derivatives,  e,g,  o-hydroxystyryl 
;  methyl  ketone,  are  of  interest  (Hanies,  Ber. 
1891,  24,  3180;  Decker  and  Feher,  Ber.  1908, 
I  41,  2997;  Heilbron  and  Buck,  Trans.  Chem.  Soc. 
1921,  119,  1603). 

If,  however,  to  20  parts  of  benzaldehyde, 
6  parts  of  acetone  and  40  parts  of  acetic  acid, 
30  parts  of  sulphuric  acid  are  added  drop  by  drop 
whilst  the  mixture  is  cooled  very  thoroughly, 
dibenzalaoetone  is  formed.  The  mixture,  after 
standing  6--8  hours  at  0°,  is  poured  into  water, 
the  precipitate  washed  with  caustic  soda  and 
crystallis^  from  ether.  Monoclinic  crystals, 
m.p.  112°-112-5^ 
2C,H5CH04-CH3-COCH, 

=2H,0+C,H,CH  :  CHCOCH  :  CHC,H, 
(Cnaisen  and  GaparMe,  Ber.  1881,  14,  2460). 

Reduction   of   distvryl    ketone    by    Paal*s 
method    gives    di-j3-phenylethyl    ketone,    b.p. 
2247I8  mm.  (Borsche,  Ber.  1912,  45,  46).    Into 
the  latter  compound,  four  methyl  groups  can 
be    introduced    by    means    of    sodamide   and 
methyl  iodide  (Haller,  Compt.  rend.  1912,  154, 
555).     The   reaction  with   phosphorus  penta« 
chloride  is  abnormal  (Annalen,  1912,  393,  235). 
pp'  -  Tetramethyldiaminodistyryl         ketone 
(Sachs  and  Lewin,  Ber.  1902,  35,  3576)  lacks  re- 
activity towards  jS-diketones  and  j3-ketonic  esters 
;  in  presence  of    piperidine  (Borsche,   Annalen, 
I  1910,  375, 145).    On  the  other  hand,  4'-dimethyl- 
[  amino-2-hydroxydistyryl    ketone     (m.p.     154"" 
decomp.)  is  a  veiy  reactive  compound  which 
forms  a  number  of  coloured  addition  products 
(Heilbron  and  Buck,  Trans.  Chem.  Soa  1921, 
119,  1500). 

^- Amino  and  /7-acetamino-acetophenone  may 
bo  condensed  with  aldehydes  (Giua  and  Bagiella, 
Gazzetta,  1921,  51,  ii.  116). 

The  coloration  produced  by  strong  acids 
with  dibenzalaoetone  is  attributed  by  Baeyer 
and  Villiger  to  the  formation  of  quinonood 
carbonium  salts  (Ber.  1902,  35, 1189,  3013),  e,g.  : 

^><^>=CHCH  :  C(OH)CH  :  CHC.H, 

Confirmation  is  afforded  by  the  isolation  of 
the  nitrate  Ci7Hi40*HN03  (Reddelien,  Ber. 
1912,  45,  2904;  rp.  Stobbe,  Annalen,  1909,  370, 
90  et  seq.). 

Acetophenone  can  only  react  with  one  mole- 
cule of  benzaldehyde  giving  phenyl  styryl 
ketone  (chalkone).  Hydroxy-derivatives  of 
phenyl  styryl  ketone  occur  in  nature. 

Numerous  derivatives  of  chalkone  have  been 
prepared.  The  original  method  of  preparing 
phenyl  styryl  ketone  (Qaisen,  Ber.  1887,  20, 
665)  has  been  improved  by  Abell  (Chem.  Soc. 
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Trans.  1912, 10] ,  1000),  who  adds  12  c.c.  of  20  p.o. 
aoluUon  of  sodium  methoxide  in  methyl  alo^ol 
to  a  miztniG  of  48  grams  of  benzaldehyde  and 
48  grams  of  aoetophenone. 

(10)  Ketones  react  with  carbon  disulphide 
in  presence  of  caustic,  alkalis,  giving  4-keto-3  :  6- 
dialphylpenthiophen-2 : 6-ditmols : 

RCH,-C0-CH,R+2C8,+4K0H 

«SC :  CRCOCR :  C  :  8+4H,0+2K^ 

CO  CO 

8:6    C:S  KS-dl^CSK 

S 

(H.  Apitzsoh,  Ber.  1004,  37,  1699 ;  1906,  38, 
2888 ;  1908,  41,  4028,  4039,  4047 ;  1909,  42, 
2940 ;   1910,  43,  1269). 

(20)  At  180''-200''  hydrogen  (with  nickelised 
asbestos  as  catalytic  agent)  reduces  unsaturated 
to   saturated   ketones   (G.    Darzens,   Fr.    Pat. 


Differentiaiian  of  Ketones  from  Aldehydes, 

Aldehydes  and  ketones  possess  manv  reac- 
tions in  common,  but,  on  oxidation,  the  Ketones 
do  not  give  acids  containing  the  same  number  of 
carbon  atoms  as  the  ketone  (GJeneral  Reaction  3). 

A.  Einhom  finds  that  aldehydes  react  with 
catechol  monocarbazinic  ester 

C,H.(OH)OCONHNH, 

in  dilute  alcoholic  solution,  whilst  ketones  do 
not,  although  condensation  may  be  effected  in 
a  few  oases  when  glacial  acetic  acid  or  zinc 
chloride  is  employed  as  condensing  agent 
(Annalen,  1898,  300,  136;  1901,  317,  190). 
Resordnol  and  quinol  monocarbazinatea  behaye 
similarlv. 

A.  An^eli  finds  that  nitrohydroxylamine  and 
other  'mtrozyl*  (NOH)  yielding  substances 
convert  aldehydes  directly  into  the  oorrenponding 
hydroxamic  acids  (Gazz.  chim.  ital.  1904,  84, 
i.  60). 

Hydroxyl  and  Amino  SubslUukd  KeioMs, 

The  substituted  ketones  usually  exhibit  the 

rifio  ketonio  characters  as  well  as  properties 
to  the  substituent  groups.  Tnus  keto 
alcohols  form  esters,  and  ammo  ketones  are 
basic.  The  different  groupings  may,  however, 
affect  one  another,  keto  alcohols  of  the  type 
R'CO'CHjOH  usually  give  osazones,  as  IsDVulose 
when  warmed  with  phenylhydrazine  solutions 
gives  phenylglucosazone : 

CHjOH 
<^^^^'«+3C,H,NHNH, 

CH,OH 

CHjOH 

=C,H,NH,+NH,+2H,0+<$^^^)» 

CH :  NNHC,H, 
(E.  Fischer,  Ber.  1884,  17,  670;  1887,  20,  821). 
The  salts  of  aminoketones  may  be  prepared 
from  the  halogenised  ketones  by  conc^nsation 
with  Dotassium  phthalimidc  and  subsequent 
hydrolysis  (Gabriel,  Ber.  1907,  40,  2649 ;  1908, 
41,  245,  613,  1127,  2010,  2014;    1909,  42  1238, 


1249,  1269 ;  1910,  43,  366  ;   191 1 ,  44,  67,  3090 ; 
1914,  47,  1336). 

C,H4<gg>NK+Br(CH,)»C0C,H, 


.CO 


KBr-fO,H4<^^>N(CH,)«COC,H, 
C,H4<^>N(CH,)nC0C.H,+2H,0+Ha 

«C,H4<^||+HaNH,(CH,)„C0C.H, 

Other  recent  papers  on  amino-ketones : 
Forster,  Ghem.  Soc.  Trans.  1911,  99,  239; 
Mannich,  Ber.  1911,  44,  1642;  Andr6,  Compt. 
rend.  1912,  166,  62 ;  Bottcher,  Ber.  1913,  46, 
3168;  Haller  and  Ramart-Luoas,  Ann.  Chim. 
1917,  fix.]  8,  5;  Hale  and  Britton,  J.  Amer. 
Oiem.  Soc.  1919,  41,  841,  1020;  MoKenzie  and 
Bartow,  Trans.  Chem.  Soc.  1921,  119,  69). 

a-Aminoketones,  when  isolated  from  their 
salts,  condense  in  the  following  manner : 

R-OO  CHg 

CH,  COR 

j     \nh. 

!  N 

=3H,0-f  R-Clj^l^H 

hcH^'cr 

N 
)9-Aminoketones  are  capable  of  existence  as 
free  bases,  e.g.  diacetoneamine 

CH,C0CH,C(CH,),NH, 

y  and  8-aminoketones  condense  internally, 
giving  substituted  pyrrolines  and  tetrahydro- 
pyiidmes  respectively,  e,g. : 

C,H,-0— NHv  C,H,-C— NH-CH, 

II  >CH,  and  II  I 

CaCB/  CH-CH,CH, 

f. Aminoketones  are  stable. 

Individual  oves-okms  Monoketones. 
I.  AUphaiic  Ketones. 

Aeetone  is  treated  in  a  separate  article  (g.r.). 
It  forms  basic  products  with  ammonia,  diacetone- 
amine CH,*CO*CH,'C(CH,),NH,  (Heintz,  Anna- 
len, 1877,  189,  214;  Everest,  Trans.  ChenL  Soo. 
1919,  116,  688;  Patterson  and  McMillan,  Trans. 
Chem.  Soc.  1&21,  119,  2o9)  and  triacetoneamine 

^^<qCHj!cH*>^+^«^  ^^^^>  *»<'• 
1876,  178,  306),  the  former  of  which  has  found 
application  in  the  preparation  of  pharmaceutical 

Products  (Schering,  D.  R.  PP.  96620,     96621, 
5622,  96623;    cp.  Harries,  D.  R.  PP.  99004, 
99006). 

The  hypnotic,  *  sulphonal ' 
1  (CH,),C(SO,C,H,). 

I  is  obtained  either  by  the  oxidation  of  the 
I  mercaptol  (CH,),G(SC,H5),  with  potassiam 
!  permanganate  (Baumann,  Ber.  1886, 19,  2808), 
I  or  by  the  methylation  of  ethylidene  diethvlsul- 
;  phone  CHt'CH(SO,C*H()i,  or  diethylsulphone- 
methane  CK^BOfiJa^)^  with  alcoholic  potash 
and  methyl  iodide  (Fromm,  Annalen,  18^,  263, 

147)  (r.  SULPHONAL). 

The  halogen  derivatives  of  acetone  affect  the 
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eyes  and  nose  painfully.  The  chloro-acetones 
and  other  chlorinated  ketones  have  recently 
received  considerable  attention  (Lippmann,  Ber. 
1912,  45,  2489 ;  Blaise,  Compt.  lend.  1912,  155, 
46 ;  1913,  166,  793  ;  Bull.  Soc.  chim.  1914,  [iv.] 
15,  728;  1916,  [iv.l  17,  425;  Wohlgemuth* 
Ann.  Chim.  1914,  [ix.]  2,  403). 

In  preparing  monobromoacetone  and  other 
monobromoketones,  J.  D.  Riedel  adds  a  solution 
of  bromine  in  bromide  liquor  to  a  hot  solution 
of  acetone  (or  other  bromoketone)  containing 
bromoacetone  (or  bromoketone)  in  bromide  liquor 
(D.R.PP.  298944,  298953).  Thiooyanoacetone 
(Hellon  and  Tschemiac,  Ber.  1883,  16,  349; 
Tschemiao,  Ber.  1892,  26,  2623;  Trans.  Chem. 
Soc  1919,  115,  1071)  yields  2-chloro-4.methyl- 
thiazole  when  treated  with  hydrogen  chloride. 

Methyl  etbyl  ketone  {BtUanone),  b.p.  78.6^ 
8p.gr.  0*8101/1574**  (Marshall,  Chem.  Soc.  Trans. 
1906, 89»  1376),  occurs  in  the  distillate  from  crude 
calcium  acetate,  and  may  be  obtained  from  the 
water  used  in  washing  wool ;  this  is  evaporated 
with  lime,  and  the  resultant  calcium  salts  dis- 
tilled. About  45-50  p.c.  of  *  acetone  oil  *  is 
obtained,  80  p.  c.  is  somble  in  water,  and  when 
fractionated  oO  p.c.  of  methyl  ethyl  ketone  is 
obtained.  This  compound  is  employed  for  the 
denaturation  of  alcohol,  the  similarit;^  of 
boiling-points  making  separation  by  fractiona- 
tion nearly  impossible  (A.  and  P.  Buisine,  Compt. 
rend.  1897,  126,  777 ;  1898,  126,  231 ;  1899, 
128,  561)  (v.  AoBTONB  oil).  For  production  from 
n-Butyl  alcohol,  see  King.  Chem.  Soc.  Trans. 
1919,  115,  1404.  Vapour  pressure  of  mixtures 
with  acetone  (T.  W.  Price,  ibid.  1116). 

Methyl  ethyl  ketone  condenses  with  ethyl 
formate  in  presence  of  sodium  ethozide  to  give 
hydrozymethylene-butanone 

CHjCGQ  :  CHOH)CH, 

The  latter  compound  is  eJso  obtained  from 
azibutanone  CH,-COC(Nj)CH,  and  formalde- 
hyde (Diels  and  Ilbeig,  Ber.  1916,  49,  168). 
Other  derivatives,  see  Sen-Gupta,  Chem.  Soc. 
Trans.  1914, 105,  403. 

Isoprene  can  be  obtained  by  condensing 
methyl  ethyl  ketone  with  diethylamino-meth^ 
alcohol,  reducing  the  diethyl-y-keto-)9-methyl- 
butylamine  so  found  to  a  hydroxy  compound, 
forming  a  quartemaiy  ammonium  compound 
fromtne  latter,  and  finally  treating  with  alkali 
(Fr.  Bayer  &  Co.,  D.  R.  P.  267040 ;  cf.  D.  R.  PP. 
254714,  266656,  267347).  Condensations  of 
methvl  ethyl  ketone  with  a  number  of  aldehydes 
are  descrilied  by  Ryan  and  Devine  (Proo.  R. 
Irish  Acad.  1916,  32,  B,  208).  A  diketone 
CH,C0CH(CH8)CH(CH,)-C0-CH,  is  produced 
on  exposing  methyl  ethyl  ketone  to  light 
(Gamician  and  Silber,  Ber.  1912,  45,  1540). 

Methyl  ethyl  ketone,  like  acetone,  may  be 
employed  instead  of  formaldehyde  for  preparing 
sulphoxylates  (M.  L.  B.,  D.  R.  PP.  162875, 
207846,  210467). 

Methyl  hydroxyethyl  ketone 

CH,COCH,-CH,OH 

results  from  the  condensation  of  acetone  and 
formaldehyde ;  dehydrated  by  means  of  2  p.c.  of 
zinc  chloride  methyl  vinyl  ketone 
CH.COCH :  CH, 

b.p.  80^,  is  formed  (Farbenfab.  vorm.  Fr.  Bayer 
&  Co.,  D.  R.  PP.  222551,  223207,  242612). 


Methyl  propyl  ketone  (2-pentanone)  is  found 
in  the  crude  acetone  obtained  by  distilling  the 
calcium  salts  from  pyroligneous  acid,  b.p.  101  *7®. 

Methyl-n-amyl  Ketone  (2-heptanone)  occurs 
in  oil  of  cloves  (Schimmel  &  Co.,  Ber.  April, 
1897,  50)  and  boils  at  151M62^  It  possesses 
a  penetrating  fruity  odour. 

Methyl  nonyl  ketone  (2-undecanone)  forms 
the  chief  constituent  of  oil  of  rue  {Ruta  graveo- 
lens  [Lin.]),  being  accompanied  by  a  small 
amount  of  a  ketone  C|,H240  (Williams,  Annalen, 
1858,  107,  374).  It  also  forms  75  p.c.  of  the 
ketonic  portion  of  the  '  essence  '  of  cocoa-nut 
butter,  in  which  it  is  accompanied  by  methyl 
heptyl  and  methyl  undecyl  ketones  (A.  Haller 
and  A.  Lassieur,  Compt.  rend.  1910, 151,  697). 

Methyl  nonyl  ketone  also  occurs  in  palm 
kernel  ou  (Salway,  Chem.  Soc.  Trans.  1917,  111, 
407). 

2-Methyl- A  *-heptene-6-one 

(CH8),C :  CHCHjCHjCOCH, 
occurs  in  oil  of  linaloes  (Barbier  and  Bouveault, 
Compt.  rend.  1895, 121, 168),  and  is  a  constituent 
of  lemon-grass  oil  (Bertram  and  Tiemann,  Ber. 
1999, 32, 834) ;  b.p.  173M74^  sp.gr.  08602,  at  20* 
n|P  1-4445.  This  ketone  has  been  artifici- 
ally  prepared  by  the  slow  distillation  x>f  cinpolic 
anhydride  CioHi404=C8Hi40-f  CO+CO,  (Wal- 
lach,  Annalen,  1890,  258,  324),  and  together  with 
other  substances  by  the  oxidation  of  geraniol, 
geranial,  and  methylheptenol  by  chromic  acid 
(Tiemann  and  SemmleCp  Ber.  1893,  26,  2722). 
The  same  authors  also  obtained  it  by  boiling 
geranonitrile  with  alcoholic  potash  and  by  the 
oxidation  of  citral  (Ber.  1895,  28,  2126). 

Verley  (Bull.  Soc.  chim.  1897,  [iii.]  17,  175) 
obtains  it  by  boiling  500  grams  of  citral  with  a 
solution  of  500  grams  of  potassium  carbonate  in 
5  litres  of  water  for  12  hours,  the  ketone  is  then 
distilled  in  steam  and  fractionated  under  reduced 
pressure.  Veriey  records  the  constants,  b.p.  1 68" 
(84**  at  26  mm.),  sp.gr.  0910  at  14°,  n^^  1*437. 

Mcthylheptenone  gives  an  oaame  and  phenyl- 
hydrazane  ;  it  is  converted  into  dihydro-m-xyleno 
by  the  action  of  adnc  chloride  (Wallach)  or  con- 
centrated sulphuric  acid  (Verley) ;  whilst  on 
reduction  electrolytically,  metnylheptenol  is 
produced  (Law,  Chem.  Soc.  Trans.  1912,  101, 
1022). 

Zlbethone  Ci^HjoC  m.p.  32•5^  b.p.  206°- 
208**/ 17  mm.,  occurs  in  civet.  Oxime,  m.p.  92° ; 
semicarbazfme,  m.p.  187°  (Erwin  Sack,  D.  R.  P. 
279313). 

IL  Hydroaromalic  Ketones, 

Of  the  non-cyclic  ketones  containing  hydro- 
aromatio  nuclei,  irone,  and  its  isomers  are  of 
especial  iinportanoe. 

Irone  CisHaoP  was  recognised  by  Tiemann 
and  Kruger  (Ber.  1893,  26;  2676;  1896,  28, 
1754  ;  Tiemann,  ibid.  1898,  31,  808  ;  Haarmann 
and  Reimer,  D.  R.  P.  72840)  as  the  odoriferous 
principle  of  iris  root  {Iris  florenlina  [Linn.],  /. 
gtrmanica  TLinn.],  /.  pallida  [Linn.]).  Violet  or 
iris  oil  is  obtained  chiefly  from  /.  florenlina ;  at 
ordinary  temperatures  it  forms  a  fairly  firm 
yellowish  mass,  possessing  an  intense  odour  of 
violets.  It  consists  of  about  80  p.c.  of  myristic 
acid  associated  with  irone,  methyl  myristate, 
oleic  aldehyde,  acid,  and  esters.     Irone  and 
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volatile  esten  distil  la  a  current  of  steam,  the 
esters  ate  saponified,  the  irone  again  steam  dis- 
tilled, and  tne  product  rectified  under  reduced 
pressure.     Pure  irone  is  deztrorotatoiy,  b.p.  | 
(16   mm.)    144%   sp.gr.   at  20"*  0*930 ;    oxitm  ■ 
Ci,H,o:NOH,  m.p.    121-6°;    p-bromo-phenyl- .' 
hydrazone  Ci,H,o  :  NNflC^H.Br,  m.p.   140°-  I 
145°. 

Tiemann  and  Kriiger  (/.c.)  determined  the 
constitution  ot  irone  as 

C(CH,), 

and  attempted  to  synthesise  it  from  citral 
(lemon-grass  oil). 

lonones  (a-  andjS).  These  ketones,  isomeric 
with  irone,  and  differing  from  it  and  from  one 
another  by  the  position  of  the  double  linkage  in 
the  ring,  were  actually  obtained  from  citral; 
as  they  also  have  an  odour  of  violets  they  have 
attained  very  considerable  technical  importance 
(Haarmann  and  Beimer,  D.  R.  PP.  73089, 
75128). 

Citral  and  acetone  are  condensed  to  i^-ionone : 


H  C        "  +CH,00-CH, 

CHf 


^^       CHCH*  C?H<X)-CH, 


II 


which,  on  boiling  with  sulphuric  acid,  gi^os  a 
mixture  of 

C(CH,). 

•CH :  CHCOCH, 


and 


••lonone 
0(CH.). 
H,C/\|CCH :  CHCOCH3 


CH, 
^•Ionone 

The  formation  of  the  former  is  favoured  by 
a  dilute  acid,  the  latter  when  more  concentrated 
sulphuric  acid  is  employed.  The  separation  of 
the  two  isomerides  is  effected  by  the  more  sparing 
solubility  of  the  bisulphite  compound  of  a*ionone 
(Tiemann,  Ber.  1898,  31,  870),  the  process  may 
be  aided  by  salting  out  with  sodium  chloride 
(P.  Chuit,  Rev.  g6n.  Chim.  pure  appl.  1903,  6, 
422). 

According  to  .patent  D.  R.  P.  129027 
a-ionone  is  formed  preferentially  with  con- 
centrated phosphoric  acid  at  30°,  j3-ionone 
almost  exclusively  when  70-100  p.c.  sulphuric 
acid  is  employed  in  the  cold  (Haarmann  and 
Reimer). 

Citral  may  be  isomeiised  to  a-  and  fi-cyclo- 
citraJs,  which  condense  with  acetone,  yielding 
ionones  (Haarmann  and  Reimer,  D.  R.  P. 
123747 ;  Tiemann,  Ber.  1900,  33,  3721).     Other 


information  about  the  preparation  of  ionones 
and  higher  homolc^es  usiog  methyl  ethyl 
and  methyl  isopropvl  ketones  in  j^ace  of 
acetone  is  given  in  tiaarmann  and  Beimer's 
patents  (D.  R.  PP.  126959,  126960,  127424, 
127831,  129027,  132222,  133768,  160827, 
183856). 

a-  fonone  is  an  oil  with  strong,  sweet  smell  of 
fresh  violets,  b.p.  (12  nun.)  127*6°,  sp.gr.  at  20"* 
0-9301;  OJdme  C^AosNOH,  m.p.  89°-90^; 
semicarhazone  Ci,Hto :  N'NH-CO-NH,,  ni.p. 
107°-108°. 

p-Ionone  is  also  an  oil  smelling  pleasantly 
like  violets,  b.p.  (10  mm.)  12i°-128-o°;  sp.gr. 
at  20°  0*9442;  oxime,  oily;  semiearbasone^  m.p. 
I4ii°-149°.  Four  hydrogen  atoms  may  be  added 
to  a-  and  /3-ionones  or  to  irone  in  presence  of 
colloidal  piilA/linm  or  platinum  black  (Ruzicka, 
Helv.  Ctnm.  Acta,  1919,  2,  352). 

A  ketone  C,HicO,  isolated  from  the 
Indian  deodar  {Cidrw  deodara),  is  probably  a 
p '  methyl  •  tetrahydroacetophenone  (Roberts, 
Chem.  Soc.  Trans.  1916, 109,  793). 

III.  Mixed  Ketones. 
Aeetophenone  C^Hi-CO-OH*.  used  medicinaU  y 
as  hypnow,  is  formed  bv  distuling  a  mixture  of 
calcium  acetate  and  benzoate,  and  is  con- 
veniently prepared  by  the  action  of  acetyl 
chloride  on  benzene  in  the  presence  of  aluminium 
chloride  (Friedel  and  Cratts,  Ann.  Chim.  1884, 
[vi.]  1,  507),  uLp.  20-5°,  b.p.  202°,  sp.gr.  1-032 
at  15°. 

Aeetophenone  does  not  combine  with 
sodium  bisulphite;  phosphorus  pentachloride 
gives  C«H,*C(^,*CH, ;  halogens  substitute  in  the 
methyl  group  (Gautier,  Bull.  Soc.  chim.  1886, 
45,  875).     The  phenylhifdrazone  has  m.p.  105°. 

The  methyl  group  of  aeetophenone  may  be 
alkylated  in  presence  of  sodamide  (Halkr  and 
Bauer,  Compt.  rend.  1909,  143,  70).  When 
aeetophenone  is  heated  with  sodium  ethoxide  to 
130°-140°,  some  3  : 5-diphenj^l-methyl-benzene 
is  formed  (Gastaldi  and  Cherchi,  Gazz.  chim.  ital. 
1915,  46,  ii.  251 ;  1920,  60,  i.  71). 

Aeetophenone  condenses  with  benzaldehyde, 
giving  styryl  phenyl  ketone 

C,H,CH :  CHCOCgH, 
derivatives  of  this  compound  occur  naturally ; 
e,g,  hesperitin  and  homauiodictyol  to  which  are 
assigned  the  respective  structures  : 


CH; 


HO 


HO 
>CH :  CH-CO< 

HO" 
HO 


,0<^~^CH :  CH-CO<^^     ^ 


OH 


and        H0/~^CH :  CH*(X)^~^OH 

CH^"^  HO 

(Power  and  Tutin,  Trans.  Chem.  Soc.  1907,  91, 
887  ;  cp.  Tiemann  and  Will,  Ber.  1881,  14,  970  ; 
Perkin,  Chem.  Soc.  Trans.  1898,  73,  1037 ;  and 
Tutin  and  Caton,  ibid.  1910,  97,  2062).  Butein 
is  2  :  4-dihydrox3rphenyl-3  :  4-dih3rdroxy8tyi'yl 
ketone,  its  sjmthesis  was  effected  by  Croschke 
and  Tambor  (Ber.  1911,  44,  3502;  1912,  45, 
186). 

ai-Chloroaoetophenone  (phonacyl  chloride) 
C|H,*C0*CH,C1  is  obtained  by  leading  the 
theoretical   amount    of    chlorine    into    boiling 
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aoetophenone.  The  product  iR  distilled,  the 
portion  passing  over  below  200*'  is  chlorinated 
again,  whilst  the  fraction  between  240"*  and  250^ 
is  collected  separately,  and  the  monochloro- 
derivative  oiystallised  by  cooling ;  m.p.  68**-59® ; 
b.p.  244''-245'*  (Staedel,  Ber.  1887,  10,  1830). 

co-Bromoaoetophenone  CeHtCO-CHtBr  is 
prepared  by  adding  gradually  one  molecular 
proportion  of  bromine  to  acetophenone  dissolved 
in  carbon  disulphide  (Hunnius,  Ber.  1877,  10, 
2007),  a  current  of  dry  carbon  dioxide  being  led 
through  (Staedel,  Kleinschmidt,  ibid,  1880,  13, 
837  ;   1883,  16,  22) ;  m.p.  60°. 

Both  phenacyl  chlonde  and  bromide  are  of 
nse  as  synthetic  ajgents;  thus  with  ammonia 
2 : 5-diphenylpyrazine  is  produced  (Gabriei, 
Ber.  1908,  41,  1127;  Tutin,  Chem.  Soc.  Trans. 
1910,  97,  2496)  a  compound  previously  described 
by  Staedel  and  Riigheimer  as  isomdol  (Ber. 
1876,9,663;  1880,13,836).  Phenacyl  sulphide 
is  of  interest  on  account  of  the  stereoisomerism 
of  certain  derivatives  (Fromm  and  Flaschen, 
Annalen,  1912,  394,  310). 

2)-Amiiioaeetopheiione  XH.'GcH4*CX)'CH, ; 
m.p.  106** ;  b.p.  293**-295°.  One  method  of 
preparing  this  compound  has  been  given  pre-  j 
viously  (general  methods  of  preparation,  17). 
F.  Kunckell  (Ber.  1900,  33,  2641)  obtains  p-  I 
aoetylaminoacetophenone  by  the  action  of  70 
grams  of  alumimum  chloride  on  a  mixture  of 
20  grams  of  acetanilide,  and  60  grams  each  of 
carbon  disulphide  and  acetyl  chloride,  a  yield 
of  16*6  grams  (m.p.  166**-167°)  being  obtamed. 
The  free  aminoketone  is  readily  obtedned  by 
boiling  for  half  an  hour  with  three  times  its  weight 
of  16  p.c.  hydrochloric  acid,  and  preclpitatmg 
with  sodium  carbonate. 

The  hydrochlorides  of  o-  and  j)-aminoaceto- 
phenone  give  coloured  solutions  in  alcohol ; 
solutions  made  from  the  9?i-isomeride  are  colour- 
less. This  agrees  with  a  quinonoid  structure  for 
the  two  former  (Kuhara,  Saito  and  Shinomura, 
Mem.  ColL  ScL  Kyoto,  1920,  4,  201). 

o-Hydrozyaeetophenone  HOCcH^COGH, 
was  first  obtained  by  ketonic  fission  of  o- 
methozybenzovlaoetic  ester  and  subsequent 
splitting  off  of  the  methyl  group  (Tahara,  Ber. 
1892,  25, 1306).  It  has  been  found  by  Dunstan 
and  Henry  in  the  oil  of  Chiona  glabra  (Chem. 
Soc.  Trans.  1899,  75,  67),  b.p.  2137717  mm. 
Acetyl  derivative,  m.p.  89** ;  oxime,  m.p.  102** ; 
pJienyUtydrazone,  m.p.  108^ 

m-Hydroxyaeetophanone,  m.p.  96"*  (Biginclli, 
Gazz.  ohim,  ital.  1894,  24,  i.  440 ;  Besthom, 
Ber.  1894,  27,  3042). 

p-Hydroxyaeetophenone  may  be  obtained 
from  the  amino  compound  by  diazotisation ; 
m.p.  107^  (Klingel,  Ber.  1885,  18,  2691). 

Resaoetoplienone 

CH,COC,H,(OH),(OH  :  0H=2  : 4 

a  compound  of  synthetical  importance,  is  ob- 
tained as  described  in  General  Method  17  ;  m.p. 
142°. 

Gallacetophenone  2:3: 4.(0H),C,H,C0CH, 
similarly  obtained  from  acetic  acid  and  pyrogallol 
is  used  as  a  mordant  dyestuff.  The  analogous 
purely  aromatic  hydroxy  ketones,  which  are 
similarly  employed,  are  described  later. 

Various  condensations  of  resorclnol  and 
phloroffluctnol  with  fatty  acids  have  been 
effected  (P.   Karrer  and  S.   Bosenfeld,  Helv. 


Chim.  Acta,  1921,  4,  707).  Acetic  acid  con- 
denses with  the  naphthols  to  hydrozynaphthyl 
methyl  ketone  (K.  Fries,  Ber.  1921,  64,  709). 

0-,  m-,  and  p-Tolyl  methyl  ketones  (b.ps. 
211°,  221%  and  2245'^  at  746  mm.)  and  other 
tolyl  alkyl  ketones  have  been  prepared  by 
passing  the  *  vapours  of  the  corresponding 
aromatic  and  fatty  acids  over  thorium  oxide  at 
460"'-470°  (Senderens,  Compt.  rend.  1911,  162, 
90). 

Zingerone  C^H^^O,  hajs  been  isolated  from 
the  extract  of  gm  er  {Zingiber  officinalis),  m.p. 
40^-^1°  (Nomura,  Chem.  Soc.  Trans.  1917,  111, 
769)  or  31*'-34**  (Lapwortb,  Royle  and  Pearson, 
ibid,  777).  Its  constitution  is  that  of  4-hydroxy- 
3-methoxyphenylethyl  methyl  ketone.  It  has 
been  synthesised  by  condensing  vanfline  with 
acetone,  and  subsequently  reducing  (Nomura) 
and  by  reducing  ethyl  vanillylide-aceto-aoetate, 
followed  by  hydrolyq)^  (Lapworth).  {See  aho, 
Pearson,  Pharm.  J.  1919,  103,  78.) 

IV.  Aromatic  Ketones. 

Dipheiiylketone  (Benzophenone) 
C,H,C0C.H5 
This  ketone  is  obtained  by  several  of  the  general 
methods  (2,  4,  6,  7,  10,  11, 16). 

Preparolwik— (i.)  Dry  calcium  benzoate 
mixed  with  one-tenth  of  its  weight  of  lime  is 
distilled  from  an  iron  retort.  l£e  distillate  is 
fractionated,  the  portion  distilling  at  290'*-^10° 
being  collected  separately.  This  for  the  most 
part  solidifies  on  coolius,  liquid  impurities  are 
removed  by  pressure,  ana  the  ketone  orvstaUised 
from  .alcohol.  The  yield  amounts  to  about  one- 
fourth  of  the  weight  of  the  calcium  benzoate 
used,  the  other  products  of  distillation  consisting 
of  benzene,  dipnenyl,  and  anthraquinone. 

(ii.)  A  mixture  of  equivalent  amounts  of 
benzene  and  benzoyl  chloride  dissolved  in 
carbon  disulphide  is  treated  with  aluminium 
chloride,  equal  in  weight  to  the  benzoyl  chloride 
used.  The  reaction  is  completed  under  reflux 
on  the  water-bath,  water  is  carefully  added, 
and  carbon  disulphide,  unattacked  benzene,  and 
benzoic  acid  removed  in  a  current  of  steam. 
The  residual  oil  is  washed  successively  with 
dilute  hydrochloric  acid,  dilute  caustic  soda  and 
water,  dmed,  and  fractionated.   Yield  70-76  p.c. 

(iii.)  Wei] -cooled  benzene  is  saturated  with 
carbonvl  chloride,  and  aluminium  chloride  added 
in  small  Quantities  at  a  time.  The  operation  is 
conductea  undei  reflux,  and  the  product  worked 
up  as  in  the  last  case.  From  100  grams  of 
benzene,  55  srams  of  phosgene  and  36  grams  of 
aluminium  chloride,  33  grams  of  benzophenone 
may  be  obtained. 

Properties. — Rhombic  prisms  ;  m.p.  48°-49°. 
An  unstable  allotropic  form  {?  roonoclinic), 
melts  at  26''-27'*  (Zincke,  Annalen,  1871,  159, 
377 ;  Oechsner  de  Coninck,  Compt.  rend. 
1900,  130,  40) ;  b.p.  306**  (170°  at  16  mm.). 
Tammann  has  described  a  third  modification, 
m.p.  45°-48'* ;  and  Walther  and  Wahl  a  fourth, 
m.p.  -61*'  (Chem.  Zeit.  1913,  i,  313).  For 
variation  of  boiling-point  with  pressure,  set 
Crafts  (Bull.  Soc.  chim.  1883,  [u.]  282).  Oxitnt 
(CoH5),C:NOH;  m.p.  139-5''-140° ;  pkenyU 
hydrawne  (C,H.),C  :  NNHC,H, ;  m.p.  137^ 

Aiyllmlnes  (Reddelien,  Ber.  1909,  42,  4759  ; 

1910,  43,  2476).  -yu.^.u  uy   ^  ^  ^<3"^ 
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NUrate,  vellow  in  colour.  Other  salts  have 
not  been  isolated,  but  their  existence  is  probable 
(K.  H.  Meyer,  Ber.  1910,  43,  167). 

Addition  produets  C0(C«H2)„A1C1„  m.p. 
130%  and  C0(C,H5)AlBr„  m.p.  142**  (Menschut- 
kin,  J.  Rubs.  Phys.  Chem.  See.  1910,  42,  1298). 
The  addition  product  with  sodamide  yields 
benzamido  on  decomposition  with  water 
0(C,H,),(ONa){NH,)+H,0 

=C,H5C0NH,+C,H,+Na0H 

(Ualler  and  Bauer,  Gompt.  rend.  1908,  147, 
824).  Benzophenone  reacts  with  benzyl  acetate 
in  sunlight,  giving  the  monoacetyl  derivative  of 
triphenylethylene  glycol  (Patern6  and  Forli- 
Forti,  Gazz.  chinL  ital.  1910,  40,  ii,  332). 

The  ketone  ^ives  benzhydrol  (CcH(),CH(0H) 
when  reduced  with  sodium  amalgam,  but  it  is  pre- 
ferable to  add  zinc  dust  to  an  alcoholic  solution 
to  which  a  small  amount  of  aqueous  potash  has 
been  added  (Elbe,  J.  pr.  Cftem.  1886,  [i£l  33, 184). 

The  influence  of  substituents  on  the  reduction 
of  substituted  benzophenones  has  been  examined 
by  Montague  and  van  Charante  (Rec.  trav. 
chim.  1912,  31,  298;  1917,  36,  258).  For 
further  information  as  to  the  mechanism  of  this 
reaction  in  presence  of  hydroxyl  ions,  see 
Boeseken  and  Cohen  (Proc.  K.  Akad.  Wetensch. 
Amsterdam,  1914,  16,  962). 

Substitution  (halogen,  nitro,  amino,  &c.) 
derivatives  are  known  ;  of  these  the  amino  and 
especially  the  dialkylamino  derivatives  are  of 
considerable  technical  importance. 

J^Alninobenzophenolw    CsHt-C0'C«H4*NHa. 

(i.)  76  grams  of  phthaUnU  C,H4<^^>NC,H5 

and  60  grams  of  benzoyl  chloride  are  boiled  for  10 
or  12  hours,  zinc  chloride  (1  gram)  beinff  added 
from  time  to  time.    The   resulting   jmthalyl- 

benzoanilide  C,H4<^>NC,H4COCeH5  may 

be  purified  bv  crystallisation  from  glacial  acetic 
acia;  when  hvdrolysed  by  alcoholic  potash  it  • 
gives  p-aminobenzophenone   (benzoaniune)  and  ' 
phthalic  acid  (Doebner,  Annalen,  1881, 210, 268).  ! 

(ii.)  Aniline  and  2  molecular  proportions  of  j 
benzoyl  chloride  are  -heated  gradual]^  at  220°-  i 
230°,  and  the  temperature  maintained  for  20 
hours.  The  dibenzanilide  first  produced  is  thus 
iflomerised  to  a  mixture  of  o-  and  j>-benzoyl- 
aroinobenzophenones ;  the  chanse  may  be  aiclcd 
by  the  addition  of  10  p.c.  of  zinc  chloride. 
.Aiter  hydrolysis  of  the  product  the  two  amino- 
benzophenones  may  be  separated  by  steam 
distillation,  the  ortho-  compound  being  volatile. 
Calculated  on  the  weight  of  aniline  ueed,  16  p.c. 
of  the  ortho-  and  46  p.c.  of  the  para-  derivatives 
ai^  obtained  (Chattawav,  Chem.  Soc.  Trans. 
1904,  86,  394). 

Shining  leaflets ;  m.p.  124°. 

Aminobenzophenone  and  dimethyl-  and  i 
diethylaminobenzophenones,  as  well  as  di- 
methylaminobenzophenone  sulphonic  acid  con-  | 
dense  with  pyrogallol  in  acid  solution  to  form  { 
triphenylmethane  mordant  dyestuffs  (Qes.  f.  ; 
aiem.  Ind.  Basel,  D.  R.  P.  68689). 

;>-Dimetliylaminobeii»)pheiione 

C,H5COC,H4N(CH,),  ; 

is  obtained  from  malachite  green  and  concen- 
trated hydrochloric  acid  at  250''  (Ber.  1880,  13, 
2226),  and  by  methylation  of  p-aminobenzo- 
phenone    (Doebner,  Annalen,  1881,  210,  270). 


Technically,  it  is  more  easily  prepared  by 
interaction  of  benzaniUde,  dimethjdamline,  and 
phosphoryl  chloride,  and  hydrolysis  of  the 
resulting  product : 

0,H,C0NH-C,H5 -» CJa.-Ca  :  N-C,Hc 

-»  C,H5-C(C,bL-N[CH3)  J  :  N-C,H, 
-»  C,H,C0-C,H4N(CH,), 

20  kilos,  benzanilide,  40  kilos,  dimethylaai- 
line,  and  20  kilos,  phosphoryl  chloride  are 
stirred  and  warmed  until  spontaneous  heating 
takes  place,  the  temperature  is  then  kept  below 
120%  and  the  reaction  subsequently  finished  by 
one  or  two  hours'  heating  on  the  water- bath. 

Hydrolysis  may  be  effected  in  one  of  two 
ways : 

(a)  The  mass  is  poured  into  100  litres  of 
water- and  5  kilos,  of  nydrochloric  acid  warmed 
to  50°,  the  liquid  allowed  to  stand,  whereby  a 
portion  of  the  ketone  separates,  the  remainder 
oeing  precipitated  by  the  addition  of  500  litres 
of  water  and  careful  neutralisation  with  caustic 
soda.  The  ketone  is  collected,  extracted  with 
hydrochloric  acid,  washed,  and  dried. 

(6)  The  mass  is  made  alkaline,  excess  of 
dimethylaniline  removed  in  a  current  of  steam, 
and  the  granular  residue  hydrolysed  at  50°-70" 
with  100  litres  of  water  and  10  kilos,  of  hydro- 
chloric acid.  A  portion  of  the  ketone  is  pre- 
cipitated, the  remainder  is  obtained  bv  addition 
of  aqueous  caustic  soda,  care  being  taken  not  to 
throw  the  aniline  out  of  solution.  Other 
dialkylaminobenzopbenones  may  be  similarly 
obtained  (Farb.  vorm.  Meister,  Lucius,  and 
Briinin^,  D.  R.  PP.  41751,  42863). 

p-Dimethylaminobenzophenone  forms  colour- 
less leaflets ;  m'p.  90°-9r.  It  is  a  weak  base, 
insoluble  in  water,  sparingly  soluble  in  cold 
alcohol.  Phosphorus  trichloride  yields  a  yellow 
compound,  prooably 

C,H,-0Cl,CeH4N(CH,),  or 

C^HjCa  :  CjH^  :  N(CH,),a 

which  can  be  purified  by  solution  in  chloroform 
and  reprecipitation  by  petroleum  spirit.  It  is 
easilv  converted  into  the  original  ketone  bv 
heating  with  water,  and  condenses  directly  with 
dimethylaniline,  forming  malachite  green  (B.  A. 
S,  F.,  D.  R.  P.  27789). 

The  hydrol  CJH,CH(0H)-C,H4N(CHa), 
(m.p.  69°-70°),  obtained  by  reduction  of  di- 
methylaminobenzophenone,  condenses  with  di- 
methylaniline to  leuco  malachite  green. 

If  the  reduction  is  carried  out  dectrolyticallv 
or  by  zinc  and  sulphuric  or  hydrochlono  acid, 
the  corresponding  pmacone,  m.p.  195°,  is  found. 
This  yielos  a  mixture  of  the  ketone  and  hydrol 
when  heated  with  alcoholic  potash  (Fischl, 
Monateh.  1913,  34,  337). 

Michler^s  ketone  reacts  with  the  Giignard 
reagents,  malachite  green  can  be  obtained  in 
this  way  (Voto^k,  Ber.  1913,  46,  1756,  1760). 

4 : 4'-Diaiiiinob6nioplienone 

NH,C,H4C0C,H4NH, 

(m.p.  172°),  and  its  trimethyl  derivative 
(CH,),NC,H.0O-C,H,NH(CH,)  (m.p.  166*) 
are  obtained  from  pararosaniline  (or  rosaniline) 
and  pentamethyl  violet,  respectively  by  pro- 
longed heating  with  hydrochloric  add  ( wicnel- 
haus,  Ber.  1886, 19,  109). 

Diaminobenzophenono  and  its  derivatives 
can  be  condensed  with  pyrogallol  to  green  or 
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blue  mozdant  dyestufis  (Ges.  (.  ohem.  Ind.  Basel, 
D.  R.  P.  61326). 

Tetramethyldlamlnobeiuophenone  (Michler's 
ketone)  C0(C,H4-N(CH,)|],  is  a  valuable  inter- 
mediate  product  in  the  preparation  of  many 
dyestuffs,  and  was  first  obtained  by  Michler 
(Ber.  1876,  9,  716,  1900).  Dimethylaniline  is 
saturated  at  ordinary  temperature  with  the 
theoretical  quantity  of  phosgene,  and  the  reaction 
completed  by  warming  in  a  closed  vessel  to  100^ 
Water  is  added,  excess  of  dimethylaniline  re- 
moved by  steam  distillation,  and*  the  ketone 
purified  from  adherent  blue  colouring  matter  by 
repeated  solution  in  hydrochloric  acid  and 
reprecipitation  with  soda. 

Micbler*8  ketone  may  also  be  prepared  by 
carefully  heating  on  the  water-bath  10  kilos,  of 
dimethylaminoMnzaniUde 

(CH,),NC,H4C0NHC,H, 

18  kilos,  of  dimethylaniline,  and  8*5  grams  of 
phosphor^l  chloride,  the  product  being  worked 
up  in  a  similar  manner  to  that  adopted  in  the 
case  of  dimethylaminobenzophenone. 

Disubetituted  dialkylaminobenzamidefl  (Meis- 
ter,  Lucius,  Bnining,  D.  R.  P.  44238)  may  also 
be  employed.  Thus  10  kilos,  of  dimethylamlno- 
benzodiphenylamme(CH,),N-C,H4CON(C,H,)„ 
12  kilos,  of  dimethylaniline,  and  5  kilos,  of 
phosphoryl  chloride  are  heated  on  the  water- 
oath  for  2  hours ;  the  product  being  subsequently 
worked  u^  by  hydrolysis  with  hy£rochloric  acid, 
precipitation  of  the  ketone  ana  diphenylamine 
and  separation  of  the  latter  by  washing  with 
alcohol  (D.  R.  P.  44077). 

The  ketone  forms  silvery  leaflets,  m.p.  174° 
(corr.),  boils  with  some  decomposition  above 
360° ;  it  is  easily  soluble  in  alcohol  and  ether. 
The  basic  properties  are  weak.     Picrate 

Ci7H,oON„C.H,(OH)(NO,), 

m.p.  166°-167°. 

Tetraetliyldiamlnobenzophenone  obtained 
similarly  melts  at  95°-96°  (Michler  and  Grad- 
man,  Ber.  1876,  9,  1914). 

Replacement  of  oxygen  in  the  above  ketones 
by  the  imino  group  ffives  auramines  ig.r.). 

In  presence  of  condensing  agents  {e.g. 
POCl,,  COCl,,  &c.)  the  tetralk^ldiaminobenzo- 

Shenones  condense  with  aromatic  amines  to  eive 
yestuffs  of  the  triphenyl  (diphenylnaphtnyl, 
&c.)  series,  but  cleaner  products  are  generally 
obtained  by  reducing  the  ketones  to  hydrols, 
and  condensing  these  with  amines,  &c.,  to  leuco- 
compounds,  which  are  subsequently  oxidised  to 
the  corresponding  dyestufi^ 

Reduction  to  hydrols  may  be  effected  b^ 
sodium  amalgam  in  alcoholic  solution;  techm- 
cally  zinc  dust  and  caustic  soda  in  amy]  alcoholic 
solution  are  employed  (B.  A.  S.  F.,  D.  R.  P. 
27032).  Tetramethyldiaminobonzhydrol  dis- 
solves in  acetic  acid  with  an  intense  blue  colour, 
which  is  discharged  on  rendering  alkaline. 

Amino  (and  acetamino)  derivatives  of  tetra- 
alkyldiaminobenzophenones  may  be  obtained 
from  nitro  derivavives  by  reduction.  Michler's 
ketone,  when  nitrated,  gives  3-nitro-  and  3  :  3'- 
dinitro-4 : 4'-  t«tramethyldiaminobenzophenone 
(Klieffl,  Ber.  1906,  39,  1266) ;  the  latter  com- 
pound  has  also  been  obtained  by  the  action  of 
dimethvlamine  on  3  :  3'-dinitro-4  : 4'-dichloro- 
bonzopnenone  (Oonsonno,  Gazs.  chim.  ital.  1904, 


34,  i.  386).  Introduction  of  the  nitro  group  in 
position  2  may  be  effected  by  nitratiog  tetra- 
methyldiaminodiphenylmethane,     and     subse- 

rally  oxidising  the  GH*  group  (Farbenf.  vorm. 
Bayer  &  Co.,  D.  R.  P.  79250). 

Hydroxyl  derivaHvea  of  Bentophenone, 
Numerous  hydroxyl  derivatives  of  benzo* 
phenone  have  been  prepared,  many  by  reactions 
involving  the  condensation  of  benzoic  acid  and 
its  derivatives  with  phenols  : 
C,H5-^0H),C00H+aH^0H)» 

=C,H,-^Otf).COC,H^(OH)„+H,0 

The  trihydroxybenzophenones  obtained  from 
pyrogflJlol  contain  the  grouping 
•COC,H,{OH),(CO :  OH :  OH :  0H=1 : 2  :  3  :  4) 

they  are  generally  yellow  in  colour,  and  are  used 
as  mordant  dyestuffs. 

Alizarin  yeUow  A,  C,H5COC,H,(OH)3,  is 
obtained  by  heating  1  part  of  pyrogallol  and 
1  part  of  benzoic  acid  to  145°,  and  adding  3  parts 
of  zinc  chloride  with  continuous  stirring.  The 
end  of  the  reaction,  which  takes  about  3  hours 
to  complete,  is  recognised  by  the  solution  of  the 
product  in  hot  water  giving  slender  bright  yellow 
needles,  and  not  benzoic  add  on  cooung.  The 
mass  is  dissolved  in  60  parts  of  boiling  water, 
boiled  2  hours  with  animal  charcoal,  filtered, 
and  allowed  to  crystallise.  It  forms  yellow 
needles  (with  IH.O) ;  m.p.  137°-138°.  Acetyl 
derivative,  colourless;  m.p.  119°.  .On  cotton 
mordanted  with  alumina  it  dyes  golden-yellow 
shades,  which  incline  to  orange  in  presence 
of  calcium  salts.  A  fine  yellow  is  produced  with 
aluminium  acetate  and  tin  salt ;  the  chromium 
lake  is  brownish-yellow,  and  the  iron  lake  dark 
olive.    The  colours  produced  are  very  fast. 

Dyestuffs  giving  similar  shades  are  produced 
by  the  condensation  of  pyrogallol  with  m-  and 
p-hydroxybenzoic  aoid,  and  )9-re80rcylic  acid; 
those  from  pyrogallol  and  salicylic  or  pyrpgallol- 
carboxylio  acids  give  redder  lakes,  whilst  the 
lakes  are  of  a  greenish-yellow  shade  if  dyestuffs 
obtained  by  condensing  gallic  acid  with  resorcinol 
or  pyrogallol  are  em^oyed.  The  ohemistiy  of 
these  hydroxyketone  dyestuffs  has  been  studied 
by  C.  Graelie  and  A.  Eichengriln  (Annalen, 
1892,  269,  295). 

New  dyestuffs,  greener  in  shade,  are  obtained 
by  fusing  alizarin  yellow  A  or  C  with  the 
ammonium  salts  of  organic  acids  (Prud'homme, 
Rev.  g6n.  Mat.  col.  1906,  10,  225). 

Two  unsaturated  aromatic  ketones,  the 
benzalacetones,  have  been  described  under 
general  metiiods  of  preparation  (No.  18). 

Thioketonet, 

ThtobemoplieiiODe  CcH,'GS*C«H5  was  first 
obtained  by  Beigreen  (Ber.  1886,  21,  341)  in  an 
impure  condition  by  the  action  of  2  parts  of 
aluminium  chloride  on  1  part  of  thiophosgene 
(CSClj)  dissolved  in  6  parts  of  benzene,  the 
reaction  being  completed  on  the  water-bath. 
After  treatment  with  ice,  and  extraction  with 
ether,  the  ethereal  solution  was  washed  with 
soda  and  water,  and  the  ether  distilled  off,  the 
thioketone  remaining  as  an  oil. 

L.  Gattermann  and  H.  Schulze  (Ber.  189G, 
29,  2944)  found  that  it  is  impossible  to  obtain 
the  thioketone  in  a  pure  condition  by  this 
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method,  but  were  successfiil  in  treating  benzo- 
phenone    chloride    C«H,*OGls'€sH,   with    veiy 


slightly  oyer  the  theoretical  quantity  oi  alcoholic 
potaasmm  sulphide.  The  mixture  becomes  hot, 
potassium  chloride  separates,  and  the  solution 
assumes  a  blue  colour.  After  cooling,  water  is 
added,  the  thioketone  extracted  with  ether,  the 
latter  distilled  off,  and  theproduct  fractionated 
under  reduced  pressure.  Tne  thioketone  passes 
oyer  at  174®  (ll  mm.)  as  a  deep  blue  oil,  which 
solidifies  to  long  blue  needles. 

Thiobenzophenone  is  yery  unstable,  and  can 
only  be  presenred  in  sealed  tubes  filled  with 
carbon  dioxide.  Its  colour  is  discharged  on 
warming  with  alcoholic  potash,  benzophenone 
being  regenerated  ;  it  reacts  with  Jiydroxylamine 
giving  benzophenone-oxime,  and  on  heating  with 
copper  powder  giyes  tetraphenylethylene. 

Qattermann  has  also  described  corresponding 
alkyloxythioketones  obtained  by  the  action  m 
thiophoflgene  on  anisole,  pbenetole,  o-  cresyl  ethyl 
ether,  o-cresyl  methyl  ether,  o-chloroanisole, 
o-chlorophenetolc,  and  o-bromoanisole.  The 
compounds  obtained  resemble  thiobenzophenone 
in  their  reactions  (Ber.  1895,  28,  2860). 

On  account  of  the  greater  reactivity  of  the 
, :  G :  S  group  as  comnued  with  carbonyl,  the 
sulphur  analogue  of  Michler*s  ketone  has  been 
prepared  by  seyeral  methods. 

Tetrametliyldlamlnotliiobenzophenone 
(CH,),NC,H«CSC,H4N(CH,)j 

PreparcUion, — (i.)  5  parts  of  dimethylaniline 
are  cooled  to  0M0°,  and  1  part  of  thiophoflgene 
in  3  parts  of  carbon  disuu)hide  added  in  the 
course  of  3  or  4  hours  with  continual  etirring, 
which  is  continued  for  10-12  hours  without 
further  cooling.  Alkali  is  added,  carbon  disul- 
phide  and  dimethylaniline  remoyed  in  a  current 
of  steam,  and  the  thieketone  crystallised  (Kern, 
D.  a.  P.  37730). 

(ii.)  An  intimate  mixture  of  Michler^s  ketone 
and  one-fifth  of  its  weight  of  phosphorus  penta- 
sulphide  is  heated  not  above  160^  The  mass  is 
exhausted  successiyely  with  water,  very  dilute 
sodium  carbonate  solution  and  water,  and 
finally  crystallised  from  amyl  alcohol  (B.  A.  S.  F., 
D.  R.  P.  39074). 

(iii.)  100  parts  of  Michler*s  ketone,  38  parts 
of  phosphoryl  chloride,  and  400  parts  of  toiuene 
are  heated  on  a  water-bath  and  hydrogen  sulphide 
led  in  until  a  test  specimen  no  longer  dissolyes 
in  water  with  a  blue  colour ;  or 

37  parts  of  phosgene  are  passed  into  a  solu- 
tion of  100  parts  of  Michler's  ketone  in  400  parts 
of  chloroform  at  16°-20°,  after  the  eyolution  of 
carbon  dioxide  has  ceased,  90  parts  of  sodium 
sulphide  in  800  parts  of  water  are  added,  ^e 
solyent  is  remoyed  by  steam  distillation,  and  the 
thioketone  crystallised  from  alcohol  (B.  A.  8.  F., 
D.  R.  P.  40374). 

(iy.)  An  alcoholic  solution  of  auramine  base 
is  saturated  with  hydrogen  sulphide,  first  in  the 
cold,  then  on  the  water-bath  (Fehrmann,  Ber. 
1887,  20,  2857  ;   Graebe,  ibid,  3267). 

Properties.— U.p.  202°.  Fairly  soluble  in 
chloroform,  sparingly  so  in  cold  alcohol  or  ether. 
Yields  Michler's  ketone  on  warming  with 
hydrochloric  acid. 

The  chemistry  of  this  ketone  has  also  been 
studied  by  Staudinger  and  Siegwar  (Hely. 
Chim.  Acta,  1920,  3,  833). 


Pyridine  and  QuinoUne  Kekmea. 

Ketones  containing  a  carbonyl  group  united 
on  the  one  hand  toahy  drocarbon  radicle  (alkyl 
or  aoyl)  and  on  the  other  to  a  p^dine  or  quino- 
iine  residue  are  known.  Thus  picolinoyl  chloride 
may  be  condensed  with  benzene  in  presence  of 
a  small  amount  of  thionyl  chloride  to  give  2» 
pyridyl  phenyl  ketone,  b.p.  182**/ 14  mm. 
(Wolffenstein  and  Hartwich,  Ber.  1915,  48, 
2043). 

Ketones  containing  quinoline  residues  are 
interesting  on  account  oi  their  relationship  t-o 
alkaloids  of  the  cinchona  group,  and  of  their 
physiological  properties.  The  4<quinolyl 
ketones  naye  been  specially  studied  (A.  Kanx- 
mann,  Ber.  1912,  45,  3090 ;  1913,  46,  57,  2929  ; 
D.  R.  P.  268931 ;  Rabe,  Ber.  1913,  46,  1026, 
1032  ;  1917,  60, 144 ;  Vereinigte  Oiininfabriken 
Zimmer  &  Co.,  D.  R.  PP.  268830,  280970, 
330945 ;  Howitz  and  K5pke,  Annalen,  1913, 396, 
38). 

FUBAKB  AND  PyBBOLE  KbTOKBS,  STC. 

Ketones  deriyed  from  furane  are  known,  thus 
Esholtzione  has  the  structure 

CH,C  — CH 

II       II 
(CH,),CHCH,-CO-C      CH 

O 

(Michizo  Asano,  J.  Pharm.  Soo.  Japan,  1919, 
454, 999).  Related  compounds  may  be  obtained 
by  the  action  of  magnesium  alkyl  halides  on 
pyromuconitrile  (K.  Monoya  ibid.  447,  357). 

Dipynyl  ketone,  (C4H,NH),C0,  and  pyrrolic 
ketonic  acids  haye  been  described  by  B.  Oddo 
(Gazzetta,  1920,  50,  ii.  258). 

Thionyl  ketones  are  described  by  Steinkopf 
and  Schubart  (Annalen,  1921,  424,  1).      . 

Open  Chain  Diketones. 

The  diketones  are  most  conyenienUy  classified 
according  to  the  relatiye  positions  of  the 
carbonyl  groups  in  the  carbon  chain.  Thus  they 
may  be  diyided  in  the  following  way : — 

1  :  2-  or  a-diketones    RCOCOR'. 
I  :  3-  or)8  diketones    RCOCH,COR'. 
&c.  &c. 

1 :  2-  or  a-Dil'€tones. 

Preparation, — (1)  The  a-diketones  may  be 
obtained  as  monoximes  by  the  action  of  nitrous 
acid  on  monoketones  or  )3-ketonic  esters : 

RC0CH,R'+HNO,=H,O+R0O :  (NOH)R' 
RCOCHR'CO,C,H,+ HNO, 

=CO,+C,HjOH+RCO0( :  NOH)R' 

The  monoximes  of  the  1  : 2-diketones  can 
often  be  prepared  by  the  action  of  diazonium 
salts  on  fOkiuine  solutions  of  Monitrosoacstone 
(Borsche,  Ber.  1907,  40,  707) : 

C,H5N,Cl+NaON :  CHCO-CH, 

=C,H,C( : NOH)COCH,-f Naa-f N, 

The  results  with  Monitrosoacetophenone  are 
not  so  fayourable. 

The  replacement  of  the  wonitroso-  group  by 
oxygen  may  be  effected : 

^i.)  By  Doiling  with  dilute  sulphuric  add  (y. 
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Pechmann,    Ber.    1887,   20,    3213;     1888,   21,.  C.H, 

CH,COC( :  NOH)CH,+H,0  j  BrMgOC NC.H, 

=CH.C0C0CH3+H.N0H  |  \q ^  Cfl.+2H^O,+2H.O 

(11.)  By  conversion  into  salte  of  iminoeul-    ^^  ^   r,  k        i/n  rr 

phonic  acids  by  the  action  of  alkaline  bisulphites,  ;  J*rMgO  t NC,H, 

and  subsequently  h^drolysing  by  boiling  with  I  „ 


15  p.o.  sulphuric  acid : 

CH,COC(.:  N0H)CH,4-NaHS0, 

«TT   ^^^    =CH,C0C(:NS08Na)CH3+H,0 

CH^COCC :  NS03H)CH,+2H,0 


(L.  TschucaefiF,  Ber.  1907,  40, 186). 


=:CHsC0C0-CH,+(NH4)HS0«  i  '     General   properties    and   reacUonB,-^!)  The 


1887,  20,  3162 ;    1889,  22, 
nitrite 


(v.  Pechmann,  Ber, 
2116). 

(Hi.)  By     warming     witJi     Mroamyl 
(Manasse,  Ber.  1888,  21,  2177) : 
CHaCOq :  NOH)CH,+C\H„ONO 

=CH3COCOCHj+C5H„OH+N,0 

Similarly  diethyl  acetosuccinate  gives  mo- 
nitrosolsBvulic  acid,  the  latter  compound  yielding 
diacetyl  on  boiling  with  dilute  sulphuric  acid 
(Thai,  Ber.  1892,  26,  1723). 

The  mixed  aliphatic-aromatic  diketones  are 
obtained  in  a  similar  way  from  mixed  wo- 
m^osoketones  (v.  Pechmann  and  Miiller,  Ber. 
1888,  21,  2119  ;  1889,  22,  2128). 

(2)  Ketones  of  the  structure  CH,CO  CH,R, 
when  warmed  with  nitric  acid  (8p.gr.  1*38)  give 
ketones  CH3COCOR  (Rleti  and  Ponzio,  Gazz. 
chim.  ital.  1896,  26,  i.  233). 

(3)  Aromatic  (and  some  heterocylic)  dike- 
tones  are'  obtained  from  aldehydes  RCHO  by 
condensation  to  the  keto  alcohols 

RCOCH(OH)R 
under  the  influence  of  potassium  oyam'de  and 
subsequent  oxidation  with  chlorine  (Laurent, 
Annalen,  1836,  17,  91).  or  more  frequently  nitric 
acid  (Zinin,  ibid.  1840,  34,  188). 
*.  (^)  ^JL  ^®*t™g  compounds  of  the  type 
RCBr :  CBrR  with  water  to  200**  (e,g.  tofime 
bromide)  (Limpricht  and  Schwanert,  Ber.  1871, 
4,  380) : 

2C,H5CTr :  CBrC,H5+2H,0 


most  characteristic  reaction  of  the  a-diketones  is 
their  condensation  with  aromatic  o-diamines  to 
quinoxalines : 


0- 


:C-R 


NH,      0:CR  /v    /Nv 

=2H,0  +  |^  Y     ^CR 

The  resulting  coloured  compoimds  crystallise 
well,  have  definite  melting-points,  and  are 
readily  identified  (Hinsbeig,  Ber.  1884,  17,  322  ; 
Annafen,  1887,  237,  327). 

When  monosubstituted  o-diamines  are  em- 
ployed, salts  of  ammonium  type  are  produced  : 

O.NH,  0 :  CR 

""  +  HCl  + 

\nh 

I 


o 


:CR 


C.H, 


=2H,0+| 


/\/Nc.R 


(2)  Phenylhydrazine    gives    mono-    or    di- 
I  hydiazones ;   for  preparation  of  the  former,  gee 
Petrenko-Kritschenko  and  Eltschaninoff  (Ber. 


=C*,H,cbcOC*H*+C,A,-C:CCJI.+4H,0     ^^h  ^'    ^^^h     The  dihydrazones  (usually 
(K\  Hr,  h^Hroi  Ji-  \t  «™™1  J.  called  osazones)  denved  from  ahphatic  diketones 


(6)  By  hydrolysis  of  compounds 
RCX.CX.R 
(X=halogen).     Thus  tolane  tetrachloride,  when 
heated  with  sulphuric  acid  to   166^  or  with 

fUicial  acetic  acid  to  230°-260°  (Liebermann  and 
fomeyer,  Ber.  1879,  12, 1976). 

(6)  The  vinylidene-oxanilide  prepared  by  v. 
Pechmann  by  8  hours  boiling  of  1  part  of  oxani- 
lide,  1  part  of  fused  sodium  acetate,  and  10 
parts  of  acetic  anhydride  (Ber.  1897,  30,  2791) 
reacts  readily  with  the  Griffnard  reagents, 
forming  compounds  which  furnish  diketones  on 
decomposition  with  dilute  sulphuric  acid  : 
C0NC,H5 

I       ^C :  CH,+2C,H,MgBr 
CONC.H, 

C,H3 

BrMgOC— NC,H, 

=  I      /^  •  ^^« 

BrMgOC— NC.Hj 

C.H, 


or  diketones  containing  only*  one  aromatic 
radicle,  are  readily  oxidised  by  ferric  chloride 
to  red  or  brown  osotetrazoncs  (v.  Pechmann, 
Ber.  1888,  21,  2761)  : 

CH,C :  NNHCeH, 


CH, 


VC:N 


NHC,H, 


+  0 


=H30+ 


CH3C :  NNCeHj 

CH,C :  NNC,H, 
Diaoetvlphenylmethylhydrazone     condenses 
when  shaken  with 'warm  hydrochloric  acid  to 
2-acetyl- 1  -methylindole 

^•^*<N(cS>C"C^'^» 

(Diels  and  Kollisch,  Ber.  1911,  44,  263).  From 
this  hvdrazone  and  magnesium  alk^l  halides, 
keto-afcohols  are  obtainable  when  the  phenyl- 
methylhydrazine  is  again  removed  (Diels  and 
Johlin,  Ber.  1911,  44,  403). 

For  action  of  hydrazine  v.  Curtius  and 
Kastner,  J.  pr.  Chem.  1911,  83,  216. 

(3)  Hydroxylamine  yields  mono-  or  rf»- 
oximes,  the  former  can  exist  in  two,  the  latter 


7J8 


KETONES. 


in  throe  modilicatioiii),  eycn  when  the  original 
diketone  is  •ymmetrical  in  stnictarc  : 


HON       6 

C,Hj-C CCeH, 

HOS       NOH 
ArUu    C,Hj-C- 


r,H,C C'C.H.      I 

NOH  "6 

CjHj'C C'CjHj 

NOH  NOH 
CC^Hj    Amphi. 


NOH  HON 

Syn. 

(K.  Anwen  and  V.  Meyer,  Ber.  1888,  21,  810 ; 
1889,  22,  706;  A.  Hantzflch  and  A.  Werner, 
Ber.  1800,  23, 11).  The  tfyndiozimes  are  chaiac- 
teriwd  hy  the  eaee  with  which  they  loae  water 
yielding  ninzane  deriyatives. 

The  discoyeiy  of  a  fonrth  henzildioxime 
cannot  be  reoonciJed  with  the  stereochemical 
formulation  (Atook  and  Whtnyates,  Trans. 
Chem.  Soo.  1021,  119, 1184). 

(4)  SemicarlMtzide  gives  mono-  tand  di- 
■emicarbazones  and  cyclic  condensation  pro- 
ducts (see  Thiele,  Annalen,  1894,  283,  37; 
Posner,  Ber.  1901,  34,  3973 ;  Biltz  and  Amd, 
ibid.  1902,  35,  344  ;  Diels,  ibid,  1902,  35,  347). 

(5)  With  caustic  potash  the  aromatic  a-di- 
ketones  yield  diary  1  sly  collie  acids  (Liebig, 
Annalen,  1838, 25, 25  ;  ^lin,  ibid.  1839, 31, 329) : 

C,H,C0C0C,H,-fK0H=(C,H5)C(0H)C00K 

The  aliphatic  a-diketones,  however,  when 
warmed  in  alkaline  solution  imdergo  condensa- 
tion with  formation  of  quinones ;  thus  diacetyl 
fives  xyloquinone  (v.  Pechmann,  Ber.  1888,  21, 
417): 

CHjCOCOCH,  CH3CCOCH 

=2H,0+        II         II 
+CH,-C0C0CH,  HCCOCCH, 

(6)  With  aldehydes  and  ammonia,  glyoza- 
lines  are  formed  amongst  other  products : 

C,H,CO 

I    +CH,CH0-f2NH, 
C.Hs'CO 

CeHjC—NH^ 
=3H,0-f  II  >CH, 

(Japp  and  Hooker,  Chem.  Soc.  Trans.  1884,  45, 
672  ;  Japp  and  Wynne,  ibid.  1886,  49, 404). 

1 :  8-  or  P'  DiketonM. 

The  lowest  member  of  the  series,  acetylace- 
tone,  or  2 : 4-pentanedione,  was  obtained  by 
Combes  by  the  action  of  aluminium  chloride  on 
acetyl  chloride  and  decomposition  of  the  result- 
ing crystalline  substance  Cit^ifi^Al^Cig  with 
water  (Compt.  rend.  1886,  103,  814). 

The  usual  method  of  preparation  of  the 
1 : 3-diketones  is  given  unoer  general  reaction 
17  of  monoketones  {vide  supra).  As  condensing 
agents  for  bringing  about  the  reaction 

RC00C,H5+CH,C0R' 

->  RC(ONa) :  CHCOR'  ->  RC0CH,C0R' 

Claisen  has  found  that  alcoholic  sodium 
ethoxide  works  most  feebly  and  in  order  of 
increasing  activity,  arc  anhydrous  sodium  eth- 
oxide, metallic  sodium  (Annalen,  1894,  277,  168, 
and  sodium  amide  (Ber.  1905,  38,  696). 

The  sodium  derivatives  are  represented  above 
as  derived  from  enols.  Knoir  (Ber.  1911,  44, 
2767)  has  isolated  the  enolio  form  of  acetyi- 


acctone,  m.p.  -9%  n]^  1*4609.  K.  H.  Meyer 
and  Hopff  find  n^  1*4625  (Ber.  1921,  54,  579). 
This  is  tnuisformed  at  15°  into  the  allelotropic 
mixture  of  diketone  and  enol-ketone,  n^  1*4660, 
the  change  being  complete  in  20  minates  (</.  for 
encdisation  of  Mnzoylacetone,  SmedW,  Cbem. 
Soc.  Trans.  1910,  97,  1486 ;  ficheiber,  Ber.  1913, 
46,  1100,  1105). 

Unsaturated  j3-diketones  have  been  pre- 
pared by  Ryan  (Froc.  Roy.  Irish  AeadL  1913,  32, 
B,  1,9;  1916,  35,  B,  199). 

Oeneral  properties  and  reocfioiM.— -(1)  The 
1 : 3-diketone8  form  stable  metallic  derivatives. 
Aoetylacetono,  for  example,  forms  compounds 
of  the  types  Wi{C^B.J[)^U,  Mm(C*H70a),.  ftc, 

'  many  of  which  are  volatile  without  decomposi- 
tion, and  may  be  used  for  vapour  density  deter- 

I  minations,  thus  controlling  the  valencies  of 
sevend  metals;  e.g,  divalent  Gl  and  Cu,  and 
trivalent  Al,  Fe,  Mn,  Co,  and  Or  (A.  Combes, 

;  Compt.  rend.  1896,  119,  1221 ;  BulL  Soc.  chim. 
1889,  [iii.]  1,  345 ;  Urbain  and  Debieme,  Compt. 
rend.  1899,  129,  302;  Claisen,  Ber.  1889,  22, 
1010  ;  Annalen*  1893,  277, 170  ;  Morgan,  Chem. 
Soc.  Trans.  1913.  103,  81;  1914,  105,  lA; 
1921,  119,  610,  1058;  Weinland  and  Bassler, 
Zeitsch.  anoie.  Chem.  1916,  96,  109).  The 
metallic  nidicfe  may  be  replaced  by  acyl  groups, 
branched  triketones  resulting  from  the  reaction  : 

C,H,C(ONa) :  CH'COC.Hj+C.HsCOa 

=Nad+(CeH»CO)aCH 

(v.  Baeyer  and  Perkin,  Ber.  1883,  16,  2128; 
L.  Claisen,  Ber.  1894,  27,  111 ;  Annalen,  1896, 
291,  25 ;  Ber.  1904,  36,  3674). 

Morgan  regards  the  i)o]yvalent  metallic 
compounds  of  acetylacetone  as  coordination 
derivatives.  In  this  connection,  it  may  be 
noted  that  j3-diketones  occupy  two  positions 
at  the  central  atom  and  acetylacetonatc- 
diethylenediamine  cobalt  salts  have  been  re- 
solved into  ontically  active  forms  (Werner, 
Schwyzer  and  Karrer,  Helv.  Chim.  Acta,  1921, 
4,  ll3). 

(2)  On  warming  with  aiylhydrazines,  pyra- 
zoles  are  produced : 

CO'R'     HN'R'" 
^•CH<COR""*^  J^ 

*  ^CR'— NR"' 

(L.  Knorr,  Ber.  1885,  18,  311 ;  Annalen,  1887, 
23S,  37).  This  reaction  can  be  utilised  as  the  basis 
of  a  colour  test  for  /3-diketones  since  pvrazoles 
are  reduced  by  sodium  in  boilinc  alcoholic  solu- 
tion to  pyrazolines.  If  when  solution  of  the  metal 
is  complete,  water  be  added  and  the  alcohol  boiled 
off,  the  pyrazoline  may  be  extracted  with  ether, 
and  is  left  when  the  solvent  is  evaporated.  If 
the  residue  be  dissolved  in  fairly  copcentrated 
sulphuric  acid,  addition  of  a  drop  of  solution  of 
Bomum  nitrite  or  potassium  dichromate  pro- 
duces a  beautiful  coloration  varying  from 
f  uchsine  red  to  blue.  This  reaction,  which  can 
be  carried  out  in  test  tubes,  is  general  for  all 
pyrazoles  derived  from  ^henylhydrazine,  not, 
however,  for  those  obtamed  from  hydrazine 
itself  (L.  Knorr,  Ber.  1885,  18,  2259 ;  1893.  26, 
101  ;  Annalen,  1887,  238,  200).       ^<3'" 
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(3)  Semicarbazide  gives  similar  pyrazole 
derivatives  (T.  Posner,  Ber.  1901,  34,  3973). 

(4)  With  hydioxvlamine  the  1 : 3-diketones 
behave  as  if  one  of  the  ketonio  groups  were 
enolised  and  furnish  isoxazoles  : 

RCOCH :  C(OH)R' 

R.O-_CH=CR'      RC— CH=CR' 

-»-     II              i      ">      II  J 

NOH       OH  N 0 

(Combes,  Ann.  Chim.  1887,  [vi.]  12,  216; 
Zedel,  Ber.  1888,  21,  2178 ;  Claisen,  ibid.  1891, 
24,  3907). 

(5)  Aniline  and  benzoylacetone  lose  I  mole- 
cule of  water  at  ISO"*,  a  second  molecule  of  water 
is  removed  by  heating  with  concentrated  sul- 
phuric acid,  a-methyl-7-phenylquinoline  being 
formed  ^C.  Beyer,  Ber.  1S87,  20,  1770 ;  Combes, 
Bull.  Soc.  chim.  1888,  [ii.]  49,  89  ;  Riigheimer  a. 
Ritter,  ibid.  1912,  46,  1332). 


CoH, 
CO 


C.H. 

C 


CjEfi.  Jc-ck,=^«^+^«^V  J0CH3 


¥ 


\/ 
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Aoetanilide  (not  a  dianil)  is  produced  when 
acetylacetone  is  heated  for  a  long  time  with  a 
large  excess  of  aniline  (Turner,  Chem,  Soc.  Trans. 
1917,  111,  1). 

A  compound  with  a  seven-membered  rinf 
C7Hi,N,  is  obtained  by  condensation  of  acetyl- 
acetone with  ethylene  diamine  (Rosanov,  J. 
Russ.  Phys.  Chem.  Soc.  1916,  47,  611).  Con- 
densation  with  benzylamine  (Riigheimer,  Ber. 
1912,  45,  1332);  with  ethyl  cyanoacetate 
(Simonsen  and  Nagok,  Chem.  Soc.  Trans.  1916, 
107,  794). 

(6)  j9-Diketone8  and  j3-ketonic  esters  con- 
dense with  esters  of  acetylenic  acids,  giving 
imsaturated  diketones  or  ketonic  esters.  From 
these,  pyrone  derivatives  have  been  obtained 
(Ruhemann,  Chem.  Soc.  Trans.  1899,  76,  246, 
411;  1908,93,431). 

(7)  Acetylacetone  yields  j88-dihydroxypen- 
tane  when  reduced  by  socuum  in  absmute 
alcoholic  solution  (Bauer,  Compt.  rend.  1912, 
154,  1092). 

(8)  Acetylacetone  (as  sodium  salt)  reacts 
with  thiocarbimides  to  form  thioanilides,  such 
as  CH3-C0CH(CSNHC,H,)C0CH,  yeUow 
needles,  m.p.  107**-108°.  Alkab'es  remove  an 
acetyl  group  (Worrall,  J.  Amer.  Chem.  Soc. 
1920,  42,  1065). 

1  :  4-  or  y-Dikelones. 

Preparaiion, — (1)  The  lowest  member  of  the 
series,  aoetonylacetone  or  2  :  6-hexanedione  was 
obtained  by  Paal  by  heating  pyrotritaric  acid 
with  water  at  150°-160°  (Ber.  1886,  18,  68) : 

CH— CCOjH 

.11         II 
CH8*Cv    yC'CJHj 

=CO,.fCH,COCH,CH,COCHa 

(2)  a-Halogemsed  ketones  react  normally 
with    the   sodium    derivative   o|   ethyl   nceto- 


+H,0 


acetate  :   on  hydrolysis  1  :  4-diketoncs  are  pro- 
duced (Paal,  Ber.  1.883,  16,  2865) : 
CH3C0CH(C00C,HB)CH,C0C,Hg-fH,0 
=C0,4-C,H50H+CH8-C0-CH,CH,'C0C,H, 

(3)  By  hydrolysis  of  compounds  of  the  type 
of  diethyl  diacetosuccinate,  preferably  with 
potassium  carbonate  solution : 

CH.COCHCO.CgHj 

I  +2H,0 

CH,C0CHC0jC,H5 

CT.COCH, 
=  I      +2CO,+2C,H50H 

CHjCOCH, 

(Knorr,  Ber.   1887,  20.  169,  2100;    1900,  33, 
1219  ;  Annalen,  1899,  306,  363). 
Acetylenic  7-diketones,  e.g, 

C,H,C0C:CC0C,H5 

m.p.  112°,  have  been  prepared  (Dupont,  Compt. 
rend.  1914,  168.  1349). 

Oeneral  reactions, — (1)  Reacting  in  the  dieno- 
lie  form,  1 : 4-diketones  are  dehydrated  by 
fuming  hydrochloric  acid  or  acetic  anhyoride, 
yieldinz  nirfurane  derivatives  (Paal,  Ber.  1884, 
17,  2766) ! 

CH=CR(OH)  CH=CRv     . 

I  -H,04-  >0 

CH=CR'(OH)  CH=CR'/ 

(2)  Phosphorus  pentasulphide  converts  them 
in  a  similar  manner  into  thiophen  compounds. 

(3)  Ammonia  similarly  yields  pyrrole  deriva- 
tives, whilst  hydrazine  yields  pyridazines 
(Blaise,  Compt.  rend.  1920,  170,  1324).  Semi- 
carbazide gives  disemicarbazones  which  are 
easily  converted  into  l-carbamidopyirolee 
(Compt.  rend.  1921,  172,  221,  313). 

1  : 5-Dikeiones,  ftc. 
Esters  of  1:6-  diketonecarboxylic  acids 
may  be  obtained  by  the  condensation  of  ethyl 
acetoacetate  with  aldehydes  (P.  Rabe,  Annalen, 
1902,  323,  88 ;  1904,  332,  11  ;  1908,  360,  266 ; 
Dieckmann  a.  v.  Fischer,  Ber.  1911,  44,  966) : 
CH,04-2CH,COCH,CO,C,H. 

=H,0+CHj:CH(COCH,)COiCjHJj 

Such  compounds  easily  undergo  an  intra- 
molecular   aldol-condensation,    yielding    1  : 6- 
cycfohexanolones : 
CHjCOCHCOjR        CHj-qOH)— CHCOjR 

djH,  ->  CH,        CH, 

CH,COCHCO,R  CO CHCO,R 

The  differentiation  of  the  isomerides  is  easy, 
derivatives  of  dihydropyridine  and  pyridine 
being  obtained  from  the  1  : 6-diketomc  com- 
pounds when  treated  with  ammonia  and  hydroxyl* 
amine  respectively. 

E.  Blaise  and  A.  Koehler  (Compt.  rend.  1909, 
148,  489  ;  Bull.  Soc.  chim.  1910.  iv.  7,  416,  665, 
710)  have  utilised  the  organo  zinc  compounds 
in  conjunction  with  the  chlorides  of  dibasic 
adds  for  the  synthesis  of  diketones  with  far 
removed  carbonyl  groups.  Whilst  succinyl 
and  glutaryl  chlorides  yield  y-  and  S-lactones 
respectively,  the  higher  acid  chlorides  react  in 
the  sense : 

C0CI(CH,)„C0a-f2RZnI  f^ 

=Zna,+ZnI,+R< 
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T.  Zincke  (Annalen,  1908,  362,  242;  363, 
has  also  obtedned  1  : 6-diketones  by 
ozidifling  the  ditertiary  alcohols  obtained  from 
phenanthiaqainone  by  the  Grignaid  reagents : 

C,H4— C(OH)R  C^H^COR 

I  I  +0=H.0+  I 

C,H^O(OH)R  C,H4C0R 

Heptane-j9{;-dione  t 

CH,COCH,CH,CH,COCH,  j 

m.p.  33°-34°,  b.p.  221'»-222°,  has  been  obtained 
from  caoutchouc  ozonide  (Harries,  Ber.  1914, 
47, 784).  i 

CSertain  hydroxy- 1 :  d-diketones  are  claimed  ' 
to    be    of    pnarmaoological    importance;    e.g. 
octane-yi7-dione-a-ol     and    )8(-aimethyloctane-  j 
yiy-dione-a-ol  (Bayer  k  Qo.,  D.  R.  PP.  227176,  1 
227177). 

The  enolio  and  ketonic  forma  of  nnsaturated 
1  :  5-diketones  are  discussed  by  Dilthey  and 
Bottler  (Ber.  1919,  52,  2040)  in  reference  to 
their  oonversion  to  pyryliam  compounds. 

1 : 6-Diketones  are  also  known,  t,g.  aS-di- 
benzoylbutane  (Bauer,  Comftt.  rend.  1912,  155, 
285). 

iNDiviDnAL  Open -CHAIN  Diketones. 

Dla«etyl  CH,'C0'C0'C;H,  may  be  prepared 
by  the  method  of  0.  Diels  and  E.  Stephan  (Ber. 
1907,  40,  4336).  Methyl  ethyl  ketone  (850  c.c.) 
is  converted  into  the  iMmitroso  derivative 
(diacetyl  monoxime)  by  amyl  nitrite  (1  litre) 
and  hydrochloric  acid  (30  c.c,  sp.^.  1*19).  The 
oxime  is  extracted  with  dilute  sodium  hydroxide 
solution ;  after  acidifying  the  diacetyl  is  blown 
over  in  a  current  of  steam  and  the  ketone 
eventually  separated  from  water.  4  kilos,  of 
methyl  ethyl  ketone  give  1300  grams  of  diacetyl ; 

Diacetyl  has  also  been  obtained  by  the 
oxidation  of  acetylmethylcarbinol,  a  product  of 
growth  of  certain  bacteria  on  sugars  (Harden 
and  Norris,  J.  Physiol.  1911, 42,  332),  and  by  the 
action  of  hydrochloric  acid  on  a-triazomethyl- 
aceto-acetic  ester  (Forster  and  Newman,  Chem. 
Soo.  Trans.  1910,  97,  1360.) 

The  dimerio  form  of  diacetyl  discovered  by 
von  Pechmann  probably  possesses  the  structure 

C(CH,)(OH)<gg'J^>C(CH^(OH) 

(Diels,  Blanchard  and  von  der  Heyden,  Ber. 
1914,  47,  2355). 

Diacetyldioxime  (dimethylglyoxime) 

CH,-C( :  NOH)0( :  NOH)CJH, 

has  acquired  importance  as  a  reagent  for  nickel. 
The  solution  to  be  tested  is  treated  with  an 
excess  of  ammonia  or  sodium  acetate  and  then 
a  little   dimethylglyoxime  is   added  and   the  i 
solution  boiled.     U  nickel  is  present  a  scarlet ' 
precipitate  is  produced.     Definite  results  may  i 
oe  obtained  with  solutions  containing  1  part  of  ' 
nickel  in  400,000  of  water.     When  cobalt  is  | 
present,  the  solution  is  first  shaken  with   a  | 
laige  excess  of  ammonia,  01  mg.  of  nickel  can  be  , 
detected  in  the  presence  of  S)0  mg.  of  cobalt  • 
(L.  TschugaefiF,  Ber.  1905,  38,  2520).  i 

Convenient  methods  for  the  preparation  of 
dimethylglyoxime  have  been  given  by  Tschu-  . 
gaeff  (/.c),  A.  Gandarin  (J.  pr.  Chem.  1908,  [ii.]  . 
77, 414),  and  H.  Biltz  (Zeitsch,  anal.  Chem.  1909, 


48,  164).  Biltz*s  method  consiBts  in  passiiig 
gaseous  hydrogen  chloride  through  a  weli-cooled 
solution  of  50  grams  of  methyl  ethyl  ketone  in  1(X) 
grams  of  ether,  82  grams  of  amyl  nitrite  being 
added  drop  by  drop.  After  a  few  hours  the 
monoxime  is  extracted  by  caustic  soda  solution 
(150  C.C.  iced  water  and  50  c.c.  33  p.c.  caustic 
soda),  the  ethereal  layer  extracted  a  few  times 
with  dilute  caustic  soda,  the  alkaline  solutions 
united,  extracted  with  a  little  ether  and  some- 
what evaporated.  After  cooling,  the  solution  is 
carefully  neutralised  with  dilute  sulphuric  acid, 
and  50  grams  of  hydroxylamine  hydrochloride 
dissolved  in  75  c.c.  of  water  are  added.  The 
dioxime  crystallises  out  on  standing  over-ni^ht, 
and  is  purified  by  reciystallisation.  The  yield 
amounts  to  45-^50  grams  (r.  Dimetb  tlqlyoxim e ). 

On  oxidising  the  monohydrazone  of  diacetyl, 
azibutanone  (SEI,-COC(N,)-CHs  is  produced. 
It  is  a  mobile  deep  orange  liquid  giving  an 
olive-green  vapour ;  b.p.  45V12mm.  (Diels  and 
Pflaumer,  Ber.  1915,  48,  223). 

Hydrawxime  CH,C(  :  NOH)C(  :  N,H,)CH,. 
m.p.  140''  (Forster  and  Deay,  Chem.  Soc.  Trans. 
1912,  101,  22.38. 

Hexabromo-diaeetyU  m.p.  100°-101°  (Jackson 
and  Adams,  J.  Amer.  Chem.  Soc.  1915,  37. 2322). 

Benzll  C,Hj-COCOC,Hj  is  obtained  by  the 
oxidation  of  benzoin  C,H,-CO-CH(OH)aH„ 
which  may  bo  prepared  by  heating  for  a  wort 
time  200  grams  of  pure  tienzaldehyde  with  20 
grams  of  potassium  cyanide  dissolved  in  800 
grams  of  50  p.c.  alcohol  under  reflux.  The 
solution  is  allowed  to  cool,  benzoin  separatee, 
and  is  collected,  the  filtrate  yields  a  further 
quantity  of  benzoin  when  heated  with  more 

Potassium  cyanide  (Zincke,  Annalen,  1879,  198, 
51).  The  Denzoln  is  then  heated  with  twice 
itd  weight  of  nitric  acid  (Bp.gr.  1*4)  until  red 
fumes  are  no  longer  evolved,  the  whole  is  poured 
into  water,  and  the  benzil,  which  then  solidifies, 
purified  by  crystallisation  from  alcohol  (Zinin, 
Annalen,  1840,  34, 188). 

Benzil  crystallises  in  six-sided  prisms ;  m.p. 
95° ;  b.p.  346°-348**  (corr.  with  slight  decom- 
position). Easily  soluble  in  alcohol  and  ether. 
Is  reduced  to  benzoin  by  iron  and  acetic  acid,  or 
zinc  and  hydrochloric  acid  (Zinin,  Annalen,  1861 , 
119,  177)  and  to  hydrobenzoln 

C,HjCH(OH)CH(OH)C,Hj 

by  sodium  amalgam  (Zincke  and  Forst,  Ber. 
1875,  8,  797).  Other  reactions  have  already 
been  mentioned  under  1  :  2-diketone8. 

Ammonia,  in  presence  of  air,  forms  several 
compounds.  If  air  is  excluded,  triphenyl  oxazole 
and  ammonium  benzoate  are  produced  almost 
quantitatively  (Sohonberg,  Ber.  1921,  54,  242). 
The  condensation  of  ben^  with  benzidine  has 
been  studied  bv  Cain  and  Mioklethwaite  (Trans. 
Chem.  Soc.  1914,  106,  1437)  and  Ferriss  and 
Turner  (Trans.  CJhem.  Soc.  1920,  117,  1140). 

Benzil  yields  substitution  products  with  diifi- 
culty,  it  may  be  nitrated  by  boiling  with  fuming 
nitnc  acid.  Two  dinitrobenzils  (m.p.'s  131°  and 
147°)  are  produced  ;  these  may  be  mechanically 
separated  as  crystals.  The  mixture  of  dinitro- 
benzils can  be  reduced,  the  resulting  diamino- 
compound  (7  a  mixture),  though  not  isolated, 
can  DC  used  as  a  component  in  the  preparation 
of  azo  dyestuffs  (Poirrier  and  Kosenstiehl, 
D.  R.  PP.  44269  and  45789)^  ^  ^<3"" 
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Four  di-oximes  of  benzil  have  been  described, 
these  are  known  as  a,  8,  y  and  8  modifications. 
8-Benzil  diozime  may  oe  used  for  the  estimation 
of  nickel  (Atack,  Analyst,  1913,  38,  317). 

Open  Chaut  Tri-  and  Tbtsa-EIetonss. 

Triketones.  Prt'paTQiion.—(\)  F.  Sachs  and 
H.  Barschall  (Ber.  1901,  34,  3047)  obtained  tri- 
ketopentane  by  condensation  of  nitrosodimethyl- 
aniline  with  acetvlacetone  and  hydrolysis  of  the 
resulting  azomethine  compound : 
CH,C0CH^C0-CH,+0NC,H4-N(CH,) 


CH 


,C0CH,C0-CH,+0NC,H4-N(CH,), 

^H,0+CH,CO  q  :  NC.H^NCCH.)  JCOCH, 

,COq :  NC.H,N(CH,)  JCOCH,+H,0 
=HjNC,H4N(CH,)j+CH,'C0C0C0CH, 
(Later  papers  by  Sach8,^Ber.  1902,  35,  3307; 
1903,  36,  3221  ;  1907,  40,  2714.) 

Diphenyltriketone  C.HyCOCOCOCjH,  has 
been  descnbed  by  Qastalm  and  Cherchi  (Gazz. 
chim.  ital.  1913,  43,  i.  299). 

(2)  Aromatic  triketones  with  open  chain  have 
been  obtained  by  Wieland  and  Bloch  (Ber.  1904, 
37,  1624).  By  the  action  of  nitrous  gases 
evolved  from  a  mixture  of  arsenious  oxide  and 
nitric  acid  (sp.gr.  1*38)  on  an  ethereal  solution 
of  dibenzoylmethane,  the  bisnitroso  derivative 
of  the  latter  compound  and  diphenyltriketone 
are  obtained.  The  Utter  crystallises  with 
water,  probably  of  constitution;  in  fact  the 
colourless  hydrates  give  coloured  triketones 
by  loss  of  water.  The  same  behaviour  is  ob- 
served in  the  case  of  cyclic  triketones :  Ruhemann 
(Chem.  Soc.  Trans.  1910, 2025 ;  1911,  792, 1306, 
1486)  finds  that  the  coloured  triketohydrindene 
not  only  forms  a  colourless  monohydrate,  but 
also  gives  colourless  addition  products  with 
guanidine,  benzamidine,  and  hydrogen  cyanide. 

Branched  triketones  have  been  described. 
For  t^o  supposed  stereoisomerism  of  dibenzoyl- 
acetylmethane,  «ee  Michael  (Ber.  1906,  39,  203  ; 
Annalen,  1912,  390,  40)  and  Dieckmann  (Ber. 
1916,  49,  2203). 

Tetraketones  are  also  known. 

2:4:5:  7-Octo9»eie(rem6 

CH.COCH.COCOCHjCOCHa 
is  obtained  by  adding  sodium  ethoxide  (free 
from  alcohol)  to  an  ethereal  solution  of  acetone 
and  diethyl  oxalate  (Gaisen  and  Stylos,  Ber. 
1888,  21,  1142).  With  acetopbenone,  &o.,  cor 
responding  aromatic  compounos  can  be  prepared. 

o-o'-DlbenzIl 
C,H5COOOC,H4C,H4COCOC,H5 
has  been  obtained  by  Zincke  and  Tropp  (Anna- 
len, 1908,  363,  302).  Phenanthraquinone  is 
treated  with  magnesium  benzyl  halide,  the 
resultinff  di-tertiary  alcohol  oxidised  to  dibenzyl- 
diphen^ene  diketone,  the  latter  converted  into  a 
diwonitroso  compound  and  bydrolysed  : 

C,H4— CO        C,H4— CJ(0H)CH,CeH5 

C,H,— CO        C,H4— C(0H)0H,C,H5 

C,H4C0CH,C,H, 

-»  r 

C,H4COCH,C,H5 
C,H4C0C(:N0H)C,H, 

CoH.COO(:NOH)C,H, 
C^H^COCOCgH, 

-^   I 

C,H4C0C0-C,H, 
Vol.  lll.~r. 


Possessing  two  1  :  2-diketo-  groups,  the  com- 
pound condenses  with  2  molecules  of  o-phenylene- 
diamine  to  form  the  corresponding  {2»quinoxaline. 

Oyclio  Ketones. 

In  the  cyclic  ketones  the  carbonyl  groups 
form  members  of  a  closed  ring ;  the  properties 
are  very  similar  to  those  of  the  aliphatic  ketones 
as  a  rule,  but  in  the  case  of  the  ortho-  and  para- 
quinones,  such  special  characteristics  are 
exhibited  that  they  will  be  treated  in  a  separate 
'  article  (^.v.). 

PreparcUion, — ^The  cyclic  ketones  may  fre- 
quently be  prepared  by  the  general  methods 
already  given  ;  ike  following  syntheses,  or  special 
methods,  resulting  in  the  formation  of  closed 
chain  ketones,  may  be  mentioned. 

(1)  The  distillation  of  the  calcium  salts  of 
certam  dibasic  acids  gives  cyclic  ketones.  The 
earliest  example  is  the  preparation  of  suberone 
from  calcium  suberate : 


CH,C5H,CH,C00 


C3H 


Ca, 


:,CH,CHjCOO/ 

Cxi«*CH«'Cli*>. 
=0aCO3+  I  >C0 

CH.CHjCH/ 

(Boussin^ault,  Annalen,  1836,  19,  308 ;  TUlev, 
Und.  1841, 39, 166  ;  Dale  and  Schorlemmer,  ibii. 
1879, 199, 147).  (7yc2opentanone,  cye2ohexanone, 
and  pycZooctanone  can  be  obtained  by  similar 
methods   from    the    calcium    salts    d   adipic, 

rimelic,  and  azelalc  acids  (Wisllcenus,  Annalen, 
893,  276,  312,  364 ;  v.  Baeyer,  tbid,  1876,  178, 
112;  Ber.  1893,  26, 229). 

(2)  The  esters  of  certain  dicarboxylic  acids 
undeigo  intramolecular  condensation  when 
acted  on  by  sodium : 

CH,  CH, 

/\  /\ 

CH,'       ,CH,  -» CH,|    ^  iCH, 

CjHjOCO  CHjCOjC.Hj  CO-CHCOjCjH. 

(Dieckmann,  Ber.  1894,  27,  102). 

(3)  CyclohexAnone  and  its  derivatives  may 
be  obtained  by  the  reduction  of  phenols.  When 
phenol  vapour  mixed  with  an  excess  of  hydrcHzen 
IS  pcMsed  over  reduced  nickel  at  216°-2So^, 
^c£>hexanol  and  c^cfehexanone  are  obtained. 
The  mixed  product  may  be  entirely  converted 
into  the  latter  compound  by  passing  the  vapour 
over  copper  heated  .to  330*"  (&Lbatier  and 
Senderens,  Compt.  rend.  1904,  137,  1026;  138, 
467,  1257). 

(4)  3-Methyl-A*-c^c^hexenone  is  a  product 
of  the  interaction  of  ethyl  sodioacetoacetate  and 
methylene  iodide.  Apparently  the  first  formed 
2  :  6-neptanedione  unaergoes  intramolecular  con- 
densation : 

CHjCHjCOCH,  CHjCH.CCH. 

I  =H,04-  J  II 

CJH.COCH,  (5h,coch 

(C.  J.  L.  Hagemann,  Ber.  1893,  26,  876). 

isoButylidene  (Itacetoaoetio  ester  undergoes 
a  similar  mtemal  condensation,  giving  an  ester 
from  which  3-methyl-6-MopropyI-A'-cyc2o-hexe- 
none  may  be  obtained  (Knoevenagel,  Annalen, 
1896,  289,  131). 

(6)  Open  chain  ketones  will  condense  with 
unsaturated  aldehydes  or  unsaturated  ketones 

3a 


722 


KBTONES. 


of  the  type  of  benzalacetone.  Thus  the  latter 
oompouna,  oondensed  with  benzoin,  gives 
3:4:  S-triphenyl  -  4  -  hydroxy  -A*-  cyelohexenone 
(Garner,  Amer.  Chem.  J.  1904,  31,  143) : 

.^CH(OH)C,H,  CHC,H, 

OH  GH 

(6)  Cyclio  1 : 2-diketone8  may  be  obtained 
by  the  condensation  of  diethyl  glutarate  and  its 
derivatives  with  diethyl  oxalate  in  presence  of 
sodium  ethoxide : 

COOCjH,     CH,;;;^C0,C,H5 

COOCjH,    CH /00*C,H5 

CO— CHCOjCjHj       CO— CH,v 

io— ci^CO*C,H,       CO-CH,/ 
(Dieokmann,  Ber.   1897,  30,  1470;    1899,  32, 
1933;    c/.  papers  by  W.  H.  Perkin,  jun.,  and 
co-workers,  dhenL  Soo.  Trans.  1906,  89,  1640 ; 
1908,  93, 1943  ;  1909,  95,  2010). 

(7)  A  derivative  of  (^c2ohexane-l :  3-dione  is 
obtained  by  dehydration  of  acetonedipropionic 
acid  (v.  Pechmann  and  Sidgwick,  Ber.  19(H,  37, 
3816): 

CH,— CO 

•      6h,-ch,ch,co,h 

y^«    OH 

CH,— (io 

CHg—CO 

=H,0+CH,    CHCH,CH|CO,H 

CHg-CO 

(8)  Two  molecules  of  diethyl  succinate  are 
oondcnised  by  Claisen*B  reaction  (Herrmann, 
Annalen,  1882,  211,  311) : 

CH,CO-OC,H,    CH,00,H5 

OAO.CCHa      CgHjOjCCH, 
•^   '  (3H|— CO— CHCO,C,Hg 

->  C,H,0,CCH— CO^-CH, 
The  resulting  ester  yields  cyc^ohexanedione 
(vide  infra), 

iNDnrmuAL  Ctcuo  Kstonks. 
L  Monocyclic  Monoketones. 
CH  *C0 

cycIoPentanone  ^^i<ch*^h  ^^'^  ^ 
raw  wood  spirit,  and  may  be  obtained  by  the 
distillation  of  calcium  adipate  (J.  Wislicenus  and 
Hentzschel,  Annalen,  im  275,  312,  318; 
c/.  Bayer  &  Co.,  D.  R.  P.  256622).  The  oil 
of  wood  spirit  is  distilled,  and  the  fraction 
boilinff  at  120M40®  shaken  with  syrupy  sodium 
bisulpidte.  The  resulting  crystalline  oisulphite 
compound  is  well  pressed,  decomposed  with 
warm  saturated  sodium  carbonate  solution,  and 
the  oil  freed  from  pyridine  bases  by  shaking 
with  a  saturated  solution  of  oxalic  acid.  The 
compound  obtained  is  identical  with  the 
*  Dumasin '  obtained  by  Kane  from  acetone  oil 
(J.  pr.  Chem.  1838, 13,  69). 

Mobile  oil  smelling  like  peppermint;  b.p. 
130M30-6° ;    8p.gr.  0^416  at  21  •574^     Oxime 


C5H  j :  NOH,  m.p.  SO'S"" ;  b.p.  196^  Condenses 
with  2  molecules  of  aromatic  aldehydes  in 
presence  of  alkalis  (Vorl&nder  and  Hobohm, 
Ber.  1896,  29,  1836) : 

CH,— CHj  CHg— 0 :  CH'R 

j         60+2RCH0«2H,0+ 1         60 

CHj— <5H>  CH,— a :  CHR 

Since  the  leeultinff  compounds  crystallise 
well,  and  ketones  ana  aliphatic  aldeyndes  do 
not  react  with  cyclopentanone,  Mentsel  recom- 
mends the  reaction  for  the  recognition  of 
aromatic  aldehydes  (Ber.  1903,  36,  1499). 
Vorlander  and  Hobohm  have  shown  that  the 
*  pyroxanthin '  obtained  by  Scanlan,  Apjohn 
and  Greffonr  (Annalen,  1837,  21,  143),  by  the 
action  of  atkalis  on  raw  wood  spirit  is  duuial- 
cycfepentanone. 

Hydroffenation  of  cycfopentanone  in  presence 
of  reducea  nickel  at  125^  yields  ^e/opentane, 
cycbmentanol  (50  p.c.)  and  a  ketone  CxoHi^O, 
whicn  is  probably  a-cyc2opentyl^cZopentanone 
(Godohot  and  Tabouiy,  Compt.  rend.  1911,  152, 
881). 

Numerous  derivatives  of  ej^clopentanone  have 
been  described  (Perkin  and  co-workers,  Chem. 
Soo.  Trans.   1906,  89,  1641;    1908,  93,  573; 

1912,  101,  405 ;  Dieckmann,  Ber.  1894,  27, 102, 
965;  Ruhemann,  Chem.  Soc.  Trans.  1912,  101, 
1729,  2542 ;  Stobbe,  J.  pr.  Chem.  1912,  iL  86, 
209 ;  1914,  ii.  89,  329  ;  Godchot  and  T^bouiy, 
Compt.  rend.  1911, 153,  1060 ;  1912, 155,  15^; 

1913,  156,  33L ;  Haller  and  Comubert,  Compt. 
rend.  1914, 158, 1616, 1739 ;  Bauer,  Ann.  Chun. 

1914,  [ix.]  1,  393). 

Unsaturated  ketones  containing  5-carbon 
rings  are  known.  Methylcyefopentenolone 
C,HgO„  mp.  106*,  b.p.  200*^,  occurs  in  wood 
vin^ar  (Meyerfeld,  Chem.  Zeit.  1912,  36,  649). 

CH,-CH, 

Methylcye^>entenone    I /CO,     b.p. 

CH :  0(CH,)/ 
157**,  found  in  wood  oils,  has  been  identified  with 
synthesised  material  (Godchot,   Compt.  rend. 
1914,  158,  506). 

CH,— C«C(CH,), 

Oamphophorone  I         ,<^^        •  ^"^  ^^ 
CH  , — CHCH  , 
tained  by  Gerhardt  and  Lies-Bodart  (Annalen, 
1849,  72,  293)  by  distillation  of  calcium  cam- 
phorate,  smells  like  peppermint ;  b.p.  200'*-206° 
sp.gr.  0-9305  at  20°/4^ 

Polegenone  is  isomeric  with  camphophorone, 
both  compounds  nve  2-methyl-5-MOpropylcycfo- 
pentanone    (dihydrocamphorone,    aihyd]x>pale- 

fenone)  on  reduction.  Dihydrocamphorone^  b.p. 
84**-186** ;  oxime,  m.p.  77'*-78*' ;  semicarbaaofte, 
m.p.  193^95**  (Semmler,  Ber.  1902,  36,  1022 ; 
Wallach,  Annalen,  1903,  327,  125).  For  con- 
version  of  mentbone  into  pulegenone  v,  Wallach 
and  Grote,  Chem.  Zentr.  1918,  ii.  120;  Abst. 
Chem.  Soc.  1918,  i.  544. 

C(OH,),— CHCH, 
Dihydrocamphoketone  J  >C0    ,  re- 

CH, CH-CH, 

suits  on  fusion  of  camphoric  acid  with  potash 
(W.  H.  Perkin,  jun.,  and  A.  W.  Crossley,  Chem. 
Soc.  Trans.  1898,  73,  26).  SmeUs  like  pepper- 
mint, b.p.  180M81'^;  $emicurbaxone 

CgH,, :  NNHOONH. 
m.p.  202**-203^  ^ 
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CHjCHjCO 
cycZoHexanone    ^^  .^^  .^     occurs  with 

other  cyclic  ketones  in  wood  oil  (Looft,  Ber. 
1804,  27,  1544) ;  it  may  be  obtained  by  distilla- 
tion of  calcium  pimelate  (v.a.) ;  by  the  oxidation 
of  synthetic  pycfohexanol  (v.  Bayer,  Ber.  1803, 
26,  229 ;  Annalen,  1894,  278,  88) ;  or  bv  the 
reduction  of  phenol  by  alternate  current  (Dreoh- 
sel,  J.  pr.  CheuL  1888,  [ii.]  38,  65) ;  or  by  reduc- 
tion in  presence  of  nickel  (v.a.),  the  last  method 
being  used  technically. 

(yycZohezanone  is  obtained  in  97  p.c.  yield 
when  a  solution  of  nitrocyc^ohexane  in  caustic 
potash  is  oxidised  by  permanganate  (Nametkin 
and  Pozdujakova,  J.  Russ.  Phys.  Chem.  Soc. 
1913,  45,  1420). 

Mobile  oil,  somewhat  soluble  in  water,  smells 
like  peppermint ;  b.p.  155'4^ ;  sp.  gr.  0*9471  at 
2274^  Gives  a  bisulphite  compound;  con- 
denses with  2  molecules  of  benzaldehyde  (Vor- 
lander  and  Hobohm,  Ber.  1896, 29, 1840) ;  yields 
a  diMonitroso  derivative  (W.  Borsche,  Festschrift 
Otto  WaUaoh,  1909,  31). 

Qxime  O.Hio :  NOH,  m.p.  88°;  phenylhy- 
drazone  C.Hjo :  NNHCjHj,  m.p.  74^-77" 
(Kotz  and  Grethe,  J.  pr.  Chem.  1909,  ii.  80, 
473). 

A  very  large  number  of  derivations  of  cyclo- 
pentanone  have  been  prepared.  (Bodroux, 
Comubert,  Crossley,  Darzens,  Favorski, 
Guareschi,  Haller,  Kijner,  K5tz,  Leser,  Perkin, 
Saytzeff,  Squintani,  Stobbe,  Wallach,  &o.) 
CH, — CHjCO 

4-Methyk^c2ohexaDone    I  |  is 

C(CH,)CH,OH, 
obtained  by  the  oxidation  of  4-methylcyclo- 
hexanol  with  nitrio  acid.  Oxidation  of  methyl- 
cyolohexanone  with  alksJine  permanganate  gives 
j9-methyladipic  acid,  a  compound  which  finds 
employment  in  the  manufacture  of  dyes  and 
pharmaceutical  products  (Farbenf.  vorm.  Fr. 
Bayer  &  Co.,  D.  R.  P.  221849). 

Menthanones  OiqHisO.  Ordinary  menthone 
was  first  obtained  in  an  inactive  form  by 
Moriya  (Chem.  Soc.  Trans.  1881,  39,  77)  by  the 
oxidation  of  natural  menthol;  Atkinson  and 
Yoshida  obtained  a  strongly  dextro-rotatory 
variety  {ibid.  1882,  41,  50).  Beckmann  has 
examined  the  stereochemistry  of  the  menthones 
at  length  (Annalen,  1889,  250,  325 ;  1896,  289, 
362 ;  J.  pr.  Chem.  1897,  [ii.]  55,  14).  Other 
derivatives  (Bfidtker,  Compt.  rend.  1912,  154, 
437). 

Carvomenthone  (tetrahydrocarvone)  was  dis- 
covered nearly  simultaneously  by  v.  Baeyer 
(Ber.  1893.  26,  822;  1895,  28,  1588;  1896,  29, 
27)  and  Wallach  (Annalen,  1893,  277,  133; 
1895,  286,  102;  1899,  305,  266;  1900,  312, 
302  ;  Ber.  1895,  28,  1961).  Ordinary  menthone 
and  carvomenthone  can  each  exist  in  four 
Htereoisomeric  forms,  their  structures  are  given 

CHj  CHg 


The  reactions  of  the  methylene  group  adjacent 
to  carbonyl  in  menthone  and  tanacetone  have 
been  studied  by  Cusmano  (Gazzetta,  1919,  49,  L 
26),  and  the  electiolytio  reduction  of  menthone 
by  Matsui  and  Shimizu  (Men.  Coll.  Sci.  Kyoto, 
1920,4,245). 

A'-cycIoHexenone  C^HgO  has  been  obtained 
from  cyc2ohexanone  (A.  Kotz  and  T.  Grethe,  J. 
pr.  Chem.  1909,  [ii.]  80, 473). 

The  charaoteristio  smell  of  urine  has  been 
attributed  to  a  substance,  urinod,  b.p.  108**/ 
28  mm.  This  compound  occurs  in  a  conjugated 
state  in  urine,  it  is  probably  eycZohexene-i-one 
(Dehn  and  Hartmann,  J.  Amer.  Chem.  Soc. 
1914,  36,  2136). 

Methylcycfohexenone  CHs'CqHyO.  In  addi- 
tion to  the  compound  synthesised  from  ethyl 
sodioacotoacetate  W  methylene  iodide  (Hage- 
mann,  Ber.  1893,  26,  876),  and  formaldehyde 
(Knoevensffel,  ibid.  1090),  an  isomeride  (m.p. 
12®,  b.p.  iSZ**)  has  been  discovered  in  wood  tar. 
Since  this  gives  acetic  and  levulio  acids  on 
oxidation   with   potassium   permanganate   the 

CH-CH,-CO 
constitution  |1  I       has  been  deduced 

CH  'C  *  CH  •  CH 
(B6hal,  Compt. 'rend.   1897,  *125,  1036;    1901, 
132,  342). 

CH, — CH, — CO 

MoCamphor  1  I  was   ob- 

CH(C,H,)CH :  CJCH, 
tained  by   Angeli  and   Rimini  by  acting   on 
'  camphoroxime  with  nitrous  acid  and  decompos- 
I  ing  the  resultant  nitrimine  with  ice-cold  sul- 
phuric acid  (Gazz.  chim.  ital.  1896,  ii.  26,  34). 
'        Poiegone  (A<<s>-3-menthenone) 

1  CH,  CH', 

(CH,),C :  C<^       ^CHCHa 

I  Cd~CH, 

'  is  the  most  important  of  the  seven  possible 
,  structurally  different  2)-menthenones.  (Each  of 
I  these  exhibits  stereoisomerism.)  Beckmann  and 
I  Pleissner  (Annalen,  1891,  262,  1)  obtained 
I  pul^one    from    oil    of    pennyroyal    {MefUha 

PttZ^'ttm  [Linn.])  of  which  it  constitutes  about 

80  p.c.  It  is  also  found  in  the  ethereal  oils  of 
;  Heieoma  pukgioides  (Pers.)  and  PycnarUhemum 
.  lanceolalum  (Pursh.).  It  is  isolated  from  oil  of 
I  pennyroyal  by  fractional  distillation  and  con^ 

version  into  the  sodium  bisulphite  derivative. 

The  synthesis  from  citronellal  has  been  e£fect«d 

by  Tiemann  and  Schmidt  (Ber.  1897,  30,  22} ; 

b.p.  22r-222°  ;  sp.gr.  0*936  ;  [a]D+22-89°. 
The    crvstalline    hydrochloride    CioHj^OCl 

(m.p.   24''-S5'')  and  hydrobromide  CioHi^OBr 

(m.p.  40*5°)  give  pulegone  on  treatment  with 

alcoholic  potash. 

Semiearbazone  C.0H1. : N'NHCONH,,  m.p. 

172^    oxime   CioBUe  :^0H,    m.p.    118M19*. 

Addition  of  hydroxylamine  at  the  double  linkage 

gives  B'hydroxylamtno}nenth<»ve 


CH 

H.C/'^CH, 
HjC^iCO 

CH(CH,), 
Ordinary  mentlionc. 


CH 

HjOr^'^co 

H,Cv     vCH, 

CH 

CH(CH5), 
Curvomentbone. 


I 


(CH3),C(NHOH)CH<^«"^g|>CHCH3 


(m.p.  157°,  [a]p— 83*44°)  which  maybe  success- 

sively  oxidised  to  S-rUtroaomenihone    (chromic 

acid)  and  S-nitromenihone,  m.p.  80**  (nitrio  acid, 

'  sp.gr.  1*16)  (Harries  and-RoedeF,  Bcr-I^SC^^^, 
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3364).    The  so-called  pnlegoiie  diozime,  nLp. 
118*^,  has  the  oooBtitation 

(CH,),0(NH-OH)CH<g^5j^^CH-CH. 

(Senunler,  Ber.  1906.  38,  147). 

On  reduction,  the  foUowing  products  are 
obtained,  viz. :  pakgol  (TiemanQ  and  Schmidt, 
Ber.  1896,  29,  914) ;  menthol  (Beckmann  and 
Pleinner,  Annalen,  1891,  262,  30);  and  a 
blmolecolar  redaction  product,  m.p.  119°, 
probably  the  correspondmg  pinacone  (Harries 
and  Roeder,  Ber.  1899,  32,  3367 ;  Law,  Chem. 
Soc.  Trans.  1912,  101,  1029;  PaoUni,  AtU.  R. 
Accad.  Lincei,  1919,  [v.]  28,  ii.  190). 

For  the  identification  of  pennyroyal,  ▼. 
Baeyer  and  Heniich  recommend  conversion  into 
the  bimitroso  compound  (CioHifOtN)^.  2  c.c. 
pulegone,  2  c.c.  petroleum  spirit,  and  1  cc.  amyl 
nitrite  are  mixed,  and  very  little  concentrated 
hydrochloric  acid  added ;  the  mixture  becomes 
milky  in  20-25  seconds,  and  solidifies  to  a  paste 
of  fine  long  needles  of  the  nitioso  compound. 
This  compound  cannot  be  recrystallised,  it 
dissolyes  in  cold  ammonia  with  a  yellow  colour 
(Ber.  1896,  28,  654). 

A'-3-Meath«ioiie 

CH— CO— CH  :  Cfl(CH,), 


II 
(CH,)C— CH 


J— ^Hg 


prepared  by  Wallach  and  Meister  (Annalen, 
1908««^2,  261)  from  1:3: 4-trihydrxoyteipane 
has  been  identified  as  a  constituent  of  Japanese 
peppermint  oil  (Schimmers  Berioht,  October, 
1910),  b.p.  235°-237*.  Oxime,  m.p.  107M09^; 
oxaminooxime,  m.p.  164M65^ ;  two  gemicarba- 
zones,  a,  m.p.  224<-226*;  j8,  m.p.  171M72*. 

PiperiioM  CioH^.O  occurs  in  Euc€Uypfus 
piperita.  The  green  leayes  and  twigs  of  E.  dives 
yield  about  4  per  cent,  of  the  oil  which  contains 
up  to  40  per  cent,  of  piperitone  (J.  Proo.  Roy. 
Soc.  N.S.  Wales,  1900,  34,  316).  Smith  and 
Penfold  {ibid.  1G20,  54,  40)  have  shown  that  it 
is  an  unsaturated  lievo-rotatory  ketone  which 
raoemises  on  distillation  under  ordinary  pressure. 
The  maximum  observed  value  of  [aJD  was  —  42  '8^; 

this  specimen  gave  d^  0-9348;  n^^  1-4837;  R^ 
46-49;  b.p.  106°-107710mm.,  229^-2307760 mm. 
PracticaUjir  the  same  values  are  given  by  the 
optically  inactive  substance. 

Several  derivatives  of  the  dl-torm  have  been 
described  by  J.  Read  and  H.  G.  Smith  (Trans. 
Chem.  Soc.  1921, 119,  779).  On  oxidation  with 
ferric  chloride  and  acetic  acid,  thymol  is  pro- 
duced, whilst  Smith  and  Penfold  obtained  men- 
thone  on  reduction  with  hydrogen  in  presence 
of  a  nickel  catalyst. 

<i- Piperitone  has  been  found  by  Simonsen  in 
the  essential  oil  of  Andropogon  iuxuranctua,  the 
author  ascribes  to  it  the  structure  of  d-A^-p- 
menthen-3-one  (Trans.  Chem.  Soo.  1921,  119, 
1644.  See  aUo  L.  Oivaudan  and  C^.,  Pert. 
Essent.  OU  Reo.  1921,  19,  80). 

Carvone  (p-A«'  sm.menthadiene.2-one) 

CH,  QH 

/~^\ncHa 


(.jjJ>C-CH;^ / 

CH,  CO 


occurs  naturally  in  dextro-  and  IsDvo-rotatory 


,  forms.    The  fcwmer  (b.p.  224^  8p.gr.  0-0598  at 
20^/4*'  [alj^-reZiyr*)  occurs  in  the  oils  of  cana- 
'  way  {Carum  Carvi  [Linn.]),  fennel  {FawicMhim 
.  vuigare  (Mill.),  and  dill  (PeMcedanrnm  ffraveoiens 
[Benth.  et  Hook.]).  The  Uevo-rotatoiy  fonn  (b.p. 
.  223**-224*';  ep.gr.  0*9593  at  2074'' ;  [a]p-62-4P) 
occurs  in  spear  mint  {MeniMa  viridis  [linn.])  and 
•  kuromoji {Lindera serieea [Hmne]).  The isc^tion 
'  of  carvone  from  oils  is  effected  by  eonveraion 
,  into    the    compound   with  hydrogen  snlphide 
.  (CioHi40),H,S,  and  subeequent  decomposition 
'  with  alcoholic  potash.     When  heated,  carvone 
yieWs  carvacrol  C«H,(OHKCHJ(»-C,HJ.    The 
'  isomerisation    to    carvacrol    by    heating    with 
hydrochloric  add  (D.  119)  at  120M25''  is  said 
to  involve  the  intermediate  formation  of  8- 
chloro-A*-menthene-2-one  (Amo  Miiller,  J.  pr. 
Chem.  1916,  IL  93,  10).     The  active  earvoximes 
melt  at  72%  the  inactive  at  93%    Garvoxime  was 
first  obtained  by  Tilden  by  the  action  of  alcoholic 
potash  on  limonene  nitrosochloride  (J.    1877, 
428).    d-^'  and  <i-/3-Limonene  nitroeochlorides 
correspond  to  /-carvone,  the  la-  and  ^-nitroeo- 
chlorides to  <I-carvone,  whilst  a-  and  ^-dipe^tene 
I  nitrosochlorides  give  the  oxime  of  r-carvone 
(Wallach,  Annalen,  1888,  245,  256;   246,  226; 
1891,  270, 171). 

Harries  has  described  a  method  for  prepara- 
tion of  the  earvoximes  (Meyer-Jacob6on*s 
Lehrbuch,  1902,  IL  939). 

H^fdrocMoroearvoxime  C«oHi,Cl:NOH  melts 
at  135''  {d-  or  U)  or  125*5^  (r-).  The  melting- 
points  of  the  hydrcbromocarvoximes 

CioHx5Br :  NOH 

are  133M34''  {d-  or  /-)  and  128M29*'  (r). 

(i-Garvone  yields  m-  and  p-nitrophcnyl- 
hydrasones  C^^n :  N'NH-C.H^'NO,,  which 
melt  at  105°-106'*  and  174M76°  respectively 
(W.  Borsche,  Annalen,  1908,  359,  49). 

Carvelone  C,oHsoO,  is  obtained  on  reduction 
(Harries,  Ber.  1899,  32,  1316).  A  seoond 
carvelone  is  known  (Law,  Chem.  Soc.  Trans. 
1912,  101,  1028).  Dihydrocarvone  is  produced 
on  electrolytic  reduction  in  aqueous  alcoholic 
solution,  using  a  copper  cathode  (Law,  ibid. 
1549). 

Saberone  O^H.  ,0  (Preparation,  General 
Method  1),  smells  like  peppermint;  b.p.  (742 
mm.)  178*5*'  sp.gr.  0-9685  at  0°. 

Oxime  C^HjarNOH,  m.p.  233°,  b.p.  230"; 
«cm«»f6aa)neCf,Hi,:NHN-C)0-NH„  m.p.  163** ; 
dibenzal  derivative  C.HgO( :  CH'C«H.)„  m.p. 
107^08**;  stdphond  Q^E^JfiOfifi^)^  (by 
the  action  of  meroaptan  in  presence  of  hydro- 
gen chloride  and  oxidation  of  the  resultant 
meroaptol),  m.p.  136^-139^  Suberone  gives 
( -hydroxy  oanantholo  acid  by  oxidation  with 
Caro's  acid  (v.  Baeyer,  Ber.  1900,  33,  962). 
Further  derivatives  are  described  by  Tarbouriech 
(Compt.  rend.  1913,  156,  75). 

Willstatter  obtained  suberone  aa  a  dq;rada- 
tion  product  of  eogonine : 

(JH,_<JH CH-CO,H 

I      ilr(CH,)  boon 

CH,"  -UH        CH, 

(Ber.  1898, 31, 2498).  Tropinone  and  r-ecgonine 
I  have  been  completely  synthesised  by  WiUst&tter 
I  and  Bommer  (Annalen,  1921,  422, 15). 
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CHj'CHj'CHjv 

TropOene  J  ^CO,  an  oil  of  high 

CH,-CH:CH'^ 
refraotive  power  and  odour  of  bitter  almonds,  is 
difficultly  soluble  in  water,  and  boils  at  186^- 
188^  It  is  obtained  from  tropine  by  exhaustive 
methylation  (Ladenbuiff,  Ber.  1881,  14,  2403; 
Annaien,  1883,  217,  132,  138;  Merling,  Ber. 
1891,  24,  3123);  its  constitution  was  correctly 
recoi^nised  by  Willstatter  (Ber.  1898,  31,  1546 ; 
1901,  34, 133). 

C2(ofoOotanone  CgHifO  was  obtained  by 
Mager  (Annaien,  1893,  275,  303)  by  distilling 
the  calcium  salt  of  azelalo  acid,  o.p.  about 
206^ 

jM€f«{oFftUetierlne  or  meihylgranaianine  is  an 
alkaloid  obtained  £rom  the  pomegranate  tree 
{Punica  Chranatum  [Lum.]).  Its  constitution 
has  been  determined  as : 


GH. 


-CH- 


-CH, 


CH,         N(CH,)  CO 

CH, CH CH, 

Willstatter  and  Veraguth  (Ber.  1905,  38, 
1975,  1984). 

II.  BicycUc  Monoketones. 

Of  the  numerous  monoketones  derived  from 
bicydio  hydrocarbons  only  a  few  can  be  men- 
tioned. 

Thujone  (Tanacetone)  CioH^gO  is  known  in 
stereoisomeric  forms,  it  occurs  in  Arbor  vita 
{Thuya  oecidentalis  [Linn.]),  tansy  {Tanaceium 
vulgare  [lann.]),  Artemisia  and  Salvia,  a-Thu- 
jone  predominates  in  thuja  oil,  [a]])— 10'23^ ; 
oxime  CioHj,  :  NOH,  [a]i>— 25*26*  in  ethereal 
solution,  semicofbazone  CioHi,  : NNH-CONH, 
[a],j 4-59*9*  in  methyl  alcoholic  solution.  j8- 
Thujone  is  found  in  tansy  oil  [a]])  about  +70^ 
oxime,  ULp.  54*--56^  [a]p+ 105*1*  in  methyl 
alcoholic  solution;  semicafbazone,  dimorphic, 
hexagonal,  m.p.  174*-175*,  rhombic,  m.p.  fto*- 
172*.  Other  derivatives  v.  Kijner,  J.  Buss. 
Phys.  Chem.  Soc,  1910,  42,  1198;  1911,  43, 
677,  951,  1132. 

Artemisia  oil  seems  to  contain  a  third  feebly 
dextro-rotatory  thujone  (Wallach,  Annaien, 
1893,  275,  179  ;  1894,  279,  383 ;  1895,  286,  90 ; 
1904,  336,  247).  Thujone  probably  possesses 
the  structure : 


/:?H CH'CH, 
.-,.    I  >C0 

\C(CH(CH,),)CT, 

(Tsohugaeff,  Ber.  1900, 33,  3122 ;  Semmler,  ibid. 
1900,  33,  275;  1903,  36,  4367;  D.  Thomson, 
Chem.  Soc.  Trans.  1910,  97,  1502). 

Carone  CioH^cO,  obtained  by  the  action  of 
alcoholic  potash  on  the  hydrobromide  of  dihydro- 
carvone,  is  also  probably  bicyolic  (v.  Baeyer, 
Ber.  1894,  27,  2715;  1896,  28,  639,  1586; 
1896,  29,  3,  2796 ;   1898,  31,  1401,  2067). 

Camphor  CjoH^gO  {q.v,)  occurs  in  the  dextro- 
rotatory form  ([a]p+44'22*  in  20  p.c.  alcohoUc 
solution)  in  Cinnamomum  Camphora  (Nees  and 
Eberm.)  and  other  plants,  m.p.  178*4*,  b.p.  209*. 
The  IflBvo-  forms  occurs  in  the  oils  of  Matricaria, 
Salvia,  and  Tanacetum.    Bredt  gives  the  follow- 


ing  formula  for  camphor  and  its  oxidation 
product,  camphoric  acid  (Ber.  1893,  26,  3047 ; 
Annaien,  1896,  292,  66)  :— 

CH, CH CHj   CH, CH COOH 

CH,*6*CH,  I      I  CHjAcH, 

h Leo    CH, ^C COOH 


CH,- 


CH,  CH, 

Camphor  has  been  obtained  by  distillation  of 
the  lead  (Haller)  and  calcium  (Bredt  and  Rosen- 
beig)  salts  of  homo-  camphoric  acid  :  respecting 
the  synthesis  of  camj^oric  acid,  eee  Kommpa 
(Ber.  1903,  36,  4332),  Blanc  and  Thorpe  (Chem. 
Soc.  Trans.  1910,  97,  836),  and  Kommpa  (Ghem. 
Soc.  Trans.  1911,  99,  29). 

Li  Epicamphor  [alj>  -68*2*,  m.p.  182*,  the 
positions  of  the  carbonyl  and  adjacent  methylene 
group  are  interohanged  (Lankshear  and  Perkin, 
Proc.  Chem.  Soc.  1911,  27,  167;  Bredt  and 
Perkin,  Trans.  Chem.  Soc.  1913,  103,  2182; 
Fumess  and  Perkin,  ibid.  1914,  106,  2024; 
Perkin  and  Titley,  ibid.  1921,  119, 1089). 

Fenebone  C|^|«0  occurs  in  nature  as 
optical  antipodes.  The  dextro-rotatoir  modifi- 
cation was  found  by  Wallach  and  Hartmann 
(Annaien,  1890,  269,  324)  in  the  portion  of 
fennel  oil  boiling  at  190*-196*,  whilst  l-fenchone 
is  a  constituent  of  the  corresponding  fraction  of 
thuja  oil.  The  two  fenchones  melt  at  6*-6*, 
boil  at  192*-193*;  8p.gr.  0-9465  at  19*.  d- 
Fenchone  gives  [a]p+ 71*97*,  the  /-fenchone  a 
slightly  lower  value  (see  also  Bartram  and  Helle, 
J.  pr.  Chem.  1900,  [ii.]  61,  293).  Fenchone  does 
not  combine  with  sodium  bisulphite ;  the  oximes 
melt  at  161*.  Many  derivatives  have  been  pre- 
pared by  Wallach ;  much  m-cymene  is  produced 
on  heating  to  116*-130*  with  phosphorus 
pentoxide  (Annaien,  1891,  263,  129 ;  1892,  260, 
326  ;  1893,  272,  99  ;  1893,  275,  145 ;  1895,  284, 
324;   1901,315,291). 

Of  the  following  xormul»  for  fenchone  : 

CH,— CH — CHCH,    CH,— CH C(CH5)5 

CH,A*CH,  I  I         (Jh, 


CH,— <!h — CO  CH,— <!!(CHJ — CO 


CH, 


-CH — C(CH,), 


tn. 


CH(CH,)— CH — CO 
III. 
the  first  was  proposed  by  Wallach,  the  other 
two  by  Semmler  (Ber.  1906,  39,  2677).  L. 
Bouveault  and  F.  Levallois  prefer  formula  IL 
above  (Semmler*s  first  formula),  and  have 
brought  forward  considerable  evidence  in  its 
favour  (Compt.  rend.  1908,  146,  180;  1909, 
148,  1399,  1524 ;  Bull.  Soc.  chim.  1910,  [iv.]  7, 
542,  683,  736,  807,  963,  968 ;  WaUach,  Aonalen, 
191 1,  379, 182, 216).  Other  bicyclic  ketones  are 
described  by  Godchot  and  Tabouiy  (Compt. 
rend.  1919,  169,  1168). 

IIL  Monocyclic  Diketones,  dsc. 

CH,— CO 
1 : 3-cye2oBatanediOlie    |         I      .    This  is 
CO — CH, 
possibly  the  dimeric  form  of  ketene  (Chick  and 
Wilsmore,  Chem.   Soc.  Trans.   1908,  93,  940; 
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1910,  97,  1978).  One  ketone  group  may  be 
cnoljsed,  in  which  case  the  substance  is  really 
A'-cyriobuten-l-ol-3-one  (Staudinger  and  Bereza, 
Ber.  1909,  42,  4908).  Derivatives  are  described 
Schroeter,  Ber.  1916,  49,  2697). 

,CH,— CO 
1 : 2.<^c2bPentanedion6         CHs<^  J 

^CHj — CO 
(preparation,  v,s,)  is  easily  soluble  in  water,  the 
solution  reddens  litmus,  and  is  coloured  violet 
by  ferric  chloride.  In  some  respects  it  behaves 
as  if  one  *CH,'CO' group  were  enolised,  giving 
a  phenylurethane  (^HgO'O-CO-NH-CeH.,  mj>. 
122^  and  benzoyl  ester  CjHjO-O-COC.Elj, 
uLp.  72^-73^  As  a  1 : 2-diketone  it  yields  a 
dioxime  OJIA  :  NOH)^,  m.p.  210"* ;  an  oeazone 
Cfiji :  NNH'C,Hb)„  m.p.  J46** ;  and  a  quinoxa- 

.CH,--C=Nv 
Une  CHZ  I         '>C,H4.  m.p.  102^-103^ 

1 : 3-o^Hexanedione  (Dihydroresordnol) 
C^HgOt  was  obtained  by  Merling  by  the  reduc- 
tion of  resoroinol  in  boiling  alcoholic  solution 
with  sodium  amalgam,  carbon  dioxide  being  led 
in  during  the  operation  (Annalen,  1894,  278,  28). 
Vorl&nder  synthesised  the  diketone  by  the 
action  of  sodium  on  ethyl  v-acetobutyrate  (Ber. 
1895,  28,  3428) ;  barium  hydroxide  breaks  the 
ring,  giving  y-acetobutyric  acid : 

COOCjH,  CO  COOH 

H,Cj^  ?^*  -^  H,C/NCH,  ^  H,Cf^  ^» 
H.O.  ^'CO  ^  nfi^  JCO  .  ^  H.C^^CO 

CHg  CM|  GHi 

m.p.  104M06^;  dioxime,  m.ja.  154M67'' ; 
monophenylhifdrazonet  mj).  176M77°.  Alkyl 
and  aryl  derivatives,  see  Borsche,  Ber.  1909,  42, 
4496. 

Dlmethyldihydroresorolno!  (1  :  1  dimethyl. 
cyc2a-hexanedione-3 : 5)  has  been  obtained  dv 
D.  Voriander  (Annalen,  1897,  294,  253,  300*; 
1898.  304,  16)  and  A.  W.  Crossley  (Chem.  Soc. 
Trans.  1899,  76,  771) ;  the  latter  chemist  has 
examined  it  exhaustively  {see  later  papers). 

An  0-acetyl  derivative  is  known  (Dieckmann 
and  Stein,  Ber.  1904,  37,  338) ;  in  presence  of  a 
small  amount  of  sodium  acetate  the  acetyl 
group  enters  into  the  ring.  For  the  resulting 
0-acetyl  derivative,  Crossley  and  Renom 
(Chem.  Soc.  Trans.  1912,  101,  1524)  consider 
the  structure 

C(CH,), 


.C/\CH. 
3cis^/icO 


H 
OC 


HOCCH, 

The  tautomerism  of  trimethyldihydroresorcin 
is  dealt  with  by  Crossley  and  Renouf  (Chem. 
Soc.  Trans.  1911,  99,  1101 ;   1912,  101,  1624). 

Both  Vorl&nder  and  Crossley  condensed  ethyl 
sodiomalonate  with  mesityl  oxide  thus  obtaining 
ethyl  1  :  l-dimethylc^^hexane-3 :  6-dione-2-car- 
boxylate  from  which  *  dimethyldihydroresor- 
oinol  *  was  prepared  by  hydrolysis  and  elimina- 
tion of  carbDn  dioxide.     M.p.  148"5^. 

Norris  and  Thorpe  (Trans.  Chem.  Soc.  1921, 
1 1 9, 1 1 99)  find  that  c^hexenylaeetone  ( Wallach, 
Annalen,  1912,  394,  362)  and  cyr/opentenylace- 
tone  (Kon,  Trans.  Chem.  Soc.  1921,  119,  823) 


may  also  be  condensed  with  ethyl  sodiomalonate 
yielding  esters  which  furnish  respectively  on 
hydrolysis  and  loss  of  carbon  dioxide. 

CydohexAne  spirocyrlohexsoie  -  3 :  5  >  dione, 
m.p.  170*6*^  and  e^dopentane  spirocydohexmxic^ 
3:5-dione,  m.p.  135M36-6*.  Other  spiro- 
ketonio  compounds,  Ingold  and  Thorpe, 
(Trans.  Chem.  Soc.  1919,  116,  320);  Fanner 
and  Ingold  (Trans.  Chem.  Soc.  1920,  117, 
1362). 

1 : 4-cye2bHexBnedIoiie  CgHgOt  is  obtained 
in  small  quantity  by  the  dry  distillation  of 
calcium  succinate  (Feist,  Ber.  1896,  28,  738). 
V.  Baeyer  (Annalen,  1894,  278,  91)  obtains  a 

food  yield  of  the  ketone  in  the  following  manner : 
00  grams  of  diethyl  diaoetosuccinate  are  dis- 
solved in  420  o.c.  of  concentrated  sulphuric  acid, 
the  solution  being  meanwhile  cooled  and  then 
poured  on  to  ice  (1450  grams).  After  addition 
of  40  c.c.  of  alcohol  the  mixture  is  boiled  for 
16  hours,  the  alcohol  distilled  off  and  the  residue 
nearly  neutralised  with  calcined  sodium  carbon- 
ate. The  sodium  sulphate  is  frozen  out,  the 
filtrate  saturated  with  ammonium  sulphate,  and 
the  diketone  extracted  with  chloroform,  m.p.  78^; 
dioxime,  m.p.  192° ;  dicyanhvdrin,  m.p.  180'^ 

Phlorogluelnol  C.H,(OH),l :  3  :  5  behaves 
tautomerically  as  cyc2ohexanetrione,  giving  a 
trioxime  CJEL^{ :  NOH),,  m.p.  166*.  See,  further* 
Heller,  Ber.  1912,  45,  418;  Gdschke  and 
Tambor,  ibid.  1237;  Sonn,  Ber.  1919,52,255; 
Fuchs  and  Eisner,  Ber.  1919,  52,  2281  ;  1920, 
53,  886;  1921,51,  245;  Bucherer,  Ber.  1920, 
53,  1457 ;  Herzig  and  Zeisel,  tbd.  1518. 

A  few  cyclic  polyketones  may  be  mentioned. 
The  potassium  carboxide  (KCO)n  prepared  by 
Liebig  (Annalen,  1834, 11, 182),  and  which  forms 
a  by-product  in  Brunner's  method  of  manufactur- 
ing potassium  (Brodie,  Annalen,  1860, 113,  358), 
is  tne  potassium  derivative  of  hexahydroxy- 
benzene  (Nietzkl  and  Benckiser,  Ber.  1885,  18, 
499;  1886,  19,  293,  772).  Treatment  with 
dilute  alcohol  gives  rhodizonic  acid  CgH^O^ 
(Heller,  Annalen,  1837,  24,  1 ;  1840,  34,  232  ; 
1862,  124,  32;  Will,  ibid.  1861,  118,  189). 
Rhodizonic  acid,  as  well  as  hexahydroxy  benzene, 
when  oxidised,  give  triquinoyl  C^HigOj^  or 
CgH,'8H,0.  Al£dis  convert  rhodizonic  acid 
into  croconic  acid  Cfifig  («ee  Zincke,  Ber. 
1887,  20,  1267,  footnote),  and  the  latter  com- 
pound can  bo  oxidised  to  leuconio  acid.  All 
four  compounds  appear  to  be  cyclic  polyketones  : 

HOCCKDCO         COCOCO        HOCCOv 

HOCCOCO         COCOCO        HOC-CO^ 
Bhodlzonic  add.        Triquinoyl.         Crooonlc  acid. 

COCO^ 

co-co^ 

Leuconio  acid. 

i^E^ylcyo\opentane^l  1 2 : 4.tiione,  m.p.  173'' 
(E.  Koeniga  and  W.  Ottmann,  Ber.  1921,   54, 

1343). 

IV.  Aromatic  Cyclic  Ketones, 

Only  the  briefest  reference  can  be  made  to 
the  cyclic  ketones,  in  which  both  ends  of  the 
closed  chain  containing  carbonyl  groups  are 
united  to  aromatic  nuclei. 
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Cottmaran 


C.H4<^«>CH, 


gives 


rise  to 


two    ketones,    conmaranone 


CO. 


CiH|<  Q  >CH„ 


and  coTimarandione  C,H4<;;  q  >C0.    The  latter 

compound,  despite  its  name,  is  really  a  mono- 
ketone,  the  second  carbonyl  is  laotonic. 


Coumaranone 


CeH4<  Q  >CHi 


18  obtained 


by  the  hydrolysis  of  the  esters  of  conmaranone- 
carboxylic  acid  (Friedl&nder,  Ber.  1899,  32, 
1868) ;  by  boiling  co-bromo-o-acetozyaceto- 
phenone  with  water  and  calcium  carbonate 
(F.  Ber.  1897,  30,  1081)  and  by  the  action  of 
phosphorus  pentozide  on  phenoxyacetic  acid 
(Stormer  and  Bartsch,  Ber.  1900,  33,  3177). 
White  needles,  m.p.  101  "-102°.  Oxime,  m.p. 
159**;  isoni7ro90  derivative,  m.p.  172**;  this 
can  be  regarded  as  the  monoxime  of  the  dione. 

Coumaranone  is  the  oxygen  analogue  of 
indoxyl  and  forms  a  series  of  '  oxindogenides ' 
(Fries,  Ber.  1911,  44,  114,  124).  Numerous 
coumaranone  derivatives  have  been  prepared 
(Merriman,  Chem.  See.  Trans.  1911,  99,  911  ; 
1913,  103,  1838,  1845 ;  von  Auwers,  Annalen, 
1912,  393,  338 ;  Ber.  1914,  47,  2334;  1919,  52, 
77,  92;  1920,  53,  2271;  Higginbotham  and 
Stephen,  Trans.  Chem.  Soc.  1920,  117,  1534). 
m 

Conmaiandlone  C,H4<  q  >C0  is  obtained 

by  dehvdration  of  o-hydroxyphenjrlglyoxylic 
acid.  The  carbonvl  group  in  position  2  con- 
denses  easily  with  amino-  compounds  (Fries 
and  Pfaffendorf,  Ber.  1912,  45,  164 ;  Stoermer, 
i&fVi.  162.  See  also  Staudinger,  Schlenker  and 
Goldstein,  Helv.  Chim.  Acta,  1921,  4,  334; 
StoU6  and  Knebel,  Ber.  1921,  54,  1213). 

Closely  related  is  2  : 2'-diketo-Al :  T-dicou- 

maran    C,H4<^^>C :  C<^^>C,H4,  the  so- 

called  '  oxindigo  *  (Fries,  Hasselbach  and  Schrd- 
der,  Annalen,  1914,  405,  346). 

Bemocouniaranones  are  described  by  K.  Fries 
and  B.  Frellstedt  (Ber.  1921,  54,  715). 

riTT 

Hydrindene  C,H4<^jj«>CHj  gives  rise  to 

two  hj^drindones,  two  diketohydrindenes,  and 
one  tnketohydrindene.  The  properties  of  these 
compounds  are  those  to  be  expected  of  mono- 
ketones,  a-  and  jS-diketones  and  triketones 
respectively. 

a-Hydrlndone  C,H4<^«>CH,.    Prepared 

in  ^several  ways.  Oently  warm  ethyl  o-oyano- 
hy(lrocinnamate  with  conoentrated  hydrochloric 
acid 

CNC4H4-CH,-CH,CO,CjaH:2H,0 

=C,H.0+NH,+C0,+C,H50H 

(Gabriel  and  Hausmann,  Ber.  1889,  22,  2018). 
Distil  o-oarbozyhydrocinnamio  add  (Konig, 
Annalen,  1893,  275,  342).  By  the  action  of 
aluminium  chloride  on  phenylpropionyl  chloride 
dissolved  in  petroleum  spirit  (Kipping,  Chem. 
Soc.  Trans.  1894, 65, 485;  also  Ingold  and  Thorpe, 
Trans.  Chem.  Soc.  1919,  115,  141 9X  m.p.  40^ 
b.p.  243*^-245°.  Oxime,  m.p.  148**;  semicar- 
hazonef  m.p.  239^ 

The  methylene  group  adjacent  to  carbonyl 
reacts  with  the  aldehyde  group  and  nitrous  acid. 
The  i>onitroso-  compound  produced  in  the  latter 


case  is  the  monoxime  of  o^-diketohydrindenei 
Many  derivatives  are  known. 

i^-Hydrindone  04H4<^«>CO  is  obtained 

by  distillation  of  calcium  o-nhenylenediacetate 
(Schad,  Ber.  1893,  26,  222 ;  Benedikt,  Annalen, 
1893,  275,  363),  and  by  heating  hydrindene 
glycol  with  dilute  sulphuric  acid  (Heusler  and 
Schieflfer,  Ber.  1899,  32,  30),  m.p.  58**  or  60% 
b.p.  220^-225°.     Oxime,  m.p.  156< 

a^.Diketohydrindene  C«H4<^^*>C0  results 

when  MO-nitroso-a-hydrindone  is  hydrolvsed  by 
hydrochloric  acid  in  presence  of  formaldehyde 
(Ferkin,  Roberts  and  Robinson,  Chem.  Soc. 
Trans.  1912,  101,  232).  Golden-yellow  jpUtes, 
m.p.  96'*-115^  The  oxime,  semicarSazone, 
qutnoxaline,  and  oaazone  have  been  prepared. 
{See,  further,  Chem.  Soc.  Trans.  1914, 105, 2405 ; 
and  von  Braun,  Ber.  1913,  46,  3641 ;  1916,  49, 
1268.) 

ayDlketohydrindene  C,H4<g3>^^»- 

Phthalio  ester  and  acetic  ester  are  condensed 
by  sodium  ethoxide,  the  resulting  diketohydrin- 
dene  carboxylic  ester  hydrolysra,  and  carbon 
dioxide  eliminated  from  the  resulting  acid 
(Gabriel  and  Neumann,  Ber.  1893,  26,  954), 
m.p.  129*'-131^ 

The  methylene  group  is  very  reactive,  and 
anhydrodiketohydrindene  is  proauced  by  elimi- 
nation of  water  between  two  molecules  (Wisli- 
cenus  and  Kdtzle,  Annalen,  1889,  262,  76). 
According  to  Hantzsch  (Annalen,  1912,  392, 
322),  anhydrodiketohydrindene  is 

C.H4<gg>CH0<c%>CO 

and  not  C,H4<^>C :  C<^^^^>CO 

Phenyldiazonium  salts  give  triketohydrindene* 
j3-phenylhydrazone. 

Tautomerism  is  observed  in  the  derivatives, 
and  whilst  the  anil  (m.p.   208°)  is  probably 

C«H4<^>CH.    in  the  free  state,  the  salts 

^  =NC,H, 

produced  with  acids  and  alkalis  are  probably 

CO 
derived  from  the  forms  C4H4<[  p  ^>CH 

^  -NHCgHj 

.COH 

and  C4H4<^  >CH         respectively. 

^C=N'C4H4 

The    enolisation  of  2-monoao^indane-l :  3- 

diones    may   give    oompounda    of    the   type 

C4H4<^Q>C:CROH  (Scheiber  and  Hopper, 

Ber.  1920,  63,  697). 

Numerous  homologues  of  the  type 

C6H4<QQ>CR, 

have  been  synthesised  by  Freund  and  Fleischer 
(Annalen,  1913,  399, 182 ;  1913,  402,  51 ;  1916, 
409,  268 ;  1917,  414,  1 ;  Das  and  Ghosh,  J. 
Amer.  Chem.  Soc.  1919,  41,  1221;  Fleischer, 
Annalen,  1921,  422,  231,  265,  272,  317). 

Triketobydrindene   C4H4<^>CO    results 

on  oxidising  an  alkaline  solution  of  ay-diketo- 
hydrindene,  with  3-3|  p.c.  hydrogen  peroxide 
solution,  m.p.  190''-206^  (with  decomposition) 
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(Kaufmaon,  Ber.  1897,  30,  387  ;  c/.  Rahemann, 
Chezn.  Soc.  Tnns.  1910,  97,  1438,  2025).  j 

Bls-a-Hydrlndeiie-2 : 2)-sRinui 

C.H4<^«>C<^«>C.H, 

18  obtained  in  small  amount  by  distilling 
dibenzylmalonyl  chloride  with  2  p.c.  of  alnmi- 
niom  chloride  under  reduced  prMsure,  m.p.  174^, 
b.p.  266'^-257''  (Leuchs  and  Radulesen,  Ber. 
1912,  46,  189). 

1: 2.NaphtlilndJUidloiie,  m.p.  180''  (Noto, 
Gazz.  chim.  ital.  1915,  45,  ii.  126). 

Pwinaphthlndandlone 

m.p.  266*  (Errera,  Oazz.  chim.  ital.  1911,  41,  i. 
190,  ii.  807;  1913,  43,  ii.  625;  Calderaro, 
ibid.  1916,  46,  i.  261). 

Flooreiie  ketone  i      J>CO  is  obtained  by 

the  distillation  of  calcium  diphenate  with  lime 
(Fittig  and  Ostermayer,  Annalen,  1873,  166, 
373) ;  by  oxidation  of  phenanthraquinone  with 
alkaline  permanganate  ( Anschutz  and  Japp,  Ber. 
1878,  11,  212) ;  and  by  oxidation  of  fluorene 
alcohol. 

Yellow  rhombic  tablets,  m.p.  83-5**-84**. 

A  supposed  pseudo-form  is  non-existent 
(Pummerer,  Ber.  1914,  46,  294). 


<;^-c(ohK 


Pyiene  ketone 


CH 
CioHe<^l    \C0    was    ob- 


tained  by  Bambei^prer  and  Philip  by  ( 
of  pyrenio  acid  CjsHgOj  with  sh&ked 


0: 


distillation 
t  pyrenio  acid  Ui^HgO.  with  slaked  lime,  m.p. 
83^  b.p.  235^-260"  (Annalen,  1887,  240,  178). 

Benxanthrones  Ci^H^o.    These  contain  ben- 
zene and  naphthalene  residues  united  dixectly 
and  also  through  a  carbonyl  group. 
1 : 9-Beiizanthrone 

CO 

\/ 

is  obtained  by  heating  phenyl-a-naphthyl 
ketone  with  6  parts  of  alumimum  chloride  for  5 
hours  at  150°  (SchoU,  Annalen,  1912,  394,  111), 
or  by  elimination  of  water  from  a-naphthyl- 
benzoic  acid  by  means  of  sulphuric  acid  (Schaar- 
schmidt,  Ber.  1917,  50,  294). 

The  ketonio  properties  of  the  carbonyl  group 
are  usually  profoundly  modified  when  it  forms 
one  of  the  members  of  a  heterocyclic  chain. 
This  is  observed  in  the  following  well-known 
examples : — 

CO         CO  CO  CO 

0  00  000 


NH       O 

Pyridone.  Pyrone 


O 
Chromone. 


Y^ 


Xanthone. 


Kbtonio  Acids  and  Estbbs. 
Whilst  a  few  ketonic  acids  {e.g.  pyruvic  and 
IfevuUc)  are  obtained  by  special  reactions,  these 


substances  are  generally  obtained  as  eaten  by 
condensation  of  aimpl^  eflters  or  eaters  ancl 
ketones  under  the  influenoe  of  aodinm,  sodium 
ethoxide,  fta 

a-Kdonic  Monobasic  Adds. 

Pynivle  aeid  (Pyroracemtc  or  Propanonic  add) 
CH,'CO'CO,H  can  be  obtained  by  the  distilla- 
tion of  tartaric  or  laoemic  acids  (Benelius,  Pogg. 
Ann.  1835, 36, 1) ;  of  glyceric  acid  (Moldenhauer, 
Annalen,  1864. 131, 338) ;  and  from  a-dichloro-  or 
a-dibromopropionic  acids  or  their  esters  by  the 
action  of  moist  silver  oxide  (Beckurte  and  Otto, 
Ber.  1877,  10,  264;  1885,  18,  228).  daisen 
and  Shadwell  hydrolysed  acetyl  cyanide  with 
hydrochloric  acid  (Ber.  1878, 11,  620,  1563),  and 
^ilstein  and  Wiegand  oxidised  caldnm  lactate 
with  potassium  permanganate  (ibid,  1884,  17, 
840)  (t>.  Pbyuvic  acid). 

Pyruvic  acid  is  prepared  by  distilling  500 
grams  of  tartaric  acid  and  780  grams  of  com- 
mercial potassium  bisulphate  m>m  a  copper 
retort  of  2  Utres  capacity.  The  process  is 
complete  in  30  minutes,  and  a  60  p.c.  yield  is 
obtained  after  rectifying  the  product  under 
reduced  pressure,  b.p.  50''-60'^  at  12  mm.  (A. 
Wohl  and  R.  Maag,  Ber.  1910,  43,  2188). 

The  decomposition  of  tartaric  acid  on  dis- 
tillation under  reduced  pressure  and  at  a 
temperature  not  much  exceeding  180^  gives  rise 
to  much  acetic  and  less  pyruvic  add  (Chattaway 
and  Ray,  Trans.  Chem.  Sec.  1920,  119,  34). 

The*  salts  crystallise  when  prepared  in  the 
cold  ;  the  solutions,  if  boiled,  only  yield  gnnuny 


The  esters  hydi-olyse  very  readily  (Sud- 
borough,  Chem.  Soc.  Trans.  1912, 101, 1227). 

Condensation  with  benzaldehyde  gives  kr^to- 
acetylphenyl  paracone 

CH,CO-CH<^^H^>0 

(Mumm,  Ber.  1912,  45,  3236).  This  compound 
had  been  previously  described  by  Ruhemann 
(Chem.  Soc.  Trans.  1906,  89,  1236). 

I^ruvic  add  shows  the  reaction  of  a  (methyl) 
ketone  as  well  as  an  acid,  t.g. 

CHaC(OH)(SOsNa)CO,H 

and  CH,C(OH)(SO^a)CO,Na,H,0 are  known. 

The  possibility  of  the  enolisation  of  deriva* 
tives  of  pyruvic  acid  is  raised  by  the  isolation 
of  an  0-acetyl  derivative  ofphenylpyruvic  add 
C.HjCH :  C(0(X)CH,)CO,H  (Bougault  and 
Hemmerl^,  Compt.  rend.  1915,  160,  100). 

Pyruvic  acid  phenylhydrazone 

CH,C( :  NNHCeH,)CO,H 

forms  shining  needles,  m.p.  192^  The  ethyl  ester 
C,H,0,N,C,H4,  m.p.  116°-117%  when  heated 
3  or  4  minutes  with  its  own  weight  of  zinc 
chloride,  yields  ethvl  indole  carboxylate  (E. 
Fischer,  Annalen,  1886,  236,  142) : 

CH,C(X),C,H, 

II 
N 


a 


=NH,+ 

Digitize 


WQq. 


C-CO,C,H, 
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Tetronie  acids,  a-  and  j3-.  These  are  lactones 
of  y-hydrozyketobatyric  adds,  and  are  probably 
to  be  represented  as  true  enols  : 


o/' 


CO — COH 


v/ 


CO — CH 


><;  II         and  Q.  „ 

^CH,— CH  N3H,— COH 

(Wolff  and  Schwabe,  Annalen,  1896,  291,  226 ; 
Lapworth,  Chem.  Soa  Trans.  1915,  107,  135, 
1254). 

Benzoyllormle  aeid  CeH^-CO'COaH  is  ob- 
tained by  the  hydrolysis  of  benau>yl  cyanide  with 
hydrochloric  aoid  (Oaisen,  Ber.  1877,  10,  845), 
m.p.  65^-66^ ;  easily  soluble  in  water ;  reduced 
by  acdinm  amalgam  to  mandelio  acid,  and  by 
hydriodio  acid  and  amorphous  phosphorus  to 
a-toluio  acid.     Phenylhydrazont 

CgHjOC :  NNHC,H,)CO,H 

ULp.  153*^  fwith  decomposition  into  carbon- 
dioxide  and  Denzalphenylnydrazone). 

Phenylpyruvic  add  C.Hb-CHj-CO-COOH. 
Three  forms  of  the  ethyl  ester  are  known,  to 
which  the  following  structures  are  assigned : — 

H-C-C,H,  C,H,-CH 

II  II 

HOCCOOCjH,  HOCCOOCjH, 

a.  m.p.  5l\       p.  Liquid,  b.p.  149715  mm. 

C,H,-CH,COCOOC,H, 
y.  m.p.  79°. 

Eth^l  j9-phenylpyruvate  reacts  with  aoid 
anhydrides  and  chlorides  yielding  ethyl 
aoylozyoinnamates,  e.g. 

CgHjCH :  C(0C0CH,)C0,C.H5 

m.p.  33^-34^.  Such  derivatiyes  do  not  form 
addiUye  compounds  with  bromine,  but  im- 
mediately discolorise  alkaline  permanganate 
(H.  Gault  and  R.  Weick,  Compt.  rend.  1920, 170, 
1392;  1920,  171,  395;  1921, 173,  391). 

p'Ketonic  Monobcme  Adds. 

The  j9-ketonio  acids  are  extremely  unstable, 
decomposing  very  readily  into  carlran  dioxide 
and  a  ketone : 

R  COCH,OOOH=CO,+R-COCH, 

Owins  to  the  reactivity  of  the  methylene 
group,  tne  esters  of  these  acids  are  valuable 
synthetio  agents;  they  are  prepared  by  the 
action  of  sodium  (sodium  ethoxide,  &c.)  on 
esters  or  mixtures  of  esters  and  decomposition 
of  the  resultant  sodium  derivatives  with  dilute 
acetic  acid : 

RCOOC,H,+CH,COOC^j+NaOCjH, 

=2CjH,0H+RC(0Na) :  CBTCOOCtH, 
R-C(ONa) :  CHCOOC,H,+HC,H,0, 

=NaC,H,0,+RC0CH,C00C,H, 

Ethyl  aeetoaoetate  CH,'CO*€^a-COOC,H,  is ! 
obtained   by  the  action  of  sodium  on  ethyl ' 
acetate  (Geuther,  J.  1863,  233 ;   Zeltsch.  Chem. 
1866,  5;   Wislicenus,  Annalen,  1877,  186,  161 ;  i 
Matthews    and    Hodgkinson,    Ber.    1882,    15,  j 
2679);     b.p.    180-6M81-2** ;    8p.gr.    at   207*°' 
10256  (Briihl,  Annalen,  1880,  203.  27) ;  b.p.  7^ 
at    12  52    mm.    (Kahlbanm).     Preparation    on 
laige  scale  (Cbbenzl,  Chem.  Zeit.  1914,  38,  665). 
Free  acetoacetic  acid  is  described  by  CJeresole  as 
a  thiekish  liquid,  misclble  with  water,  reacting 
strongly  acid,  and  decomposing  violently  below 
lOO""  mto  carbon  dioxide  and  acetone.    Ceresole 


obtained  the  acid  by  allowing  4*5  parts  of  ethyl 
acetoacetate,  21  parts  of  caustic  potash,  and 
80  parts  of  water  to  stand  for  24  hours,  then 
acidifying  with  sulphuric  acid  and  extracting 
with  ether  (Ber.  18^,  15, 1327, 1872). 

In  addition  to  the  use  of  acetoacetic  ester 
in  the  laboratory,  it  is  employed  in  the  prepara- 
tion of  pyrazolone  derivatives,  e.g.  antipyrine 
and  pyrazolone  dyeetuffs  (see  Farbenfab.  vorm. 
Fr.  Bayer  &  Co.,  Eng.  Pat.  532  of  1910  (v. 
Pyrazolone). 

Ethyl  acetoacetate  reacts  tautomerically  as 
CH,-C(0H)  :  CHCOjCjH,  and 

CHjCOCHjCOjCjHs 

Knorr,  Rothe,  and  Averbeck  (Ber.  1911,  44, 
1138)  have  isolated  the  two  forms,  the  ketonic 
ester  being  sparingly  soluble  in  oiganio  solvents 
at  low  temperatures.  Both  forms  may  be 
distilled  in  a  high  vacuum  with  little  cliange. 
Ketonic  ester,  b.p.  40^-4172  mm.,  n^  1*4225 ; 
enolic  ester,  b.p.  33%  n^  14480.  For  the 
equilibrium  mixture,  b.p.  39^-4072  mm.,  n^ 
1-4230  to  1-4232. 

K.  H.  Meyer  and  V.  Schoeller  find  that 
when  ethyl  acetoacetate  is  distilled  from  a  glass 
vessel  at  2  mm.  pressure,  the  distillate  is  far 
richer  in  the  enolic  form  (about  70  p.c),  whilst 
the  residue  contains  only  5  p.c.  of  enol.  The 
enolisation  is  due  to  the  catalytic  action  of  the 
glass,  for  on  distilling  from  a  silica  flask,  three 
tractions  and  a  residue,  all  of  equal  volume, 
gave  22,  11,  2-6  and  0  p.o.  respectivdy.  Hence 
the  best  way  of  obtaimng  the  pure  ketonic  form 
is  to  distil  under  "aseptic**  conditions  (Ber. 
1920,  53,  1410). 

The  pure  enol  may  be  obtained  by  distilling 
the  equilibrium  ester  from  a  Jena  glass  vessd 
in  presence  of  a  trace  of  phthalic  acid.  The 
distillate,  containing  88  p.c.  enol,  is  collected  in 
a  quartz  vessel  and  immediately  refraotionated 
from  a  silica  apparatus,  the  pure  enol  forming 
the  first  fraction ;  ri^  1  -4475.  The  method  has 
also  been  applied  to  the  preparation  of  enolic 
aoetylaoetone,  which  was  obtained  with  about 
1  p.c.  of  the  ketone;  n^^  1-4625  (K.  H.  Meyer 
and  H.  Hopff,  Ber.  1921,  54,  579). 

The  question  of  this  tautomerism  has  been 
much  discussed,  some  of  the  papers  bearing  on 
this  matter  which  have  appeared  since  1890 
are  as  follows  : — 

J.  U.  Nef  (Annalen,  1891,  266,  52 ;  1893, 
276, 239) ;  W.  H.  Perkin,  sen.  (Chem.  Soc.  Trans. 
1892,  61,  800);  J.  W.  Briihl  (Ber.  1894,  27, 
2378;  J.  pr.  Chem.  1894,  [ii.]  50,  119);  L. 
Olaisen  (Annalen,  1893,  277,  162;  Ber.  1892, 
25, 1763) ;  A.  Michael  (Amer.  Chem.  J.  1892, 14, 
481 ;  Ber.  1905,  38,  22 ;  c/.  H.  Goldschmidt, 
ibid.  1096) ;  A.  Lapworth  (Chem.  Soc.  Trans. 
1902,81,1491,1499;  1903,83,1114;  1904,85, 
30,  46 ;  1908,  93,  30  ;  1911,  99, 1882) ;  E.  C.  C. 
Baly  and  C.  H.  Desch  (ibid.  1904,  85,  1029 ; 
1905,  87,  766) ;  R.  8.  Morrell  ((}hem.  Soc.  Proc. 
1898,  14,  121 ;  Chem.  Soc.  Trans.  1903,  83, 
1292);  R.  Schenok  and  R  Ellenbeiger  (Ber. 
1904,  37,  3443) ;  F.  GioUtti  (Gazz.  chim.  ital. 
1904,  34,  ii.  208) ;  S.  F.  Aciee  (Amer.  Chem. 
J.  1907, 37, 71) ;  A.  E.  Dunstan  and  J.  A.  Stubbs 
(Chem.  Soc.  Trans.  1908, 93, 1919) ;  A.  Hantzsch 
(Ber.  1910,  43,  3049;  ibid.  1911,  44,  1771); 
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Dawson  and  co-workers  (Chem.  Soc.  Trana.  1909, 
95,  1860;  1910,  97,  2048;  1911,  99,  1,  1740; 
1912,  101,  1603);  Knorr  {ibid,  1911,  44,  1138, 
2767) ;  Kurt  Meyer  (Annalen,  1911,  380,  212  ; 
Ber.  1911, 44, 2718, 2726,  2729 ;  1912, 46, 2843  ; 
Annalen,  1913,  398,  49). 

A  coloration  with  ferric  chloride  is  produced 
by  enolic  modifications  of  ketones  ana  ketonic 
esters,  and  not  by  the  ketonic  forms. 

In  arriying  at  a  decision  as  to  the  proportion 
of  ketone  and  enol  in  an  equilibrium  mixture, 
either  physical  or  chemical  methods  may  be 
employed.  The  j8-ketonio  esters  and  1 : 3- 
diketones  have  been  specially  examined,  and, 
of  the  physical  methods,  those  depending  on 
opticalproperties  have  received  most  attention. 
Tnus,  W.  H.  Perkin,  sen.,  made  use  of  magnetic 
rotation,  Bruhl  of  refraction  and  dispersion, 
whilst  Hantzsch  (Ber.  1916,  48,  1407)  photo- 
graphed  absorption  spectra.  The  results  ob- 
tained by  different  methods  have  not  always 
aereed^  much  depending  on  the  interpretation 
ox  the  measurements.  A  further  complication 
is  caused  by  the  displacement  of  equilibrium 
when  a  solvent  is  employed,  as  in  the  case  of 
photographing  absorption  spectra. 

Of  purely  chemical  metnods  of  determininfc 
the  proportion  of  enol  in  a  mixture,  that  due  to 
Kurt  Meyer  is  important.  The  substance  is 
dissolved  in  alcohol,  alcoholic  solution  of 
bromine  added  until  the  colour  is  no  longer 
disohat|^  and  the  excess  of  bromine  removed  oy 
alcoholic  j9-naphthol.  The  bromo-ketone  derived 
from  the  enol  is  then  reduced  by  excess  of  po- 
tassium iodide 

•C0CBr<+2KI+H,0=C0CH<+K0H-hI, 
and  the  liberated  iodine  estimated  with  Nfl.0- 
thiosulphate 

Ormnary  ethvl  acetoacetate  consists  of 
about  92  6  p.c.  of  the  keto  and  7'4  p.c.  of  the 
enol  modification.  Water  favours  the  keto- 
form,  whilst  dilution  with  hexane  enolises  the 
ester. 

The  proportion  of  enol  present  in  equilibrium 
mixtures  as  determined  by  refractometric  and 
chemical  methods  do  not  alwajrs  agree.  When 
a  simple  ketone  is  in  question,  a  decision  between 
•COCHR-  and  C(OH) :  CR-  is  easy  to  arrive  at. 

In  the  case  of  diketones,  von  Auwers 
(Annalen,  1918,  416,  169)  shows  that  useful 
results  may  be  obtained  from  refractometric 
measurements,  if  due  allowance  be  made  for  the 
exaltation  caused  by  conjugation  when  the 
grouping  -C^OH) :  CR'CR  :  0  occurs. 

This  can  be  done  if  compounds  containing 
the  groupings 

•CH:CHC!R:0   and     CH  : CHC(OH) :  0 

as  well  as  substitution  derivatives  are  measured, 
and  the  results  compared  with  those  obtained 
from  the  substance  under  examination. 

Deductions  have  also  been  drawn  from  a 
study  of  the  products  obtained  on  electrolytically 
reducing  aceto-acetic  ester  and  its  derivatives. 
Tafel  has  considered  constitutions  such  as 

OHjCO  CHjCO 

CH  and        CR' 

I  >0  I  >0 

RC-OC,H,  R-C-OCjH, 

for  the  substitution  derivatives  of  acetoacetic 


ester  (Ber.  1907,40,3312;  1909,42,2548;  1912, 
45,  437).  A  useful  account  of  tautomerism, 
including  that  of  the  ketones  and  ketonic  esters, 
is  given  in  the  Presidential  Address  by  W.  H. 
Perkin,  jun.  (Chem.  Soc.  Trans.  1914, 106. 1176). 

The  electronic  constitution  of  aoetoaoetie 
add  is  discussed  bj  Hauke  and  Koessler  (J. 
Amer.  Chem.  Soc.  1918^  40, 1726). 

Oxidation  of  sodium  acetoacetate  with 
potassium  permanganate  gives  acetic,  oxalic  and 
glyoxylic  acids  (£ngfeldt,Zeitsch.  physioL  Chem. 
1921,  112,  176). 

Ethyl  y-chloroacetoaoetate  (J.  F.  Hamel, 
Bull.  Soc.  chim.  1921,  [iv.]  29,  390)  is  converted 
by  sodium  ethoxide  or  phenoxide  into  ethyl 
succinylsucoinate,  m.p.  126-127^  (Sommelet, 
ibid,  402,  563). 

Y'Ketonic  Monobcuic  Acids, 
LsBviilie  aeld  CH,CO-CH,-CHa*CO,H  is 
obtained  synthetically  from  diethyl  acetosuccin- 
ate  (b.p.  264**-266^  8p.gr.  1  08809  at  15°),  pro- 
duced from  ethvl  chloroaoetate  and  the  sodium 
derivative  of  ethyl  acetoacetate  by  boiling  with 
twice  its  volume  of  dilute  hydrochloric  acid 
(Conrad,  Annalen,  1877,  188,  222) : 

CH,C0,C,H8 

CH,00CHC0,C,H,-f2H.0 

=C,H50H+C0,-fCH,-C0CH,-CH,C0,H 

It  is  obtained  from  various  carbohydrates  by 
boiling  with  acids  e.g.  Invulose,  glucose,  oane 
sugar,  milk  sugar,  inulin  (Tollens,  Aimalen, 
1875,  175,  181 ;  1881,  206,  231 ;  1886,  227, 
228) ;  pine  shavings.  Carragheen  moss  and  gum 
arable  (Bente,  Ber.  1875,  8,  416,  1157).  Conrad 
and  Guthzeit  {ibid,  1885,  18,  1442)  recommend 
warming  20  grams  of  cane  sugar  with  60  grams 
of  water  containing  9'43  grams  of  hvdroKen 
chloride  for  17  hours  on  the  water- batL  The 
liquid  is  filtered,  evaporated  on  the  water-bath, 
and  extracted  with  ether ;  the  ethereal  extract 
is  concentrated  and  distilled  under  reduced 
pressure. 

W.  A.  van  Ekenstein  and  J.  J.  Blanksma 
find  the  conversion  of  hexoses  into  Isvulic  acid 
takes  place  in  two  stages,  hydroxyf urfuraldehyde 
which  is  first  formed,  giving  kavulic  and  formic 
acids  subsequently  (CSem.  Weekblad,  1910,  7, 
387). 

Lflsvulic  acid  has  m.p.  33*5%  b.p.  250"*  (with 
slight  decomposition);  sp.gr.  1*135  at  16^ 
Optical  constants  (von  Auwers  and  Heinze^ 
Ber.  1919,  52,  584).  Easily  soluble  in  water, 
alcohol,  and  ether.  Reduced  by  sodium  amal- 
gam in  alcoholic  solution  to  y-hydroxyvalerio 
acid.  Yields  iodoform  with  iodine  and 
caustic  soda  in  the  cold  and  forms  oxime  and 
phenylhydrazone,  m.p.  108^  The  latter  com- 
pound loses  water  above  160%  givingphenyl- 

methylpyridazolone  ^^*^N*^(C  H  y^^^ 

The  methyl  and  ethyl  esters  are  liquid,  and  boil 
at  191M91-6'*  (743  mm.)  and  206-2«  (oorr. 
756  mm.)  respectively. 

LiBvulic  acid  is  used  in  cotton  printing. 

y-Ketonic  adds  condense  in  some  cases  with 
aldehydes;  e.g,  sodium  benzoyl  propionate, 
acetic  anhydride  and  benzaldehyde  give  phenyl- 
benzylidenecrotonolactone  (W.  Borsche,  At, 
1914,  47,  1108). 
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Tho  sjmtheaifl  of  esters  of  S-ketonlc  aoids  due 
to  Kohler,  has  been  extended  by  Habn  and 
Allbee  (Amer.  Ghem.  J.  1913,  49,  171). 

A  number  of  c-ketonio  acids  have  been 
prepared,  starting  with  adipic  acid  (E.  E.  Blaise 
and  A.  Kochler,  Bull.  Soo.  chim.  1910,  [iv.]  7, 
216). 

Garbozylio  acids  of  cyclic  ketones  are  also 
known,  e.g,  cycZohexanone-2-carbozylic  acid,  and 
^methylcyc/ohexane-2-one-3-carboxylic  acid  (H. 
D.  Gardner,  W.  H.  Perkin,  jun.,  and  H.  Watson, 
Chem.  Soc.  Trans.  1910,  97, 1756). 

Dibaaic  KeUmic  Adda, 

Mesoxalle  aeid  (dihydroxymalonic  acid) 
C(OH),(COOH),  or  CO(COOH),.H,0  was  ob- 
tained  by  Liebig  and  Wohler  by  the  hydrolysis 
of  alloxan  (Annalen,  1838,  26,  298);  from 
aminomalonic  acid  by  Baeyer  {ibid.  1864,  131, 
298)  and  from  dibromomalonic  acid  by  Petriew 
(J.  Russ.  Phys.  Chem.  Soc.  1878,  10,  72).  M. 
Conrad  and  C.  Bruckner  (Ber.  1891,  24,  2993) 
obtained  the  diethyl  ester  (m.p.  67°)  by  the 
action  of  bromine  on  diethyl  acetyltartronate 
CHjCOOCHCCOjCjHj),,  whilst  H.  FiUppo, 
jun.,  obtained  a  practically  Quantitative  yield  of 
the  ester  by  the  action  of  bromine  on  diethyl 
tartronate  (Rec.  trav.  chim.  1910,  [iij  14,  113). 

Mesoxalic  acid  melts  at  119''-120°  (E.  Fischer), 
is  easily  soluble  in  water,  fairly  so  in  alcohol 
and  ether.  The  aqueous  solution,  when  boiled, 
gradually  decomposes  into  carbon  dioxide  and 
glyoxylic  acid. 

The  mesoxalic  and  oxomalonic  esters  are 
obtained  by  acting  on  the  corresponding  malonic 
esters  in  admixture  with  acetic  anhydride  and 
ether  with  the  nitrous  gases  evolved  by  the  action 
of  water  on  nitroxyl  sulphate  (Schmitt,  Compt. 
rend.  1905,  140,  1400 ;  Curtiss,  Amer.  Chem.  J. 
1906,  36,  477 ;  J.  Amer.  Chem.  Soc.  1908,  30, 
1264 ;    Meyer,  Bull.  soc.  chim.  1911,  iv.  9,  423). 

Another  example  of  the  conversion  of  a 
malonic  into  a  mesoxalic  derivative  is  afforded 
by  the  formation  of  dithiomesoxanilide  from 
malonanilide  and  sulphur  monochloride  (Naik, 
Trans.  Chem.  Soc.  1921,  119.  382.  1231). 

Diethyl  oxalacetate 

C,H,0,CC0CH,C0,C,H5 

is  obtained  by  Claisen*s  method  from  diethyl 
oxalate  and  ethvl  acetate,  and  by  the  action  of 
concentrated  sulphuric  acid  on  diethyl  acetone- 
dicarboxylate.  it  is  a  colourless  oil  giving  an 
intense  dark  red  coloration  with  ferric  chloride, 
and  is  sufficiently  acid  in  character  to  be  titrated 
with  phenolphthaleTn  as  indicator  (H.  Gault, 
Compt.  ren<t  1910,  160,  1608;  L.  J.  Simon, 
ibid,  1760). 

Hydrolysis  with  dilute  sulphuric  acid  gives 
alcohol,  carbon  dioxide,  and  pyruvic  acid 
(ketonic  fission) ;  with  alkalis,  salts  of  oxalic  and 
acetic  acids  are  produced. 

The  sensitiveness  of  esters  of  oxaloacetic 
ester  to  alkalis  is  considerable,  traces  being 
sufficient  to  bring  about  marked  decomposition 
The  dimethyl  ester  gives  m.p.  87*'-90°  in  Jena 
glass,  but  only  77°  if  heated  m  a  soft  glass  tube 
(Dieckmann,  Ber.  1916,  49,  2213). 

On    lactonisation,    oxalacetic    ester    gives  ' 
oxalocitrolactone   (Gault,   Compt.   rend.    1914, 
168,  711).  •       ; 

The    ester    reacts    with    phenyldiazonium  ] 


chloride,  giving  a  product  identical  with  the 
monophenylhydrazone  of  diethyl  dlketosucci- 
nate  (m.p.  72*^-73°) : 

COCOjCjHj 

C.HjN.a+CHjCOAH, 

COCOaHj 

=HCl+C,HjN :  NCH-CO,C,Hj 
y  COCO,C^,\ 

Vor  C.HjNHN  :  CCOjCjHj    / 

The  action  of  phenylliydrazine  on  this  com- 

Sound  yields  an  osazone  (m.p.  119M20°) 
,H,NHN :  CCO,C,H,  ..  ,.  ,  .u  *k 
CHlNHNrCColcH;'  '^'^''"^  ^'^  *^^ 
product  obtained  by  Anischiltz  and  Geldermann 
irom  phenylhydrazine  and  diethyl  diketosuccin- 
ate  (Annalen,  1891,  261,  130).  When  this 
osazone  is  boiled  with  three  or  four  parts  of 
glacial  acetic  acid,  ethyl  alcohol  is  eliminated, 
and  ethyl  phenyl  ketopyrazolonephenylhydra- 
zone  oarboxylate 

N-C,H, 

OO^N 
C.H,NHN  :  C' — i'CCOjCH, 

is  produced  (W.  Wislicenus  and  A.  Jensen,  Ber. 
1892,  26,  3448).  Orange  needles,  m.p.  162''- 
163° ;  also  obtained  by  Anschiitz  and  ParUto 
{ibid,  1892,  26,  1976). 

The  pyrazolone  compound  described  is  of 
tarirazine  type,  and  it  is  evident  that  mixed 
tartrazines  may  be  prepared  from  ethyl  oxalace- 
tate, using  hydrazmes  and  diazo  compounds 
derived  from  different  aromatic  amines.  The 
constitution  of  the  original  tartrazine  derived 
from  phenylhydrazine-p-sulphonic  and  dihy- 
droxytartanc  acids  has  been  fully  investigated 
by  Anschutz  (Annalen,  1897,  294,  219),  who 
recognised  definitely  the  existence  of  the 
pyrazolone  ring  in  the  dyestuff.  In  the  pre- 
paration of  this  colouring  matter  from  diethyl 
oxalacetate,  9*4  kilos,  of  the  ester,  9*6  kilos,  of 
phenylhydrazine  eulphonic  acid,  and  7*6  kilos, 
of  crystallised  sodium  acetate  are  stirred  with 
60  litres  of  water  at  60°  until  complete  solution 
is  effected.  The  solution  is  cooled  to  ordinary 
temperature,  8-10  kilos,  of  calcined  soda  are 
added  (reaction  alkaline),  and  after  completion 
of  the  pyrazolone  condensation,  the  tcui^razi- 
ncffen  ester  sulphonic  acid  precipitated  bv  dilute 
sulphuric  acid,  pressed  and  dried.  After  the 
hydrolysis  with  caustic  soda,  diazotised  sulpha- 
nilic  acid  is  added,  and  the  tartrazine  salted 
out  when  coupling  is  completed  (B.  A.  S.  F., 
£^.  Pats.  6693  of  1893  and  766  of  1897  ;  cp.  R. 
Gr^m  and  L.  Benda,  Annalen,  1898,  299,  100, 
and  Farbenfab.  vorm.  Fr.  Bayer  &  Co.,  Eng. 
Pat.  632  of  1910). 

Dlhydroxytartarie  aeld  (Diketosucdnic  acid) 

HO,CC(0H),0(0H),-CO,H  or 

H0,CC0C0C0,H-f2H,0 

was  first  obtained  from  protocatechuic  acid 
(Gruber,  Ber.  1879, 12,  614)  and  catechol  (Barth, 
Monatsh.  1880,  1,  860)  by  the  action  of  nitrous 
gases  (N|0,).  Kekul^  obtained  it  from  dinitro- 
tartaric  acid 

HO,CCH(ONO,)CH(ONO,)CO,P^qT^ 

(Annalen,  1883,  221,  247).     The  dinitrotartdnc 
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add  is  obtained  by  dissolving  tartario  acid  in 
4}  parts  of  fuming  nitric  acid,  shaking  with  an 
equal  yolume  of  concentrated  sulphuric  acid, 
and  drying  the  precipitate  on  porous  earthen 
ware.  This  compound  is  then  mixed  with  an 
equal  amount  of  ether,  some  crude  ethyl  nitrite 
added,  and  the  mixture  allowed  to  stand  for 
some  days.  On  shaking  with  water  and  adding 
sodium  carbonate,  the  nearly  insoluble  sodium 
dihydroxytartrate  is  precipitated. 

H.  J.  H.  Fenton  and  E.  S.  St.  B.  Sladen 
(£n^.  Pat.  27032  of  1897)  obtain  the  acid  by 
adduig  to  a  mixture  of  1  part  of  dihydroxymaleTo 
acid  and  4  parts  of  glacial  acetic  acid,  bromine 
and  water  drop  by  drop  in  quantities  slightly 
greater  than  that  requir^  by  the  equation 

HOCCOjH  (HO),CCO,H 

II  4-Br,+2H,0=2HBr+  I 

HOCCOjH  (HO),CCO,H 

During  the  addition  the  mixture  is  well  cooled. 

Dihydroxytartario  acid  generally  reacts  as 
diketosuccinic  acid,  and  is  very  unstable;  its 
employment  in  the  production  of  tartrazines  has 
already  been  mentioned. 

Acetonediearboxylie  aeid 

HOjCCHjCOOHjCOtH 

is  obtained  by  heating  citric  and  sulphuric  acids 
on  the  water-bath  until  carbon  dioxide  begins 
to  be  eyolyed : 
HO,C-CHj-C(OH)(CO,H)CH,CO,H 


-  HO,CCH,COCH,-CO,H  +  HCOOH(CO + H,0) 

The  mixture  is  then  diluted  with  water,  and 
the  acetonediearboxylie  acid  extracted  with 
ether  (v.  Pechmann,  Ber.  1884,  17,  2643).  By 
using  hydrated  citric  acid  and  forming  sulphuric 
acid  (20  p.c.  SO,),  WiUstatter  and  Pfannenstiehl 
have  obtained  yields  of  58  to  66  p.c.  (Annalen, 
1921,  422,  1). 

Acetonediearboxylie  acid  is  obtained  cnrstal- 
line  from  ethyl  acetate ;  it  decomposes  on  fusion 
into  carbon  dioxide  and  acetone,  the  same 
reaction  occurring  on  boiling  with  water  or 
warming  with  acids  or  alkalis.  Ferric  chloride 
gives  a  violet  coloration.     M.p.  138°. 

Heated  with  phenylhvdrazine  and  hydro- 
chloric acid  in  aqueous  solution,  methylnhemrl- 
pyrazolone  carboxylio  acid  is  produceo.  The 
latter  compound,  when  heated  to  160%  and  then 
distilled  under  reduced  pressure,  gives  Enorr's 
phenylmethylpyrazolone  (Ber.  18&,  16,  2597 ; 
Annalen,  1887,  238,  147;  v.  Pechmann  and 
Jenisch,  Ber.  1891,  24,  3252). 

Condensations  with  aldehydes,  ammonia  and 
amines  (Petrenko-Kritschenko,  J.  pr.  Chem. 
1912.ii.86, 1). 

Electrolysis  of  ethyl  potassio-acetone  di- 
carboxylate  after  neutralisation  with  l'2N' 
oxalic  add  at  0°  gives  ethyl  )3)9'-diketo  suberate 
(sucdnyldiacetate),  m.p.  46°-47*',  The  corre- 
sponding  free  acid  melts  at  1 1 7% 

Diethyl  dlaoetosaodoate 

CH.COCHCO.CjHfi 

CH,COCHCO,C,H, 

is  obtained  by  the  action  of  iodine  on  the 
sodium  derivative  of  ethyl  acetoacetate  (Rug- 
heimer,  Ber.  1874,  7,  892 ;  Harrow,  Annalen, 
1880, 201,  144) ;  rhombic  tables,  m.p.  78^  The 
free  add  seems  incapable  of  existence ;    when 


boiled  with  20  p.o.  sodium  carbonate  solution 
carbon  dioxide  escapes  and  acetonylaoetone  is 
produced.  Like  the  latter  compound,  the  ester 
readily  condenses  with  ammonia,  giving  pyirol- 
derivatives. 

Ethyl  oxalyl-saeelnate,  b.p.  170*»-176712-13 
mm.  (Blaise  a.  Gault,  Bull.  Soc.  Chim.  1911,  9, 
451,  468,  688 ;  «e«  also  Wislioenus  and  Wald- 
miiller,  Ber.  1911,  44,  1564). 

Ethyl  dlketobutyrate  is  obtained  by  the  action 
of  nitrous  gases  on  ethyl  Monitrosoacetoacetate. 
B.p.  70°/ 13  mm.  Forms  a  crystalline  hydrate 
CiH804,iH,0,  m.p.  120*^  (Bouveault  and  Wahl, 
Compt.  reni  1904, 138, 1221 ;  Wahl,  ibid,  1907, 
144,212;  1911,162,96;  1912,164,1237).  The 
dimethylamino-anU,  m.p.  63*6°,  is  obtained  by 
the  action  of  m'trosooimethylaniline  on  ethyl 
acetoacetate  (Sachs,  Ber.  1903,  36,  3221). 
Formation  of  lactones  (Gault,  Compt.  rend.  1911, 
163, 107). 

Aldeh  yde-Eetonbs. 
Compounds  are  known  containing  carbonyl 
in  both  aldehyde  and  ketone  groups ;  the  two 
simplest  compounds  of  this  class  are  methyi- 
glyoxal  and  mesoxal  dialdehyde. 

Metliylglyoxal  CH,*00*(:%0  was  first  ob- 
tained  as  a  dipolymeride  together  with  acetone 
peroxide  by  gently  warming  mesityl  oxide 
ozonide  (Harries  and  Tiirk,  Ber.  1906,  38, 1630). 
The  acetal  CH,C0CH(0CtHB),  is  obtained 
from  ethyl  diethoxyacetate  and  methyl  mag- 
nesium iodide  (WofaJ  and  Lange,  Ber.  1908,  41, 
3612),  and  when  hydrolysed  by  dilute  sulphuiic 
add  gives  the  tripolymeride  of  methvlfflyoxal. 
llie  monomolecular  form  is  obtainea  by  dis- 
tilling the  tripolymeride  under  reduced  pressure ; 
it  is  an  intensely  yellow  liquid  with  a  pungent 
odour.  It  begins  to  boil  at  72^  but  polymerises 
(Meisenheimer,  Ber.  1912,  46,  2636). 

Methylglyoxal  is  an  intermediary  product  of 
sugar  degradation  by  weak  alkalis  (sodium 
carbonate  or  phosphate),  in  presence  of  phenyl- 
hydrazine  the  osazone  is  obtained,  a  partdculariy 
good  yield  being  obtained  when  fructose  is  the 
sugar  employed  (Neubeig  and  Oektel,  Biochem. 
Zeit^h.  1913,  66,  495). 

For  preparation  of  glyoxals  of  the  type 
RCO'CHO  and  their  aoetals,  see  Dakin  and 
Dudley  (Chem.  Soc.  Trans.  1914,  106,  2453). 

Mesoxaldlaldehyde  CHOCO-CHO  is  obtained 
as  a  hydrate  by  the  decomposition  of  phorone 
diozonide  with  ice  water.  The  anhydrous  com- 
pound forms  a  pale  yellow,  brittle,  hygroscopic 
mass  (Harries  and  Tiirk,  Ber.  1906, 38, 1630).  A 
solution  may  also  be  obtained  by  passing  nitrous 
fumes  into  an  ice-cold  aqueous  suspension  of 
diisonitrosoacetone  (Henle  and  Schupp,  Ber. 
1905,  38,  1372). 

The  triphenyUiydrazone  prepared  from 
mesoxaldlaldehyde  melted  at  166*'  (Harries  and 
Turk),  though  when  obtained  from  acetonedi- 
carboxyUo  acid  and  phenyldiazonium  chloride 
the  m.p.  was  found  to  be  176*-176*'  (von  Pech- 
mann and  Jenisch,  Ber.  1891,  24,  3266). 

J.  T.  H. 

KETOXIHES.  Substances  formed  by  the 
action  of  hydroxyUmine  on  ketones. 

KHARSIVAJU    Syn.  for  Salvaisan. 

KHAYA  or  KAYA  v.  CaXl-cbdba. 

KIDirEY-IRO*N0RE  v.  HiSKATirB  and 
Iron. 
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KIESEL6UHR  v.  Biatomitb. 
KIESERITE.  Hydrated  magnesium  sul- 
phate  MgS04,H,0,  of  rare  ocourience  as  colour- 
less monoclinic  crystals ;  but  as  finely  granular 
to  compact  masses  of  a  greyish-wMte  colour 
it  is  aonndant  in  the  potash-salt  deposits  of 
Stassfurt  in  Prussia.  It  is  also  found  at  Hall- 
stadt  in  Austria,  and  Kalusz  in  Poland.  Sp.flT. 
2*57  ;  H.  3-3(.  On  exposure  to  air  it  graduaUy 
becomes  opaque  and  falls  to  a  white  powder, 
due  to  the  absorption  of  water  and  conversion 
into  epsomite.  The  'kieserite  zone,'  about 
60  metres  in  thickness  and  consisting  of  kieserite, 
together  with  camallite,  bischofite,  rock-salt, 
and  anhydrite,  lies  immediately  below  the 
'camallite  zone'  (v.  Potassium),  (On  the 
artificial  production  of  kieserite,  see  van  't  Hoff, 
Sitz.-Ber.  Akad.  Wiss.  Berlin,  1901,  1034.) 

L.  J.  S. 
KILLAS.     A  local  name  used  by  Cornish 
miners  for  the  clay-slates  of  their  country  (v. 
Slate).  . 

KINETATE  v.  Explosivbs. 
KINETINE.    A  combination  of  quinine  and 
hedine. 

KfNEURINE.       Trade    name    for    quinine 
glycerophosphate. 

KING'S  BLUE,  KINO'S  YELLOW  v.   Piq- 
MJiNrs. 

KINO  of  the  B.  P.  and  U.S.  P.  is  the  juice, 
dried  by  heat,  which  is  obtained  from  incisions 
in  the  trunk  of  Pterocanma  Marsupium  (Roxb.) 
(Corom.  PI.  plate  116 ;  Bentl.  a.  Trim,  plate  81), 
a  tail  tree  of  Southern  India  and  Ceylon,  the 
felling  of  which  is  restricted  by  the  Government 
in  the  Madras  Presidency.  This  East  Indian, 
Malabar,  Madras,  or  Cochin  kino  forms  small, 
angular,  gUstening,  opaque,  reddish  black, 
brittle  fragments,  transparent  and  ruby-red  in 
thin  laminsQ.  It  has  a  very  astrinsent  taste, 
colours  the  saliva  blood-red,  and  dissolves 
almost  entirely  in  00  p.c.  alcohol,  slowly  and 
incompletely  in  cold  water;  in  hot  water  at 
least  75  p.c.  dissolves.  The  ash  does  not  exceed 
2o  p.c.  (B.  P.).  Fused  with  potash  it  gives 
about  9  p.c.  of  phloroglucinol  (Hlosiwetz, 
Annalen,  134,  122)  and  protocatechuic  acid. 
Dry  distillation  yields  catechol,  and  ether  also 
extracts  a  little  of  this  substance.  Dilute 
mineral  acids  precipitate  from  the  aqueous 
solution  kinolannie  actd,  the  principal  constituent 
(75-80  p.c),  which  is  coloured  green  by  ferric 
chloride  and  has  not  been  obtamed  pure.  By 
boiling  kino  with  dilute  hydrochloric  acid 
(I  in  5)  a  colourless  crystalline  compound  kindin 
Ci4Hi,0g  is  extracted,  which  can  be  removed 
from  the  add  solution  by  ether  and  crystallised 
Irom  water;  about  1*6  p.c.  is  present  (Etti, 
Ber.  1878,  11,  1879;  1884,  17,  2241).  Kinoin 
gives  with  ferric  chloride  a  red  colour  and  is 
decomposed  by  concentrated  hydrochloric  acid 
at  120°-130°  into  methylchlonde,  gallic  acid, 
and  catechol,  which  indicates  that  it  is  per- 
haps guical  gallate  C,H,(0H)jC0  0C,H40Me. 
Heated  by  itself   at   120*'-130^   •*    '-'—   ♦^- 


it   forms   the 


anhydride'  kino  red  C,,H,20ii,  which  is  also 
obtained  from  the  residues  after  extracting 
kinoin  from  kino  by  means  of  acid. 

Another  variety  of  Indian  kino  is  obtained 
from  Butea  frondosa  (Roxb.),  and  is  known  as 
Buiea  gum,  BiUea  guru,  Bengal  kino,  Palas  or 
Pulae  kino,  or  Dhak  gum.    Only  about  40  p.c.  is 


soluble  in  90  p. c.  alcohol,  but  in  other  respects 
it  closely  resembles  kino  from  Pterocarpue 
Marsupium,  for  which  the  B.  P.  allows  it  to  be 
substituted  in  India  and  the  East,  under  the 
name  Buiece  Oummi, 

Australian,  Botany  Bay  or  Eucalypius  kino. 
Eucalyptus  gum  or  red  gum  is  derived  from 
various  species  of  Eucalypius  (Mueller,  Pharm.  J. 
[iii.]  16,  898 ;  Maiden,  J.  Soc.  Chem.  Ind.  1888, 
38 ;  Pharm.  J.  [iii.]  20,  221,  321),  and  is  also 
included  in  the  B.  P.  {Kino  eucalypti).      Q.  B. 

KINO  BED,  KINOIN,  KINOTANNIC  ACID, 
V.  KrNO. 

KIRSCHWASSER  or  KIBSCH  is  a  strong 
spirituous  lic^uor  made  by  distillation  of  the 
fermented  juice  of  ripe  Morella  or  wild  cherries. 
It  is  prepared  chiefly  in  Germany  (particularly 
in  the  Black  Forest),  in  Switzerhuid,  and  in  the 
Vosges  district  in  France. 

The  cherries  are  crushed  and  the  juice 
collected  in  vats,  the  kernels  added  and  the 
whole  allowed  to  ferment  for  about  5  davs, 
when  the  liquor  is  drawn  off  and  distilled  oy 
steanu 

The  strength  of  the  spirit  is  usually  about 
50  p.a  alcohol  by  volume  or  approximately  10 
uncusr  proof ;  and  its  peculiar  taste  and  flavour 
are  due  largely  to  the  presence  of  hydrocyanic 
(prussic)  acid  derived  m>m  the  kernels  of  the 
cnerry  stones. 

In  properlv  made  kirschwasser,  the  hydro- 
cyanic acid  does  not  exceed  0'015  gram  per 
litre,  but  in  crude  varieties,  made  bv  prolonged 
fermentation  of  unripe  or  unsound  miit,  and 
distilled  over  an  open  fire,  it  occasionally  reaches 
almost  poisonous  proportions. 

Kirschwasser  is  sometimes  made  from  grain, 
grape,  molasses,  or  other  spirit  flavoured  with 
essence  of  kirschwasser '  or  with  peach  blossom, 
oil  of  bitter  almonds  or  its  substitute,  nitro- 
benzene. Traces  of  copper  are  frequently 
found  as  an  impurity,  due  no  doubt  to  the 
oopper  vessels  used  for  distUlation. 

Genuine  kirschwasser  improves  greatly  by 
keeping,  either  in  flasks  or  lx>ttle8  with  porous 
stoppers  or  in  casks.  The  latter  are  made  of  ash 
in  preference  to  oak,  as  the  liquor  should  remain 
perfectly  bright  and  colourless. 

Various  imitations  of  kirschwasser  are  made, 
the  characteristic  flavour  being  derived  from  the 
kernels  of  stone  fruit,  apricots,  peach  kernels  or 
oil  of  bitter  almonds.  The  following  recipe 
(Spon's  Encyclopedia)  is  one  of  the  best : 
cherry  seeds,  9  kilos. ;  apricot  seeds,  3  kUos. ; 
dried  peach  leaves,  625  grams;  myrrh,  150 
srams ;  alcohol  at  85°,  62  ntres.  The  seeds  are 
bruised  and  digested  with  about  30  litres  of 
water  for  24  hours,  and  the  whole  distilled  until 
about  60  litres  have  come  over,  when  the  dis- 
tillate is  reduced  to  about  50°  aloohoL  A  little 
glycerin  or  sugar  (not  more  than  15  grams  per 
100  litres)  is  usually  added  to  soften  the  flavour. 
Kirschwasser  is  occasionallv  heavily  sweet- 
ened, when  it  greatly  resembles  '  noyeau '  (t^. 

LiQUERS  AND  GOBDIAIS).  J.    C. 

KISH.  An  ironworker's  name  for  the  masses 
of  impure  graphite  which  are  occasionally  found 
in  blast  furnaces,  and  which  separate  out  irom 
molten  cast  iron. 

KLIACHITE  V.  Bauxite. 

KOHLRABI.  Brassica  oleracea  f .  eauh^rapa, 
A  plant  of  the  cabbage  tribe  producing  a  great 
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enlai^ement  on  the  stem.  This  '  bulb/  which 
flomeUmee  weighB  as  much  as  12  or  15  lbs.,  is 
the  valued  portion  of  the  crop,  and  furnishes 
an  excellent  substitute  for  swedes  or  turnips  as 
food  for  cattle  and  sheep. 

It  is  yer^  hardy  and  more  resistant  to 
drought  and  uost  than  the  turnip. 

Koni^  gives  as  the  average  composition  of 
the  *  bulb ' — 

Other 
,„  ,     ^  JV-free  Cnide  OxK&nlc 

Water  Protein  Fat  Sugar  snbst.  fibre  Ash  .sulphar 
86-9      2-9    0-2      0-4      78      1-7    12      O'Oa 

Of  the  total  nitrogen,  from  which  the  '  pro- 
tein '  in  the  above  amalysis  is  calculated,  only 
about  44  p.o.  is  present  as  true  proteid,  about 
8  p.o.  as  amides,  and  the  remainder  in  other 
forms  of  combination. 

The  leaves  and  stalks  contain — 

Other 

^                                     N'fiee  Crude  Organic 

Water  Protein  Fat   Sugar  subst.  fibre  Ash  sulphur 

86-0      3-0    0-4      0-5      68      1-6    17  0-08 


The  ash  contains — 


o"  2 

00       - 


14    &     S     ^SpTSSO 
« Bulb '  36-3  6-6  110  68  30  219  88  26  4-9p.a 
Leaves  18*6  4*9  301  4*6  6-0    83  109  9-0  8-0  „ 

H.  I. 

KOLA.  Kola  nuts,  the  fruit  of  Cola  acu- 
minata (Schott  and  £ndl.)>  are  imported  from 
the  West  Coast  of  Africa,  and  are  made  into 
a  paste  which  contains  about  2  p.a  of  caffeine, 
in  addition  to  betalne  (Polstorff,  Chem.  Zentr. 
1909,  ii.  1014 ;  cf.  Besvignes,  J.  Pharm.  Ghim. 
X910,  2,  20 ;  Allaid,  Unl  2,  122).  According 
to  Heckel  and  Schlagdenhauffen,  the  fruit  of 
Heriiiera  UUoraUs  (l%yand),  a  tree  growin^g; 
in  India,  in  the  Philippines,  and  Molucca,  is 
often  found  mixed  witn  kola  nuts.  Tins  fruit 
belongs  to  the  same  family  (SlervUacea)  as 
those  which  give  the  kola  nuts,  and  is  said  to 
possess  the  same  waste-xepairinj;  propertiee  as 
the  kola  nut,  although  it  contams  no  caffeine. 
It  is  used  as  a  f  oodstim  in  India. 

KONDANG  WAX  v,  Figtree  Wax,  art. 
Waxes. 

KORALLEMERZ  v.  Cootabab. 

KORONIUM  BROMIDE.  A  trade  name  for 
strontium  bromide. 

KOSIN  or  KOUSSEIH  RSSIN  v.  Rbsjns. 

KOUMISS  V.  Milk. 

KOUSSO  or  CUSSO,  B.P.  The  dried  panicles 
of  pistillate  flowers  of  Brayera  atUheimifUica 
(Kunth.)  V,  BEsms. 

KRAMERIA  ROOT  v.  Pshatany  root. 

KRARTZUE.  A  variety  of  retinite  {v. 
Rsshys).  

KREMS  or  KREMSER  WHITE,  CREMNITZ 

WHITE,  V.   PlGMXNTS. 

KREOUN.  Trade  name  for  a  preparation 
of  crude  carbolic  add.    Used  as  an  antiseptic. 

KREOSAL,  KREOTOSAL,  KRESALOL, 
KYROGENIN,  v.  Synthetio  drugs. 

KREOSOL  t^.  Ottaiacum,  art.  Rbsins. 

KRESAMINE.    Ethvlene  diamine  tricresol. 

KRESAPOLIN,  KRESOUN.  Pieparations 
of  crude  carbolic  acid.    Used  as  disinfectants. 

KRESATIN.    m-Oesol  acetate. 

KRYOFDfE.  Trade  name  for  phenetidine- 
methyl-glyooUate  CHjOCHjCONHC.H^OCjHs. 


Used  as  an  antipyretic  and  anti-neuralgic. 
White  crystalline  needles,  m.p.  98°,  odouriess 
and  tasteless,  sparingly  soluole  in  water  {v. 
Synthstio  drugs). 

KRYPTON.    Sym.  Kr.    At.wt.  82*9  (Moore, 
Watson,  V.  infra). 

An  inert  gas,  discovered  by  Ramsay  and 
Travers  (Plroc.  Roy.  Soa  1898,  63,  406 ;  British 
Assoc.  Rep.  1898,  828)  in  the  last  portions  of  gas 
collected  after  evapOTating  consi<&rable  quanti- 
ties of  liquid  air.  When  the  latter  is  allowed  to 
evaporate  quietly  in  a  vacuum  vessel,  the  last 
traces  of  liquid  consist  almost  entirely  of  oxygen, 
with  small  quantities  of  nitrogen,  aigon,  krypton, 
and  xenon.  The  liquid  is  allowed  to  evaponte, 
the  gas  is  mixed  with  hydrogen  and  passed 
through  a  heated  iron  tube  to  remove  oxygen. 
Nitrogen  is  absorbed  by  means  of  lime  and 
magnesium  (c/.  Argon),  and  after  removing 
traces  of  hydrogen  and  carbon  monoxide  by 
means  of  heated  copper  oxide,  the  mixture  of 
Bigon,  krypton,  and  xenon  is  separated  into  its 
components  bv  liquefaction  and  fractional 
evaporation.  At  the  temperature  of  liquid  air, 
krypton  has  a  vapour  pressure  of  17  mm.»  whilst 
that  of  xenon  is  only  0*17  nun.  {v.  Q^vers, 
Study  of  Gases,  218;  Ladenbuig  and  Krugel, 
SitEungber.  K.  IVeuss.  Akad.  Wus.  1900,  212, 
727 ;  Ramsay  and  Travers,  Proc.  Boy.  Soc. 
1901,  67,  329 ;  Moore,  Chem.  Soc.  Trans.  1908, 
93, 2181).  The  separation  of  a  mixture  of  aigon, 
krypton,  and  xenon  has  been  effected  by  ab- 
sorbiog  the  gases  in  charcoal  cooled  in  liquid  air, 
allowing  the  temperature  to  rise  sloidy  and 
coUeoti^  the  evolved  gas  in  fractions  ( Valentiner 
and  Schmidt,  Sitzungber.  K.  Akad.  Wiss.  Beriin, 
1906,  38,  816). 

The  proportion  of  krypton  in  the  atmosphere 
is  about  1  part  in  twenty  millions  by  vmnme 
(Bamsay,  Proc.  Boy.  Soc.  1903  71,  421 ;  1908, 
80,  A.  699);  50+l0-»  by  volume,  140+ lO"* 
by  weight  (Leduc  Bureau,  Int.  Poids  et  Mes. 
Mem.  16,  1917).  Krypton  also  occurs  in  the 
gases  evolved  from  many  thermal  springs 
(Moureu  and  Lepape,  Ck)mpt.  rend.  1909,  149, 
1171). 

Krypton  is  a  colourless,  odourless,  tasteless 
gas.  It  is  only  slightly  soluble  in  water,  the 
absorption  coefficient  at  O"",  01095;  10°, 
0-0807;  20°,  0*0626;  30°,  0-0611  (Antropoff, 
Zeitsch.  Elektrochem.  1919,  26,  269).  One 
litre  of  the  gas  at  N.  T.  P.  weighs  3*708  grams ; 
its  density  is  therefore  41*606  (0=16)  (MooRi, 
Chem.  Soc.  Trans.  1908,  93,  2181 ;  Watson, 
ibid.  1910,  97,  833).  Krypton  boils  at  -161*7° 
and  melts  at  —1^9°;  its  critical  temperature 
is  —62*6°,  and  the  critical  pressure  is  54*3 
atmospheres.  One  cub.  cm.  of  liquid  krypton 
at  its  boiling-point  weighs  2*166  grams;  the 
molecular  volume  is  37*84  (Bamsay  and  Travers, 
Proc.  Boy.  Soc.  1901,  67,  329).  At  N.  T.  P. 
the  refractive  index  of  the  gas  for  the  green 
mercury  line  (A  ^6461)  is  1  *0004287  (Cuthbertson 
and  Cuthbertson,  Proc.  Boy.  Soc.  1908,  81,  A. 
440 ;  1910,  84,  A.  13).  (For  the  viscosity  of 
krypton,  v.  Bankine,  ibid,  1910,  83,  A.  616; 
for  its  spectrum,  v.  Baly,  Phil.  Tians.  1903,  202, 
A.  183 ;  Li  veins  and  Dewar,  Proc.  Boy.  Soc. 
1901,  68,  389;  Page,  Proc.  Physical  Soc.  1912, 
24,  138.) 

Krypton  is  completely  inactive^  no  com- 
pounds of  the  element  being  known.    The  gas 


KYROPIN. 


735 


is  monatomio,  since  the  ratio  of  its  specific  heats 
is  1*66  (Ramsay  and  Travers). 

KUNKUIL  An  argillaceous  limestone  used 
in  India  for  the  preparation  of  mortar.  It  forms 
an  excellent  hydraulic  mortar  (B.  Nicholson, 
Ghem.  News,  32,  82). 

KUNZITE.  A  transparent,  violet,  or  lilac- 
coloured  variety  of  the  mineral  spodumene 
LiAlSi|Og  (g.v.),  used  as  a  gem-stone.  It  is 
found  with  pink  tourmaline  in  the  gem-mines  of 
San  Diego  (}o.,  CSalifomia,  and  in  l^idagascar. 

L.  J.  S. 

KUPFERNICKEL  v.  Nioooutb. 

KUS-KUS  ROOT.  The  rhizome  of  Andro- 
pogon  squarroaus  (Linn.),  a  marsh  plant  of  the 
Graminen,  growing  in  India,  the  Philippines,  &c. , 
and  cultivated  in  Jamaioa ;  gives  an  etnereal  oil, 
oleum  cUher  vetiveriae,  used  in  perfumery. 

KUTEERA  GUM  v.  Gums. 

KYANISIN6.  A  process  for  preserving 
timber,  due  to  Kyan,  of  New  York,  in  which 
a  solution  of  mercuric  chloride  is  forced  into  the 
pores  of  the  wood. 

KYANTTE  or  CYANTTE.  (Fr.  Disihhne.) 
Aluminium  silicate  AlsOs'SiO,  or  Al^O^, 
crystallised  in  the  triclinic  system.  This  com- 
pound is  trimori)hous  and  exists  also  as  the 
minerals  andalusite  and  siUimanite.  Kyanite 
and  andalusite  are  transformed  at  about  1300*^ 


into  siUimanite,  wiiich  melts  at  1816°.  Kyanite 
occurs  as  bundles  of  bladed  crystals  in  mica- 
schist  and  gneiss,  and  is  not  an  uncommon 
mineral.  There  is  a  perfect  cleavage  parallel  to 
the  flat  of  the  blades,  and  one  less  perfect  at 
the  sides ;  whilst  at  ends  there  is  a  glide-plane 
which  gives  rise  to  very  characteristic  cross 
markings  on  the  broad  surface.  The  colour  is 
usually  pale  blue,  hence  the  name,  from  Kvay6f, 
blue.  A  remarkable  feature  is  the  difference 
in  hardness  (H.  4-7)  on  different  faces  and  in 
different  directions  on  the  same  face.  Sp^r.  3*6. 
The  mineral  is  not  attacked  by  acids.  iCyanite 
is  occasionally  used  as  a  gem-stone.  The  best 
cr3r8tals  come  from  Pizzo  Tomo,  near  Faido  in 
Switzerland.  L.  J.  S. 

KYANOL.    Runge*s  term  for  aniline. 

KYUNDRITE  v.  CJylindbitb. 

KYNTTE  V.  ExPLOSiVBS. 

KYNURENIC  ACID.  An  acid  isolated  from 
the  urine  of  the  dog  by  Liebig.  Probably  identical 
with  4-hydroxy-quino]ine-2-carboxvUo  acid 
(Homer).  Cf.  Besthom,  Ber.  1921,  64  [B], 
1330. 

KYNURIN.  Trade  name  for  p-hydroxy- 
quinoline. 

KYROFIK.  Trade  name  for  a  substituted 
anilide  C,HJ0C,H4NHCOCH,OCH,.  Used  as 
an  antipyretic. 


END  OV  THE  THIRD   VOLTTME. 
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